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Quantum Mechanics






1 The Failure of Classical Physics

The failure of classical physics starts in the first years of the 1900s, when the first experi-
mental measurements on the world of the very small begun. The first discrepancies found,
after Planck’s quantization of energy “trick” for avoiding the UV catastrophe, were in the
experimental results given from the measurements of the wavelength of the emission of
Hydrogen, Bremsstrahlung radiation and the famous photoelectric effect.

The first approaches for a correct theoretical modelization of a Hydrogen atom were put
forward by Thomson, where the atom itself is considered as a charged sphere, in which
there are inside positive and negative charges.

For Hydrogen we will have a sphere of radius a with charge |¢| = e = 1.6 - 10712 C. Using
Gauss' theorem, we know that the flux of the electric field E will be given by the following

piecewise function
3
r
4 I <r<
(I)E(T){ mep 0srsa (1.1a)

4re r>a

Since we are in a spherically simmetrical system, the flux of the E field will simply be
47r?E(r), and our E field will be

er .
—r 0<r<a
a (1.1b)
2t TS
Since E is conservative, we can define a scalar potential ¢ such that V¢ = E. This function
is easily determined by the solution of a 1st order ODE

er

d¢ *E OgTSCL

L (1.2a)
T

lim (¢(r)) =0

—00

The ODE is a separable differential equation with the following solution

3e er?
—— — 0<r<a

o(r) =4 20 20° (1.2b)
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Since the total charge of the system is ¢ = —e, and the potential energy of the system will
be given from the scalar potential times the total charge, we have that V(r) = —e¢(r).
Since the ionization energy is defined as E; = V(0), we get for Hydrogen,

3 2

Er=-" ~ 13.6¢V

2a
For evaluating the emission frequency of this system, we write the Hamiltonian for a
harmonic oscillator with the mass of an electron, m., coupled to a Hamiltonian with the
potential V (r).
The Hamiltonian will then be defined piecewise as such

P2 1 2.2

9 + imew r
Me
H(p,r) = 2 e (1.3)
2m.  2a3
Solving the system for w we get
62
w =
meas

Plugging the measured values of the electron mass and the radius of the charged sphere,
we get a frequency v ~ 1.2 - 10'® Hz and a corresponding wavelength of A ~ 3 - 103 .
Although the values obtained from this classical model of the atom core are consistent, the
whole idea has been disproven by Geiger and Madsen, whom have demonstrated that if a
Gold sheet is irradiated with « particles, most of them will pass through without scattering,
some get sligthly deflected after interacting with the Gold atoms and another part gets
deflected with angles that are completely incompatible with Thomson’s model.

A different model which explains the Geiger-Madsen experiment is the Rutherford model
of the atom, where the system is evaluated as two opposed charges, the nucleus positively
charged, and the orbiting electrons with negative charge.

The total energy of the Rutherford atom can be calculated using the classical Virial theorem,
which gives

1 5 €2 e?

EF=-mow— —=—— (1.4)
2 a 2a

Forcing in the measured valued for E;, we get for Hydrogen a = 0.5 and X\ = 455 .
Although these values are consistent with observations, the model isn’t physically accurate,
since the electrons in these orbits have a nonzero acceleration, which brings them to emit
sincrotron radiation and consequently lose angular momentum, falling towards the nucleus.
If one explicits all the values in game with such system, will get that a random atom will
have a mean life of 10~® s, which is completely in contrast with observation, since atoms
exist, and didn't get annihilated 10~% s after their formation in the early universe.

The final blow to this huge crisis in classical physics has been given by Einstein and his
discovery of the photoelectric effect, where it's shown that, if a metal is irradiated from a
source with an energy E > W, with W a work function, there is an emission of electrons
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linearly proportional to the frequency of the radiation, with coupling constant being exactly
Planck’s constant, h = 6.6 - 10734 Js. The inverted experiment gives instead a “stopping
radiation”, Bremsstrahlung in German, where at given frequencies the blackbody radiation
of the source gets “stopped”. This kind of behavior is not explainable with classical physics,
which gave rise to the formulation of quantum mechanics.

The photoelectric effect, with its astonishing results, gave rise to the idea that radiation is
quantized, hence it behaves as a particle, and at the same time, due to the certainity behind
classical optics, it has the behavior of a wave.

§ 1.1 Old Quantum Mechanics

After the discovery of Bremsstrahlung and the photoelectric effect, there has been an
attempt to formalize this new mechanics of quanta by Bohr, through 3 hypotheses

Hypothesis 1 (Bound States). For any atom, only states with discrete energies E,, are allowed,
where E,, is a monotonically increasing succession of values, called Energy Levels. The set of
these discrete states is called the set of Bound States, the minimum value of this succession
is Fp and is commonly referred to as Ground State.

Hypothesis 2 (Transition Between Levels). When the system is in a bound state radiates only
in transitions between levels.
Taking a level E,, and a level E,,, where m > n, the frequency of the radiation is

v _ ‘Em - En’
nm h

Where h is Planck’s Constant.

Corollary 1.1.1 (Ritz Combination Principle). The emission spectrum of an atom, with
this hypothesis, is then given by evaluating all the energy differences of the absorption
spectrum’s difference, hence

En - EO . Em - EO
h h

— |En - Em|

= Vnm
h

’VO’H - V0m| = ‘

Hypothesis 3 (Bohr-Sommerfield Quantization). Defining i as h/27 as the reduced Planck
Constant, we get that the only permitted orbits are those where L  nh.
For an orbit v then holds that

L—ggpdq—nh
Iy

For a circular orbit, L = pvr, hence puvr = nh

For an Hydrogen atom we then get the following results.
Considering that the system is virialized, we can write the energy as such

1 Ze?
E—_y=_2°

> o (1.53)
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The third Bohr hypothesis requires that uvr = nh, with u being the reduced mass of the
system nucleus-electron.
Squaring the previous relation and inserting it in the expression of energy, we get

(1.5b)

From this we get that the only possible orbits are at a radius r,,, where

n2h? n2meap

- pZer  Zpu

Tn

With ap = h?/m.e? a constant with dimensions of length, called Bohr radius.
Inserting what we have just derived in (1.5a) we get the succession of quantized levels of
energy, with the following relation
Z2e%m,
E,=————7-- 1.5¢
Inserting Z = 1 for restricting these levels to hydrogen, we get, with the approximation
1~ me that

Tn = T'LZCLB
h?
ap = m€e2 =0.53 (16)
2
e
Ep=——
" 2apn?

The values obtained are in accord with experimental results, but the new “theory” of
guantum mechanics had yet to be formalized with a set of fundamental principles.

§ 1.2 Wave-Particle Duality

The photoelectric effect, as said before, gave rise to the discovery of the particle-like behavior
of light. L. de Broglie, put forward the following problem:

Taking as true the wave like behavior of the electromagnetic radiation, and at the same time
taking as true the particle behavior of the same, there must be a particular wavelength for
any particle, for which can be then defined a matter wave, which has the same ondulatory
behavior of classical waves, while still having all the properties of matter.

Taking as an Ansatz the Bohr-Sommerfield quantization hypothesis, we get that

pL = nh
Dividing by p we finally get that
h
L=n—
p

Since for a photon A = h/p, we get the following hypothesis
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Hypothesis 4 (de Broglie Hypothesis). A wave is associated with each particle, and its
wavelength is given by the relation A = h/p. All the allowed orbits are those which contain
an integer number of wavelengths.

We can then define the de Broglie wavelength of matter as such:
Since p = V2mE, we get
h

(1.7)
2mE

ADB =

If preferred, defining a “reduced” de Broglie wavelenght as X = App /2w, we get, in terms

of h
h

2mE

X =

§ 1.3 Experimental Verifications of Quantum Mechanics

§§ 1.3.1 Double Slit Experiment and Quantum Measurement

In order to verify de Broglie’s hypothesis of matter waves, many experiments were carried
on, but the one that is really worth of notice is the double slit experiment.

Let a beam of monochromatic light hit a completely opaque screen, on which there are
two parallel slits. Due to the wave nature of electromagnetic radiation, the light passing
through the two waves interferes with itself, and if a detector is put on front of such
screen, a diffraction pattern can be observed and measured, as expected from classical
electromagnetism and optics. In terms of photons, this diffraction pattern indicates where
more photons hit the detector and where less did, and the diffraction can be seen as mere
interaction with photons that got through different slits.

The real hassle comes when the same experiment is repeated without a continuous beam
of light, but with a single photon. In this case an interference pattern «can’t» be explained
with interacting photons, as there is a single photon in the whole system.

According to the corpuscular model, the photon must pass through one single slit, but the
interference pattern wouldn’t be observed in this case, giving a further confirmation of the
wave-particle duality.

Getting back again to the first case, we can also try to interpret the interference pattern as
a sum of the interference patterns of the photons passing only through one of the two slits.
Introducing the idea of state, we can identify with |A) ,|B) the diffraction patterns of the
photons passing through a single slit, and with |C) the interference pattern identified in
the doble slit experiment.

It's easy to see that the final state isn’t exactly a sum of the first two.

Leaving the world of classical physics, we can interpret the final state |C') as being a “mixture”
of the state |A) and | B). taking a, b constants, then we can write that

IC) = a|A) + b|B)
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This result has no similar results in classical physics, since, if evaluated for a single photon, it
explicitly indicates that the photon is passing through both slits at the same time!

A similar experiment uses a Mach-Zehnder interferometer, where a beam of neutrons gets
shot through two different paths, where at the end of both a detector is carefully placed.
The result for a single neutron experiment are basically the same of the double slit experiment,
because it is measured that the single neutron passes through both paths, and gets then
measured from both detectors.

Modifying the experiment, and putting a detector on both slits, removes this indecision on
which slit the particle went through (or path in the interferometer), and would let a detailed
description of the construction of the interference pattern to be brought up from data.
What is observed though is extremely different from what is expected, in fact, measuring
from which slit the particle goes through completely destroys the interference pattern, and
what is measured is a corpuscular behavior of the particles.

This result, tells us that measuring a state, changes it. In fact, it changes the state in such a
way that we can either have an interference pattern of a wave-like behavior or a particle-like
behavior.

In fact, wave-particle duality still holds, but now gets a whole different meaning: particles
aren’t waves nor corpuscules, but both at the same time. This affirmation has no meaning
whatsoever in the classical world that we perceive, and it's the key factor in making quantum
mechanics not understandable with physical intuition.

Although not humanly understandable, quantum mechanics can be formalized in a full
fledged physical theory with a formal mathematical background, which lets us “understand”
guantum mechanics through mathematics. In fact, we can grasp the mathematics of it,
even without grasping the physical reality behind it.



2 The Fundamentals

§ 2.1 Dirac Notation

In order to fully grasp this and the future chapters is useful to really know how Dirac notation
works in a mathematical framework. In Dirac notation, a vector of a complex Hilbert space
H is indicated with the following notation: |-), called a ket, where in place of the dot there is
usually a label or an index. Hence, if we have a vector a € H, this vector can be indicated as
|a) € H. Defining the dual space of H as the space of all linear functionals, i.e. all elements
b € H* such that b- a = A € C, we define such vectors (or covectors) with the notation (b,
called bra. With this notation, the scalar product simply becomes (bla) = . It's also useful
to remember that there exist an isomophism ¢ : H — H*, where it is defined as follows

L(Q):@T:EEH* Va € H

In Dirac notation, we will then have the following

§§ 2.1.1 Generalized Vectors and Tensors in Dirac Notation

Generalizing to tensor spaces, we get the following notation equivalences in the case of
rank 2 tensors.

Let T;;, G, H' be tensors in the spaces, respectively H* @ H*, H* @ H, H @ H

In Dirac notation, since they represent the direct product of two vectors (or covectors), they
can be indicated as such

Tij — (il @ (4] = (il (] = (il
G5 — i) ® (4] = i) {jl (2.1)
HY — |i) @ |5) = i) j) = lig)

Remembering that the isomorphism between the space and its dual is given by a trasposition
and a complex conjugation, we have that the operation of index raising and index lowering

11
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(also known as musical isomorphisms), in Dirac notation will be indicated as follows:
T9 =T =Ty — [i)5) = (4] (i) (2.2)
This is especially useful when treating the contraction of all indexes of a tensor.

Let R;; = a;b; and S¥ = cid’. The product R;;S% will then be, using the Einstein convention
for repeated indexes and the rules defined before for raising and lowering indexes,

R;jSY = apbjc'd’ = biaic'd’ — (b| (alc) |d) = (alc) (b|d) (2.3)

Since a tensor product of two vector spaces is a vector space itself, it's common to directly
use superindexes or labels in the labels of the kets and bras, such that a tensor |ij) = |I),
where I is the chosen label. It's not hard to then generalize the notation to rank-n tensors.
There is only one exception, irreducible tensors. Since they can’t be factorized as the direct
product of two vectors, they're usually directly indicated with a simple label as before.

§§ 2.1.2 Function Spaces and Linear Operators

Since quantum mechanics can be also represented with elements of function spaces, Dirac
notation can be extended to indicate even functions and operators.

Let F be a function space, and let 1) € F be an element of such.

We can write the function ¥ (z) : C — R as the projection of the element of F to the field
of complex numbers C. In Dirac notation this becomes

P(x) < (x|) (2.4)

An operator, is a linear endomorphism of H. If we have an operator 7 bounded, and an
operator 6 unbounded, their definition spaces will be the following

A:H—H

N (2.5)
c:DCcCH—-DCH

Since they're linear, if we define a new operator i;, where i1 = 7 and iy = o, we have, that
Vo, € Cand V|A),|B) € D, (€ Hif we're considering a bounded operator)

Let's now define an operator R such that Ry)(z) = e'™(z). In Dirac notation it's simply
R|) = €™ [¢), nothing changes much.
Although, since operators acting on functions can be seen as tensors (or matrices) acting
on vectors, we can write the (infinite) matrix representation of such objects, as such:
Let ¢;, e; be two basis elements of 7. We then will have the following relation, if the scalar
product is indicated as (-, -)

Rij = (e, Re;)
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In Dirac notation, its formulation it's similar in shape, and it's written as such
Rij = (i| R|j)
If now we define the adjoint operation (indicated with (t) as the composition of complex
conjugation and transposition (Of = T o ), we have
R},Lj = (&, R§j>T = <QjRT;§¢>

Without writing the equivalent operation in Dirac notation, and just confronting how the
adjoint operator works, we get immediately get how it will behave with kets and bras. The
operator will act on the right, and its adjoint on the left.

Let |a) be an eigenvector (or eigenket) of R, with eigenvalue a. We then can express the
fact that the operator acts on the right, and its adjoint on the left using R's secular equation

Rla) = ala)
(a| R = (a|@

But since applying the double adjoint means applying the identity transformation, we get
that

[(Rm)T - (<a| fzf)* — ((a|@)f = ala) = R|a)

Hence, an adjoint of an operator acts on the left, and the adjoint of the adjoint operator is
the operator itself, and if a ket is a solution to the secular equation, its equivalent bra will
be the solution to the adjoint secular equation.

Let's remember that in general, Rf # R, hence generally R|A) # (A| R

§ 2.2 Axioms of Quantum Mechanics

The first postulate of quantum mechanics used to formalize mathematically its structure is
the superposition principle

Postulate 1 (Superposition Principle). The state of a quantum system is a vector of a separable
Hilbert space (H), and if two different vectors are proportional to eachother, they represent
the same state. This space must be endowed with a Hermitian scalar product and its
dimension is usually infinite.

Since this Hilbert space is a linear vector space, it's algebraically closed, which means
that, for two different states |a) and |b), with o € C, we have

a(la)y + b)) = ala) + alb) = |c) € H (2.7)

Postulate 2 (Observables). Every quantity that can be observed, hence measured, is called
observable, and it's mathematically represented by a self-adjoint operator.
The eigenvalues of this operator are the possible results of the measurement.
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With such definition, the eigenvectors of the self-adjoint operator will be all the states
invariant to the action of the operator.
If to every eigenvalue of the observable corresponds one and only one eigenvector, the
observable is said to be nondegenerate.

Postulate 3 (Postulate of von Neumann). If a measurement of an observable & on a state
la) gives a degenerate eigenvalue «, the eigenstate of the observable will then be given by
the projection of |a) onto the eigenspace of &, corresponding to the subspace generated
by all vectors that satisfy the equation

alry) = alrg)

The searched state will then be

|s) = Zpi |7i)

Postulate 4 (TraAnsition Probabilities). Let B be an observable, hence B = BT. Consider now
a state |d). If |d) = p|f), we can define the probability of the transition |d) — |f) as

follows: )
P(d) — |f)) = % <1

There are two main cases for the study of transition probabilities, one for nondegenerate
states and one for degenerate states. Since the case for nondegenerate states is a particular
case of the degenerate case, we can study directly the latter.

Let S be a degenerate observable. For a state | A) (with (4| A) = 1), we will then have, after
a projection to an orthonormal basis of eigenstates |s;), as indicated in the von Neumann

postulate
1A) = ailss)

Let's define a state S |A) = |k) = 3", a;|s;) The problem is straightforward. What's the
transition probability from a state | A) to a state |s;) (with i fixed)?
From the last postulate we can write

[(k|A)

Due to the orthonormality of |s;) ({s;|s;) = d;;) we will have
2
Di = Z |ail
1

Which is a direct consequence of von Neumann'’s postulate.
Hence, in order to treat a general state | B) which is not an eigenstate of a given observable

b, we can apply a projection, as stated from von Neumann. But how does this projection
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work? What's its mathematical form?

The answers to these questions are quite easy to think what shape would they take. As
the projection of a state can be interpreted as a Fourier series, we get that the projection
will be given by an operator that sends |B) to a set of eigenstates |b;), multiplied by some
constant which is exactly given by the scalar product (B|b;). Summarizing, if we indicate
the projected state with |b)

) = 7 [B) = > (bs| B) |by)
i (2.8)
i = |bs) (bl

Where ﬁ'j = #; and #% = #, due to the definition of the projector operator.
Moreover, we can even define a theorem from this definition, where, if |b;) is a complete
orthonormal basis, then

i) (bi| =1 (2.9)

Which indicates the completeness relation for a basis.
We subsequently define the expectation value of an observable, its variance, commutators
and anticommutators

Definition 2.2.1 (Mean Value). Given an observable 7, we can define its mean value on a
state |a) as follows

N;
(M0 = (al 7} |a) = > " la| #indi|a) = Zpi% pi= (2.10)

%
Due to the arbitrary definition of 7 and |a), what has been written is valid generally

Definition 2.2.2 (Variance). If we define the variance as Var(z) = 1/ (22) — (z)?, we can
define the variation of an observable on a state |a) as such

Var (i) = /{al i [a) = (al 7 |a) (al A]a) = 1/ (7%) = )iy (2.11)

Definition 2.2.3 (Commutators and Anticommutators). The commutator is an operator of
operators defined for 7,4 as such:

[1,9] = 07 — 1 (2.12)
The anticommutator is defined as such
{04} = 2% + 40 (2.13)

In general, the commutator is antihermitian and bilinear, whereas an anticommutator is
hermitian and bilinear.
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THEOREM 2.1 (Compatibility). Two operators a and b are said compatible, if there
exists a common basis of eigenstates and their commutator is equal to 0

Proof. If & and b are compatible, then there exists a common basis of eigenstates. Let
|A) # 0 be such basis, then, such statement is true

{&A) = ala)

) (2.14)
b|A) = Bla)

Then,
[a,z;} 1A = (ab — ba) |A) =
=ab|A) —ba|A) = Ba|A) — ab|A) = (2.15)
= fa|A) —afA) =0

But, if [a,é] 14) = 0

alA) = alA)
ba|A) = af |A) (2.16)
(ab—ba) |A) =0
As expected from the statement of the theorem. O

Postulate 5 (Canonical Quantization). There exists a strict relation between commutators
and Poisson brackets. If we define the Poisson brackets as [-, -] 5, we can quantize Poisson
brackets with the following relation

['7 ] = ih['» '}PB
Since [¢;,pj] pp = di5, In quantum mechanics holds this fundamental relation
[G,p] = ind (2.17)

This is known as canonical quantization, where position and momentum are represented by
observables.

Postulate 6 (Heisenberg Uncertainity). In quantum mechanics there is an intrinsic uncertainity
on measurements.

Taking two observables a and b, we define an operator a = a + izb with z € R.
Its expectation value on a state |s) will be the following

(s|aals) < (s|a'|s) (s| als)

Since afa = a2 + 2262 + ix [d, 3}, we get that

(a%) + 2 <132> +iz < [&, bD > (a)® + 2 <IS>2
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e @) @+ ()= ()~ ([as]) 20

Rewriting (¢?) — (c)* = o2, with c arbitrary and o its standard deviation, we get
o2 fx2ag+ix<[d,i)}> >0

In order for this equation to be true, the discriminant of the quadratic equation must be
greater than 0, hence

~ 2
—<[a,b}> + 40202 > 0

oo (]

Taking @ = ¢ and b = p, and following canonical quantization rules, we get that momentum
and position can't be measured simultaneously due to a fundamental uncertainity, given by
Heisenberg’s uncertainity principle

And finally we get

—_

040p > =h (2.18)

\)

§ 2.3 Representation Theory

§§ 2.3.1 Heisenberg Representation

In quantum mechanics, we can define two main representations: Heisenberg representation
or Schrédinger representation.

Heisenberg representation is given by matrix elements of operators, through an isomorphism
between [, and the Hilbert space of quantum configurations H. Defining a CON basis
(complete orthonormal) |e;) on H, we get that, V|A) € H

|A) = 1|A) :Z|ei> (ei| A) :Zai|A> (2.19)

Where the operator 7 = |e;) (e;] is defined as 7 : H — I3, which it's simply a projection, as
defined in (2.8).

Hence, we can define the operation of a general operator p in Iy as a combination of the
projection 7 and p. So, if p|A) = |B), we have that

bn = (enl Y les) (eil A) = by = pnia; € Iy (2.20)

1

Where p,,; is the matricial representation in I of the operator 4.
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THEOREM 2.2 (Block Representation for Degenerate Observables). Let a and b be
two observables. If they’re compatible, and the basis of eigenvectors of |a) is degenerate,
then b can be represented as a block matrix

Proof. Let |e;) be such degenerate base, then we can write b;; as such
bij = (eil ble;)

Since (e;|e;) = 1for all the degenerate ¢, j, and it's 0 elsewhere, b;; will be a block matrix. [

§8§ 2.3.1.1 Unitary Transformations

If |e;) and |r;) are two ON bases in H, we can define an unitary operator of base change U/
with the following equation.

U|€i> = |ry) (2.21)

Since the two bases are ON, this operator will be defined as the projection |r;) (ry|.
It follows, in order for the equation (2.21) to be true, (r;|e;) = d;;, and for U, it must hold
that

UUt =00 =1 (2.22)
The last relation can be reduced to the fact that U must be left unitary and right unitary.

THEOREM 2.3 (Von Neumann Theorem). Quantization is invariant to unitary trans-
formations

Proof. Let U be an unitary operator, for which ¢ = UGUT and p = UpU™.
Then, since UTU = 1

o T A A (2.23)
= UglpUt — UplqUt = U[g, p)UT = ind

The same holds for every commutator and anticommutator. O

§§ 2.3.2 Schrodinger Representation

Schrédinger representatio is obtained through an isomorphism between H and L?(R).
Let's consider a space H formed by the direct product of n Hilbert spaces, then H ~ L?(R").
The isomorphism between these two spaces is given through a projection to the space R™,
indicated as such.

Let |A) € H, then 35 : H — L?(R™) defined as such

S|A) = (;|A) = a(x;) € LA(R™) (2.24)
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Where the function v 4 is called wavefunction.
In this space, the scalar product is defined through the following integral

(AIB) = | en(zi)pale;) d" (2.25)

In order to be a valid representation of quantum mechanics, canonical quantization must
hold, and the momentum and position operators will be defined as such, in position space

{p B (2.26a)
qi — T
And in momentum space as such
i i (2.26b)
qi — —ihV,
The canonical quantization rules will then become, for position space
[G:p][A) = —th(ziV; — Vjzi) Ya = ihdijha (2.27)

Since a quantum state must be normalizable, in order to have a proper probability of
transition, we need that even the wavefunction must be normalizable.
The normalization equation will then be

N(AJAY =1 N | Yapad’z=N | |[paf>d"z=1 (2.28)
Rn R™

Since ¢4 € L?, the integral converges, and N~ is the searched normalization constant.
Due to the definition of probability density function, we have that the absolute value squared
of the wavefunction is the probability density of finding the particle in a certain position
(in position representation) or in a certain momentum (momentum representation). Mean
values and superior statistical models are then calculated as

In order to switch between representation, we can use Fourier transforms. Defining the
integral operator F as the Fourier transform operator, we get, if ¢(k;) is the momentum
wavefunction and 1 (z;) the position wavefunction

o(k;) = Fiap(w) (2.29)

And, defining an inverse Fourier transform operator F1

(i) = F ' o(k) (2.30)
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§§ 2.3.3 Hamiltonian Operators

In order to define a function for a whole system, a Lagrangian can be written. In non
relativistic quantum mechanics although, its Legendre tranform is used, the Hamiltonian.
We then have, for a system with a general potential, that the Hamiltonian will be given in
this general form )

H="L" v (2.31)

2m
Quantizing, in Heisenberg representation, we will get an observable, a self adjoint operator:

N
_ ; 2.32
H 2m+V(m) (2.32)

This operator is used, since its eigenvalues are the energy levels of the system.

Hence, given an eigenstate |E), we will have the following equation
H|E) = E|E) (2.33)

Which is the secular equation of the Hamiltonian, with eigenket | E) and eigenvalue E.
Remembering (2.26a), we will get the Schroédinger representation of the Hamiltonian

operator

. K2
H=——V?+V(x;) (2.34)
2m

The secular equation will then become a eigenfunction equation for the differential operator
H, and the energy levels will be the spectrum of the operator

2
Hap = — 22 V(i) = Bip() (2.35)

T 2m
The solution to this equation, commonly called Schrédinger equation is the wavefunction
of the system, with associated energy eigenvalue E. Due to what said before, Schrodinger
and Heisenberg representations are equivalent, and a problem can be solved either as an
eigenstate problem or an eigenfunction problem. The most common example of problem
that can be solved with both methods is the Quantum Harmonic Oscillator, treated in the
next chapter.



3 Quantum Dynamics in 1D

§ 3.1 Free Particle

The motion of a free particle is described by the following Hamiltonian:

2
p
_ 3.1
H 5 3.1
Quantizing in Heisenberg representation (3.1), we get the following operatorial representa-
tion
2

- P
H= o (3.2)

Since [7—2,;6} = 0, there exists a common basis of eigenvectors that we will indicate with |p),
for which
plp) =plp)

Hence, the secular equation for the Hamiltonian will be

N 1 2
Hip) = —p* |p) = 2 |p) (3.3)

- 2m 2m
The spectrum of the Hamiltonian operator is twice degenerate, since momentum can
be either negative or positive, and the final energy state will then be given by the linear
combination of the two states with positive and negative momentum, with energies :I:ﬁpQ

2 2
y p p
HIE) = —|p) — — |- 3.4
|1B) = 5 —1p) = 5~ 1=D) (3.4)
It's obvious, from this equation, that the particle is delocalizated, since the momentum is
positive and negative at the same time, meaning that the particle is “going” both forward
and backward.
Representing the Hamiltonian in the Schroédinger form we will get instead
h? d?

H:f%@ (3.5)

21
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The Schrédinger equation will then be

Solving this simple 2nd order ODE, we get the following wavefunction
i 277LE:1; - 2‘HLE’,L,
P(z) = Ae’V 1? "4 Be 'V # (3.7)

Where its twofold degeneracy is obvious

THEOREM 3.1 (Degeneration Theorem). Let p, #, I be three observables.
If

[I} £0

= ] -

Proof. Considering the case of a free particle, introducing operator I as a spatial inversion
operator, we have that

(3.8)

Then I is 2-degenerate

] = 1] =0
1 4o

Where I [p) = =+ |—p) It's obvious that 12 = 1 and that {f,ﬁ} = {f,cj} =0.

Due to this fact, we can write a new state which is the sum of the simmetrization and
antisimmetrization of a the first state found.

Since I |+p) = =+ |+p) we get this state, indicating the antisimmetric one with |p), and the
simmetric one as |p),

p) = 5 (Ip), + =p1) + 5 (p) ~ [ -p),) 39)

Which is also an eigenstate of H, since it commutes with 1 O

§ 3.2 Quantum Harmonic Oscillator

§§ 3.2.1 Dirac Formulation

The classical harmonic oscillator, is described by the following Hamiltonian

(3.10)

Quantizing
« 1 1
H=—p*+ —muw?§® (3.11)
m



3.2. QUANTUM HARMONIC OSCILLATOR 23

It's evident that the Hamiltonian is an observable, hence its eigenvalues will be real.
A solution in operatorial representation can be given, defining two operators, called creation
and annihilation operators, defined as follows

1

N = D — iMmwq

M=o P~ imed)
| (3.12)

)= ———(p + imwi

gl 2mm(p q)

Inverting the relations and expressing position and momentum in terms of creation and

distruction operators, we get
. fmhw , .+
p= T(UT +1)
(3.13)

. . h
1= iy 5 (i

2mw - 77)

In order to evaluate the commutators of these two new operators 7, we evaluate the product
of the two, from the left and right, obtaining the following result

1 1 « 1. .
At — 2 2 9.0 ooy L L hi 14
n'n thw(p + m w*q® —imwl(q, p]) o (7—[ zﬁw > (3.14a)
And 1 1 1
it = ——— (1 + m*w?@® + imwlq,p)) = — (H + ~hwi 14
it = 507+ mwq” + imwlg, p]) = <H+ 5 hw ) (3.14b)
Having evaluated this, we therefore get
1 R
S Ty £y
[77,77 } 5o, (—2imwlg pl) =1
1 (3.15)
A—I- Al — . A A :7A
[n ,n} o (2imw(d, pl) = —1

And therefore, inverting the previous relation where the Hamiltonian appears on the right
hand side, and utilizing the commutators in order to switch the position of the multiplication
of the two operators, we get these two new expressions for the Hamiltonian

. 1.

%:m<ﬁfﬁ+21> (3.16a)

. UCI

H=hw (70 _51 (3.16b)
The commutators between the Hamiltonian and the annihilation/creation operators is

calculated easily, utilizing the latter form of the Hamiltonian and the properties of the
commutator (remembering that operators in general «do not» commute)

(3.17)
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Consequently, writing the secular equation of the system we get the following results
Hi|E) = (i + i) ) |B) = (i — hwi) |B) = (B — ho) ) | E)

(3.18)
i 1By = ('#+ [Fif]) 1B) = (3" F + hwi!) |E) = (B + hw) it |B)

So, the action of these operators actually creates and annihilates quantas of energy, with a
spacing of hw, creating a ladder. This characteristics gives them also the name of ladder
operators.

Since the energies of an harmonic oscillator can’t obtain negative values, there must exist
a state for which the application of the annihilation operators “annihilates” the system,
returning back zero. Indicating the energy eigenvalues with |n), we identify such state with
|0) (watch out, this is «not» the null vector of the Hilbert space, 0 is simply a label), such
state is usually called vacuum state.

Its energy can be determinated without much hassle, noting that the square norm of 0 is
still 0 (obviously). Rewriting 0 as 7 |0), we get, in Dirac notation, and remembering (3.14a)

1 A~ 1 4 1
,AT,A — — —_— — — =
(011710} = -~ (0 (7—[ zfm) 0) = Bo — 5w =0 (3.19)

It's clear then, that the minimum possible value of energy is Ey = %hw usually called zero
point energy In order to properly see how the annihilation and creation operators act on
the energy eigenstates it's useful to normalize their succession.
We know, as for (3.18), that creation operators increase by one the number of quants in
the system, hence, knowing that there is a ground state, indicated with |0), we can write
the n-th state as follows

i [0) = v |n)

With v € C. Since the normalization condition asks that the square braket of the vector
must be equal to one, we simply get the following expression

(O™ [0) = |v|* (nln) (3.20)

Since the former operator multiplication can be written as 7”1 [ﬁ,ﬁT”]. It can be easily
demonstrated that the previous commutator gives the following value

[ﬁ, ﬁTn:| _ nﬁT(nfl)
We can then write (3.20) as
n (04" D 10) = 2 (n — 1n — 1)

lterating, we get the following condition

vt = — (3.21)
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Henceforth, we get v = ﬁ without any loss of generality.
The normalization of the n-th state, can then be defined recursively starting from |0)

_ L
|n>—\/m77 0) (3.22)

Since all eigenstates must be normalized, we get that the action of the creation and
annihilation operators will be, respectively

77*|n> =vn+1n+1)

. (3.23)
iln) = Vil — 1)
Defining a particle number operator as follows
N =qfp (3.24)
We get the following commutation relations
|| =t
. (3.25)
i) = =i
And the new Hamiltonian in terms of N becomes, evidently
. 1.
H = hw <N+2]l> (3.26)
Calculating the commutator [7—[, N} explicitly we get
. 1 < 1. .
(3.27)

m([m 7+ 4fi.4) -

Since {?2, N} = 0, we get from Theorem 2.1 on the compatibility of operators, that there

exist a common ON basis between N and #. This basis will obviously be the energy
eigenstates of the Hamiltonian, and remembering the action of % and #' on the energy
eigenkets, we get that the number operator will act on these states as such

N |n) = n|n) (3.28)

It's now obvious why such operator is called particle number operator, since applying it to
an energy eigenstate, it will give as an eigenvalue the “number of particles” present.
Since these eigenstates are eigenstates for both the particle number operator and the
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Hamiltonian, we can write the secular equation of the Hamiltonian (3.26), which gives
immediately the following result

ﬁmymw@+;>m (3.29)

Since 7 |n) = E, |n), we get that energy is quantized, and has the following expression

B, = hw <n + ;) (3.30)

From this definition, we can define the ground state of the system as |0), since, applying
the annihilation operator on |0) the state gets “annihilated” and its action gives 0, we get
our ground state energy (also known as zero point energy)

ﬂm>:%mwm (3.31)

Switching to a Schrédinger representation for the definition (3.22), we can also find the
eigenfunctions of the Hamiltonian, (x|n) = 1, (z). Since the operator /' and # are defined
in (3.12), we can then write the normalized eigenfunctions as the solutions for the following
differential equation. For the ground state, we will have, applying the annihilation operator

Mpo(z) = — (thV + imwzx) Yo(x) =0 (3.32)

1
vV 2mhw
Its solution is simply given by the following exponential

2

Yo(z) = Ae” o ?

The normalization condition will be given by the fact that 1 € L?(R), hence it must be
square integrable. Using Gauss' identity, we get

o -
AP [ et = 2T
—00

mw

The constant A is easily determined, and the normalized wavefunction for the ground state
is
mw mw .2
T) =[] e E T 3.33
Yo(x) o (3.33)
Now, applying the operator 7T multiple times we can get the n-th wavefunction. In formulae,
we get that

\/%ﬁmwo(z) = W (imwz — ihV)" Yo(x) = Pp(x)
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Substituting the function we found for vy, we get the following differential equation of the

n-th order
1 1 mw d mw .2
n - — - ) — th— T 3.34
Pn(z) oo\l nl\ 7 <me$ [ dx) e 2k (3.34)

Using the substitution £ = /™2 we can write the solution in terms of Hermite polynomials,
where they're defined through Rodrigues formula

Hp(€) = (—1)"e8 —¢ ¢ (3.35)

The normalization constant for Hermite polynomials can be calculated to be exactly (2"n!)~1/2,
and the eigenfunction succession of the quantum harmonic oscillator will be the following

1 mw mw _mw 2
o) =g o () ¢ (3.36)

§§ 3.2.2 Coherent States of the Quantum Harmonic Oscillator

The coherent states of a quantum harmonic oscillator, are those states defined as the
eigenvalues of the annihilation operator 7. Hence, we are finding all states |h) such
that /) |h) = h|h). Since we're in the Hilbert space of the quantum harmonic oscillator
(obviously) we can use Von Neumann'’s principle in order to Fourier transform our state |h)
to an eigenstate of the Hamiltonian. We then get, applying a projection 7rh = |h) (h
following Fourier series

o0

k) =" (hln) |h) (3.37)

n=0

Applying 7 to its eigenstate |h), we get, knowing its action to the energy eigenstates

ARy = (hln)fln) =Y (hln)v/n|n = 1) = h|h) (3.38a)
n=0 n=0

Changing the indexes of our sum to k = n — 1 we get

> (k4 1) VE+1 |k>fhz<h|k>]k> (3.38b)
k=0

k=0

We henceforth get the following relation between (h|k + 1) and (h|k)

(hlk +1) = (h|k) (3.380)

h
vk +1
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Through induction we get, after substituting again the index,

hn
(hln) =~ (h[0)
X0 (3.38d)
= (h|0) Z
n= 0
In order to find (h|0) we normalize the state (h|h)
Ihl
(h|h) = [(h|0)] Z (3.38¢)
2
We finally get (h|0) = e‘%, hence, our coherent state will be
2 2 n
- > hf n) (3.380
Writing |n) as in (3.22) we get a new form of this state, in terms of 7
h) = i M2 i o) (3.39)
= i _

n=0

Summing, we then find a new representation for this coherent state, in terms of both
annihilation and creation operators

IB) = e~ B+ |0) = i =Pl |) (3.40)

§§ 3.2.3 Schrédinger Formulation

The Schrédinger equation for the quantum harmonic oscillator is simply given converting
momentum and position operator to their representation in L?(R). Taking (3.11) and
converting, we get the following differential equation for «,,(z) as follows

h? d*y,
" 2m da? 2

L a2 (@) = Enn(a) (3.41)

In order to ease the equation, we utilize the following change of variables

mw
&= "
Through this change of variables we get that the second derivative of ¢, will become

Ppn _ mw &y,
2 h de
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Hence, the Schrédinger equation will become

hw 24y, hw o
(5

- E) bul€)

Rearranging everything, we get the following “easier” to tackle equation

d2, 5 2B, B
i~ (8- vn© =0 3.42)

Considering the limit where ¢ >> 2= we can define an asymptotic differential equation
for 4,
$a(€) = Ea(€) =0

Its solution will be a linear combination of esponentials

2

Va(€) = Ae§ + Be_%

Due to normalization problems, we choose A = 0.
Through the definition of £, we can easily find the normalization constant B, which it is,

simply

Henceforth, the asymptotic solution will simply be the following

Ya(x) = ng:e e (3.43)

The complete solution, will then be the product of a function h(£) with the asymptotic
solution

(&) = h(€)va(§) (3.44)

Where, h(x) is a power series, defined as follows
h(€) =Y a;¢ (3.45)
Deriving the new definition of 1, (), we get the following relation
A2, a2h _dhdib,

_ d*y,
g2 —%(5)(1752+ A€ dE + h(§) g2

Due to 1, being known, we end up with the following equation

d27/)n —% | /mwdh 7§ 2 mw *%
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The Schrédinger equation will, finally, become the following, after cleaning up multiplicative
constants and nonvanishing exponentials

d?h dh <2En

@ %t e 1) hE) =0 (3.46)

The derivatives of k() are easy to calculate, and they give the following result

o ijajﬁjfl = i aaa
d£ 7=1 n=0

2 & , -
a@ = 20 - Dge 7 = (at e+ ot
j=2 a=0

Inserting in our Schroédinger equation, we get the following

Z {(a +1)(a+2)ags2 + (i‘iﬂ — 20— 1) CLa:| =0
a=0

For which, the only non trivial solutions will be given if the summand is zero, thing that'll
be true only and only if persists a recursive relation

200+ 1 — 2
e N 3.47
Q2= W Dla+2)™ (3.47)

Since we want the sum to converge, we suppose that In € N : Ya > n a, = 0, hence,
using the recursive relation we get

% —on 1 (3.48)

Solving for E,, we get the quantization of energy

B, = hw <n v ;) (3.49)

Getting a closer look on (3.46), we get that a general solution for this differential equation

is known, and it's the Hermite polynomials H,,(&). The final product solution will then be
our eigenfunctions of the Hamiltonian

1 mw [ mw _mw 2

The factor (2"n!)~1/2 is given by the normalization of Hermite polynomials.
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§ 3.3 Infinite Square Well

Let’s consider now a massive particle inside an infinite square well, i.e., where the potential

is defined as follows
0 0<z<a
V(z) = {

oo elsewhere

Since this problem is simple enough with the Schrédinger approach, we immediately write
the Schrédinger equation for the problem
d*y 2
Where we define k as k? = 2mE/R?.
The general solution is easily computed as being

Y(x) = Asin(kx) + B cos(kx) (3.52)

Since 1 must be square integrable in all space, we impose its continuity at the borders of
the well, hence we must have ¢(0) = ¢ (a) = 0, which gives us B = 0 and Asin(ka) = 0.
Since A = 0 would give a trivial solution, we impose sin(ka) = 0, and we get a restriction

on the possible values of k.
nm

ka=nm — k, = — (3.53)
a
Due to the definition of k£, we get that energy must be quantized, with the following
succession
n’m?h?
2ma?
Integrating over all space the square modulus of what we have defined, finally, lets us

determine the normalization factor A

E, = (3.54)

\A|2/ sin?(kpz) dz = \A|Qg =1 (3.55)
0
The complete solution will be, finally

Un(z) = \/gsin (%rm) 556

n2n2h?
n —
2ma?

§ 3.4 Infinite Wall

In order to treat the idea of an infinite wall in quantum mechanics, we have to first define
two particular states, scattering states and bound states
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Definition 3.4.1 (Bound State). We define a bound state, as the set of configurations of the
system where E < V(x), and the particle is henceforth “trapped”

Definition 3.4.2 (Scattering State). A scattering state is defined as the set of configurations
of the system for which E > V' (x), hence, the particle coming from —oo will simply interact
with the potential without getting trapped by it.

Getting back to our problem, we define an infinite wall as a system whose potential is
described by a Dirac delta function §(z). Using a potential V(z) = —ad(z), we get that
the Hamiltonian will be

H="" —ad(x) (3.57)
2m
The associated Schrédinger equation will be
- h? d%y
Hip(z) = Tomde? ad(z)y(z) = E(z) (3.58)

It's obvious that we can both have bound states and scattering states. Considering first
the bound states, in the region =z < 0, V(x) = 0, we get the following equation, where
K= (—2mE)1/2/h (E < 0 by assumption, since we're considering bound states only).

Its solution will simply be ¥(z) = Aexp(—xx) + Bexp(kz), that for normalization reasons,
in the region = < 0, becomes simply

Y(x) = Be™ (3.59)
In the region z > 0, instead, we get the following solution
P(x) = Ae™ ™ (3.60)

Since ¢ (z) must be «always» continuous, we get that the solution for our bound states
must have A = B, and our general solution becomes

Be™ <0

Y(z) = { (3.61)

Be ™™ x>0

Since +(x) must also be a square integrable function, we need that its derivative must be
continuous too, hence for x = 0, we have to check another few things.
The first idea that comes up to mind is to utilize the properties of the delta function and
integrate in a infinitesimal interval around 0, henceforth, we get

h2 € d21/)

5 1z dr — « 6 §(x)(r)de =F E YP(x) do (3.62)

Which becomes the following general relation

lim A/(z) = _2%0‘«(/;(0) (3.63)

z—0%t
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Calculating the derivatives from the left and from the right of our solution, and imposing
what has been found previously, we get

dy | —Br z—0F
dz | Bk

rz— 0"

(3.64)
From this, we get Ay’ (x)

—2Bk and, then, since k = (—2mE)'/2/h, we get from (3.63)

777,(342

2h2
Normalizing 1, we get

. B2
2‘3’2/ 672,‘{3: dl':‘ |
R

— =1 (3.66)
K
The final solution for the wavefunction of the bound states, will then be

(3.65)

blw) = Yo

o~ 2lal

TI”LO[2

(3.67)
2h?
It's obvious that there is only «one» bound state

For scattering states, we define k = (2mE)'/?/h, and the Schrédinger equation becomes
the following

dz2 - 71{21#('1:)

(3.68)
The solution will be formed by the superposition of two complex esponentials, since neither
of the two blows up for z — +o00. Hence, we will get

Aeikx + Befikx
Y(z) =

z <0 (3.69)
Fe** 4 Ge™* 2 >0 -
Considering again their derivatives coming from left and right, we get the following
dy  [ik(A=B) x—0"
dz  |ik(F—G) x—07F

(3.70)
Since AY/(z) = ik(F — G — A+ B) and ¢(0) = A + B, we get from (3.63) the following

z’k(F—G—AJrB):—Q%a(AJrB)

Defining 8 = ma/h%k, we can write the previous relation in a much more compact way

F—G=A(l+2iB) — B(1 - 2iB) (3.71)
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In this case normalizating ¥ (z) won't help, since this state is absolutely non normalizable. In
order to give a viable solution we reason on how the particle would scatter in this potential.
Imagine shooting this quantum particle from —oo, since a negative complex exponential
describes a wave coming from +oo to —oo we can easily set G = 0, and get the following
result:

B =

F=

iB

A
1B

1

(3.72)
A

1—ip
Reasoning in a physical way, we can deduce then that A is the amplitude of the incident
wave, B of the reflected wave and F' of the trasmitted wave. Since the probability in
guantum mechanics is given by the square modulus of the wavefunction, we get that the
probability of having a particle reflected back or trasmitted forward, will be given by two
coefficients, respectively R and T, where they’re defined as follows

A 2 1 + 2
| ‘2 b (3.73a)
_FE_ 1
AP 14
Since their sum must be 1, being probabilities themselves, we get
B> + |F?
rRyr=BLIEE (3.73b)
|Al
And substituting 8 with its full expression,
B 1
1+ 28
1ma (3.730)
T = ma?
L+ omwE

A fun thing to do, with this potential, is to change the sign of a and reason on what is
happening really.

First of all, since E o< o, we get that the only bound state we found gets brutally killed since
E £ 0 everywhere, but since R, T o o2, they stay unchanged.

Naively evaluating this as a classical problem, we get that this “particle” is thrown towards
an infinitely strong wall n times and passes through nT' times, and bounces back nR times.
This is obviously impossible in the classical world, but instead in the quantum world is
much more than possible. This effect is known commonly as quantum tunneling. This
phenomenon is not restricted to infinite potential walls, let’s take a finite potential wall
V, for which exists a maximum V,,,.... If the energy E of the particle is £ < V;,,.. we get
that it might pass through with a nonzero probability 7', and for E > V4, there is still a
probability of it bouncing back, expressed with R.



3.5. FINITE SQUARE WELL 35

§ 3.5 Finite Square Well

After having considered an infinite square well and the difference between bound and
scattering states, we can describe properly the finite square well problem, where the
potential is defined as such

Vo —a<z<a
Vi)y=¢ ° =7
0 lz| > a
It's obvious how this potential admits both scattering and bound states.
Let's consider first the region = < —a, where the potential is 0, from the previous problem
on the infinite wall, we can write directly the solution

Y(x) = Be™ k= #, < —a (3.74)
1

Inside the well, the problem is similar, but it's useful to directly write Schrédinger’s equation

- d? 2m
Hap(x) = d—;é’ = 55 (Vo + B)ip(z) = 0 (3.75)
Replacing [2m(E + Vp)~/2]/k with [ it reduces, yet again, to the following equation
d*y 2
-l —1*)()

Since E > Vy,in, the solution must be real and positive, hence, we can write it as follows
Y(x) = Csin(lz) + Dcos(lz) —a<z<a (3.76)

In the outer region, for > a, we have again an exponential solution, this time decreasing
Y(x) =Fe™ z>a (3.77)

Now, we need to impose the boundary conditions for ) and ¢/, that due to the potential
being odd, can only be of two kinds, either odd or even.
Choosing the even solution, we get immediately that C' = 0, and «(x) becomes

Fe ™" x>a
Y(x) =< Dceos(lz) 0<z<a (3.78)
Y(—x) x <0

For the continuity of ¢, at z = a, we get the following system

{ Fe " = Dcos(la) (3.79)

—kFe " = —IDsin(la)
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Dividing the two, we get k = [ tan(la). This is clearly a restriction on energies, due to the
definition of x, but it's a trascendental equation, that can’t be solved directly. Applying the
transformation z = la and zy = a(2mVp)'/2/h we end with the following trascendental
equation

tan(z) = (%)2 -1 (3.80)
We can also approximate energy eigenvalues for the case of a deep well or a shallow well. In
the first case we get that the solutions to the aforementioned equation will be at z,, = nw/2
with n odd, and follows that

2, 252
o+ Vym T
ma

In the second case instead, the intersections between the tangent and the square root get
fewer and fewer, until, for zg < 7/2 we end up with a single eigenstate, no matter how
shallow is the well.
The only thing we miss to properly evaluate this problem (other than compute the normal-
ization constant for ¥ (z)) is to check the scattering states of the system.
We assume an ian incoming wave from the right, with a wavefunction ¢(z) = Fe®*, with
k% = 2mE/Rh?. Putting, as before, A as the incident amplitude, B as the reflected amplitude
and F the transmitted amplitude, for continuity of ) and its derivative, we get that the
following systems must hold. At z = —a we have

Ae~*a 4 Betke — D cos(la) — C'sin(la)

" " (3.81)
ik [Ae_’ 4 — Be'™| =1[C cos(la) + Dsin(la)]
At z = qa, instead we get the following system
C'sin(la) + D cos(la) = Fe'*®
(la) (la) " (3.82)
[[C cos(la) — Dsin(la)] = ikFe™
Eliminating C' and D and solving for B and F', we get the following
sin(2la) 5 o
=1 5% (l —k )F
o—2ika (3.83)
F = A

cos(2la) — iké—}:lﬂ sin(2la)

Substituting everything back to the original variables, we get that the transmission coefficient
Tis
1 Vi

2a
— = I — 2 _
T 1+ 1E(E +V4) sin (h 2m (E + Vo)> (3.84)

The reflection coefficient can be calculated knowing that R=1—-T.
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§§ 3.5.1 Scattering and Transfer Matrices

In order to treat efficiently scattering problems for general potentials, we first of all, suppose
that the wavefunction will be the following:
For an incoming particle, since it's a free particle, we get that ¢(z) will be a superposition
of complex exponentials

Y(z) = Ae’™™® 4 Be~ ke (3.85)

The same goes for the post-scattering region, but with changed coefficients due to the
interaction with the potential

Y(x) = Fetk® 4 Ge™ ™ (3.86)

In the interaction region, we can still suppose that the wavefunction will be a superposition
of two functions f(z), g(x), albeit both will remain unknown, until a specific potential is
given.

¥(z) = Cf(z) + D) (3.87)

Using this systems, we can write a linear system of equations for B and F’ (the reflected
and trasmitted amplitudes), as follows

B = S11A+ 512G

(3.88)
F = 531 A+ 590G

Reuniting everything in a scattering matrix, also known as S-matrix, we get the following

matrix equation
B _ S11 Sio A
<F> B <521 522> (G> (3.89)

In this formalism, the transmission and reflection coefficients will be:
For a particle coming from the left

|BI*
Kl
_|EP
AP

R = = 1S
(3.90)

=[Sz *

For a scattering from the right instead, we get

|FI*
el
_ B
o lap

Rr |522|
(3.91)
= |S1af?

T

The scattering matrix, hence, gives us the outgoing amplitudes in terms of the incoming
amplitudes.
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In case we'd like to have the amplitudes on the right of the potential in terms of the
amplitudes on the left of the potential, we can “build” a second matrix, called transfer

matrix or M-matrix
F\ (M My (A
(G) o (Mgl ]V[22> <B> (3.92)

The usefulness of this matrix, is that if the potential is formed by two separated pieces, the
complete M-matrix of the system, will be given as the product of the two M-matrices of the
single pieces of the potential, hence M = M,M,. It's easy then to generalize this product
to multiple pieces of the potential.

§ 3.6 One Dimensional Motion in Generic Potentials

What has been studied with the one dimensional quantum system that have been solved
before, can be generalized to a one-dimensional Hamiltonian with a general potential V' (z).
Without passing through the operatorial representation, we write directly the Schrédinger
equation for a general system.

We will have )
~ _ hmd B
Hip(z) = “omder T V(z)ip(z) = E¢(z)
Rewriting the equation in its normal form, we will have the following
d?y  2m

We can immediately bring up three conclusions
1. If ¢ () is normalizable, there exists a discrete spectrum of eigenvalues of H, E,
2. If () is «not» normalizable, there exists a continuous spectrum of #, o(E)

3. Since ¢ : R — C, from the theory of differential equations, we will have that Req)(x)
will be a solution.

Again, if we consider what we derived for scattering and bound states, we can derive from
(3.93) two considerations on +(x) and its second derivative, that we will indicate with ¢ (z)
in order to avoid heavy notations.

1. If we are evaluating a bound state, then ¢ (z) /¢ < 0
2. If we are evaluating a scattering state, then ¢"(z) /¢ > 0

3. In passing from a bound state to a scattering state there is an inversion point, where

() /() = 0, ¥(x) # 0 and B = V()
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It can be demonstrated that, if E < min(V') there won't be any eigenvalues E, for min(V') <
E < 0there will be at least one eigenvalue E, if there is more than one in this region, they will
be discrete and nondegenerate. For 0 < E < max (V') we will have nondegenerate continue
eigenvalues o(E), and for E' > max (V') they will be continuous and twice degenerate.
Utilizing this general potential Schrédinger equation, we can also define a quite useful
theorem

THEOREM 3.2 (Theorem of the Oscillations). Let D, be a differential operator that
acts in the following way:
- d? 2m
ST a2 B2
Suppose then that there exist two functions ¢ (z) and ¢(z), for which Dyi(z) = 0 and
f)s¢(x) =0, then ) and ¢ are linearly dependent with n zeroes.

Proof. We begin writing directly the action of the operator D, on the two functions t(z)
and ¢(x)

~ 2 m
Dai(a) = S5 = 22 V() ~ ) bia) = 0
. 2 m
Dub(z) = T~ 20 (V(2) ~ B) (x) = 0

We solve this linear system multiplying the first equation by ¢(z) and the second by (),
and then subtracting the two rows, obtaining the following relation

2 D
o(2) 2 ()

dz?

d2
% _
dz?

It's easy to see that this it's the derivative of ¢(x)vy’(x) — ¥ (x)¢'(x), and since this derivative
must be zero, we know that it must be a constant &

Since both functions must be normalizable, we must have k = 0, hence we can write the
equation in the following way

W) _ )

(z) o)
Integrating once, we get that ¢)(z) = A¢(x), hence they're linearly independent, and hence
essentially the same. O

Corollary 3.6.1. Since ¢(x), 4 (z) are eigenfunctions of the Hamiltonian, we know that
there is a direct relation between the energy eigenvalue E,, and the eigenfunction v,,(z),
hence, analyzing everything, we get that it must have n zeroes.

Another interesting feature of quantum dynamics, is given by the quantum version of
the virial theorem, which states the following
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THEOREM 3.3. Let T be the kinetic energy operator, and V the potential energy
operator, then the expectation value of the kinetic energy on an energy eigenstate is equal
to the expectation value of qV'(q).

Proof. In order to demonstrate this theorem we first calculate the commutator between
the Hamiltonian operator and the product operator ¢p.

The Hamiltonian in question is
~2

v _ P
H—Qm—i—V(q)

Then the desired commutator will be the following
[#.a] = a[#.p| + [#.a]p

In order to evaluate the previous commutators, we write the Poisson brackets of each, and
then quantize, deforming the brackets through mltiplication by s

sy MO oy _ oV
’ppBiﬁqﬁp Op g 0Oq
OHOq OHOIq  p

Holles =900 " op g m

[7:[,]3} = zh%‘;
[7:[,@} = —zhﬁ
m

a[#.p] + [H.a]p= ihq%‘; - mi

Rearranging, and remembering how 7" is defined, we get the following

[ﬂ, (jﬁ} — iR <q‘?; _ 2T>

We calculate the expectation value of this commutator in the energy eigenstate
« oV .
<[Hq}> - m<q . 2T>
dq
We first calculate the left side, and we get the following

(a#p — apH + Hap — a#p) = (Hap— apH) = F (@ — 4p) = 0
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Hence, using the linearity of the (-) operator, we get the virial theorem
. /.0V o e\
ih <qaq> — 2ih <T> =0
- OV
2 ()= (%)
O

Corollary 3.6.2. Considering the particular case of potentials of the form V(gq) = ¢¢®, we

get the following
~ 6% ~
() =5 ()

Proof. We use the previous identity used in the general case, and we get that ¢V’(q) =

cag® = aV, hence
2 <T> =« <V>

The next theorem that will be stated, will be directly generalized to n-dimensions.

THEOREM 3.4 (Probability Conservation). Defining J;(z;) as the probability current
density vector, for a time-independent system the following continuity equation holds

0J;

=0
(%ci

If Ji(z;) is defined as follows

ih (=, |0 O
Has) = =g (B g~ vty )

Or, in operatorial form

i= 5 (W19 1) T~ 1) 5 (0)

Proof. We will begin by writing the Schrédinger equation for both v and 7). We will then
have the following system

h? 0%
T om 2.0 + V(z) () = Ey(z;)
" 0% — _
T om Oz, + V(z) () = EY(z;)
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Multiplying the first by 1;(x;) and the second by v;(x;) and adding the second to the first
we get the following

(P g — b)) + Vi) (16Ga) ~ 10Ga) ) = B (1P - oF)

Simplifying everything, we get

B2 [ 0% Py \
_% <w(xj)({934(911 B ¢<TJ)&M8(L}> =0

Bringing outside the gradient operator we get

R 9 ( N
N

2m o,

~vle)ge ) =5

pu— _ 0
This theorem, in one dimension, reduces simply to the equation

Jm(P(a)y (x)) = Im(y ()P (x))

§ 3.7 Time Evolution of Quantum Systems

§§ 3.7.1 General Remarks and Schrodinger’s Picture

The problems we studied in the previous sections never found how the eigenstate of the
system evolves in time.

Time evolution of a system can be seen as a traslation, hence taking the eigenstate of the
time independent problem and “moving” it to a time ¢ # 0. It's not hard to imagine then
how time evolution can be seen as the action of an unitary group with a single parameter,
which will be ¢, our time.

The first question that comes up to the mind is actually how this group is defined in quantum
mechanics.

Here, the following theorem comes to our rescue

THEOREM 3.5 (Stone Theorem). Let U; be a strongly continuous one-parameter
unitary group. Then

IA: D, CH—H, A= Al in D, thenUi(t) = ¢4 € U,

Where holds the following relation U(ty +to) = U(t1)U(t2) where U(t, + t2) € Uy, Uy, and
U(t1) € Uy, U(te) € Uy, (i.e., U is an homomorphism)
The set D,, is defined as follows

Dui={) e |3t = (@9 10) - 110)) |
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A is called the infinitesimal generator of the unitary group, and can be computed as follows

Ay = —itim © (d(e) )~ 1 1))

e—0 €

As a spoiler, we can say that this infinitesimal generator is the Hamiltonian of the system,
and the operator U has the form it/ = e~ #**. In order to see how this works out, informally,
we write the time-dependent Schrédinger equation, which can be derived considering
energy as a differential operator E — ihd;. Substituting, we get the following equation

- ~ L0y s

B[g) = HIw) = ihr = Hi(x,1) (3.94a)
In the case that 7 is time-independent, we get that the solution to the differential equation
in time will be the following

W(z,t) = c(z)e i (3.94b)

It's obvious then that the time-evolved state will be the time-independent state at which
gets applied the time evolution operator.

P(z,t) =U{)Y(x) (3.940)

In case the Hamiltonian is time dependent, the operator easily becomes the following

Ut) = e~ i Jo R at (3.94d)
In order to see how this operator actually acts on the states, it's quite useful to utilize the

fact that all complex exponentials are holomorphic, and can be written as a power series.
This holds even when we talk about operator exponentials, hence U(t) becomes:

() = Z% <;Ht> ' (3.95a)

o0

o)) = 3 o (57t o
Y o (3.95b)
U(t) = ;%;l (—27%) (—2%) 1)

Using Schrédinger’s equation and iterating, we finally get, retransforming the series to an
exponential, the following result for eigenstates

U(t) [) = e 75 |y (3.950)
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For a general state |s), we then get using Von Neumann’s principle, the following result
() |s) = e 77D~ (ls) ) = D cae™ 77" 9) (3.950)

Since all the problems that we discussed were with a time-independent Hamiltonian, they’re
quite easy to generalize to a time-evolved problem without solving a time dependent
Schrédinger equation or even redoing any calculus. This stress on time evolution on the
state, is commonly called Schrédinger picture of time evolution.

Having now described time evolution in quantum mechanics, the next step is redescribing
the probability conservation equation. Since now we have that the wavefunction is time-
dependent, we have now that the time dependent probability amplitude will be defined as
follows

(s(B)ls(t) = (s|UdTTh |s) — / " Bl (1) do = p(t)

Having defined this time dependent probability amplitude with p(t). We now have an
advanced version of the theorem

THEOREM 3.6(Time Dependent Probability Conservation). The probability amplitude
of a wavefunction that solves the Schrédinger’s time-dependent equation must always solve
the following equation
0/) 0J;
ot ax,

=0

Where _
(xﬁ ) w(L]ﬁ t)'l/)(xj’ t)

ih [— 0 onp
Hajot) = =g (W50 ~ vty

Proof. The first thing to write is the time dependent Schroédinger equation for ¢ and its
complex conjugate, since both must solve it as a proposition of the theorem.

SO0
8t  2m Oz;0x; +V{;)v(a;,t)
2 2.7
ndl IOy e 0)

ot 2m 0x;0x;
We then multiply the first line by w and the second by

Y. A 8% —
. o h2 8% —
—ilp(e, )50 = —5 (@), t) 5= " +(zj, )V (25)(x),1)
We then subtract the first line to the second, and we obtain the following equation

. a 87 hz o 02 627
—ih (w(mj,t)gf + ¢(xj7t)87f> = om (1/)(%%%5&% a ijj)@:m&)
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We recognize immediately the left part being exactly equal to d;p(z;,t), hence we substitute

it in the equation
LO0p R [ 0?1 02
_mﬁ T o2m (@/J(q:],t) Ox;01; ¥(@),t) 0x;0x;

Bringing out a gradient operator (9;), we recognize the part on the right being the probability
density current J;, to which has been applied a gradient operator 9; (Einstein summation
convention is implied, hence it's a divergence)

dp ., 0J;

E N Zhafﬂi
We simplify everything and bring the right hand side on the left of the equation and we
finally have demonstrated the theorem

op 0 _
ot 8TZ N

—ih

0

§§ 3.7.2 Heisenberg Picture and Constants of Motion

In the Heisenberg picture, the stress on time dependence is given only on operators. It may
not be immediately clear how this is equivalent to Schrédinger’s picture, where the time
dependence is always on the state.

In order to clearly see this equivalence, we calculate the expectation state of an operator A
on a time evolved state |s(t)). We get the following relation

(4), = ()1 Als(0) = (sl (0 k1) 596
It's immediate to write the previous relation as </1(t)> , Where the time evolved operator is

defined as A(t) = U'(¢)Al(t). Using this definition, we can also calculate the derivative of
an operator, in the following way

dA  d /.0 s
ad _ d (o
dt — dt (u (t)A“(”)
daut . . o ~dU
= — AU +UTA=—= =
dt (t) dt (3.97)

_E 1t Arg 1t A7) —
=< (’Hu A -U A’Hu)

§oaa T A
—

R [H,A}u
Or, using the full fledged Heisenberg picture, we can write the last line as follows, for a
time-independent Hamiltonian

dA

== %[’H,fl(t)] (3.98)
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Remembering the connection to the Poisson brackets, we already know that if the [H, A] p 5 =
0, then A is a constant of motion. In quantum mechanics, this will be represented as follows

f;f —0— [72,21} ~0 (3.99)

The operator A, is then called a constant of motion in quantum mechanics.



4 Angular Momentum

§ 4.1 Rotations

Taking as granted the knowledge that in classical physics rotations around the same axis
commute and around different axes do not (it's easy to prove, even mentally by yourself).
A classical rotation around a certain axis can be writted in tensor notation as follows. Let v;
be a vector in the fixed system and v} the same vector in the rotated system. We can then
write the following relation (where i, j = z,y,z ori,j = 1,2,3)

v; = R;;v;

Whereas
Rinji = RjiRij = (SLJ — RT = R_l

The second equation is obvious, since applying an identical but opposed rotation on the
same axis is exactly like letting act the identity rotation onto the vector (basically doing
nothing to it).

Due to this matrix being then, orthogonal, we know from linear algebra that the following
relation holds, and is automatically satisfied.

/ / /
Vit +d+0d = o +of + 03

From this relation, we can define pretty easily, that for a finite rotation of an angle ¢, the
matrix RE;)(qﬁ), will have the following general form

cos¢ —sing 0
Rg;)(qb) = |sing cos¢p 0 4.1)
0 0 1

The infinitesimal form all the rotation matrices, in order O(e?), will be the following, using
the taylor expansions of the trigonometric functions

0
R (e) = c 1-2 0 (4.2a)
1
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1 0 0
T 2
RZ(-j)(E) =0 1-5 —¢ i (4.2b)
0 € 1-5
1-— % 0 €
(v)
Rij (e) = 0 1 0 (4.2¢0)
e 0 1-¢

2
It's obvious, that the rotations commute only for O(¢), and that they follow a cyclic relation.
We might write this as follows for rotations of order O(e?)

[R:(€), Ry(2)] = Reu(e?) — R3)(0) (4.3)

Where R(;(0) is a null rotation along a generic axis, which is exactly an identity matrix, for
every axis we choose.

§§ 4.1.1 Infinitesimal Rotations in Quantum Mechanics

In order to “quantize” the previous section, we assign to the rotation matrix, a rotation
operator D(R), with D as in Drehung, which means rotation in German.
Calling |-),. the rotated ket, we will have that this operator will act in the following way

|s), = D(R)|s) (4.4)

Using an analogy with classical mechanics, and knowing that angular momentum is the
generator for infinitesimal rotations, we can imagine that in quantum mechanics, this
generator G will simply be the following J /A, where we indicated with .J a generic angular
momentum operator, and an i added for dimensionality reasons.

In first approximation, we can see the Drehung operator to the first order, for a rotation of

d¢ degrees, as follows
D(h,dg) =1 —i <‘]7'in> d¢

Repeating this rotation N times and sending this N to infinity, we can see this as a finite
rotation, and due to the way it's written, we can immediately see how the Drehung operator
for a finite rotation is shaped. Taking without loss of generality a rotation around the z axis,
we get the following result for a rotation of ¢ degrees.

.2 N .
o= i (1-52) = -

From this simple result, we can immediately see how the Drehung operator is tied to classical
rotation, as it has the same group properties of the classical rotation matrices, which are
the following
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1. Identity: D(R) - 1 = D(R)
2. Closure: D(R;)D(Ry)

3. Invertibility: D~1(R)D(R) = D(R)D*(R) = 1
4¢mmWMWﬁmg@umm&@:{ﬁmﬁmmgﬁmg:mmﬁm@ﬁm@

Now it's quick to ask how do these operators commute, then we use the analogy with the
R matrices and use the commutation relations (4.3). We obviously use the approimation to
the second order of D(R)

iJpe  J2e . iJe Jie? B 1_ijy€_jy2€2 1_ijxe J2er\
h 2h2 h 2h2 h 2h2 h on2 |

Equating the terms of order O(s2), we get that [jx,jy} = ihJ,, and through cyclic

permutations (using the ¢;;;, tensor) we get the following result

These are the fundamental commutation relations of angular momentum, and they are said
to generate a non-Abelian group of rotations, since two different operators of the same
group do not commute.

Since we have defined angular momentum from rotations, we can easily say that these
relations hold for «every kind» of angular momentum we find.

§ 4.2 Eigenvalues and Eigenstates of Angular Momentum

We have already seen how angular momentum operators between different axes do not
commute, hence, in order to find a suitable eigenbasis we build a new operator starting
from J. From (4.6) we can immediately imagine that the simplest operator we can find is
J2, defined as follows

=R+t =TT

This operator commutes with every J;, and hence, we have another commutation relations
[ﬂ, J} —0 (4.7)

We know already that there exists simultaneously an eigenbasis for any operator J; and .J2.
As a convention we take .J; = J, as our main direction, and we will call the eigenkets as
|a, by, for which holds the already known secular equation

J?|a,b) = ala,b)
J. |a,b) = bla,b)
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In order to work out the results, we define two non hermitian operators, that we will call
J4+ and Ji = J_. These operators are defined as follows

Ji = J, +iJ, (4.8)
These operators satisfy the commutation relations
{JZ? J;} = +hJs
[ji, J;} — 49K, (4.9)
2 i) =0

Defined as such, these are the ladder operators of angular momentum, but why are they
called ladder operators? It's easy to see why if we let them act on an eigenstate and utilize
the previous commutation relations. We then get

JoJe |ab) = ([J;,J;} + J;J;) la,b) = (b= h) Jx |a, b)

In an analogy with the quantum harmonic oscillator, we see then really why these opera-
tors are called “ladder” operators, since they move up or down of one step (i long) the
“measured” value.

We now redo the same calculations with J2, and using (4.9), we get

J?Jys |a,b) = JiJ? |a,b) = aJy |a,b) (4.10)

Remembering that |a, b) are simultaneous eigenstates for both .J, and .J2, we can summarize
everything in the following way

Jx |a,b) = cx |a, b=+ h) 4.11)

Now, let’s use what we found with this ladder operator machinery for finding the actual
eigenstates and eigenvalues of angular momentum. We give the following Ansatz:

a > b

But why should the eigenvalue of J. be limited? Let's write a new operator, made through
a combination of J2 and J,

P = (B ddy) =5 (Fedl 4 L) (4.12)

Now, J! J; and J,J% must be positive definite, hence it follows that

{a, 0] (j2 - jf) la,b) > 0



4.2. EIGENVALUES AND EIGENSTATES OF ANGULAR MOMENTUM 51

Which implies the previous Ansatz. It follows, then, that there exists a value by, and biin
for the following relations hold

j+‘aab7nax> =0 <4 13)
j— ’av b’m,in> =0 -

Studying the first case, we know that it also implies J_.J, |a, bnaz) = 0, but analyzing
further and utilizing the definition of the ladder operators, we get that

J_J =T+ ] —z’[jy,jx} = J?—J? — hJ,
Hence, we get the following important result
(jQ—jf—nL)mmmw>:o (4.14)

Now, since |a, bmaz) is an eigenket of every operator acting on it, and for such can’t be a
null ket, it must hold that

a — b?na:ﬁ — hbmaﬁc =0
(4.15)
a = bmam(bmam + h)

Similarly, letting J_ on the ket |a, byin), We obtain that a must also be equal to
a = bmin(bmin - h)

Hence, it's obvious that b,,00 = —bmin, and hence —bazx < b < g, With byez > 0.
Due to how j+ acts on the eigenkets, it must definitely hold that b,,40 = bimin + nh, with
n € N.

Then, it must hold definitely that

nh
bmaz = 5
Due to convention it's usual to define directly the eigenvalue j as n/2, hence, we get that
a=h%j(j+1) (4.16)
Defining another integer eigenvalue m, such that we have
b=mh 4.17)

Due to what we found before, j is an half-integer, hence all m must be half-integers too,
and they can only take the following values

m=—j,—j+1,--,j—1,j (4.18)

2j+1 times

For a little recap, after renaming a, b with j, m we have that the simultaneous eigenkets of
J? and J, are the following

J?|j,m) = K% + 1) |4, m)

I . (4.19)
J. |j,m) = hm|j,m)
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§§ 4.2.1 Matrix Elements of the Ladder Operators of Angular Momentum

Now that we have defined the eigenvalues of the J2 and .J, angular momentum operators,
is immediately seen that their tensor representation will be the following:

P = (G m] J2j.m) = 1255 + 1) 6mm @20
Jj(%jm = (j,m| J. |j,m) = himds,;0mm -

The first question that might pop up is, then, what are the matrix elements of the ladder
operators? Hence, what's their action on the eigenkets of angular momentum?

We use the definition in (4.12) in order to find this out. From that equation, we can write
the two following useful relations

=J2—J?—hJ,
- A @4.21)
=J%—J2+hJ,

Jody=(he—id)) (Bt id)) = 24 72 4l 0 d)
Jobo=(hoid)) (Be—id)) = 24 72 =il 7.4,

Let's now calculate the matrix elements for these operators, bearing in mind that J_ = Ji

Gom| JL Ty 1j,m) = (j,m| (j2 - hjz) j,m) = K25(j + 1) — B?m? — B*m
o o A (4.22)
Goml JLTjm) = Goml (2 = J2 4+ 1) LGom) = B +1) = BPm? + B2
But, we can also write the following relations

Ji|j,m) = cy|j,m=+1)

And, in order to find c4, we impose that Hji |7, m)H = 1, and confronting with (4.22), we
can conclude that

e =R (G +1) —m(m=£1)) — cx = h/5( + 1) — m(m £ 1) (4.23)

And we can conclude, definitely, that the action of the ladder operators will be the following

Jeljym) = /i +1) —m(m£1) [jm +1) (4.24)

The tensor representations of the operators will then be

B = h /G + 1) — mlm — )dmms13,
J(ir;mm 7 (4.25)
I = DV 1) = m(m o+ 110,
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§ 4.3 Orbital Angular Momentum

We have seen how a general angular momentum, seen as a generator of rotations can be
guantized, and be represented as an operator. To delve deeper on the physical meaning of
this, we then quantize the classical angular momentum, where it can be written quantum
mechanically as follows )

L =qAp=e€jrdiD (4.26)
It is immediately seen that it satisfies the main commutation relation of angular momentum,
and hence it must be a generator of rotations. In fact, it's easy to demonstrate that

[ﬁi, Jij] — iheijel, (4.27)

Since this must be a generator of rotations, we can write at the first order the Drehung
operator as follows

P.(06) = 1— @f) L.—1- <h> (i, — Ge) (4.28)

It's already clear from the beginning, that letting this act on a ket |z, y, z) is uncomfortable,
hence we choose a spherical coordinate set |r, 6, ¢), and we see that the action, to the first
order, of the Drehung operator will be the following, considering a toy wavefunction |«)

001 (1= (32) L2 ) 10) = (10,0~ 36l0) = (1. 0,040) = 1 (0.0l do .29

Since |r, 0, ¢) is arbitrary, we easily identify the following representation of L.

(ri| L |o) = —ih(fi/j ey (4.30)

Identically, doing the same evaluation with L, and f/y, we get the following representations

(ri| Ly |a) = —ih (— sin (b% — cot 6 cos ¢88q§> (rile)

(ri| Ly |a) = —ih <cos ¢% — cot f sin ¢88¢> (ri|a)
Now, defining two new ladder operators for orbital angular momentum as L, we have,
combining the representations (4.31), the following result

(4.31)

(ri] Ly la) = —iheT® (iia — cot 96> (rila) (4.32)

[2=1242 (ﬁ@, + LL) (4.33)
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Applying to our wavefunction |«) we, hence get

(ri| L? |a) = —h? <csc2982 + csc 92 <sin 96>> (1) (4.34)
' a 9p? 6 00) )\ '

Which is only the angular part of the Laplacian in spherical coordinates.
Using the property (A.2d) of the tensor €;;x, we can also write L? in operatorial form as
follows

L2 =%~ (a-0)° +ihg-p (4.35)
Using this last expression, we manage to get the following results

(il #i310) = & (=i (o)

J
0 @5)* o) = ~1r - (37 )

Thus, we have

- . 0? 0
(i E210) =12 sl 10) 4 (120 + 20 L) (il .36)

Now, having p2 in the definition of L2, we can write the kinetic energy as follows

frie) =~ ( 2 i) + 22 o) - <’L‘O‘>> 37

om \ or2 ror h2r2

Let's now write the actual eigenfunctions (r;|l,m)" of L2, L.. Solving for both L. and L2,
it's easy to see that they are the Spherical Harmonics Y;*(6, ¢), hence (r;|l, m) = Y™ (0, ¢),
and

A

Lz)/l'ﬂL(g’ ¢) — hmYE’ﬂL(e’ ¢)>

- 4.38
2¥;™(0,) = W2(1 + 1)Y{"(6, 9) e

The treatment of the spherical harmonics and its derivation is given in the appendices.

§ 4.4 Spin

So far we managed to define how the algebra of angular momentum works, and how the
quantization of orbital angular momentum follows it. A main question arises: due to how
orbital angular momentum is defined, it can only have integer eigenvalues, but as we’ve
seen in the general picture, the eigenvalues can also be half-integers, which cannot be
explained by orbital angular momentum. This problem arises, where there is this kind of

'The two integers [ and m, are usually identified in literature as principal quantum number and magnetic
quantum number, respectively, due to experimental reasons
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intrinsic angular momentum, which cannot be defined through the quantization of classical
objects! This new angular momentum, is called Spin Angular Momentum or simply Spin,
and it's represented through a vector operator S.

Since it's an angular momentum, it follows every single commutation rule of a generator of
rotations, hence it satisfies the following rules

[SZ-, Sj} — ihiegSk

ool
5.8 =0 (4.39)

S52%|s,m) = h%s(s + 1) |s,m)

SZ |s,m) = himg |s, m)

Due to the previous statements, we already know that s takes half integer values, but using
the algebraic definition of angular momentum, it's obvious that it can also take integer
values.

The simplest case that comes to mind, is the case where s = 1/2. In this case we have,
since —s < m < s, that

AN
27772 21272

) (4.40)
52 1 :I:l _ % 1 :I:l
2772/ 4 |2772

Due to the two different possible values of m,, we can split the ket, in order to have the
following result

(4.41)

Immediately, it's easy to define then, two possible states, either spin “up” or spin “down”.
This new notation follows the previous rules, although adding some day to day physical
intuition that this argument completely lacks:

A~

h
81l =2 I (4.42)

o a2 3hE  3R?
5\T>—5|¢>—T|T>—T|¢>

The S, is diagonal in this basis, hence we can immediately write it in matrix form as follows

. h(1 0
SZ%2<O 1) (4.43)
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And S2, as

. 32 /1 0
2 —
5?2 I <0 1) (4.44)

It jumps immediately to the eye that we're now working on a 2D Hilbert space. This space
is spanned by the kets |1) and |J), which, due to their nature as spin eigenkets, are called
spinors.

Immediately, a question comes to mind: how do the other spin components act on these
spinors? Firstly, let's define our spin ladder operators S.. as usual. Since the only possible
values of m are m = —1/2,1/2 they’ll be represented by the following matrices

A 0 1

A 0 0
S*)ﬁ(l O>

The h pops out remembering the following rule of angular momentum ladder operators

(4.45)

Syils,m) =hy/s(s+1) —m(m+1)|s,m=+1) (4.46)
Now it's easy to answer our first question! We remember how the ladder operators are

defined, and we invert them in order to find how we can define S, and S*y in terms of these
operators, their calculation is quite straightforward, and we get

g:%(a+gg

1 (4.47)
Sy=15; (8 —5-)
Their representation is then easy to find
. h (0 1
5 =5 (1 o)
(4.48)
S, — A0 =i
Y2 \i 0
Putting it all together, the S is then represented as follows
A h (0 1 h .
S""?%2<1 0> — a7
A h (0 —i h .

. h(1 0\ _h.
Szﬁ2<0 1)‘2‘”



4.5. ADDITION OF ANGULAR MOMENTA 57

Using index notation, we get that S, = %az where &; is the i-th Pauli matrix for a spin 1/2
system.
These matrices have the following properties, inherited from the properties of Spin
6;,6:] = 2i€i k00
[A 7 A ]] ’UA <450)
{O’i,O'j} = 25”]1

From these, it's easy to derive some additional properties
6i65 = i1 + €ijrbu
Aij = Co(sij + Ckﬁk
6% = 0y

&i&z = 3(5@'

§ 4.5 Addition of Angular Momenta

In order to add up two different angular momenta, we need, first of all, to understand how
the underlying maths works.

The two operators act on two different Hilbert spaces, and the total angular momentum
must act on both. This constraints bring us to the definition of the total angular momentum
Hilbert space, which «must» be given by the tensor product of the two, as follows

H=H; ®H, (4.51)
The operator J will then be defined as
J=J,®l+1wJ, (4.52)

From this definition, the two following commutation relations are then obvious

[jg,jﬂ ~0
.01 o (4.53)
Although, it follows that J2 and JZ, .JZ do not commute.
[jg, jﬂ - [JQ, jﬂ — 2if (jfjg - J{/jg) £0 (4.54)

Due to the last relation a common basis of eigenvalues between J2 and JZ, .J; cannot be
formed, but two choices are possible:

1. Since J} commutes with J3, J#, J; and each of them commutes, we can utilize a
basis B := |j1,m1> [ |j2,m2>
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2. Since J2 commutes only with J2, J2,.J., we can also define a second basis C' :=
‘jlaj2> ® ‘j’m>

We will then have the following eigenvalues (where we avoid writing the tensor product
between states in order to ease the notation)

711, G2, ym) = W25 (5 + 1) |1, ja, 4, m)
J. |g1, g2, 3. m) = hm |1, ja, j, m)
I3 i1, g2, j,m) = B241(j1 + 1) |1, j2, j,m) (4.55)
J |L.s.j.m) = W2ja(ja + 1) |1, j2, j.m)
) =
) =

JZ |41, j2, m1, ma) = hma |j1, j2, m1, m2)

J g1, ja, ma, ma) = himy |41, j2, m1, ma)

We can obviously define an unitary transformation in H that lets us switch between the
two basi

1, g2, ,m) = U |j1, jo, m1, ma) (4.56)

The shape of ¢/ will obviously be that of a projection, and hence we will have the following
result

s g dom) =Y L das i, ma) (G, ja, ma, mal i, 2, 4, m) (4.57)

mi,mso

Where here we utilized the completeness relation

Z |1, d2, ma, ma) (1, ja, m1, mo| = 1

mi,ma

Looking at the braket on the right of (4.57), we immediately see the property of these
coefficients, called Clebsch-Gordan coefficients. These coefficients vanish, unless we have
that m = my + me, but how?

Proof. We know that the following assertation is true
(J: = Jf = J5) lir. 2. o) = 0
We simply multiply the relation with (j1, j2, m1, m2| and we get our proof
(m —my —ma2) (j1, j2, m1, m2lj1, j2, j, M)
Where the last braket are our Clebsch-Gordan coefficients O

Similarly, we have that the Clebsch-Gordan coefficients are nonzero also if only the .J2
eigenvalue j holds the following values

71— Jol < J <ji1+7jo (4.58)
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One might now ask how many states we can count, after adding the two angular momen-
tums.

We can already count 2j; + 1 possible values of m; and 2j5 + 1 values of ms. Summing it
all up we get that there will be NV states, counted as follows

Jitj2
) 1 ) ) . . .
N= > (2j+1)= 5 201 = 72) + 14201 +72) +1) (22 + 1) (4.59)
J=Jj1—Jj2 ’
= (21 +1)(2j2+1)

The Clebsch-Gordan coefficients are taken to be real by covention, hence the inverse
coefficients are equal to the coefficient themselves, since it's a unitary transformation.
Another way that these coefficients can be written, is with the Wigner 3-j symbols, through
this relation

<j1,j2,WL1,'fn2U1,j2,j, TfL> = (_1)‘j17‘j2+m \% 2] +1 <71 " : ) <46O)

m1 Mo —MmM

The values that the “matrix” can take are tabulated, and therefore, even the Clebsch-Gordan
coefficients.
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5 Quantum Dynamics in 3D

In this chapter, we will treat problems defined by Hamiltonians of the following kind
H=L"1 v (5.1)
m

Where

Due to this definition, it's evident that this Hamiltonian is spherically symmetrical, because
it's easy to show that angular momentum is conserved. In fact

0] = [17] =
Due to how the Hamiltonian is defined, we have
[LH} — [ﬁ,?ﬂ —0 (5.2)

Which, indicates that angular momentum is conserved. The fact that the commutator
between every element of the angular momentum and the Hamiltonian brings our problem
to the search of common eigenstates of angular momentum and energy, that for simplicity
we will call |Elm).

The secular equations that we need to solve simultaneously are the following three

H |Elm) = E|Elm)
L?|Elm) = h21(1 4 1) |Elm) (5.3)
L. |Elm) = hm |Elm)

Using what we found for angular momentum, we write (z;| 5% | Elm) in spherical coordi-
nates, and, we then get

(x;| H |Elm) = 525 (7“ 87“) VYEm(Ti)+ -
R+ 1) '

22 ¢El7n(xi) + V(T)wEl’rn(xi) = E¢El7n(£i)

61
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As we seen for angular momentum, L2 takes the angular dependence, hence this equation
can be reduced to a single variable differential equation on r through separation of variable,
utilizing the fact that (6, ¢|lm) # 0 for all 6, ¢. As a convention, we will call the radial part
Rpi(r)

We simplify the equation (the radial equation), introducing a new radial function, and an
effective potential

REl _ 'U/El(r)
(5.5)
R2L(1 + 1)
Veps(r) = —5 —5— + V(1)
The new equation then becomes the following
2 32
f%% + Verp(rum(r) = Bup(r) (5.6)

Considering the behavior in an infinitesimal ball around » = 0, and supposing that our
potential is reqular enough to have lim, o V' (r) = 0, we have that our equation becomes
the following
QPug U1+ 1)
dr2 2

up(r) (5.7)
Which has the following general solution
u(r) = Artt 4 Br!

For our needs, we set B = 0, since ! blows up at » — 0. We have now a restriction for
Rp;, which imposes that Ry (r) — ! for r — 0.
For r — oo we get a new equation, of simple solution

2 2mE

=rug(r) k*= 72 >0 (5.8)

It's solution is a decaying exponential ug(r) oc e™*"
Introducing a new dimensionless variable p = xr, we can write our radial function as a
product of the asymptotic behaviors and a new unknown function w(p)

ug = p e w(p)
The function w(p) is well behaved, and satisfies the following differential equation

d2 d V
pd;;)+2(l+1—p)dl:+< (]ps/ﬁ)p—2(l+1)>w(p)—0 (5.9)

This equation depends on the potential V (), hence a formal solution can’t yet be defined.
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§ 5.1 Free Particles and Infinite Wells Revisited

Starting from the radial equation, we define as before p = kr and E = A?k?/2m. Plugging
it all into the radial equation, we then get the following

d2R  2dR I(1+1)
il e Y R(p) =0 5.10
dp? ~ pdp * ( p? > (p) 510

This differential equation is solved immediately including the spherical Bessel functions j;, n;,

defined as follows ]
o) =0 (50) ()
pdp P (5.11)

- (32) ()

This result can be applied directly to the problem of a particle confined inside an infinite
spherical well (V' (p) = 0 in r < a) through the imposition of the condition j;(ka) = 0. At
[ =0,1,2 the levels are non degenerate, and for [ = 0 we then have the following energy
values

h?(nm)?
2ma
§ 5.2 Isotropic Harmonic Oscillator
The Hamiltonian for a 3D isotropic oscillator can be written as follows
. |
=L 4 S (5.13)
2m = 2

We introduce immediately the two following dimensionless variables and introduce them in
the radial equation

E = 1f’Lu})\
2
h
r=4/—p
mw

We obtain the following equation

2U
d l(l—;l)u<p)+()\7p)2u(p):0 (5.14)

dp? p

We separate immediately the asymptotic behavior of u(p), and since the potential diverges
for r — oo, we write

u(p) = P £(p) (5.15)
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Inserting it back into (5.14), we get an equation on f(p)

df

2
df+2(l+1p2)dp+(A2l+3)pf(p)=0 (5.16)

PdT)Q
This equation is solvable by writing f(p) as a power series, and after manipulating it

analogously to how it's done for a simple linear quantum harmonic oscillator, we get, after
plugging it back into (5.16)

o0

DI+ 2)(n+ Dantz +2(0+ 1)(n + 2)ant2 — 2na, + (A — 21+ 3)a,] p' =0 (5.17)

n=2
Which gives the following recursion relation

2n+20+3 — X

nt2)(n+20+3" (.18)

It'simmediate to see thatlim,, o ant2/an = 2/n = ¢, therefore, we get that lim, o f(p) x
e, which gives us a non normalizable wavefunction. Due to this, the series must terminate
for some even ¢ = 2n, which gives the quantization of energy

A=2n+20+3 (5.19)
Which, gives finally
Eq = hw <2q+l+2> = hw <N+2) (5.20)

It's easy so see how energy is degenerate in I, and how for even (or odd) N we can only
have even (or odd) values for {.

Another way to solve this problem is by seeing how the Hamiltonian is simply the sum of
three Hamiltonians, one for each coordinate

H="H,+H, +H,

And write each in terms of creation and destruction operators as follows

) 1.
Hi—ﬁw<njm+21>

Labeling the eigenstates as |n,) @ [ny) ® |n.) = |ng, ny, n.), we get then the simple result
N 1 1 1
H |ng,ny,n.) = hw | ngy + 3 +ny + 5 +n, + 5 [Ny My, M2

It's obvious that in this basis, the degeneration is the same of the previous, and it can be
seen changing the basis using the following unitary transformation matrix (n,, n,, n.|qlm)
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§ 5.3 Particle in a Coulomb Potential, Hydrogen Atom

We basically treated most of the common problems in 3 dimensions, but there is one
potential that we didn’t treat in a single dimension that will pop up various times in this
book, especially when we'll start touching particular themes such as atomic physics and
guantum chemistry: The Coulomb potential.

We write our potential in Gaussian units as follows

2
szfi (5.21)
T

We already know the shape of this potential and what do the constants really mean, since
we already treated it in the old quantum theory, so we immediately write our Schrédinger
equation, remembering how on the general case, the assumption of V(1) o r—! brought
the equation (5.9).
Considering that bound states happen only for E < 0 and defining a pg as

B o2m Ze? B 2chZ
P=N"FE n ~ E °°

Where a = €2 /hc ~ 13771 is the fine structure constant. Inserting everything in (5.9) we
get a particular differential equation

d?w dw
— +2(l+1—p)— —2l+2 = 5.22
pw+(+ m@+w + 2)w(p) =0 (5.22)

This equation is immediately solved by a confluent hypergeometric function’, with parame-
tersa=1+1—p,y=2l+2and z=2p, sO

w(p) = F (2L 4+ 2 — po, 2l + 2,2p) (5.23)

Approximating w with a power series for large N we get that

i (20 +2—=2p0)y (20)" _ Z (N/2)N - ﬂ
(20+2)y N! NNN' NI T
N=0 N=0 N=0

Hence, this series must terminate, for some n > N, defined as n = N + [ + 1. This number
is called the principal quantum number?.
Since we defined pg as 2NV + 21 + 2, we can write the energy eigenvalues as follows

J— E J—
po = V. 2me2
See appendix B.2

250 far we found 3 quantum numbers, n the principal quantum number, I the angular quantum number
and m the magnetic quantum number.
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And therefore, solving for E, we get the energy quantization rule

1 Z? 2
E, = —5m02 -

(5.24)

n2

Now we can define properly our eigenfunction (r, 8, ¢|nim). As we know already the
symmetries of the system, we know it will be composed by a radial part and a spherical
part, multiplied together tensorially. Therefore, we have our wavefunction as follows

1 27r\'
1/}nlm(7397¢) = m <na0>

27 \° (n+1)! 27r
T VP (—ntl+120+2, 220 ) e
\/(nao> <2n(n—l—1)!> < ntit+ L2+ ’n%) (0, 0)

Where ag = h/mca is Bohr's radius. The appearance of Bohr's radius in this equation is not
casual, since the solution of the Schroédinger equation for a Coulomb potential is «identical»
to the direct solution of the equation for a Hydrogen atom (non-relativistic). This finally
closes at least partially all the questions that the old quantum theory left, and gave a proper
solution to the main problem of atomic physics: the Hydrogen atom.

(5.25)




§ Approximation Methods

§ 6.1 Perturbation Theory

Since most problems in quantum mechanics can’t be solved directly, there are various
methods in order to approximate the results. In perturbation theory, we have two main
problems and two cases: time-independent and time-dependent perturbations with or
without degeneration. As a first approach, we will consider nondegenerate and time
independent perturbations.

§§ 6.1.1 Rayleigh-Schrodinger Perturbation Theory, Nondegenerate Case

Lgt # be our non directly solvable Hamiltonian, divisible in a sum of a solvable Hamiltonian
Ho and a perturbation V. o )
H=Ho+V (6.1)

For H, we already know the solution of the secular equation, and we label them as follows
Ho [no) = B |ng) (6.2)

Where the 0 should be seen strictly as a label, otherwise told.
The full secular equation will then be the following

Hn) = (Ho+ V) In) = En ) (6.3)

It is customary to have V! = AV, where 0 < |A| < 1is a parameter that can be manipulated
in order to see the effect of the perturbation.
A nice example on how this works is given by a two state system, defined as follows

o = B 10) (1] + B 120) (29|

. (6.4)
V = AVlg ‘10> (20| + )\Vgl ‘20> <10‘
In matrix representation, our Hamiltonian will then be the following
(0)
E AV
Hij= (1 & (6.5)
Vo Ey

67



CHAPTER 6. APPROXIMATION METHODS 68

Since it must be (obviously) an Hermitian operator, we have V5 = V5; Calculating the
eigenvalues is simple, and we get

(0) (0) (0) (0)y2
E E E; — FE
R i\/( L= 2 ) ey (6.6)
. o — . ©0)-E®
Since we are considering perturbations tied to a parameter, if A\|Via| << |E; we
can approximate the square root with a power series, obtaining the following result
2 2
By =EBY + 72))“/12‘ 0
E; —FE
1 2
N2V ©7
_ 0 12
Ey = E57 + Eéo) - E%O)

Which are the perturbation-corrected eigenvalues.

Now it's simpler to grasp the «formal» development of the theory. We take our two
secular equations (6.2) and (6.3), and rename the difference of eigenvalues found in the
approximation (6.7) as follows A,, = E,, — ET(ZO).

Our new approximate Schrédinger equation can then be written as follows

(B = Fo) In) = (AV = Ay ) ) (6.8)
And now here a little precaution: E,(LO) —Hoand \V — A, «are operators», and must be
treated as such.
Back to our perturbation theory, we see right away that inverting the operator on the left
isn't the way to go. It may act both on |ng), |n), and therefore it's inverse is ill-defined, but

the right hand side comes to our rescue, and we can impose the following condition as an
Ansatz

(no ()\V — An> In) =0 (6.9)

Now, we want to define properly the inverse of the operator on the left hand side, and we
start by using a complementary projection operator ¢,, defined as follows

$n =1~ |no) (nol = > [ko) (ko (6.10)
k#n
Now, in order to well-define the inverse operator we simply apply a projection beforehand
1 A 1
— %0 = )~y ko) (ko (6.11)
B — 7, ;; B - g
From the Ansatz (6.9) we have, evidently

(A =20 ) 1) = o (AV = A,) )
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So everything looks set up and fine, and it's tempting to find the perturbed eigenstates
simply by inverting the first operator, but it simply doesn’t work. Why? First of all, for A\ — 0
we «must» have |n) — |ng), and Ay, secondly because we need to add the solution to the
homogeneous equation, hence, finally, we get the following result, naming this solution
cn |n)

o (AV = A, In) 6.12)
EY —#H,

Where we have ¢,(\) — 1 for A — 0, and ¢, (\) = (ng|n).

Simplifying the successive equations, we put ¢,(\) = (ng|n) = 1 as our normalization
condition, effectively removing a common multiplicative factor that appears. Then, easing
the notation, we get

In) = cn(A) [no) +

qbn ¥

[n) = [no) +

We also note that, from (6.9) that
An = X(ng|V |n) (6.14)

Now everything is set. What we are searching depends only on the equations (6.13) and
(6.14), and using the “smallness” of A we approximate everything using power series, hence

REDIPULS:
k=0

= (6.15)
A, = Z )‘kAgzk)
k=0

So, in order to evaluate the energy shift up to an order O(A") it's sufficient to equate the

coefficients of the powers of A, putting simply the following condition AN — (no| V |Inn—1).
It's evident how we need to know |n) only up to O(ANV~1). Adding all this in (6.15), we
get

_On (AV—AA,Q)—...)(\n0>+A\n1>+~-)

’n0> +A ‘n1> +-- = |n0> + (0)
En _HO

Therefore, for O(X) we will get the following (remembering that anA%l) |ng) = 0)

_ oy Ing) (6.16)

Iny) =
ES)) —Ho

For O(A?) it gets trickier. Firstly we use the definition of AP where

AR = (ol V—5 1 no)
B9 4,



CHAPTER 6. APPROXIMATION METHODS 70

Plugging it into the power series approximation up to order 2, we get therefore

~ A~

Ing) = E(O)% 1 VE(O) : 7 [no) —
n (5_ 0 n — 710 ¢E (617)
- m (ol V' no) mv [10)
Defining & = <Z>/(E,(10) — H), we get the previous equations compacted
n1) = ®V [no)
(6.18)

Ina) = BVEV |ng) — & <f/>0 BV [ng)

It's evident that there is a trend in how next-order perturbations can be found, in this
not-so-simple pattern.
Written explicitly, it's evident how this works

Vit Vin

_ 2 ,

[n) = o) +)‘Z oy ko) +A ZZ O _ 5O 50 _ g0 o) =
k‘;ﬁn k#n 17671 k )( n 1 )

Vnnvk
—A) k) +
0 0)
k#n (B ~ E( )2

§§ 6.1.2 Rayleigh-Schriodinger Perturbation Theory, Degenerate Case

What we have defined so far, fails when the eigenstates we perturb are degenerate, since

we supposed that there was only one well-defined eigenvalue EY for each eigenket.
Let’s now suppose that we have a system, for which there is a g-fold degeneracy, hence there

are g unperturbed eigenkets |mg) for one single E,(:(,)) eigenvalue. Let's define the degenerate
eigenspace as D := {|m0> € ]HI‘ H |mg) = Eg)) |mo), m=1,--- ,g}. In general, the
perturbation breaks the degeneracy, forming a new set of eigenkets |I) that do not coincide
with the unperturbed set |ly), although we can use the following projection

o) = > (maollo) [mo)

|m)yeD

Let's rewrite the Schrédinger equation for the new states |I), and define the projections
7o = |mo) (mg| and its coprojection 71, = 1 — 7rg. The Schrédinger equation then becomes

(E — oy — )\V) 1) = (E — B9 - )\V) (7o 1) + 1 |1)) = 0 (6.19)
We separate the equation (6.19) multiplying on the left firstly by 7y and then by 7;
(E —BY Mrof/) 7o 1) — AoV [1) = 0

) i ) (6.20)
(E +Ho — Afrﬂ/) 1|l — M Vo |l) = 0
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From this equation we can then solve for 7y |I) and g |1)

A N
= . i Vi |I)
E—Ho— A Vi

, (6.21)
(E — EW A Vag — AQﬁOVﬁlEWmVﬁO) #oll) =0

The general approximation to O(A™) will be given from the following general expression

. Vi
i) = > oz o)
kye¢p £p" — Ly,

And, henceforth, in order to solve for O()), we get the following equation
(E - B9 - Afrofffro) 7o llo) = 0 (6.22)

The energy shifts A(D) will then be the diagonal elements of the perturbation (Io| V' |lo)
We can immediately ask why a A\? appears in (6.21). This is given simply by the substitution
we made in order to get the equation, but we already know that the energy shift at the
first order is EZ.(I) = Eg)) + Av;, where v; are the eigenvalues of the operator 7oV 0. We
assume that the degeneracy is completely resolved after the application of the perturbation,
hence we get Ei(l) = A(v; —v;) # 0. Since there isn't anymore degeneration in this system,
we solve using nondegenerate Rayleigh-Schroédinger perturbation theory, obtaining the
corrections

Vi —

o 1) = AT 0y (0| Ty — L a0 (6.23)
W0’1> ; ; 1)i’7><7’ WlEE()))i,HOWl ’>

Since 7o ’l?> are eigenvectors of V we get that the energy shift at the second order is simply

Via|?
Ayt 620
k¢ D E(D) - E/E: :

§ 6.2 Variational Methods

Approximating through variational methods is done when searching for approximate ground
states energies Ey when exact values aren’t available.
We start to “guess” the ground state by defining a trial ket \Q) We then define the

following
- 6| 7 |¢
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THEOREM 6.1. There exists an upper bound to Ey, hence

() =

Proof. We can expand |} as follows

) = 3 1) (k]9)

Where, # |k) = E} |k), hence it's an exact eigenket.
We can write E, = Ey, — Ey + Ey and evaluating <7—l> we have

oo 2 0o 2 .
<7:[> _ Zkz) W“‘QM 2Ek _ > k0 ’<OIZ‘¢>’ (Ek2 Ey) LBy > Ey
o (k18] o (k1)
Obviously, the equality is given iff ]¢> is the exact ground eigenket O

This method is really powerful, since for even a poor trial ket we have (k|@) ~ O(¢) and
(#) - Eo~ O().
Another way to say this is saying that if we variate ]¢> the Hamiltonian will be stationary
with respect to & |@f).
This method doesn’t say what shape does the ket \Q> has, hence we must guess them,
using the system as a guide.
Practically, it's much more useful to define a parameter vector A; which will appear in the

considered eigenket, and then find the minimum of <’H> imposing the following equation

o (H
@

§ 6.3 Time Dependent Perturbation Theory

§§ 6.3.1 Dirac Interaction Picture
Let's begin considering a time dependent Hamiltonian that can be split in two parts
H(t) = Ho+ V(1) (6.27)

Where one piece is time independent and the other is time dependent. We suppose that
Hy is exactly solvable.
Let's suppose that at ¢t = 0 the state ket is given by the following relation

o) = en(0)|n) (6.28)

n
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Where |n) is the eigenvalue of .
Our objective is to find some ¢, (t) such that

() = 3 ealt)e™ 7 |n) (6.29)

n

Now, in order to simplify our problem, we define the Dirac picture, or Interaction picture,
where, having considered our Hamiltonian, we have

iHgt

() = e [a(t)) (6.30)

The observables in this picture will be defined as follows, in particular, for our perturbation

V, we have
iHot ~ iHqt

Vi=e n» Ve & (6.31)

Remembering the relation between Schrédinger and Heisenberg picture, we have that

a)y =% lalto)s
alto))s =7 Ja) 632)

iHt A iHE
R

Ay =en Ae

Hence, we have that the Dirac interaction picture will satisfy the following time dependent
Schrodinger equation (remembering that ih0; |a(t)); = ih@t(exp<i7:lot/h> la(t))g)

L0 -
Zﬁ@ la(t)); = Vila(t)); (6.33)
Where the perturbation takes the place of the Hamiltonian in the time dependent equation.
It is also demonstrable that, for an observable A, its interaction picture will satisfy the
following differential equation
dA; 17, -
o= = [Ar, Tl (6.34)
It's obvious that this Dirac Interaction picture is the halfway between a Schrédinger and a
Heisenberg representation picture.
Going back to (6.29), we hae that in interaction picture it will simply become this

(1), = enlt)|n) (6.35)
We can now write a differential equation for ¢, (t).
0 .

tho, (nla(t)); = > (nl Vi jm) (mla(t), (6.36)

m
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By definition, we have ¢, (t) = (n|a(t)),;, henceforth

den _

Lo _
Y

> Vame ey, (t) (6.37)

Where we have expanded the interaction-picture time dependence, and we have by defini-
tion of frequency

Wnm = T = —Wmn (6.38)

§§ 6.3.2 Dyson Series

Usually, exact solutions for ¢, (t) are not available, hence we must find a suitable approxi-
mation for our solution. One good way to start is to suppose that ¢, (t) can be expressed
via the sum of different functions as follows

cn(t) = ngi)
=0

Where ¢ indicates the i—th transition amplitude.
This problem can be attacked, using that 0 — din and then using it to define a differential

equation for cg)(t) and so on. Using operator theory, this problem can be solved even in a

better way.
The time evolution operator in the Dirac picture is defined as follows

~

a(t)) = Us(t) |a)

For which, we know already that it's solution to the following ODE

This differential equation is equivalent to the following integral equation

A~

Cnt

” 7 ~ ~

Z/{] (t) =1 - 77/ V[(tl)UI(tl) dtl
/ tO

lterating, we get

) =>"T] (7?1) /:“ Vilty) dtx (6.39)
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Which is equivalent to writing the following expression

N A
Z/I[(t)zll—h/ Vi(t1) dty =
¢

0

N2t
- (;) /Vf(ﬁ)VI(tz) dt,dty + - - -
t

— nO t t1 tn—1
4 <> / / / V[(t1>"'VI(tn) dty--- dt,
h to Jto to

Through this approximation, it's virtually possible to compute #/;(t) to any order, and
therefore ¢, (t). This kind of computation is fundamental in fields like atomic physics, as we

will see later.
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7 ldentical Particles

While in classical physics, two identical particles can be distinguished, in quantum mechanics
they're truly indistinguishable. Let’s suppose that we have two particles, for which you have
a configuration (Hilbert) space H; for the first particle, and Hs for the second particle. The
general state of the system will then be described by a ket in H; ® Hy. Hence, labeling
particle 1 as a and the second as 3, we then will write that a state |s) can be written as

|s) = lo) @ |B) = [) |B) (7.1)

It's obvious that, since the particles in study are impossible to distinguish, that the state |s)
can also be written also as |8) ® |«), hence, for the principle of quantum superposition, we
must have that the most general state will be the following, for a two particle system

|s) = c1la) ©[B) + c2(6) @ |a) (7.2)

This definition brings us what's known as exchange degeneracy. This degeneracy brings us
a huge problem, since in this case, the eigenvalue of the complete basis doesn’t completely
define the state ket.

Before diving into the nature of exchange degeneracy, we define a new operator, called
exchange operator, or just ]% It will act as follows:

Let |a;) € Hy and |a;) € Hy, and consider the new state |a;) ® |a;) € H; ® Hy. We will
have

Pyjla;) ®|aj) = Alaj) @ |as)
By = Py
Pi=1—-x==+1
In general, if we have an observable a, such that
&i \ab> =a \al>
ajlaj) = blaj)
We get, after applying an exchange transformation
PyaiPg |ai) laj) = alai}|a;)

Pyja; Pt aj) |a;) = alaj) |a;)

77
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This is valid only if ﬁij&iﬁigl = a;, hence, this exchange operator, applied on a system
observable, changes its label, hence basically in which space of the two of the tensor space
H; ® Hy the operator a; will act.

Let's now consider a general two-particle Hamiltonian. It will be the following

Gy P, D3 i ‘ ]
H=o =+ 5=+ V (|or =) + Velw) + Ve(a)) (7.3)

This Hamiltonian is obviously invariant to exchange of particles, hence {7—2, 1512] =0and

Py5 is a constant of motion
If we call the Hamiltonian’s eigenket |a1) |a2), we can select two main common basis
eigenkets as follows

|s) = —= (la1) |az) + |az) [a1))
|a) = —= (la1) [az) — |ag) 1))

Where they are tied through two operators, the symmetrization operator and the antisym-
metrization operator, defined as follows

(7.4)

Hence, applied to a ket |a1) ® |az2), we have

61:|:62

Ty (c1]a1) ® |ag) + c2|ag) ® |a1)) = 5

(Ja1) ® lag) & |az) ® |a1))

This finally gives the final symmetry of the system.

§ 7.1 Symmetrization Postulate

We will now delve shortly into quantum statistical mechanics. Here we have two statistics,
Fermi-Dirac statistics and Bose-Einstein statistics. Particles that satisfy Fermi-Dirac statistics
are said to be fermions and those who satisfy Bose-Einstein statistics are said to be bosons.
Under exchange of two particles, we have that, if we indicate with |b) bosons and with | f)
fermions, that for a system of N identical particles

N
LJ®|b = P; |B), = |B); = Q) Ib);

J=1

N
z%j® )i =Py |F); =~ |F); = = Q1)
i=1 j=1
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This change of sign is dependent from the spin-wavefunction, determining that antisym-
metric particle wavefunctions have half-integer spin, and symmetric particle wavefunctions
have integer spin.

Empirically for fermions (half-integer spin particles), it's known that they must obey the
Pauli exclusion principle, which states that two identical fermions cannot share the same
quantum state.

For only two fermions, if we want to write the ground state wavefunction, we know that
due to its antisymmetry, it must be the following

1
V2

This is the only possible configuration. For bosons, instead, we have three possible configu-
rations

1GS) ;= —= (1) [f2) = | f2) | 1)) (7.6)

GS)y = o) [br) [ba) o), 7 (1) [ba) + [ea) o) 7.7

§§ 7.1.1 Two Electron System

The most simple system composed by two fermions is the two-electron system. Since it's
fermionic, we already know that the eigenvalue of the exchange operator must be —1.
Let’s say that our base kets are specified by |i, ms,) where i = 1,2 indicates the electron
and mg, indicates the particle’s spin magnetic quantum number. The most general state
will then be given by a linear combination of these basis kets as follow

[0) =)0 " Is1, 59, My, misy) (51, 52, sy, Mgy 1)

Mgy Misy
Or, in terms of wavefunctions

1/ij(96i17 JJZQ) = Z Z C(ms,, msz)w'rnslmsQ (5?117 mlz)

Mgy Misy

Where with C'(ms,, ms,) we indicated the Clebsch-Gordan coefficients for the sum of two
spin 1/2 systems.
Analogously, if {7—1, S‘fot] = 0, we have that the eigenvalues (and hence eigenfunctions)

of the system will be given by the tensor product |E) ® |sm). Since the wavefunction
associated with |sm) is a spinor, we will have that our wavefunction will be given by

77/}j77”b('7"i17 'rZQ) - ¢(r11 ) x%)Xi

With x4+ as our basis spinor.
Due to the properties requested by the fermion statistics, we must have that, if x+ = |+),
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it «must» be one of these four

+) 1+)
1
—= () =)+ =) [+))
V2 (7.8)
=) =)
1
7 (1) =) = [=)[+)

Applying our exchange operator we have that the first three are symmetric, which are
commonly called triplet states, and the last one is antisymmetric with respect to exchange

of particles, and it's called a singlet state.

Another particular relation of the particle exchange operator is obvious if we see how it

acts on our kets.

We have that (s159m., ms,| Pra |o) = (s251m,ms,|ar), and we also know that (s1 samis, m, o) =
— (s981ms,ms, |) from the Fermi-Dirac statistic, followed by electrons.

Hence, a full exchange operator Py, will be given instead by the tensor product of the
spatial particle exchange operator and the spin exchange operator, as

}512:}5{’2®Pi92

A thorough application of this theory for s = 1/2 systems will be treated in a further section
where it will be studied together with atomic physics.

§ 7.2 Multiparticle States

As we've already seen previously, multiparticle states can be defined as a multiple tensor
product of single particle states. As we've already seen, the particle exchange operator is
idempotent, i.e. PZ% = 1, thus the possible eigenvalues are +1. It must be noted tho, that
in general

[Pijv pkl} = PijPy — PPy #0 (7.9)

Let's now consider a 3 particle state. We have that there are 3! possible combinations of
the single particle states [p1) [p2) |p3). If we insist on our symmetrization postulate, we have
that we can either have a single completely antisymmetric state or a single fully symmetric
state. This states must hence be a linear combination of 6 equally probable states, formed
by the tensor product of the different particles. This state is an eigenstate for Pio, Py, Pis.
Defining a new exchange operator Pja3 = P12 ® Py3, we have that a completely symmetrical
state can be written, (remember that if two indices are equal then there can’t be a completely
antisymmetric state)
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8 Thermodynamic Systems

§ 8.1 Temperature

§§ 8.1.1 Macroscopic and Microscopic Systems
The study of any branch of natural science must begin with the definition of system

Definition 8.1.1 (System). A system is a finite region of space containing matter inside a
closed surface, known as the wall.

Everything outside of the system, even other systems, that are in interaction with the system
are known as the surroundings of the system.

A system is said to be closed if there’s no matter flux between itself and its surroundings.
The set of the system, surroundings and all the rest is known as universe, and it's usually
indicated with €.

All systems can be studied with two points of view
1. A microscopic point of view (molecular or less)
2. A macroscopic point of view (human scale or more)

Taking as our example system the cylinder chamber of a car, we can define the following
macroscopic coordinates, i.e. descriptors of the system in a macroscopic point of view

1. Mass of gas contained
2. Volume of the chamber
3. Pressure of the gas
4. Temperature of the gas
These coordinates are macroscopic also because
¢ Do not involve assumptions about the structure of matter, fields or radiation
e Are low in number

e Are fundamental

83
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e Can be, generally, directly measured

If we instead consider a system from the microscopic point of view, we can define the
system as

1. N particles with energy states E;
2. Particle interactions with fields and through collisions

And more.

Microscopic systems that can be considered isolated or embedded in other systems are
known as ensemble systems. In microscopic systems, the equilibrium state is defined as the
state with the highest probability, i.e. the state which will have a higher occupation number
or population.

In general, microscopic coordinates

1. Consider the structure of matter, fields and radiation

2. Are many in number

3. Are described by mathematical models and usually not directly measurable
4. Must be calculated using the previous models

In the study of thermodynamics, in the next chapter or two, we will use the macroscopic
description. The major difference with the other branches of science lays in the fact that in
thermodynamics, a macroscopic quantity is always present and defined, known as tempera-
ture.

Generally, in thermodynamics the quantities chosen are known as thermodynamic coordi-
nates, which are macroscopic coordinates that determine the internal state of the system.
Systems for which thermodynamic coordinates can be defined are known as thermodynamic
systems

§§ 8.1.2 Zeroth Law of Thermodynamics

Consider a thermodynamic system A, for which we can define two independent coordinates,
(X,Y), the first being a generalized force and the other being a generalized displacement.
We define:

Definition 8.1.2 (Equilibrium State). A state for which the coordinates (X, Y") are constant
as long as the external conditions don’t change, is known as an equilibrium state

Equilibrium states depend on proximity of other systems and nature of the boundary, if
we put A in contact with another system B with coordinates (X', Y”) we then can define
two types of walls:

Definition 8.1.3 (Adiabatic Walls). If the walls between the system A and B are adiabatic,
then the equilibrium states are independent and possible for each value of (X,Y") and
(X, Y7)
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Definition 8.1.4 (Diathermal Walls). If the walls between the system A and B are diathermal,
the equilibrium states of the two systems aren’t independent anymore, and thus are defined
only for a set of coordinates (X,Y, X', Y’)

We subsequently define

Definition 8.1.5 (Thermal Equilibrium). Thermal equilibrium is defined as the state achieved
by two or more systems, characterized by a restricted amount of values of system coordinates,
after being put in contact through a diathermal wall.

From the definition of thermal equilibrium, an important law follows

Law 1 (Oth Law of Thermodynamics). Suppose that two thermodynamic systems A and
B are separated by an adiabatic wall and simultaneously in contact with a third system C
through a diathermal wall. It follows that if:

e Aisin thermal equilibrium with C
e Bisin thermal equilibrium with C

Then, A must be in thermal equilibrium with B

Suppose that now that the system A and B are at equilibrium with each other at some
coordinates (X 4,Y,) and (X, Yp). If we remove the system A, the system B will undergo
a change of state to coordinates (X3, Y2) which must be in thermal equilibrium with the
state (X, Yp). It must follow then that there’s a quantity, known as temperature, which
remains constant during this transformation, thus:

Definition 8.1.6 (Temperature). We define the temperature as the property in common
between states in thermal equilibrium. A change of state with constant temperature (i.e. in
thermal equilibrium) is known as an isothermal transformation or an isothermal process.
Temperature must be a scalar quantity, and it's usually indicated with T'. For each possible
value of T there exists a defined family of isothermal processes.

§§ 8.1.3 Temperature Measurements

In order to define a temperature scale, we choose a thermodynamic system for which are
known its properties, known as the thermometer, and define a set of empirical rules for
assigning a value of T for each isotherm.

Suppose that the system is well described by the generalized force X and the generalized
displacement Y. Then, for defining a temperature scale we will

e Choose a convenient path in the (X,Y) plane, like Y = const. Then, since one of
the two quantities is fixed, we must have that if the system undergoes an isothermal
process, we must have that

0=06(X)

Where 6 is our temperature scale
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e We suppose, arbitrarily, that (X) « X, thus
04(X)=aX

The scale that we defined previously has, in particular, that
lim 04(X) =0
X—0

l.e. it's an absolute temperature scale. Examples of absolute scales are the Kelvin and
Rankine temperature scales.
Experimentally, the standard gas for thermometric evaluations is molecular hydrogen Hs.
For most thermodynamic scales, being Y = const completely arbitrary, it's convenient to
define Y = Y71 = const as the triple point of water, it being the point in which liquid water,
ice and vapor exist in the same place and time. This point is measured to be at a temperature
of

Trp = 0.01°C = 273.16K

From the absolute arbitrary temperature scale we have defined before, defined X p the
coordinate at which we have the triple point, we have

273.16K

QA(XTP) =aXrp = 273.16K=a =
Xrp

Thus, in general, an absolute thermometric scale can be defined as follows

X
0A(X) =273.16——K (8.1)
Xrp
Thus, it's possible to define this scale in terms of pressures (generalized forces) or volumes
(generalized displacements), using the triple point coordinates as reference point.

§§§ 8.1.3.1 Temperature Scales

The most common temperature scales are two in the metric system of units and two in the
imperial system. If we use the definition (8.1) for the Kelvin scale, we have

Definition 8.1.7 (Celsius Temperature Scale). Defined by Anders Celsius (SWE), used in the
metric system of units
T(°C) =T (K) —273.15

Definition 8.1.8 (Rankine Temperature Scale). Absolute temperature scale defined by William
Rankine (UK), used in the imperial system of units

T(R) = gT(K)
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Definition 8.1.9 (Fahrenheit Temperature Scale). Temperature scale define by Daniel G.
Fahrenheit (GER), used in the imperial system of units

9
T(°F) = T (R) - 459.67

With these definitions we can find conversions between these scales, and for commonly
used scales like Fahrenheit and Celsius we get the following conversion formula

TCF) = gR(OC) 432 (8.2)

Note that the Celsius temperature scale has the same dimensions of intervals of the Kelvin
scale, thus, a temperature difference in Celsius degrees is the same in Kelvins. Thanks to
future concepts, the Kelvin scale will be defined as the absolute scale of temperature, since
it's tied to energetic properties of the system itself.

§ 8.2 Thermodynamic Equilibrium

§§ 8.2.1 Definition of Equilibrium

Given a thermodynamic system A, any change of coordinates defines a change of state for
the system.

A non-influenced system is known as an isolated system, but these kinds of systems aren’t
important in the study of classical thermodynamics, since these systems can’t be studied
macroscopically.

There are various kinds of equilibrium, namely

e Mechanical equilibrium: equilibrium of forces in the system

e Chemical equilibrium: the system is in mechanical equilibrium and it doesn’t undergo
in spontaneous chemical reactions

e Thermal equilibrium: the system is in mechanical and chemical equilibrium, and there
is no change of coordinates when the system is separated from its surroundings via a
diathermal wall

e Thermodynamic equilibrium: the system is in mechanical, chemical, thermal equilib-
rium contemporaneously

Note that for having thermodynamic equilibrium, all the previously stated equilibriums must
be satisfied, and the system doesn’t undergo in changes of state.

In fact, if a system is not in mechanical equilibrium then the system is in a non equilibrium
state and therefore thermodynamic coordinates cannot be defined, and so goes for the
other equilibriums. Specifically, when the system is in thermodynamic equilibrium, it does
not change state, note instead how instead thermal equilibrium is defined via changes
of state, since in order for a system to be defined in thermal equilibrium undergoes an
isothermal change of state, but still a change of state.
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§§ 8.2.2 Thermodynamic Relationships at Equilibrium

Given any mole of gas, it's experimentally verifiable that if:
e Fixed volumes and temperature imply that the pressure can’t be chosen
e Fixed pressure and temperature imply that the volume can’t be chosen
e Fixed pressure and volume imply that the temperature can’t be chosen

Clearly, if we use these three coordinates to describe a thermodynamic system, only one of
the two can be chosen.

These relations were found empirically by Gay-Lussac and Boyle.

The first experiment, done by Gay-Lussac deals with the relationship between V and T'. It
has been found that, heating a solid with linear length [; at rest, that

(T) =1lo+ ) ailoAT’ (8.3)
=1

With a; being numerical coefficients depending on the material composition of the system.
For small temperature variations AT, it can be said that

l(T) ~ [y + algAT (8.4)

Here a, is known as the linear thermal dilatation coefficient. In general a > 0, but in nature
materials with a < 0 are found, one of these is water, and all oxides.
Keeping the first order approximation, and using Vg = I3, we can say

V(T) ~ 13 (1 +3aAT) = Vo (1 + BAT) (8.5)

The coefficient 8 = 3a is the volumetric thermal dilatation coefficient. This experiment,
when repeated with fluids, thanks to their incompressibility, gives

THEOREM 8.1 (First Law of Gay-Lussac). Given a fluid with volumetric compressibility
B, contained in a volume V;, when undergoing a change of temperature AT expands or
contracts following this equation

V(T) = Vo (14 BAT) (8.6)

If we define the absolute zero of the kelvin scale as the temperature such that V(Ty) = 0,
we get

T
V(T) = Vof0 (8.7)

If the volume is kept constant and instead the variation of pressure is measured, we
have
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THEOREM 8.2 (Second Law of Gay-Lussac). Given a fluid with compressibility 3, if
it undergoes a change of temperature at constant volume, the pressure will follow this
equation

p(T) = po (1 + BAT) (8.8)
If we use the kelvin scale as defined before, we get
T

p(T) =Py (8.9)

Both these laws were derived empirically through experimentation, and give the behavior
of volume and pressure with respect to changes of temperature. One might ask what
happens when temperature is constant, and that’s what has been found by Boyle

THEOREM 83(Boyle'sLaw). Given a fluid undergoing pressure and volume changes
in thermal equilibrium, then

Note that if a gas verifies all the previous laws, we have

poV
pV = P00 (8.11)
To
This equation gives the empirical dependencies of the three thermodynamic coordinates,
(p, V,T) and is for this known as the equation of state.
If we also consider that the volume of the gas is V' o n, where n are the moles of gas, one
has

pV = nRT (8.12)

Where R = 8.31J/Kmol is a conversion constant known as the gas constant.
All previous experiments considered that we specifically had what's called a hydrostatic
system, i.e. a system which has

e Uniform pressure
e Constant mass

e Surface, gravitational and electromagnetic effects can be considered negligible

§§ 8.2.3 Thermodynamic Diagrams

The previous relations can be used to determine what are known as thermodynamic diagrams,
which permit the graphical description of changes of state in a thermodynamic system.
As we saw, of the three coordinates (p, V,T) only two are independent. Thanks to this,
we can define 2D Cartesian planes which have as coordinates either pV, pT, VT. We
could also define a surface, known as the pV'T surface, which describes all the possible
configurations of the system, “extruding” the pV, pT and VT
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§§§ 8.2.3.1 pV Diagrams

Consider now an empirical case of water in thermal equilibrium at 94°C in a vessel of 2m3.
If the vessel is sealed and there’s no air, it's seen that water is in equilibrium with its vapor.
It's notable how, if we map all the possible pV' transformations of water, the diagram will
be divided in three zones by what are known as critical isotherms.

These isotherms all coincide in a special point, known as the critical point. An image of
such diagram follows

§§§ 8.2.3.2 pT" Diagrams

Pressure-temperature diagrams, are instead useful for defining phase transition isotherms
of the system. Considering water again, three main curves can be defined between the
states of matter. These curves are known as

e Fusion curve
¢ Sublimation curve
e \aporization curve

In the first one, along the curve, the set of states described are states of solid-liquid
equilibrium, in the second curve solid-vapor equilibrium and liquid-vapor equilibrium.

At the intersection of these three lines we find the triple point. It's important to remember
that this point is represented only in this diagram as a point, while in others is instead a
curve.

§§ 8.2.4 Differential Changes of State

In order to properly define a mathematical framework for describing the thermodynamic of
substances, we have to rewrite differential calculus in a way which is physically significant.
Suppose that in a pV diagram, a substance undergoes a really small transition to another
equilibrium state. If the volume changes by a differential dV” and the pressure by a differential
dp, we must have

e For any volume V, we have dV << V, but dV is big enough to be considered
macroscopic

e For any pressure p, and consequent molecular perturbations to pressure dp,,o;, We
must have

OPmol << dp << p

With these considerations, both volume and pressure can be considered as mathematically
continuous functions between the two equilibrium states.
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Remembering that of (p, V, T') only two of the three are independent, we can define the

differentials of these quantities, since

p:p(V>T)
V=V(pT)
T=T(pV)
Thus

op Op

= (== =2 ar

v <OV)TdV+<a )vd
ov 0

dV = — d — | dT

v=(%), @+ (o), @13
T oT

T=(Z —

d (a >Vdp+<av>pdv

Where, as a subscript of the parentheses, we indicated which of the coordinates is kept

constant.
For volume specifically, we can define two things in particular
1. Volumetric expansivity 5 as
1 [0V
=== 8.14
o= (57) 814
p
2. Isothermal compressibility
1 [oV
=——| = 8.15
) 4 < op )T ( )

Therefore, the differential changes of volume can be described as follows

dlog (V) = pdT — kdp (8.16)

§ 8.3 Work

In general, we can define two kinds of work that can be made by a system, or that the

system can be subjected to:
e External work, which is the one exerted from the system to the surroundings

¢ Internal work, which is the one exerted from one part of the system to another
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In general, we are only interested in external work in our macroscopic treatment.
Consider now a hydrostatic system contained in a piston chamber with adiabatic walls. By
definition, if the piston has surface S, we define the pressure as

P=73 (8.17)

We now consider an infinitesimal displacement of the piston, with force F'. The amount of
work is then, as usual

AW = F -dr (8.18)
Thus, if the piston moves along the z axis
AW = pSdz = pdV (8.19)

This work is commonly known as thermodynamic work and shouldn’t be confused with
other kinds of work that might be done from external forces, aka mechanical work.

The main question that pops to mind is how is actually infinitesimal work defined in a
thermodynamic system. The action of the piston itself creates instability, and thus even in
an infinitesimal displacement the gas isn't anymore in mechanical equilibrium, even for a
small amount of time. An approximation is made in order to make calculations possible, i.e.
the quasi-static approximation, defined as follows

Definition 8.3.1 (Quasi Static Process). A quasi static process is an infinitesimal thermo-
dynamic transformation. Specifically, a quasi static process is one such that the system is
always in a neighborhood of an equilibrium configuration, thus it can be thought as always
being in an equilibrium state. This approximation thus renders our previous calculations
valid.

The "d slashed” differential operator is there to indicate one thing and one thing only:
work is path dependent, as already seen in any course in classical mechanics.
Note that in literature, the previous definition of work tends to differ by a minus sign. It's
just a convention which simply indicates the sign of work depending whether it's made on
or by the system. In our case, if the system is making work on the surroundings, like when
it expands, we have W > 0 and vice versa.
The path dependence of work makes its calculation not always immediate. Thanks to the
existence of the state equation, we can tho define a relationship p(V') which basically makes
the pressure an integrating factor for work.

§§ 8.3.1 Quasi-static Processes

Let's start to consider now quasi static processes in ideal gases. We already know that for
an ideal gas the equation of state holds, which is

pV =nRT
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We can then define the implicit dependence p(V,T') as

nRT

p(V7 T) - vV

In the special case of isothermal processes (constant T'), we can then integrate the work
differential and obtain

V5 1 Vs
Wp = nR/ —dV =nRlog <> (8.20)
VA V VA

For an isobaric process (p is constant), the integration is trivial and gives
W, =p(Vg —Va) (8.21)

Another special case to consider is when the case study is composed by multiple hydrostatic
systems in thermal equilibrium, separated by a diathermal wall. In this general case, work is
additive thanks to its definition, and the total work of the composite system is none other
than the sum of the work of the single component systems
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9 Heat

As we might have understood, the main study of thermodynamics is changes of state (duh).
There are various ways to induce a change of state in a system:

1. External forces, thus when W # 0
2. Changes in temperature W = 0, something 0
3. Both at once

That something must be something special, since it's not mechanical nor an expansion of
the system. This “something” is known as heat.

Definition 9.0.1 (Calorimetric Heat). «Heat» is that quantity that gets transferred between
a system and its surroundings by virtue of temperature only. An adiabatic wall is thus a
heat insulator, while a diathermal wall is a heat conductor.

§ 9.1 First Law of Thermodynamics

§§ 9.1.1 Internal Energy Function

Consider now the last example system that we treated, a simple ideal gas inside an adiabatic
cylinder chamber with a piston. As we saw before, in this special case work is path
independent. The mathematical result that we obtain is that a potential must exist and
is unique. This potential is known as the internal energy of the gas, and for an adiabatic
process gives

Wap =U(pa,Va,Ta) —U(pp,Vp,TR) 9.1)

In classical thermodynamics, thanks to this result, it's not needed to know the exact func-
tional shape of the internal energy, but only its difference between the equilibrium points.
Now a little consideration on notation must be given. Thanks to the ideal gas equation of
state, we can always write the internal energy differential with two of the three thermody-
namic coordinates, thus, taking two of the three possible combinations

oU oU
av; = Zap+ S2d
Ur=75,4 1 5p4V
oU oU

95
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One might mistakenly say that the derivatives with respect to the volume are equal in both
cases, but this is absolutely not true in general.
For avoiding confusion, from now on, the following notation will be used

oU oU
AU = <8p>po+<aT>pdT (9.2)

Where the subscript specifies which of the remaining coordinates is being kept constant.
We can now continue with trying to understand how heat fits in our thermodynamic
calculations. Consider a generic system which undergoes two transformations, one adiabatic
and one non-adiabatic.

In the first transformation we already calculated that

W =AU

In the second transformation this is not true. Since we're still working in the realm of physics,
if there are no dissipative processes, as in our case, must be conserved.

As we defined before, there is a heat flow between the system and its surroundings, and
we can write then the first law of thermodynamics

yAU:Q—W\ (9.3)

This extremely important equation implies three fundamental things:
1. An internal energy function exists
2. Energy is conserved
3. Heat is energy in transit by means of temperature differences.

Note that with this definition, we do not and cannot know heat during processes, but only
its flow, specifically t

Q= 1 @dﬂ'

¢, dr

l.e. internal energy is not separable in mechanical (work) and thermal (heat). As with work,
saying that there’s an amount of heat in a body doesn’t make any sense.
As with work, heat is path dependent, and its differential inexact.
With what we have said before, the first law can be rewritten in differential form as

dU = dQ — dw 9.4)

Via integration of this equation, it's possible to easily determine how the coordinates of the
system change.
Note that for a hydrostatic system we have

dU = dQ — pdV
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§ 9.2 Calorimetry

§§ 9.2.1 Heat Capacity

Consider a system which undergoes a change of state for which there’s a variation of
temperature, we can define a new quantity, the heat capacity, as

_dQ

C_dT

(9.5)
Since both heat capacity and internal energy are extensive, it's useful to define the specific
versions of these quantities by dividing them by the number of moles of matter n. Specifically,
said N4 Avogadro’s number, we have that

N m

e (9.6)

Where M is the molecular weight and N4 = 6.022 x 10?3 mol~!. Thus

_1do

_ 9.7
T nar ®.7)

Note that heat capacity can assume different values depending on the process!
It's important to define then the specific heat capacity at constant pressure and constant

volume for hydrostatic processes
e =L (dQ>
P
n \ dT »

-t (19)
Vo \ar ),

Heat capacity has units of E/nT and it's usually measured in non-standard units, like the
calorie

(9.8)

Definition 9.2.1 (Calorie). A «calorie» indicates the amount of heat necessary to raise the
temperature of water by one degree Celsius. By definition

1cal =4.186J (9.9)

§§ 9.2.2 Calorimeters

A calorimeter is an instrument used to measure heat variations and specific heats of sub-
stances. The simplest calorimeter is the mixture calorimeter, basically an adiabatic container
filled with a defined amount of water.

Consider now the measuring phase. Suppose that we want to find the specific heat of
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some external body with mass m, and initial temperature T,.

If the water in the calorimeter is at a temperature T, with my,o mass of water. After
the immersion of the external body we will have a heat flow between the two, until the
calorimeter and the body will be in thermal equilibrium at a temperature T,.

For what we have written before, by definition of specific heat we can write

QHu,0 = MH,0CH,0 (Teq — THy0) 9.10)
Qz = m,Cy (Teq - T:p) '

By virtue of the first law, being the calorimeter adiabatic we must have that the increase in

temperature of the water is only due to the heat flux from the external body, and thus

QH2O = _Q:E

Note the minus sign, we must have Q = Qm,0 + Q. = 0, if this wasn't satisfied we would
have an adiabatic calorimeter that by calculation is not adiabatic!
Equating and solving for C,, which is the specific heat that we want to find, we have

. — mi,0CH,0 (Teq — THy0) ©9.11)
mzCop (T — Teq)

The passages are omitted, it’s really easy to rederive it, just watch out for the minus sign.

One now might (rightfully) say: «doesn’t the calorimeter have mass, and therefore interfere

with the previous calculation somehow?»

The answer is yes. We therefore must account for this problem by defining an «equivalent

mass» of the calorimeter, i.e. the equivalent mass in water of the calorimeter itself.

For this problem we have that both the water and the calorimeter are always in thermal

equilibrium, thus if we have m; masses of water with C'y, o specific heat, and our calorimeter

with C, as specific heat with m* as equivalent mass of it, we have

C=C.+Cy = (m1 +m*) CHQO
Consider now adding mqy mass of water to the calorimeter, at some temperature T, if the

calorimeter is at temperature T} we have that there will be an exchange of heat between
the new mass of water and itself, thus Q1 = —Q-, which implies

(m1 + m*) OHQO (T@q.Tl) = —m,QCHQO (Teq — Tg)
With some easy algebra, solving for m*, our equivalent mass, we have

o (Th — Teq) +mo (Tz — Teq) Ty — Ty
= = 9.12
m T — T, mo - +my ( )
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§ 9.3 Heat Flow

§§ 9.3.1 Conduction and Convection

In order to treat heat flow between two bodies, we have to see (empirically) that if we take
a square rod with cross-sectional surface S and temperatures 77 and T, at its two faces,
that the heat flow between the two parts depends on

e Surface area

e Time

e Temperature differences

e The inverse of the distance between the two parts

If the two faces are distant z, then we can write that

Qm(i?) AT (9.13)

Tlas Tst

Figure 9.1: The experimental rod we use to derive the empirical heat flow equation

Where  is a proportionality constant known as the «thermal conductivity». If we make
this rod infinitesimal (and why not, consider that not all things can be approximated with
rods), we have, after defining a heat flow vector ¢ as

1dQ
=—— 9.14
1= sar (5:14)
That, being  — d3r in the general case,
1dQ
i = —kVT A
=<4 kV (9.15)

This is what's known as Fourier’s heat equation, which tells us that the heat flux depends
directly on the properties of the medium, contained in «, and its cross sectional surface.
Note the specific case where the medium is isotropic. We will have that the heat will
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be proportional to the temperature at the point, and thus our heat conduction equation

becomes 5T
— = —rVT 9.16
o~ (3.16)
Another special case is that of convection. Consider two bodies with conductivity x; and
Ko, each thick d;. Defined the heat transfer coefficient of the 2 bodies as

R

h; = 9.17
a0 (9.17)
Which fits to the empirical heat convection equation or Newton'’s law on convection
1dQ
—— = hAT 9.18
S dt ( )

The coefficient & in this case is the total heat transfer coefficient of the system, and can be
intended as an electrical conductance, calculated as follows
1 1 1

—=—4+ — 9.19
T (9.19)
This is clearly generalizable to the general case with NV bodies using a simple sum.
§ 9.4 ldeal Gases
§§ 9.4.1 Hydrostatic Systems
As we know from what we wrote before, for a hydrostatic system we have
AdQ = dU + pdV (9.20)
Chosen two thermodynamic coordinates, specifically 7', V' for ease, we have
oU ou
=|(=—| dT — 9.21
0= (57), a7+ (57), +7) 920

This is the differential first law for hydrostatic systems.
From this equation we have a new definition for the specific heat C' of a system.
Considering an isochoric process (V' = const) we have, after deriving with respect to T

dQ B oU B
(), = (57), = 022

l.e., the derivative of the internal energy function at constant volume is the heat capacity at
constant volume.
It's then possible to write, at constant pressure

(), - [&), A6, o

Remembering that 97V = BV we have, solving for the derivative of the internal energy

oU C,—Cy
_— = — — ] 24
(57), = % -
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§§ 9.4.2 Joule Expansions

Consider a thermally insulated vessel divided in two compartments with an ideal gas inside
in one and the vacuum on the other compartment. If we remove the wall separating the
gas from the vacuum the gas will rush to fill the vacuum. This kind of expansion is known
as a Joule expansion or a free expansion of the gas.

Since the vessel doesn’t change volume during the expansion of the gas and cannot exchange
heat with its surroundings, the complete process must have W = @ = 0. If we insert this
into the differential form of the 1st law of thermodynamics we have

AU = dQ — dW = 0=U = U (9.25)

In general tho, the internal energy is a function of two variables, thus

ou ou
dU = <6T>VdT+ <W>TdV—0

Since for having d@ = 0 we must also have dT = 0, we must have that 9y U = 0 and thus
the internal energy must be dependent only on temperature. For a free expansion we must

then have

dU
dU = —dT 9.26
7 (9.26)

it has been studied by Rossini and Frandsen, that for real gases the internal energy depends
also on the pressure, and therefore we now have an idea on how to define ideal gases

§§ 9.4.3 Thermodynamics of Ideal Gases

The previous experiment gives a framework to better define an ideal gas. In general an
ideal gas is defined as a gas which, at the low pressure limit, follows these two equations

pV =nRT

<8U> 0 (9.27)
op T_

The second equation, together with the ideal gas equation of state, creates this ideal gas
that when it expands, the internal energy behaves exactly like if it was a free expansion.
In fact, it's easy to prove that since

oU\  (oUN [dp\ _
(5v). = (5), (5v). = 028

dU
dU = —dT 9.29
v dTr ( )

Then, by definition
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l.e. It depends only on temperature. Now from the first law we have

dQ = dU + dw
AW = pdV’ (9.30)
au
AU = “=dT
U=ar

Noting that in an isochoric process dU = CydT, then we have the first law for ideal gases

dQ = CydT + pdV (9.31)

Remembering that for every equilibrium state we have
pV =nRT

We can write
pdV =d (pV) — Vdp = nRdAT — Vdp

Hence

dQ = (Cy +nR)dT — Vdp (9.32)

Deriving with respect to T" again, we have a mathematical relationship between Cy and
Cp, known as «Mayer’s relation»

C,=Cy +nR (9.33)

Thus, we get two ways of writing the first law for ideal gases

dQ = CydT + pdV

dQ = C,dT — Vdp 0.34)

Note that in general, the heat capacity depends strongly on the temperature T'. This
relationship will be better studied with statistical mechanics later.

§§§ 9.4.3.1 Quasi-static Adiabatic and Polytropic Processes

Let's consider now quasi-static adiabatic processes, in the specific case of ideal gases. From
the first law, we have that for an adiabatic process

dV = —CydT

b v (9.35)
Vdp = C,pdT

we can solve the system quite easily by dividing the two equations, and after defining the

«adiabatic index» of a gas ~y as

oo (9.36)

Cy ey
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we have Vd
p
- _ 9.37
b av Y (9.37)
Solving this simple differential equation we get
pV7T =k (9.38)

Where k € R is a constant. Note that this relationship holds if and only if the process is
quasi-static.

We might want to see the functional definition of work in this process.

We have, for a quasi-static adiabatic transformation between two equilibrium points A and
B

Wan = / ? KV NV = & (vlf“f - VH) (9.39)
AB " 1— ~ B A .

Since k = paV, = ppV4, we have

1 nR

Wap = T—~ (pBVB —paVa) = 11—+

(Tr —Ty) (9.40)

Recognizing from the first law that since d@Q = 0, then
dW = —dU = —CydT
Which gives back a new form of Mayer’s relation

nR

Cy =
|4 1_’7

(9.41)

Let’s consider now the most generic quasi-static transformation that we might have with
an ideal gas.

The transformation equation must be a tweak of the one we found before, specifically,
instead of having pV7 with ~ being the adiabatic index, we might use a parameter a: which
can take different values.

Thus

a=1 pV =k, k=nRT

a=0 p=k

PV =k a—o00 V=x (9.42)
a=~v pV7i=xk

a € R general case

Note that we have managed to define the most generic transformation possible. Note that
since it's always true that, for an ideal gas

dU = CydT
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And that in general dQ # 0, we have, noting that we simply substituted v with the parameter
«, that

1Q = <CV 4 B ) ar (9.43)
11—«
Defined the polytropic specific heat C,, we have by definition
Co=0y+ H (9.44)
1 -«

Giving us this simple equation for polytropic processes

dQ = CodT (9.45)



10 Thermal Engines and Entropy

§ 10.1 Engines

§§ 10.1.1 Heat-Work Conversion

From the first principle of thermodynamics it's easy to understand how work of any kind
can be converted to heat and vice-versa.

Suppose that we have two heat reservoirs at temperatures 71 < T,. We might construct a
cyclical process between these two sources, which we will call a «thermodynamic cycle».
For any cycle we can define the following quantities

e The total amount of heat absorbed by the system |Q 5|
* The total amount of heat rejected by the system |Q.;|
e The total work done by the system |IV|

From these quantities we can define the thermal efficiency of the cycle as

w
1~ 1o
From the first law we have

AU =Qr+Wr
Qr = |Qabs| — |Qrejl
Wr = |W|

| w

= ’Q(zbs

We immediately notice that the first equation must be equal to zero. In fact, dU is an exact
differential, and therefore in any cyclic transformation it's equal to zero. Mathematically,
we have

95 AU = U (4(A)) — U (4(4)) = 0

105
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Plugging in the second and the third equations into the first one, we must have

‘W‘ = ‘QabS‘ - ‘Qrej’
Qrej
Qabs

[t's clear now how a 100% conversion of heat into work makes little sense. In order to have
n =1 we must have Q,.; = 0, and we'll prove later that this is not possible.

n=1_ (10.2)

§§ 10.1.2 Stirling Engine

We begin to try to harness, physically, the power of the first (and what will become the
second) principle of thermodynamics by building thermal engines. There are two main kinds
of engines:

e External combustion engines, when the heat sources are outside the system
e Internal combustion engines, when the system itself performs the combustion

The simplest engine, in terms of ease of construction, is the «Stirling engine». This engine is
an external combustion engine which converts heat from fuel to mechanical work, through
the usage of hot air.

In a pV diagram, the cycle that the hot air makes is described by two isotherms, one at the
combustion temperature Ty and one at a lower temperature T7,. The cycle is completed by
two isochoric processes. The processes between the equilibrium points of the system are

e A — B Isothermal compression of the gas in contact with the low temperature
reservoir at 77, here the system rejects heat Q ap

* B — C Isochoric heating of the gas. Here the gas heats up while in contact with the
hot reservoir, absorbing heat Q¢

e C — D Isothermal expansion of the gas in contact with the hot reservoir at Ty. The
gas absorbs heat Q¢cp

e D — Alsochoric cooling of the gas. Here the gas is in contact with the cold reservoir
and rejects heat Qpa

We have, by definition
Qu| = |Qu1| + [Qu2|
Qr| = |Qr1| + [Qr2]
Quick spoiler: thanks to the first law of thermodynamics these heats are explicitly calculable.

From the first principle we have that in the isochoric heating and cooling we must have
dw =0, dQ = dU

(10.3)

dQpc = dQpa = CydT
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Thus, integrating on these two transformations we get

Qpc =Cv (Ty —T1)
Qpa=—Cy (Ty —Ty)

On the isothermal compression and expansion instead we have, from the first principle
dU = 0, and thus d@Q = pdV. Using the equation of state of ideal gases for writing the
explicit functional relationship between p and V, we have

b Vb
Qcp = nRTy —dV =nRTglog | —
cV Ve
5 (10.4)
Qap = nRT, / ldV =nRTlo Ve _ —nRTy lo Vb
AB = L LV = L 1og Vi)~ L log Ve
After indicating the volumetric compression ratio r as
Vmaa: VC VD
= = = = = 10.5
"V VB Vi 105
We have
Qabs = Qpc + Qcp = ney (Ty —Tp) + nRTy log () (10.6)
Qrej = Qpa +Qap = — [ney (Tyg — Tr) + nRTy log (r)] -
s Q Q (T, — Tus) — nRTy log (1)
—1_ rej — 14 T€j:17ncv L—1H)—N L10g (T (107)
7 Qabs Qabs ney (Ty —Tp) +nRTy log (r)

Which, rearranging, becomes

B R(Ty —Typ)log (r)
s = cy (TH — TL) + RTyr log (’I") (10.8)

§§ 10.1.3 Internal Combustion Engines
§§§ 10.1.3.1 Otto Engine

The first internal combustion engine that we will treat is the Otto engine, commonly known
as the four-stroke engine. The gas makes a cycle which might seem similar to the Stirling
cycle, but this is quickly disproved by noting that the two isothermal processes are substituted
by two adiabatic processes. Since during an adiabatic process Q = 0, we must have that
the heat absorbed and rejected by the system must come from the isochoric processes.
The heats in these two transformations are

Qpc =ncy (Tc —Tg)
Qpa =ncy (Ta —Tp)
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Using the equation of state and the adiabatic process equation, we have

V =nRT
b — TV = (10.9)
pV7 =k
Thus
Te  (Vp\'!
TV =TpVy ™! r  \Vo
e TP 0P °r » (10.10)
TaAV]™ =TpVj Ta _ (VB\" _ (Ve
T  \Va A\
Indicated again the compression ratio
Vb
r=—
Ve
We get
D
10.11
T T o
Tg Tc
Thus .
Ty—T Tp72 —1T.
nOZl_F@ZlJFu:lJFBTCiTD
QBC Te —Tg To — 79Ta

After some algebra for rearranging the terms, we get

Tp
Tg Tco (1_TC) Tp 1 —-T¢

+
Ta 76 (Tp — 1) TeTp —1

After again some algebra, we get for the Otto engine the following efficiency

no=1-— (10.12)
T

§§§ 10.1.3.2 Diesel Engine

The Diesel engine is another example of internal combustion engine. It's also a four-stroke
engine, but the cycle is different from the previous. We have

1. A — B The gas undergoes an adiabatic compression until combustion starts

2. B — (' Isobaric expansion of the gas after combustion, the gas absorbs Qg from
the hot reservoir

3. C — D Adiabatic expansion of the gas
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4. D — Alsochoric cooling of the gas, the gas rejects Qp 4 to the cold reservoir

The heats can be calculated immediately, and we have

{@m=¢hc=n%0bT@ (10.13)

Qrej = Qpa =ncy (Ta —Tp)

From the adiabatic compression and expansion we get similarly to the Otto engine

Ta (V)"
Tszil = TBVgil N T73 o Va
TeVa =Tpvy™ Te (Vo)

Tp  \ Ve

For the efficiency we have, since the parts of the cycle where the gas absorbs and rejects
heat are two and two only, we can write immediately

TH =T
nD:1+QDA:1_Cp(D A)
QBc cv (Tc —Tg)

After defining the «combustion ratio» r. and the compression ratio r defined as follows

(10.14)

T —VC

6_73

Tfﬁ (10.15)
7VB

We have, after some tedious algebra

=1 _
=1 — — (” 1) (10.16)

7L\ r.—1

§§8§ 10.1.3.3 Brayton Engine

Another particular type of engine is the «Brayton engine», this engine cycle is used in
turbojet engines and in turbines in general. This cycle is also particular and works with
adiabatic and isobaric transformations as follows

1. A — B Adiabatic compression of the gas until the combustion point

2. B — C lIsobaric expansion of the ignited gas, Qpc gets absorbed from the hot
reservoir

3. C — D Adiabatic expansion of the gas

4. D — A lsobaric compression of the gas, Qpa gets rejected to the cold reservoir
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As before, it's straightforward to calculate the rejected and absorbed heat, and we have

{Qabs = QBC = Nncp (TC - TB)

(10.17)
Qrej = QDA = —Ncp (TD - TA)

Without calculating for the temperature coordinates, since the calculation is similar to the
previous one, after defining the «pressure compression ratio» r,, as

r, = ¢ (10.18)
PB
We get for the efficiency of the Brayton cycle
1
np=1-—— (10.19)

~

Tp

§§ 10.1.4 Carnot Engine

The most important, and the simplest engine is the one created by Sadi Carnot. This cycle is
composed by four transformations between two heat reservoirs at temperatures Ty > T7..
The cycle goes as follows

1. A — B The gas undergoes an isothermal expansion in contact with the hot reservoir
at Ty, absorbs Q 4B

2. B — C Adiabatic expansion of the gas

3. C — D Isothermal compression of the gas in contact with the cold reservoir at Ty,
rejects Qcp

4. D — A Adiabatic expansion of the gas

We have, by definition, that the rejected and absorbed heats are

B q Vi
Qabs = Qap = nRTy / —dV =nRTglog | —
AV Va
D4 v (10.20)
c V Vo

From the two adiabatic processes we get
1 -1 _ —
THV; :TLVg :>E — <VA>7 1 — <VB>7 ' (10.21)
TLV];/_I = jo‘/X_1 Ty Vb VC '

Defined the con pression ratio
Va VD
r = —

Ve Vo
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We have, for the efficiency of the Carnot cycle

Vi
TL IOg (v%) o TL log(r) . TL

- -l =1--= (10.22)
Ty log (%) T log (%) Ty

ne =1+

The fact that the efficiency of an ideal Carnot cycle depends only on the temperature of
the two reservoirs is an extremely important condition that we will derive after defining
irreversibility and the second law of thermodynamics.

§ 10.2 Second Law of Thermodynamics

The second law of thermodynamics can now be derived from empirical facts. The experience
of scientists with engines and work-heat conversion made sure that some fundamental
conditions could be written down.

The first one is the so called Clausius statement of the second law of thermodynamics

THEOREM 10.1 (Clausius Statement). It's not possible to transfer heat from a cold
reservoir to a hot reservoir without introducing work in the system, i.e. it’s not possible to
build a refrigerator which transfers heat without work

Another statement, which was a more operative statement, was written down by Kelvin
and Planck

THEOREM 10.2 (Kelvin-Planck Statement). It’s not possible to build a thermal engine
for which W = @, i.e. it’s not possible to build a machine which converts heat from a hot
source to work without rejecting heat to a cold source

These statements are equivalent, and it's demonstrable as follows

Proof. Suppose that the Clausius refrigerator exists, then we will have that if there’s a cold
source at Ty and a hot source at Tb, this engine will extract Q- from the cold source and
reject 2 to the hot source.

Suppose that now we connect in parallel another machine which extracts @, from the hot
source at 77 and rejects ()2 to the cold source at T,. Calculating the total heat transfer
from the two heat reservoirs we will have

{QH =Q2— 1

Qr=0Q2—Q2=0 (1023)

These two connected machines complete a thermodynamic cycle, thus we will have

W = Q2 — Q1, Qr=20

But, this machine is exactly a Kelvin-Planck machine, since it's converting 100% of the heat
taken form the hot source into work, without rejecting heat to the cold source.
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Let’s work the other way around and suppose that a Kelvin-Planck machine exists. This
machine will take @1 from a hot source at T and converts it all into work. Suppose that
we connect in parallel a refrigerator, which takes Q- from the cold source at 75 and with
the work of the KP machine rejects Q1 + Q2 to the hot source.

If we again check the total heat transfer between the reservoirs we have that

(10.24)

Qu = (Q1+Q2) — Q1= Q2
Qr=—-0Q2

Thus, the two connected machines behave like a Clausius refrigerator, taking @2 from a
hot source and rejecting @5 to the hot source, without any work.
O

It's clear that these two statements are therefore equal, even if they look different.
These statements are what's called the «second law of thermodynamics», which can be
summarized in

e Heat flow from a cold to a hot source is possible if and only if work is done on the
system

e Spontaneous heat flow can happen only from a hot source to a cold one

e |t's impossible to have a machine with 100% efficiency

§§ 10.2.1 Reversibility and Irreversibility

From the second law of thermodynamics it's clear that not all processes are equal, and
especially not all processes are reversible. Irreversibility is a fundamental part of nature, and
it can be divided into two main kinds of irreversibility:

e External irreversibility
e Internal irreversibility
In order to understand what irreversibility really is, we need to define reversibility

Definition 10.2.1 (Reversible Process). Consider a process from a state A to a state B. If
during this process @ heat is transferred and W heat is transferred, it's said to be «reversible»
if and only if going back from B to A —@Q heat gets transferred and —W work is done

Consider now some isothermal mechanical transformations, like the irregular stirring of
a viscous fluid or the inelastic deformation of a solid in contact with a heat reservoir. For a
complete restoration to the initial state we must have that () heat must be extracted from
the reservoir and completely transformed into work, which is a violation of the Kelvin-Planck
statement.
If the same process is made in a thermally insulated container, there must be a rise in
temperature T', thus AU # 0. In the backwards process we will have Q = AU which
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is completely converted into work, again violating Kelvin-Planck, therefore, all processes
exhibiting dissipative effects are irreversible and work gets dissipated into internal energy.
These are examples of «external mechanical irreversibility».

If we have a process that transforms internal energy into mechanical energy and then again
into internal energy, like a free expansion or the snapping of a stretched wire, we're looking
at a case of «internal irreversibility». Take the free or Joule expansion. There will be a
change of state from A = (V;,T) to B = (V},T). For a complete restoration of the system
till the first state we must have an isothermal compression till the volume V;, where there
is no friction, hence the transformation is quasi-static and work is made from an external
machine.

Since W < 0, we have Q < 0 and therefore Q = —W, which is again a violation of
Kelvin-Planck, making this process irreversible.

Consider now instead a finite transfer of heat between a system and a reservoir, with
temperature difference AT. Suppose that we have conduction from the system to the
reservoir if T,, < Ts. In order to have a reversible process, for transferring heat back to the
system from the reservoir we must have a self-acting device between the two temperatures,
i.e. a Clausius refrigerator, violating the second law.

This is known as a process exhibiting external thermal irreversibility.

The same can be said with chemical process. We have that all chemical reactions which
involve a change of structure must be irreversible. More generally, all spontaneous natural
processes are irreversible.

In general we can define again reversibility as

Definition 10.2.2 (Reversible Process). A process is said to be «reversible» if and only if
thermodynamic equilibrium conditions are satisfied and there are no dissipative phenomena,
ie.

1. It's a quasi static process
2. There is no energy dissipation

Therefore, it's an ideal process.

§§ 10.2.2 Carnot Theorem and Absolute Temperature

One of the main consequences of the second law of thermodynamics is what's known as
the «Carnot theorem»

THEOREM 10.3 (Carnot). No heat engine can have an efficiency higher than its
Carnot equivalent

Proof. Given an engine working between two reservoirs at temperatures Ty > T, we
define the Carnot equivalent engine as the engine with the same efficiency as the Carnot
machine

eats
C = _— = | —
g Ty  |Qu
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The Carnot engine will hence absorb @y from the hot reservoir, perform work |W| and
reject |Qc| = |Qu| — |W]| to the cold reservoir.

Consider now a second engine which performs the same amount of work, but absorbs
|Q";| from the hot reservoir and rejects |Q¢c| = |W/| — |Q’y| heat to the cold reservoir

_’W
=g

l.e. it will absorb @’; from the same hot reservoir.
Let's assume that n > n¢, thus

W W )
PR

Now suppose that we reverse the Carnot engine and take in the work |WW| produced by the
second machine. We will have that the total rejected heat to the cold source will be

Qrej = (1Qu| — 1W)) — (|Q%| = IW]) = 1Qu| - |Q|

Since in order to have n > nc we must have |Qg| > |Q’| we have that Q,.; > 0, and
the complete machine is a Clausius refrigerator which transfers |Q x| — |Q’;| from a cold
to a hot reservoir without performing work, therefore in order to have the second law of
thermodynamics hold we also must have, for any machine

n < nc (10.25)
]

Corollary 10.2.1 (Equality of Carnot Efficiencies). All Carnot engines, working between two
reservoirs, have the same efficiency 7.

Proof. Suppose that we have two Carnot engines with 7, being the efficiency of the first
and 7y being the efficiency of the second.
Suppose that the engine 1 is driving the engine 2 backwards. Thus

m < 1o

If we reverse both engines, we will then have engine 2 driving engine 1 backwards, i.e.

N2 <m

Therefore, since the reservoirs are the same, the only way to support both statements is
that

nm =1 (10.26)
]
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This theorem and its corollary are fundamental for defining an absolute temperature
scale, also known as the thermodynamic temperature. We have proven that due to the
second law of thermodynamics

1. All (reversible) Carnot engines working between two reservoirs are equal

2. The efficiency of any Carnot machine working between Ty < T is always

From the definition of efficiency itself, we also have
n=1- ’QQ’ x ¢ (T, 1)
Q1

With (T, T5) being a random, smooth enough function of the temperatures of the two
reservoirs.
Solving for the heats we have

Q
Q2

Where f is another smooth enough, random, function of the temperatures only. We have
therefore found that heat (as we thought before) depends only on temperature.

In order to better determine the functional shape of f, we take three temperatures 7} >
T, > T3 and plug three Carnot machines working between them, then

1

= m = f(leTZ)

g; = f (11, 1)
g; — (T, Ty)
o= £ (1,1

From the second and the third equation it's then possible to see that

‘Ql f(,Ty) _ v(M) T
Q2 (12, T3) ¢ (Tn) T

Note how the constraint on f imposes that it must be a different function of a single variable,
which, for the pleasure of everyone can just be taken to be the absolute temperature of the
reservoir.

This temperature can be calculate to give, at the triple point of water, the already well
known value of

= (T, Ty) = (10.27)

Trp =273.16 K (10.28)

The units there are the usual Kelvins of thermodynamics.
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§§ 10.2.3 Entropy

All the previous statements, albeit bulky in words, can be “shortened” mathematically with
the introduction of a new quantity, known as the (thermodynamic) «entropy function».
Suppose again that we have a generic engine with efficiency ng working between two
reservoirs at absolute temperatures To < Tq.
Due to Clausius’ theorem we will have
Qc Tc
a=1+—"<1——=n¢
! Qu Ty |

With n¢ being the efficiency of a Clausius engine working between the same two reservoirs.
Rearranging, we will get

Qv Qu (10.29)

Ty,  Th
And, imagining the presence of infinite reservoirs between the two temperatures, we can
generalize everything to an integral

H
/ d—Q:SH*SCSO (10.30)
o T

Thanks to the fundamental theorem of calculus we have defined a primitive function S,
known as entropy.
By definition, then, the absolute temperature becomes an «integrating factor» for the
inexact differential d@Q, as was the pressure the integrating factor for work.
We thus have

dQ =Tds (10.31)

Suppose now that we have two generic equilibrium states A and B. If we perform a
reversible transformation from A to B and vice versa we will have

%dS /dQ dQ =0 (10.32)

l.e., in a reversible cycle the total entropy will always be equal to zero. The equality is clear,
since we have defined the cycle reversible, i.e., from (10.29) considering the two points
we have chosen and the reversibility of the transformation, we must choose the equality
instead of them being less than 0.

It's important to note that the equality holds if and only if the process in study is reversible. It
does not hold for irreversible processes, albeit it's still possible to define an entropy function
even in that case.

Consider now this special case, where the process A to B is irreversible, while the process
B to A is reversible.

We will have in the full cycle

FEC U
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Where we used the equality (10.2.3) in the reversible part. Indicating the result of that
integral simply as AS, we will have that, thanks to the generality of the irreversible path
chosen between A and B, that entropy increases in irreversible paths

dQ
AS>. v >0 (10.33)

All statements can be simply written in a single equation as
AS > / dj? (10.34)

Consider now the two separate processes that the system performs and the surrounding
environment performs. Said ASg,,» as the entropy variation of the surroundings and AS;,
the one of the system, thanks to the definition of system and surroundings we can define
the entropy variation of the universe, ASq, and therefore

ASQ = ASqurr + ASys > 0 (10.35)

For irreversible transformations, this reduces to the principle of increase of the entropy of
the universe. This is the mathematical formulation of the second law of thermodynamics.
With these definitions we can rewrite the first law of thermodynamics in a way that includes
the second law. Imposing (10.2.3) we get

AU = TdS — dW | (10.36)

Which, considering only ideal gases and thermodynamic work, becomes

(AU = TdS — pdV | (10.37)

It's clear that then, the “natural” variables of internal energy are entropy and volume

Unat - U(S7 V)

§§§ 10.2.3.1 TS Diagrams

The definition of entropy as a state variable lets us design a new kind of thermodynamic
diagram, known as the «T-S diagram».

For the definition of the functional relations that get drawn on this diagram, for an ideal gas,
we can calculate the generic functional dependency of entropy with respect to pressure,
volume and temperature.

Rewriting the relationship (10.37) in terms of entropy, we have

TdS = AU + pdV
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Which can directly be integrated after taking into account the equation of state pV = nRT
and AU = neydT.

AS(T, V) = /BldT+ R/BldV— log (22 + nRlog 2
; = ncy LT n LV = ncy log T, n g Vs

In terms of the other two combinations of state variables, we have after algebraic manipula-
tion of the differentials, remembering that:

pdV =d(pV) — Vdp
d(pV) =nRdT

We have that entropy can be rewritten as follows
TdS =n(cy + R)dT — Vdp = ne,dT — Vdp

Or, also, noting that

pV 1
T=""—dT = — (pdV + Vd
TR nR(p V +Vdp)

Entropy can be rewritten again as

as = "Vap 4+ Mgy
P V
The integration of the previous differential forms are trivial. One thing to note is that in the

case of an adiabatic and reversible transformation (isoentropic), we will have by definition
dS=0

for the second law of thermodynamics, is important to remember that when the process is
irreversible the previous equation does not hold anymore, since d.S # d@ at that point, and
we will have

dsS >0



11 Thermodynamic Potentials

§ 11.1 Maxwell Relations

By looking at the differential relationship that includes the second and the first law of
thermodynamics, if we count that the thermodynamic variables (p, V, T') are deeply tied by
the equation of state, we might imagine to construct new exact differentials using Legendre
transforms.

Definition 11.1.1 (Legendre Transform). Given a smooth enough scalar field f : R” — R,
which satisfies the equation (without loss of generality n = 2)

df = udz + vdy

Can be «Legendre-transformed» into a new function g(u,y), called the «characteristic
function», which satisfies
dg = —zdu + vdy

The transformation can be obtained from the differentials themselves noting that:
udz = d (uz) — xdu

We have then
dg = udz + vdy — d (ux)

le.
dg=df —d(uz)=g=f—ux (11.1)

An example of Legendre transforms in physics is given by the derivation of the Hamiltonian
function from the Lagrangian of a system

The reduction to two variables immediately jumps to eye as something already seen
before in thermodynamics. We can therefore think to define multiple characteristic functions
for describing thermodynamic systems.

We begin from the internal energy. We know that U has natural variables (S, V), thus its
use is convenient only when dealing with changes in volume and entropy.

We might want to define a new characteristic function in terms of pressure and entropy via
a Legendre transform. This function is known as «enthalpy».

119
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Definition 11.1.2 (Enthalpy). Given the internal energy of a system as
AU = TdS — pdV
We can define the enthalpy H as the Legendre transform of U with respect to p, thus

dH = dU +d (pV) = TdS + Vdp (11.2)

Another convenient characteristic function is given by the Legendre transform of U with
respect to T', known as the free energy, or the Helmholtz free energy

Definition 11.1.3 (Helmholtz Free Energy). Given the internal energy of a system, we define
the Helmholtz free energy F as the Legendre transform of the internal energy with respect
to temperature

dF = dU — d (T'S) = —SdT — pdV (11.3)

The same approach can be repeated with enthalpy, obtaining the Gibbs free energy

Definition 11.1.4 (Gibbs Free Energy). Given the enthalpy function, if we apply a Legendre
transform with respect to the temperature T', we get the Gibbs Free Energy G as

dG = dH — d(TS) = —SdT + Vdp (11.4)

All these potentials are deeply tied, and one can be recovered from another one through
sequences of Legendre transforms, with respect to temperature, pressure, entropy and
volume.

In general, explicitly writing the natural variables of each potential, we can put them all
together in a system

dU (S, V) = TdS — pdV

dH (S,p) =TdS + Vdp (11.5)
dF (T,p) = —8dT — pdV

dG (T, V) = —SdT + Vdp

Being potentials also includes the fact that these are all exact differentials, which we re-
member in the following definition.

Definition 11.1.5 (Exact Differential). Given a differential form w, defined as

w = A(z,y)dz + B (z,y) dy
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It's said to be «closed» if and only if dw = 0, where

It's «exact» if and only if exists a potential function f € C? such that

of

2L~ Ala,
s O (z,9)

O _ Bay)

8y Y

An exact differential form is necessarily closed, since dw = d2f = 0 by definition of the
differential operator.
Note that then, also

O*f 0A 0B 9*f

ozdy Oy Ox  Oydx

Thanks to Schwartz's theorem for C? functions, we know already that the two mixed
derivatives are necessarily equal.

The previous statements lets us find what are known as the Maxwell relations between
the thermodynamic variables. We have

oT op

—TdS — gl _ _[9P
AU = TdS pdV:><av>S (as)v

AH = TdS + Vdp—s <3T) :<8V)

6255 658 P (11.6)

P

F=-8dT — = = (£
s (5) (2
0S8 oV
o=-sar+vay= (37) =-(57),

Also:

(). (),
(), (2),
- ().

0
s__(9F) _ (o6
- \ar /)y, \ar),

(11.7)
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§§ 11.1.1 7dS Equations

The previous findings help us find new constitutive equations for entropy, called the 7'dS
equations. From the internal energy we have that

1
ds = = (dU +pdV) (11.8)

Which implies that the natural variables of entropy are volume and temperature. Thus

a8 a8
TdS =T (8T>VdT+T (av)TdV =dQ

By definition and the application of the third Maxwell relation, we get
S\  [dQ\
*(or), = (ar) =
9\ _(ow
ov ),y \oT )y

All combined into the previous equation, we get the first T'd.S equation.

T4S = Cyar + 7 (22 av (11.9)
ar ),

If we repeat the same process that we had done in (11.8), but instead we use the enthalpy,
we have

1
dS = - (dH — Vdp) (11.10)
Thus the natural variables become T, p and we have

a8 a8
TdS =T <8T)pdT+T (ap>po =dQ

And therefore, by definition of specific heat and using the fourth Maxwell relation, we have
as dQ
' (3),-(8), -0
oT » dT »
oS\ __(ov
op )¢ N oT »

Which, combined give the second T'dS equation

ov
TdS_deT_T<8T>pdp (11.11)
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A third can be obtained by writing S as a function of (p, V'), giving us

oS oS

7HS—T<m)VMrHFQW>dV—dQ

Considering (reversible) isobaric and isochoric processes we have
8 oV dQ
r(av), (5r), - (), -
oV » oT » dT »
98\ (op\ _ (dQ) _
(%), (7). - (ar), =

Resulting in the third TdS equation

T T
TdS = Cy <8> dp + C) <8> % (11.12)
op ) v »

§§ 11.1.2 Internal Energy Equations

Following the same idea we had previously, we can write a set of equations for the internal
energy. We have in general that for a hydrostatic system

dU =TdS — pdV
If we derive with respect to the volume V' we have
ou oS
- G o s —
<aV) r (aV>T 3

Using the third Maxwell relation we have the first internal energy equation

oUu B op
(o), =7 (5), .

Deriving with respect to pressure we get instead

() =7 (). (&),

Using the fourth Maxwell relation we immediately get the second internal energy equation

oU ov ov
(ap>T—‘T<aT>,,‘p<ap>T 114
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§§ 11.1.3 Heat Capacity Equations

From the T'dS equations it's possible to find two new equations with respect to the heat
capacities of the gas. Equating the first two 7'dS equations we have

oV B op
CpdT — T(@T) dp = CVdT+T<8T> dVv

This implies that

(C,—Cy)dT =T

op oV
<6T> dp + <6T) dv
Thanks to the equation of state we can see T' as a function of (p, V'), and by solving the
previous equatoin with respect to d7" and expressing explicitly the differential we have

or T dp
Op O Cy \oT
(), e (),
ov), Cy,—Cy \0T),
Solving and noting that, thanks to the implicit variable theorem we have
op\ __ (VY (op
or), or),\ov ),

We get the first of the two heat capacity equations

OV\? [ dp
C,—Cy —T<8T>p <av> (11.15)

From the T'dS equation we also get that in an isoentropic process, (i.e. they're both zero)

we must have v
C,dT =T < aT) dp

op
CydT = —-T (8T> dv

Solving for v = C,,/Cy we have

= (o), (&), (av),

Which, rearranged gives the second heat capacity equation

B 191% dp
== (%), (), (1119
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§ 11.2 Real Gases

§§ 11.2.1 Van der Waals Equation

So far we have treated only ideal gases, in the low pressure limit and without interaction
between the particles, which are considered point-like.

This clearly isn"t enough to describe real gases, which have interactions between themselves
and are not point-like. A solution was devised by Johannes Diderik van der Waals, which in
his studies he started from the Lennard-Jones potential to describe molecular interactions
and build from there an equation of state for real gases.

The Lennard Jones potential is found empirically as

1 12 1 6
aq <> — a9 <> ] 11.17)
T T
With a1 and ay as parameters which depend on the gas. It's possible to build from it two
parameters, a,b known as the Van der Waals parameters in order to apply corrections to
pressure and volume.

We begin by considering molecules as hard spherical shells, which occupy some volume V5,
thus, for n moles of this gas, we can apply a correction to the volume of the gas as

ULJ(T') =0y

Vr = (V —nb) (11.18)

And, considering the attractive forces between molecules, we can also find a correction for
pressure, which will be higher at the center of the gas

pR:p+a(§)2 (11.19)

Inserting it into the equation of state, we have
prVR = [p—i—a (”)2] (V —nb) =nRT (11.20)
V
Which is the Van der Waals equation of state, useful for describing the thermodynamic

behavior of real gases. This equation has also critical points (saddles) for pressure and
volume. After doing some optimization calculus on p(V') we find

. a
PC = 502
Ve = 3nb (11.21)
8a
Te=om

At these critical points the gas undergoes a phase transition and changes state of matter. In
phase transitions more than one state exists in the system, and the Van der Waals equation
is ill-equipped for treating systems with more than one coexisting phase
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§§ 11.2.2 Phase Transitions

Phase transitions are one of the most commonly known thermodynamic behaviors, just
imagine the freezing ice outside in the winter or boiling water in order to cook some pasta
or brew a nice hot tea.

Phase transitions of any kind show experimentally a really particular behavior: during a
phase transition the temperature is constant.

The most known types of phase transition are:

1. Fusion, as in ice melting inside a drink

2. Solidification, as when water becomes ice

w

. Sublimation, as when dry ice evaporates at room temperature

N

. Deposition, as when a gas leaves a solid trace in a container

Ul

. Vaporization, as when water reaches the boiling point and becomes a vapor

Since temperature is constant in each of these transitions, the heat produced must also be
constant and proportional to the amount of mass undergoing the transition. This heat is
known as latent heat, and it's describable simply as

Q) = mA (11.22)

Where X is a constant which depends on the type of transition and the substance.
Consider now a system undergoing a transition from one state to another, thus at a fixed
temperature 7). If we have a fraction of substance = in the final phase we might say that,
if we denote the phases as 4, f, then being entropy and volume extensive coordinates, we
have

AS =n(l—-x)S; +nxSy

AV =n(l—z)V;+naV;

The latent heat entropy is defined as
AN=TAS =T (S;—S;) (11.23)

The best suited thermodynamic potential for the description is the Gibbs free energy, for
which must hold G; = Gy. Therefore

—S;dT + Vidp = —Sde + Vj‘dp:> (V; — Vf) dp = (57 — Sf) dT

We immediately recognize the latent heat divided by the transition temperature on the
right, and thus, writing everything in terms of the derivative of pressure with respect to
temperature, we get the so called «Clausius Clapeyron equation»

dp  mA

T — TAV (11.24)
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This equation is integrable after imposing some approximations.
Firstly consider vaporization of a liquid or the sublimation of a solid. Clearly V; >> Vj, thus
AV ~ Vy, and said

nRT
Ve= ——
! p
We have dlog(p) \
o) m\y
= (11.25)
Which, integrated and solved for p(T') gives
,m@,#)
p(T) =poe F* \T ™ (11.26)

In case of solidification of a liquid this approximation doesn’t hold anymore, but being AV
approximately fixed and constant we can directly integrate and obtain again from (11.24)

mAg T
p(T) = po + AV log (Ts> (11.27)

From these equations is possible to draw the critical isotherms in a p — T plane and describe
multiple phases of a substance. It's also possible to define a surface, which comprises all the
relations between the thermodynamic variables, known as the pV'T surface. Slices of this
surface will then give the p — V, p — T and V — T planes which can be used to schematize
different phenomena.
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12 Introduction to Thermostatistics

Statistical Mechanics deals with many-body physical problems, and its main roots derive
from thermodynamics.

There are three main concepts in mechanical statistics: microstates, macrostates and statisti-
cal ensembles

The microstate is defined by the coordinates and momenta of the system (in classical me-
chanics) and by the wavefunction of the system (in quantum mechanics). The collection of
all microstate is referred as statistical ensemble.

§ 12.1 Probability Theory

Before diving deeply into statistical mechanics we need to grasp a basis of probability theory.

Definition 12.1.1 (Random Variable). A random variable is a quantity X which takes a value
x depending upon the elements e € E called events.

In each observation X is uncertain, and only the probability of the occurrence of a given
result x;.

Definition 12.1.2 (Probability Density Function). Let X be a random variable, we define the
probability density function w(z) as the probability that X assumes a value z in a certain
interval of values given by the following integral

/a bw(:z:) dz

/O;w(uz) dz =1

Definition 12.1.3 (Mean Value). Let w(z) be the probability density of a random variable X,
the expectation or mean value is defined as the integral

By definition w(x) is normalized.
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Defining a random function as the function of a random variable F'(X'), one can also define

Definition 12.1.4 (Moment). We define the n—th moment of a random value as follows

Hn = <Xn>

Definition 12.1.5 (Characteristic Function). The characteristic function of a random variable
is defined as the Fourier transform of the probability density function

() = Flulk) = - [ w(eye e do = (7X)

"o

If all moments are well defined, we can write the characteristic function as a power series
of moments

k) =3 TR ey

n=0

For a multidimensional random function F'(X) which can take values f corresponding to a
density function wg(f). we(f) is defined as follows

One important theorem that should be defined is the central limit theorem:

THEOREM 12.1 (Central Limit). Let X1,...,X, be a set of independent random
variables with probability distributions w(z;), suppose that there exist the n-th moment of
every variable, and define a second random variable Y as follows

Y = zn:Xi
i=1

Then the probability density function of Y will be a Gaussian distribution, when n. — oo

Proof. Let's define a third random variable Z as follows

n 1 1
7= —=(X; — (X)) = =Y —n (X))
;\/ﬁ vn
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Where by definition we have (X;) = (X3) = --- = (X,,).
The probability density function of Z is then defined as follows

wz(z) = /Hw(mz)é (Z in <Z$k> +\/ﬁ<x>> da; =

N
_ 1 / gibriky/m(x) (o k-
27 vn

Where x(q) is the characteristic function of w(x;). We can then reformulate the probability
density by defining in an alternative way the characteristic function, as follows

x(q) = exp (Z (_:;!1)” C)

n=1

Where C,, are called the cumulants. They're related to the momenta of the variable, and it
can be seen by comparing the Taylor series expansion of x(g) with the previous equation.
Reinserting it all into the definition of wz(z), we get

1 A

Neglecting the terms that vanish for (’)(JN) we obtain the following

1 __Z
wy(z) = —— 2
V2T
And since wy (y) dy = wz dz we get, substituting the definition of =
1 _ (y=n(x))?

2
wy(y) = ——=e 2
) \V/ 2mnps

Which is our searched Gaussian probability density for large n, which demonstrates the
theorem. ]

§ 12.2 Quantum Statistics

For dealing with quantum statistics we need to define a deeper mathematical apparatus.
We already know that in quantum mechanics, the expected value of an observable A is
defined as follows

(4) = (Y] Aly)
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And the trace of this operator as follows

TrA:Z<n|A|n> (12.1)

From the previous two definitions, we can then define a new operator, called the density
operator

p=1v) (¢l (12.2)

Which can be used to redefine the expectation value as follows
(A) = TrpA (12.3)

If the system in question is all in one single state |¢), we have what's called a pure ensemble,
whereas if the system is in a mixture of states, each with a probability p;, we are in what's
called a mixed ensemble or a statistical mixture.

In the case of a statistical mixture of states |1;), we then define our density operator as
follows

p=">pilt) (il (12.4)

Another important feature we can define for the density matrix is its behavior in time
evolution. For this we start by writing both the time dependent Schrédinger equation and
its adjoint

o) = H )
L0 ~
~ih D (0] = (Wl H

From the definition of p for statistical mixtures, inserting it into the Schrédinger equation
we obtain

(12.5)

P 0 0
iha—i = ithi <8t |9i) (Wil + i) ot <wi> -
T ) (12.6a)
= 3 i (B ) (] = ) Gl )

From this, substituting again into it the definition of p, we obtain the Von Neumann equation

A~

m% - [ﬁ,ﬁ} (12.6b)

In Heisenberg representation, this equation appears easily remembering the definition of p.
Without delving into the calculations (which can be made directly using the definition itself
of a time-evolved state), we get

p(t) = U(t)pU (t) (12.60)



1 3 Microcanonical Ensemble

§ 13.1 The Classical Definition

A microcanonical ensemble is an ensemble which is isolated from the universe.

Such system can be described by a fixed number of particles in a fixed volume V" with
energies lying in an interval [E, E + 4], with an Hamiltonian #(q, p). What we wish to find
is the classical density matrix of this system (i.e. the distribution function for such system).
We already know that the region of phase space (the space composed by all the coordinates
and the conjugated momenta) occupied by such system must be an hypervolume limited by
two hypersurfaces with the following equations

H(g,p) = FE

H(q,p) = E+6 130

This hypervolume is called energy shell. Since this state must tend to an equilibrium, we
know already that every single microstate must be equiprobable and if they weren't, the
density matrix would depend from other factors and would end up not commuting with
the Hamiltonian, and bringing the system to never actually reach equilibrium.

Such ensemble is called the microcanonical ensemble, and the associated microcanonical
distribution function has the following form

1
——— E<H(g,p)<E+9§
pMc(q,p){Q(E)5 <Hlep) < Bt (13.2)
0 H(q,p) ¢ [E, E + 0]

Where Q(FE)d is the volume occupied in the phase space, which we will now identify as
I'?" In the limit § — 0 we have

prvc(q,p) = 9(1]3)5 (E —H(q,p)) (13.3)

From this, we can immediately determine Q(E) by calculating the normalization of ppc (g, p).

1
/pMc(q,p) dp = W/pMc(q,p) dgdp =1 (13.4)

133
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Where we used the Lebesgue measure du = (h*VN!)~! dgdp, where h is a constant that
comes out from the need of having a discrete phase space (see thermodynamics) and the
factor N!is a factor discovered by Gibbs, which results from the indistinguishability of the
particles. Its absence would let the existence of an entropy of mixing gases, this is referred
in literature as Gibbs’ paradox.

From what we have then defined before, we now can write that the function Q(E) can be
evaluated with the following integral

E) = [ 6(E - Hiap) du (13.5)

This function is also referred as the phase surface of the system.
We can also define the volume of the region Q(E) as follows

a(E) = / O (E - H(g,p)) du (13.6)

From functional analysis, we already know that the following relation then holds

dQ

UB) = 1% (13.7)
Comparing both Q(E) and Q(E)J we can see that
log ((E)5) = log (AE)) + O (log (f;))
Therefore, for large values of n we can write
Q(E)s = Q(E) (13.8)

§ 13.2 The Quantum Definition

Quantum mechanically, the definition of a microcanonical ensemble is an isolated system
with an Hamiltonian A and associated energy eigenvalues E,, with eigenstate |n). The
microcanonical density operator then is defined as follows

prc =Y p(En)In) (n| (13.9)

Where the probability of each energy level E,, analogously to classical mechanics, is defined

as follows .
E<E,<E+$
p(Ey) = {Q(E)5 (13.10)

0 E, ¢ B, E+ 4]
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From the normalization of py;c we get

1 ./
p=——0(H—-FE
Q) =Tvd (H - E)
Or introducing a new notation
Q(E):% "1 (13.12)
{In)}

Where the >’ symbol indicates that the sum is restricted only to the energy eigenvalues
contained in the energy shell

§ 13.3 Entropy, Temperature and Pressure

Let p be an arbitrary density matrix for a system. The entropy of this system is defined as
follows

S = —kgTr (plog(p)) = —kp (log(p)) (13.13)

From this definition, all properties of classical entropy, already well known from macroscopic
thermodynamics follow.

This definition is easily transferable to the quantum definition (where the entropy is usually
called the Von Neumann entropy), through the quantization p(q, p) — p. Another property
of entropy can be given immediately. Let p and p; be two density operators, then

Tr (p (log(p1) —log(p))) <0 (13.14)

Diagonalizing both operators, we can write

T (3 log(1) 1o (7) = 3 P ] o) ~ 1og<Pn>\n>=ZPn<n|1og(£jL) n) =
= 33 Bt o (5 ) ) o) <
<X Al o (2= 1) ) o) -

AL (= 1) I =30 - (9) < 0

§§ 13.3.1 Entropy of a Microcanonical Ensemble

Using the definition of the Von Neumann entropy, we define

) A . 1
Suco = —kpTr (paclog(pyc)) = —kpTr <pMc log (Q(E)5>>
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From the normalization condition of py;¢, we obtain
Syc = kplog (Q(E)d) (13.15)

l.e. entropy is proportional to the accessible volume on the phase space (classically) or it's
the logarithm of the number of accessible states (quantum mechanical)

§§ 13.3.2 Temperature and Pressure

Let's now define an isolated system composed of two interacting subsystems. The density
operator for such system will be

pric = QH(E)S (H +Ha ~ E) (13.16)
Indicating the probability that the first system lies at some energy E; with w(E;), we have

o) = (3 (1 - ) = SE B 1317

Finding the extremal of such function, and putting it back to the definition of the micro-
canonical entropy, we get

95y 051
— = — 13.18
0E,  OE ( )
If we now define the temperature as follows we have
1 9S
T 9B (13.19)
We have
T =15

Which is the most probable configuration.
Instead for defining pressure, we let the Hamiltonian depend from an external parameter a.
We start by writing the volume in the phase space

Q(E,a) = /@(E—H(a)) dr (13.20)

Taking the total differential, we have

dQ(E, a) :/6(E7-[(a)) (dE %‘ da) = Q(E, a) (dE <%7Z> da> (13.21)

(o7=(50) )

In an alternative way we could write

dlogQ =

QD
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Inserting the entropy into the equation S(E,a) = kg log(QU(E,a)) we have

1 OH
ds = T <dE — < 9a > da) (13.22a)
And, thus
S 1
OE T
375 1 OH (13.22b)
Oa da

By taking a = V' we then can define pressure.

Let’s imagine an ideal gas inside an adiabatic piston with volume V' = LA, where L is the
length of the piston and A it's surface area.

The potential given by this system will be the sum of the single potentials of every N particles

N
wall § 1)
=1

Where v is a function that is 0 for x; < L and infinite for z; > L. By taking the gradient of
this potential we then obtain the force applied by each particle on the walls

d oM
F = ZF 8:1: %;U(M—L)% (13.23)

Multiplying by A=!, we obtain

P=-YXY1_""" 13.24
A ov (13.24)
And, therefore, we have
ds = T(dEJrPdV) (13.25a)
And
s 1
OE T
% - E (13.25b)
ov T
Solving (13.25a) for dFE, we get
dE=TdS - PdV (13.250)

Which is the first law of thermodynamics
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§ 13.4 Examples

§§ 13.4.1 The Classical Ideal Gas

A simple example of a classical microcanonical ensemble is given by an ideal gas confined
inside some volume that isolate it from the universe. Supposing that we have N molecules,
we will write our Hamiltonian as follows

N o2

p.
= L +V 13.26
H ; oo+ (13.26)

The surface area of the energy shell will be
1 N . N p2 n

= —— 3a; E-) - p; 13.27
) hwm/vgdxﬁ( =~ m>j1;[1dpj 1527

Introducing the area of the d-dimensional unit sphere as follows

/da—m
st T(3)

And then, evaluating the integral of the function Q(E), we have

Q(E) = Al do BRI d (13.28)
]’L3NN‘ SSN 3N 0 p p '

Integrating directly and substituting the volume of the sphere V' (considering the properties
of the Euler Gamma function), we have

— vy (QWTYLE)% 13.2
Q(F) = BNNT (3] (13.29)
> )!
Using the Stirling identity for the factorial for large values of N (N! ~ N¥e=Ny/27N), we
have x
— VY f4rmE\ 2 5N
And, therefore, deriving
vy (271'mE)%71
Q(E) (13.31)

~ 73N 3N
h3N NI ( 5 — 1)!
Which, for large values of N, becomes

3N
2

3N /V\Y /4rmE\ 2 s
~ 2 (= it el 13.32
UB)~ 3R <N> <3h2N> ©* (13.32)
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Starting from equation (13.31), and from the definition of entropy (13.15) we obtain the
Sakur-Tetrode equation

3
V drmE\ 2 5
S(E,V) = kiN log ( i ) 62] (13.33)
From the relations of entropy we can then define
l 85 3 NkB
porlS N
oV Py
And, from which we can write 5
E=—kpgT
2P (13.35)
PV = NEkgT

Which both are the equation of state of an ideal gas.

§§ 13.4.2 Ideal Quantum Gas of Harmonic Oscillators

Let’s consider a system of N non interacting quantum harmonic oscillators. The Hamiltonian
of this system will be

N
H=hw) (ﬁ*ﬁ+;ﬂ> (13.36)

=1
Thus, by definition, we have that

-y Za(E ¥ (et 1))

n1=0 ny=0
_ b h/,uz n;+ ))
>3 g [ ak (1337
n1=0 ny=0
,kaw

_ ikE
- / H —e zkhw
And finally, after evaluating the product

Q(E) _ 2:;_/6]\[<Lk(ﬁ) log(2L51n<kh“’)>> dk (1338)

For evaluating this integral, for large IV, one can use the saddle point method.
We have that, where we wrote e = E/N for simplifying the notation, that

100 = ikt (s (224))
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The function in study has a maximum in kg

. 11 e—l—lﬁw
Oiiﬁwog 6—%7&0

And h koh
f'(ko) = ie — ?w ot( O2w>
- L)
We have then
0(E) = NStk / (ko) (k=ko)? g, (13.39)

The evaluation of this integral then ylelds

€+ Lhw €+ Lhw €— Lhw €— Lhw
Q(E) = N 2 7 2 2 7 2 13.40
(E) eXp[ ( hw Og( hew ) hew °g< hew ( )

As we did before for the classical gas, we can write the entropy of the gas of quantum
harmonic oscillators as follows

E 1 E 1 E 1 E 1
E 1 E 1p E _lpy  (E_1p,
S(E) = kgN <w10g (N ;w? L“) ~ 2 log (ij» (13.41)

And, therefore

(13.42)

§§ 13.4.3 Paramagnetic Spin % System

Another example we can use for a quantum microcanonical ensemble, is given by a system of
N particles that can combine one of two possible states. This system is a good representation
of a paramagnet in a magnetic field H. The Hamiltonian of such system is

N
ﬂ:MBHZUi Ui::lzl (13.43)
i=1
The number of states of energy E is therefore

= Y 5(]3 /LBHZO'Z> = 27T/ S ekEmustie) q (13.44)

{JZ :tl} {0'7_ :tl}
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Calculating the sum and using all properties of the exponential function, we get
x / e*F (2 cos (—kupH)) dk = 2" ) (13.45)
2 2 '

Where
f(k) =ikE + Nlogcos(—upH)

We find a maximum for this function at the point

E j 1— E£ugH
_upHky = arctan <NLBH> - %log (%) (13.46)
N
And, using the abbreviation e = —upHE /N we have
_Ne(1pe( 1)L N 1o 1 — 5 (= f" (ko)) (k—ko)?
Q(E) =2Ve ? ( s(t2)+ g(ﬁ@)) / €’ 5 dk (13.47)
T

Integrating using the saddle point method, we have

O(E) = exp{ {_];[ ((1 +€)log <1 . e) +(1—¢)log <12_6> + O(l,log(N)))] }

(13.48)
Writing e = —N“% we have that the entropy of a quantum spin % paramagnet is
1—
S(E)Z—NTkB [(1+6)log<1;€+(1—e)log< 26>>} (13.49)
From which, we get
(.71 (13.50)

kg log G—;E)
Plotting this equation, we see how we can have negative absolute temperatures for € > 0.

T

/

/

Figure 13.1: Plot of the Temperature of a quantum paramagnet, (13.50)
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14 Canonical Ensemble

A canonical system can be seen as two systems, where the first one is much smaller and
embedded into the second. Both system interact between each other by transferring energy.
In order to work better we begin by constructing the density operator for such system.
The Hamiltonian for this kind of system will then be the following

H =M1+ Hs (14.1)

We now want to find the density operator for the first system, with Hamiltonian #;.

Let P, be the probability that the subsystem 1 is in a state |n) with energy eigenvalue Y,
then using the microcanonical distribution for the total system we find

S| Oy (E — EY)
p=Y — 14.2
! 5 }QLQ(E)(S Q,5(E) (14.2)
n)o

In case that the system 2 is much bigger than the system 1 (which is our case), we can
expand the logarithm of Qq(E — Ev(@l)), therefore

W(E-Ey) BBl 1 _BD
P~ Ve kT — _ o kT 14.3
il 0 2(5) e kb 7€ P (14.3)

The factor Z is called the partition function of the system, and it's calculated as

Oy 9(E) _ B
7 1,2( )e 1

— > kpT
Q2(Eo)
Or, directly as
Egzl) 7‘11
Z:Ze’k? = Trie *5T (14.4)

n

The canonical density operator is then given by the following calculation

Hy

(1)
n 1 _
FBT |n) (n| = 7€ kBT (14.5)

1
po=S Piln)(nl= 3¢ "
n n

143
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A second route which is both valid in the classical and quantum world is given as follows.
We can write the following equality

5(7:[1+7:[2—E) 792(E_7_21)

01 2(E)  Ma(E) (14.6)

pc = Troppc = Tra

Approximating, we get

Oo(E — EBy) Bi=#a
~——— ‘¢ kBT (14.7)
T (B

With this definition of density operator, the expected value for an observable in the subsystem
1 is then given as follows

<A> = TrlTrg[BA,,[cA = Tl“lpACA/Zl (148)

If we transform the quantum traces to integrals in the classical case, we can then define the
partition function of the system

_ Hiy(q1,p1)
Z:/e kT dI'y (14.9)

With the 3 « [ substitution the expected value of an observable is then given, obviously,
by

(Alq1,p1)) = /PC(Ql,pl)A((h-,pl) dIy (14.10)

§ 14.1 Entropy of the Canonical Ensemble

From the definition of the microcanonical Von Neumann entropy we can define the entropy
of the canonical ensemble as follows

1 N
Sc = —kp (log po) = — <’H> + kplog (2) (14.11)

Supposing that p corresponds to a different distribution with the same average energy, we
then can define the following inequality

. . . . . 1 /.-
S[p] = —kpTr(plog j) < kuTr(plog pc) = <7—[> +kplog(Z) = Sc (14.12)

l.e. the canonical ensemble has the greatest entropy of all ensembles 5 with the same
average energy (p).
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§ 14.2 The Virial Theorem and the Equipartition Theorem

THEOREM 14.1 (Classical Virial Theorem). For a system with Hamiltonian H =T +V,
the following relation holds true

(q"i0;V) = kpT?, (14.13)

Proof. Let's consider a classical system with coordinates z; = (¢'i, p;), and we calculate the
average value of the quantity 2'9,H. We have

'O H :l xia?-[ef’%% dr
< J > 7 J

Applying an integration by part we obtain

; kT L H .
(e0H) = —=7— [ a0 FuT AT = kpTd; (14.14)
Applying this with the spatial coordinates ¢;, we obtain what was searched with the
theorem. ]

§ 14.3 Thermodynamic Quantities in the Canonical Ensemble

§§ 14.3.1 Equivalence of the Canonical and Microcanonical Macroscopic Ensembles

We start this section by stating the equivalence of the canonical and microcanonical ensem-
bles for macroscopic systems. We have in this case that if E; is the most probable energy,
we have

(E) = F4 (14.15)

We start by rewriting the canonical partition functions in terms of the width of the most
probable energy eigenvalue E; which we defined before. We have

QLQ(E) By Ql<E1) _ B

Oy (Ey)e FaT = LU —rpr 14.16
01 (EDQ(E — Ey) 1(By)e o € (14.16)

7= o(Br)

We have tho that

(B) ~ R
w 1)~ e 1#1
Vv IN
With Ny as a normalization factor. From this we can write the partition function as
E
Z = Q(Ey)e "5T /N, (14.17)
Evaluating now the canonical entropy, we have
1
Sc =7 ((E) — E1+ kT log(€11(E1))) = Smc(Er) (14.18)

So, basically the entropy of a canonical ensemble is equal to that of the microcanonical
ensemble with energy E; = (E). In both ensembles, then, one obtains the same identical
results.
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§§ 14.3.2 Thermodynamic Quantities

In these calculations, we'll leave all the indexes 1, referring to the small system inside the
heat bath.
By definition, we write 8 = (kgT)~!, and our canonical density operator becomes

o= & 14.19
pC = 7 (14.19)
Where A
Z = Tre PH (14.20)
We also define the free energy F' as follows
F=—kgTlogZ (14.21)
From the definition of entropy we have
1
Sc = T(<E>+kBlogZ) (14.22)
Where 5 p
_ /N 9 .2 Y
(E) <7—L> =~ 55 108(2) = k5T’ g 1os(2) (14.23)
And last but not least, pressure
oM 0
From this last definition of energy, it follows
F = (E)—TS¢ (14.25)
Taking its total differential and evaluating, we get
aF = L () + keTlog(z)) ar + { P av
T e oV (14.26)

AF = —Sc dT — P dV

§§ 14.3.3 Heat

In order to define the statistical meaning of heat transfer we need to begin with the average
value of energy.

(E) = <7—[> — Tr(pH) (14.27)
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In general, we have (E) =Y. p;E; with E; as our energy eigenstate and p; its associated
variable.
Since

d(E)=> Eidp;+» p; dE;
And X
oH
d(E) =T dS + <av> av

We obtain, from the definition dQ =T dS

dQ=> E;dp (14.28)

This defines the heat variation as a redistribution of the occupation probabilities of the i-th
state |i)
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].5 Grand Canonical Ensemble

After having considered the canonical ensemble, i.e. where one system embedded in
another can only exchange energy with it (like in a heat bath), we’re going to study the
grand canonical ensemble, where an overall system is isolated as in the canonical ensemble,
but both system can exchange energy and particles.

The probability distribution of the state variables Ey, N1, V4 is the following, in analogy with
what we wrote for the canonical ensemble

O (B, N, V1)Q(E — E;,N — N,V = 11)

w(E1, N1, Vi) = QB N, V)

(15.1)

From the equilibrium conditions (17 = T, Vi = V5, N1 = Ny) obtained from the equivalence
of the logarithmic derivatives obtained from the normalization conditions of €2, and from the
differential of entropy in the variables N, V, T, we get, after defining the chemical potential

W

By 9
T= kp N log €2
We have finally
0 oS

We now need to define the density operator p for the subsystem 1. The probability that in
the embedded system there are N particles in the state |n) is
QQ(E*Eln,N*Nl,VQ) 1 _Ein—eMNy

p(N1, E1n(N1), V1) = QB NV = Z—Ge kBT (15.3)

Where Z¢ is the grand canonical partition function, also known as Gibbs distribution. We
thus have

1 _Hi—uNd
po = goe BT (15.4)
And ) A
_ Hi—pNyd BN
Zg=Tr <e k5T ) = Z(Ny)eFsT (15.5)
Ny
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The classical limit can be achieved simply applying this abuse of notation

Tr—>Z/ dly,
Ny

From the definition of the density matrix, the entropy of the grand canonical ensemble will
be
1

T(E—/LN)—f—kjglOgﬁg (15.6)

Sa = —kp <10gﬁg> =

§ 15.1 Thermodynamic Quantities

Analogously to the free energy of the canonical ensemble, we can define the grand potential
as follows

® = —kpTlog(Za) (15.7)
Where, using (15.6), we can write alternatively
OV, T, 1) = E — TSq — uN (15.8)
And its differential relations follow
0P 1
L OH
8V_<8V>__P (15.9)
0P
— =_N
o

Now, in order to avoid confusion between the ensembles and their properties, we can
compose a table.

Ensemble Microcanonical Canonical Grand Canonical
Situation Isolated Energy Exchange Energy
and
Particle Exchange
Independent Variables E, VN T,V,N TV, i
Density Operator Q-1 <’H, — E) Z e~ M/ksT Zgte (H-uND)/kpT
Normalization Q="Tr (5(7:[, — E)) Z = Tr(e "/ksT) | Zg =Tr (e*m*”Nﬂ)/’“BT)
Thermodynamic Potential S F )

Table 15.1: Table of the various ensembles, with the definition of their density operators,
their normalization and the main thermodynamic potential for each ensemble
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§ 15.2 Examples

As our main example we choose again the classical ideal gas.
We begin by calculating the partition function for N particles (keep in mind that 8 = (kgT)~!

1 _gyN
Iy =~y /V/e BT 3 @3V a3V, (15.10)

Noting that the integral on the coordinates is simply V'V, we can write, also noting the
isotropy of momenta

3N

VN e g2 N VN foma\ e
- —Bam — (2=
N = NN </0 e P2 dp> N <5h2> (15.11)
Using the definition of thermal wavelength of A = h(2rmkpT)~1/2, we get finally
1 (V7

Writing the definition of the grand partition function, we get

o] o] BuN 1% N
_ BuN _ € _ 7
Zo =) Zne"N =} NI <)\3> - °
N=0 N=0

s

(15.13)

Where we introduced z as what is usually called as fugacity as
z=efH (15.14)

From this, we can write the grand potential and get all the thermodynamic relations of the

classical gas

(T, V,u) = —kpTlog(Zg) = —kBTZ/\—Z (15.15)
Therefore, omitting all the algebraical passages and calculating p through the derivatives of
the grand potential and the definition of fugacity, we have

0P 1%
o N T
v py - Nkt
oV
o 5 Vv (15.16)
“or O kel (2 +log (ms))

v
w=—kgTlog (N)\3>
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16 ldeal Quantum Gases

In this chapter we will derive with quantum statistical mechanics, all the thermodynamic
properties of non interacting quantum gases of fermions and bosons. We begin by defining
the grand potential for N non interacting and non relativistic particles confined inside a box
with volume V' = L3. The Hamiltonian of the system is

ng (16.1)

Applying periodic boundary conditions to the associated differential equation we obtain the
following solution

1 ipiﬂci
Where —
pi= v (16.3)

Where we have v; € Z. The single particle energy ¢, will be, obviously

€& = 2an (16.4)

Now, if we consider particle spin, we find ourselves in a particular situation. As we have
seen in the chapter for identical particles, we have that a multi-particle factorisable eigenket
of the Hamiltonian (16.1) can then be written as follows

N
1, ow) = N DY (FDPP ) Ipi) (16.5)
P i=1

Where P is the permutation operator, with eigenvalue 17 and normalization ” = ([, N'n,,!)~/2
for bosons, and eigenvalue (—1)% and normalization A = (N!)~1/2 for fermions. For an
N-particle system, we can define the particle number as follows

N=> n (16.6)
p
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And the energy eigenvalue as follows

E({ny}) = anep (16.7)

Therefore, the grand canonical partition funtion will be the following

ZG — i Z 6—/3(E({np})_ltN — Z 67521’ np(ep—p) —

N=0 {n,} {ny} (16.8)

IS tetern)
p np

Therefore, summing and considering the difference between bosons and fermions

1
H 1_eBlpw s €z

ZG — H Z e‘ﬁ”p(fp_ﬂ) = p n
P np

H(l + 675(6177“)) me € F = {mS cQ ‘ms =—,ne€ Z}
. 2
(16.9)
From this we van calculate directly the grand potential
D= _B log(Zg) = Zlog ( F e_ﬂ(ep_“)> (16.10)
With the upper sign referring to bosons and vice versa for fermions.
The average particle number will then be
0P 1
N:w:zpjeﬁ(epw:;n(el,) (16.11)

The last function n(ep) is called the Bose-Einstein distribution (for bosons) or the Fermi-Dirac
distributions (for fermions). From this, we can find that it's actually the average occupation
number of a state |@). In order to obtain this result we need to calculate the expectation
value of ng.

Z{np} nae_ﬂ >, np(ep—1)
:—710g Ze =N 6@) (1612)
Z{TLP} (i_ﬁ Zp ’le(sp_u)

From the grand potential we then get the energy of the quantum gas

= 78((1)5) = Epn(€
E_( 33 >Hﬁ_zp: on(ep) (16.13)

(nw) = Tr(pgna) =
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Considering that free particles can be considered as being confined to a space A =
2rhV 1 — oo, we can choose to approximate the sum over the discrete p to an inte-
gral for large volumes, using the following substitution

ZH%&%PﬂM% (16.14)

Where g is the degeneracy factor
Using this approximation for calculating the number of particles N = 3 n,(ep), we get

gV gV >
N = W /n(ﬁp) d’p = 27r2h3/0 n(ep)p2 dp
v e , I (16.15)
g p _ 9 €
T 9m2h3 /0 eBle—p) 1 dp = 7I'2h3\/§ 0 eBle—p) de

Where we substituted in the energy eigenvalue density. Defining the specific volume
v = V/N and substituting = = fe, we get

1 2g Nz g g3/2(2) SEL (16.16)
0 TNV e, e LN fya(2) s:g,nEZ '

Where g5, fs are the generalized (—functions, which are defined and analyzed in the
mathematical appendix.
From this, taking the grand partition function, we have that

gV —B(e—p) 3
P =+ 1 1Fe w1 d
5(2m)3/ °g< Te ) p
ng%
:iif
Br2h3v/2 Jo

Integrating by parts and remembering that PV = —® we get

- (16.17)
log(l T 6’8(67@) Ve de

3
2

—® =PV =

3
3 2 [ : 95 (2)
3m2h- 0o € “—H) F 1 5)\ fg

We also can obtain the energy E of the system as follows

[ SIS

0.9}

ng% €

N RGeS (16.19)

A quick comparison with the equation (16.18), gives the same relation that we got for the

classical ideal gas
PV — ; E (16.20)
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From the homogeneity of ® in T', ;. we can derive from the previous equations other relations,

as follows o
P=—3 =T (z)
_yrs (H
N_Vz;n(ﬁg } (16.21)
S=—g7 = VT4 ()
S S
N n

For an adiabatic expansion, i.e. setting S = «, pu/T = f, VT3 = ~, PT—3% = 6, with
a, 3,7,6 € R, we get the adiabatic equation for an ideal quantum gas

PVi=neR (16.22)

Note how this differs from the classical version, since ¢, /¢, # 5/3

§ 16.1 Degenerate Fermi Gas

Let's consider now the ground state of NV fermions. It will correspond to a fermion gas at
temperature T' = OK. In this situation, every single particle state will be occupied g fold, thus
all momenta inside a sphere of radius pr (the maximum momentum possible, the Fermi
momentum) will be occupied.

The number of particles therefore will be

' gV 5 gV
N = l=—+—= —p)d’p = - 16.23
9y @nh)? /@(pF P) &P = oy ( )
{lp)}
Therefore, using the particle density n = N/V we get our Fermi momentum
2,
pr = i T (16.24)
g
From this, we get the Fermi Energy
2 2 2,\ 3
D h= [(6m°n\3
=4 — 16.25
PP T 9m T 2m < g > ( )
The ground state energy, from these relations, will therefore be
gv [P 3 9Vpp 3
— 2 o(pr —p)d®p = - =—-N 16.26
(27h)? / om OWF =) &P = 5 s = g Ner (16.26)

Using what we found in the previous section, we find that the pressure of such gas will be

the following
s 2
2 h2 2 2\ 3
p=Zepn =012 (07 (16.27)
) om g
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§§ 16.1.1 Complete Degeneracy Limit

Having calculated the thermodynamic properties of a quantum gas of fermions in the case
of complete degeneracy (i.e., T = 0), we can start calculating the same properties in the
limit of complete degeneracy, i.e. for T" — 0. It's easy to demonstrate that here p — € — ep
and therefore

_3 o0 3
® = —Ne? / n(e)ez de
0

3

L (16.28)
N = NeFQ/ n(e)ez de
2 0

From this, knowing already the solution of these integrals, as discussed in appendix (A.3), we
can solve these integrals approximately in the limit Su — oo, and deduce some approximated
conclusions for what happens thermodynamically in a Fermi gas for really low temperatures.
We begin writing our integrals (called Sommerfield integrals) as a sum of two integrals as
follows

o o)
I = /0 f(e) de +/0 f(e) (n(e) —O(p —€)) de (16.29)

Using a z—substitution with x = (e — u), extending the integral’s domain over the whole
real line, and Taylor approximating the function f(e) around p, we get

B "o 1 - - 0 6—(k+1) akf
1/0 j(e)d6+/IR<€$+1—O(—JL)>Z — ok

k=0

w > Bf(kJrl) 8"f oo ok
| foderzy o [ e

2F dz
T=p

(16.30)

Applying this approximation till O(T*) we can write for the integrals (16.28)

7.[.2
) - (16.31)
s
®=—C"Nep |14+ —— T
z €F< +1252€%+O( ))

Using P = —®/V we obtain immediately the energy of such gas

3 3 52
E=-PV=°-N 14+ — T 16.32
’ 56F(+d%%p+o()> (16.32)

And introducing the Fermi temperature as Tr = er/kp we get the heat capacity of this gas

as
2T
= Nkgp—— 16.33
Cv = Nkp (16.33)
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§ 16.2 Bose-Einstein Condensation

After having studied the Fermi gas, we begin studying a Boson gas at low temperatures,
which has a particular behavior called Bose-Einstein condensation. This gas has s = 0 and
g = 1. Due to this, in the ground state all the non-interacting bosons occupy the lowest
single particle state.

In the previous sections, we found that for the particle density we have

A 93(2) (16.34)

This function has a maximum for a value of fugacity z = 1, and it's equal to g%(l) = ((%) =

2.612. Thanks to this we can define a characteristic temperature T, which has the following
value

2mh?
=TT (16.35)

m(v((2))3

In this case, we have that the limit Zp — [ d3pisn't anymore a good approximation for
z — 1, since the term p = 0 diverges for z = 1. Treating it separately, we get for the particle

number
1 1 Vv

N= 27t -1 * Zn(eP) - z71—1 + (2mh)3 /n(%) d’p (16.36)

Therefore, for bosons we get, in terms of generalized (—functions and characteristic tem-

perature
1 Nv

N="mag+wubt
3 (16.37)
No L ~v(T 2 93(2)
11 T.) gs(1)
2

This can be seen as a sum of the number of particles in the ground state Ny and the number
of particles in excited states N, where

(16.38)

We have that for T > T,, N yields a value of z < 1, hence Nj is finite and can be neglected
with respect to N. For T' < T, we have z =1 — O(N~!), and when z — 1, setting z = 1

in N., we obtain
T
No=N (1 - (T> ) (16.39)

VIS
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And defining the condensate fraction v as follows
y= lim — (16.40)

We get, in summary, what's called the Bose-Einstein Condensation, for which, at T' < T,
the ground state at p = 0 is macroscopically occupied.

0 T>1T.

Y= (16.41)
1= () Tem
Te

N|w

Evaluating the other thermodynamic quantities, we get the pressure of a Bose gas as

1
ng(z) T>Te
P = 1 5 1 (16.42)
— — | =—==1342 T <1,
B <2> gt e
And, therefore, entropy has the following expression
510
Nkp (Bgs(z) — log(z)> T>T,
orv e 16.43
ST IV AN o4
Po\T. g3 (1)
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17 One Electron Atoms

§ 17.1 Interaction of Particles with EM Fields

Before diving into a full computation of an electromagnetic Hamiltonian, we need to properly
“quantize” it. Having A our vector potential operator and ¢ our scalar potential operator,
and knowing that P = p — qA, where P is the minimal coupling momentum of an EM field,
we have that the classical Hamiltonian for an electromagnetic field is

1
H:T(pi—in)Q—i-q(ﬁ (17.1)
m

Quantizing, and noting that [ﬁi, Ai] = 0 generally, we have, setting the Coulombe gauge
(0;A" = 0, ¢ = 0) that the Hamiltonian in study for our quantum system is the following

- L <7h2v2 + ?A? + 2ighA - V) (17.2)
2m

The interaction of the field with the particle can be analyzed perturbatively, and considering
first order terms in A we have

A iqh -
H=TFo+ AV (17.3)
Where we put % as the unperturbed Hamiltonian.

Calling the perturbative piece of the Hamiltonian W (¢) we have that the perturbation on a
transition between a state |a) and |b) will be given by the following integral

Wia(t) = = (b A- pla) (17.4)
Where the vector potential is the solution of the following integral
N 1 o0 . i ; i
Aifait) = 5 / Ao(w)e; (e“’w —wt+ds) | =ik *wt%)) dw (17.5)
0

Take now a time evolved eigenstate of the unperturbed Hamiltonian, and rewrite as a linear
combination of those times an unknown time-dependent function ¢ (¢). We can write, for
a generic eigenstate |k), that the new perturbed state will be |4)

) =3 exlt)e 7 |k) (17.6)

k
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Inserting everything in the time-dependent Schrédinger equation for the perturbed Hamil-
tonian, and simplifying terms, we have

inY e k) =S e (e k) (17.7)
k

k

Checking now the transition |k) — |b), and remembering the orthonormality between
states, we have, putting wy, = (Ey — E)/h

hch (b| W | k) e~ 7wert (17.8)

Approximating ¢ (t) to the first order in A and making the assumption that the system will
be in a state |a) for t < 0, therefore implying ¢ (t) = ko fOr k # a, b, we have, rearranging
terms of the same order

: 1 T —iw
ép(t) = T (b| W |a) e~ "“ral (17.9)

Factoring out constants and time dependent parameters, we have that the coefficient for
our perturbation is

ap(t) = / /AO (0] eF' i . Pla)e “i@a =) g qpdu + c.c. (17.10)

2zmh

If ¢t >> 27/w we can approximate the radiation as a plane wave solution. Parting the
integrals we have that one will be nonzero for wy, ~ w and the second for wy, ~ —w. The
first nonzero solution describes an absorption between the state with |a) and |b), with
Ey > E,, and the second instead describes an emission between the state |a) and [b).
Now, indicating (b| e™*i*"¢ - p|a) as My, and noting that (e ) = §(w) we have that the
transition probability will be

2 o0 P
ey (t)|* = @’22/ \Ao(w)\2’<b] ek %-g\@‘ F(t, wpg — w)dw (17.11)
4m h 0
Where the function F' is defined as the square modulus of the integral of the exponential,
which corresponds to a sinc? function For ¢t >> 1 we have that, for the properties of the
function F, Fermi’s Golden Rule, and the connection between A% and the intensity I, we
have
2 mq’t 25

Note that this probability is linearly dependent on time, therefore, the time-weighted
probability of transition between the states |a) and |b) for a system in an electromagnetic
field is
q?

Who = — L
“ eowgam%hQ

I (wha) | Mpa|” (17.13)
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§ 17.2 Dipole Approximation

In order to evaluate dipole transitions we approximate our plane wave solution to the first
order, getting e™**" ~ 1, which gives us that My, = (b é- p|a). In this approximation, we
can write

Substituting in My, and using Ho's hermiticity, we have, defining an electric dipole operator
D = —er

MY = " e - D fa) (17.14)
e
And ()
1) 7l (wea o2
W, = Fces <b‘€Q‘a>‘ (17.15)

Evaluating the square norm on the right, we have that in case of unpolarized light, the
vector e lays randomly on a sphere, and therefore we have that the matrix elements of M,
will depend solely on [b) 7 |a), as follows

. 1 . 1
(bl é-rla)l* = 3 D bl |a)* = 3lrsal” (17.16)
k

Where we used that (cos?(#)) = 1/3.
Finally, we have that in the dipole approximation

quf(wba)

Wia =
b 3h2egc

[(b] ] a)|? (17.17)

§§ 17.2.1 Dipole Selection Rules for Atomic Transitions

Consider now a Hydrogenic Hamiltonian (without spin) as our unperturbed system. In this
case we choose ¢ = —e.

As we have seen before, the electric dipole transition probability between two states with
E, > E, depends only on the matrix elements of ¢ - . Rewriting everything in terms of
spherical components, we have

//\a:t s
Py = ‘L\/gy, Fo =2
17.1
R €x L i€y R ( 8)
€+1 = ) €0 = €z
V2

Considering that Spherical Harmonics are eigenfunctions of our unperturbed Hamiltonian
and can also be used to describe the components of the vectors, we have r4 = 4 /%”Ylilf
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and 7g = |/ %Y1 of, hence we get that é - 1y, is

_ __ 14 _ —m/
D (nlm | éqig nim) = éqy/ g // Ry Ryr3Y) VY™ dQ dr (17.19)
q q

The last integral is nonzero if and only if m’ = m + ¢, hence we must have that m —m/ = +1
and ¢ = 1. On the other hand, due to the parity of spherical harmonics, we need that
I+ 1" + 1 must be even, hence summing the coefficients using Clebsch-Gordan rules, we
need that! =1"+1, and hence I — 1’ = +1. In bra-ket notation this reduces to the following

calculation
' m | 3(2l + 1)

Which brings back our previously found selection rules, plus one more constraint on Am.
Recapping everything, we get that for a spinless system, the selection rules for a dipole
transition are

Quantum Number | Permitted Transitions
[ +1
m 0,=+1

§§ 17.2.2 Spontaneous Emission

A situation that can’t be evaluated using semiclassical methods is that of spontaneous
emission, since an atom can decay spontaneously, even without having some radiation
stimulating the process.

We start by evaluating an atom-photon system, for which we have three probabilities of
interaction between the two: absorption (B,), emission (B.) and spontaneous emission
(Ase). The Bs indicate the probability in unit time that the photon induces a transition
between the two states b and a with E}, > E,, and A indicates the probability for unit time
that the state b decays spontaneously to the state a. We already know that the Bs are tied
to our previous perturbation matrix as follows

I/Vba — Bbap(wba)

Where p is a density tied to the photon number, which has the following formal expression

ple) = L)

With V' the volume considered and N (w) the number of photons in that given frequency.
Given this, the number of atoms that decay from a to b is the following

Npg = NaBap(Wba)
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And, vice-versa
Nap = NpBep(wha) + NpAse

If the system is at equilibrium we must have N, = Ny, hence

Nb Ba,p(wba) —Bhwy
A — ¢ Plwra 17.21
Na B(fp<wba> + Ase c ( )

Where 3 = (kgT)~*. Knowing that p must follow a Black-Body law, we have, solving for p

ASG
p(Wha) = (17.22)
Ba (6/8}7“-}!7& — %:)
Hence
Be
5 =
a 17.23
A i, 1723
B, 723

We then must have that W, = W;¢ = Byp(ws,), and coupling it to equation (17.13), we
must have that 5
2

se Whi gaez epsilon - 7, (17.24)

§§ 17.2.3 Thermodynamic Equilibrium

We already saw how the density of photons at a given frequency is given by the following
expression, without proof.
hw® 1
) = o i =1

Proof. We need to prove this relation. We start supposing that we have a system of levels
with AE = hw for every level in the set. The number of photons that populate this system
at a temperature T is

—pnhw hw
N(w,T) = Do M€ i — 62 _ Ynona” _ dlog(l—z) ! (17.25)
W, )_ o0 7,3}7/”“” o EOO ”__:E d N fhw 1 .
Yopepe T2 n=0" v c

Where we put, for convenience, z = e =™

We now need to evaluate how many states we have with frequency w. We begin considering
a box with sides of length L with periodic boundary value conditions. The number of possible
modes is
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Differentiating and passing to frequency (w = ck), we get

Vw?
ANm(w) = 55 dw (17.26)
And, henceforth, the energy density is
hw hwd 1
O

§ 17.3 Relativistic Corrections and Fine Structure

Taking the full-blown relativistically invariant Dirac Hamiltonian and considering it in the
limit v/c << 1 and assuming infinite nuclear mass, we get the following expression

- o P Pt 1 1dv. &

_ el SIS
2m  8m3c2  2m2c2 RAR™ + 8m2c2

V2V(R)+V(R)  (17.28)

This Hamiltonian can be divided in three parts: The non-relativistic Hamiltonian, a kinetic
relativistic correction, spin-orbit interaction and the Darwin term.

§§ 17.3.1 Relativistic Correction for the Kinetic Energy

The relativistic correction for kinetic energy is given by the expansion of E = ¢y/p2? + m2c2.
Expanding, we get
) P p*
E ~mc +%_8’f717‘502 (1729)
We have our non perturbed Hamiltonian 7, with our hydrogenoid potential summed to
the correction, as follows

R ~D 7 2
"= 2?7 T4 Rl
m y TeT (17.30)
p
Wy = 8m3c?

A R 2
We already know that p? = 2m (7—[0 - V), hence p* = 4m? (?—[o — V) ,and

Wp = _2n1c2 (% - V>2

Surprisingly, this perturbation is diagonal in the basis of the Hydrogen atom, hence we find
ourselves in need of calculating only some expectation values, as follows

(W) :fﬁ@@xﬂ— [ﬁo,vb (17.31)
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Which gives

1 Z%¢* /1 Ze? /1
=— E2+ —— (= \)+2E, - 17.32
(W) 2mc? < nt (4mep)? <r2> + 4d7eq <r>> ( )

The expectation values are easy to calculate and their explicit calculation is given in appendix
E. For our specific case, we get that

Nz
r/  agn?
1 Z?

<2> = 9.3 1 (17.33)
T agn (l + 5)

>0

(%) = it
3/ agndl(l+3) (1+1)

Putting it all into our matrix elements of the perturbation, and remembering that E,, =

—Ey/n?, with By = —Z? /n?a?mc?, with a = €% /hc is the fine structure constant, we get
1 Z4et Z%e?

W) =——— | E2 , 2B, 17.34

W) 2mc? ( nt agn3(4mep)2(l +1/2) * 47760a0n2> ( )
Substituting for E,,, we get, finally

Z%a? (3 n
=—-F,— |- — 17.35
(W) 2n? (4 l+ 1/2> ( )

For a Hydrogen atom we have Z = 1, and the correction is of order a?E,,. Counting that
a = 13771 the perturbation is small enough to be treated as such.

§§ 17.3.2 Darwin Term

The Darwin term (h—zV2V(r)>, for Hydrogenoid atoms, becomes

8m2c?

. 2z2
Wp = 122 50r) (17.36)

S8egm?2c?

Where we used that V2(1/r) = —47é(r)

The matrix elements of Wp will be nonzero only for I = 0, and will take the following form

(Wp) = 7/\¢n5m(0)l2 (17.37)

In general |¢,00(0)|* = (47) " | Ryol?

1 2Z\*  (n+D! .,
Br(p) = oV e ) o — 1= r FUH1=m20+2, 17.38
1(7) (2l—|—1)!\/<na0> 2n(n—l_1)!€2r (I + n,20+2,p) ( )

, Where
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With p = 2Zr /nag. We have that | Ry (0)*> = %, hence
0

Z3
|¢n00(0)‘2 = 3 3 (17.39)
Tagn
For which, finally we get
h2Z4e? oz o, h2Z? Z%a?
= = = - =-F,——=—-F, 17.40
(W) 8repagm2eind  2m2c? nda%a e nagm?2c? n ( )

§§ 17.3.3 Spin Orbit Coupling

The last term to evaluate, is the Spin-Orbit coupling of angular momentums, which gives

the following perturbation
< 1 1dv.

Wso=-——--—VL-8 17.41
SO om2y dr = 2 ( )
Explicitly
n 702 A~ A
P — 17.42
Wso 8regm?c?r3 ™ 2 ( )
[ts matrix elements will be, then
Ze? 1 A oA
w = —( — L-S 17.43
(Wso) S8megm2c? <r3> <* *> ( )

Adding angular momentums and passing to the basis |jlsm;), we get that
< 1 72 T2 &2
L-8=3 (J L7=5 )

And remembering that

Zd
— )= —5— , 1 >0
<r3> agn3l(l+1/2)(1 +1)
We get

h2Z%e?
(Wso) =

= 16meoadn®i(l + 1/2)(1 + 1)m2c2 GU+1) —ll+1) —s(s+1)) (17.44)

In which, substituting in the following values

Z202mc?
Ly = T 92
2n
h
ag =
meo
2
e
= ahe

4dmeg
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We have 202 j( - - )
LT+ -l +1) —s(s+1
(Wso) = —Eus I(I+1/2)(1+1) (17.45)
Which, dividing it in two cases, if we have j =1+ 1/20r j =1—1/2, we get
7202 l j=1+1/2
Wso) = —FEy, . 17.46
(Wso) 2nl(l+ 1/2)(1+ 1) {—(z+1) j=1-1/2 ( )

The total, and final, perturbation given by the relativistic approximation will not depend on
[, and it's given by the following formula

VAR n 3

§§ 17.3.4 Fine Structure Splitting

After summing all these perturbations to our initial energy, we have that although the
non-relativistic energy levels were 2n? times degenerate, we have that in the Dirac theory
(i.e. relativistic guantum mechanics), we have that the n—th level splits in n different levels,
each one with its own value of j. This splitting is commonly called fine structure splitting,
and these n levels are called fine structure multiplets. The dimensionless fine structure
constant « ~ 1/137 controls the scale of this splitting. It's important to note how in Dirac
theory, two states with the same quantum numbers n, j but with [ = j + 1/2, have the
same energy, where the solution still has (—1)! parity. Thus for each j we have two series
of 25 + 1 solutions with opposite parity, except for j = n — 1/2, for which there is only a
series of solutions with parity (—1)"~!. The splitting we talked about in this paragraph is
indicated as follows with spectroscopic notation.

e.g. let’s say that we have n = 3, hence l = 0,1,2 and j = 1/2, 3/2, 5/2. Through the
perturbed energy (17.47) we will have that the n = 3 level will split in 5 levels, as follows

3812, 3P1/2, 3P3/2, 3d3/2, 3ds5 /2

This splitting is accompanied by a further splitting, called hyperfine splitting, and its contri-
bution is called Lamb shift

§§ 17.3.5 Fine Structure Dipole Transitions

We already seen how the only permitted transitions in the dipole approximation are those
that have Al = +1 and As = 0, which implies that Aj = 0, +1. Since J eigenstates are
linear combinations of eigenstates of S, L, we have that Aj = 0 transitions are permitted.
e.g., let’s see how it works for states with I = 1 and s = 1/2. There will be 6 states, where
4 will have j = 3/2 and 2 will have j = 1/2. The six states in the |jm;) basis can be written
as a linear combination of states |lsm;m). Starting with m; = 3/2 we have

3 3 1 1
a’ o = 1777177
‘2 2> 2 2>
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Operating with J_ we have

31 1 1 1 1
—,—)y=AI|1,-,0,= Bl|l,-,1,——
‘27 2> ) 2/07 2> + ) 27 ) 2>
Analoguously, starting from m; = —3/2 and working our way up the eigenstate ladder
with J;, we get
3 1 1 1 1 1
S —=)=Cl1,2,0,—= )Y+ D|1,=,-1,=
‘2/ 2> C 72/0ﬂ 2>+ 727 ?2>

And finally, the last two states

11\ \/51 LN
27 2 - 3 727 72 \/g 7277 2
11 1.1 11
S, SY=FE|,5,1, -2 )+ F|1,5,0,;
‘2’2> 2 2>+ ’2’0’2>

In this situation there are 7 possible transitions, but there will be only 5 visible lines, since
Aj = 2 is not permitted by the selection rules.

This can be seen as follows: before the absorption, the total angular momentum is j;, of the
electron, summed with the photon spin s, = 1, hence the total (initial) angular momentum
will be k;, where |j; — 1] < k; < j;+1. After the transition, we must have k¢ = j¢, and since
angular momentum must be conserved, we have that k; = ky, hence |j; — 1] < jy < ji +1,
this happens analogously with emission transitions. Finally, the selection rules for dipole
transitions in fine structure systemsare Al = +1, As =0, Aj =0, £1wherej =0— ;5 =0
is not permitted

§ 17.4 Zeeman Effect

Getting back to our semiclassical EM Hamiltonian, we have that the time dependent
perturbation can be written as

And the quadratic perturbation as follows

e? A2 e? 242 2

— A?=_—_(B*?— (B -7

2m 8m ( ! (B-1) )
Since in laboratories is rare to exceed 10 T of magnetic field intensity, hence since 4a3 B/4h ~
10~%B we suppose that the quadratic term is again negligible.
We define a Magnetic dipole moment operator as follows.

A~ e =~ MBA
M=——L=—-">1L 17.48
2m— h — ( )
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With up = eh/2m is Bohr’'s magneton, which has the value of around 9.27408 - 1024 J/T
or Am2. The interaction Hamiltonian with this field then is

H,=—M - B (17.49)

To this we have to add the intrinsic magnetic moment given by the electron, which has the
following shape

i, =-8g (17.50)
Where g = 2 is the gyromagnetic ratio of the electron And the following Hamiltonian
H,=—-M, B (17.51)

Our final Hamiltonian that accounts for spin-orbit interactions and atom-magnetic field
interaction is simply given via the Pauli equation, at which has been “attached” the spin-orbit
coupling element. The Pauli equation will then be

h? V2 Ze?

(r| H ) = (—2m ~ drer +&(rL- S+ ‘%B (L+2S) -B) W(r) = By(r) (17.52)

Where, our v (r) not only accounts for spin, but for spin-orbit coupling also.

§§ 17.4.1 Strong Fields

Strong fields are characterized for having a magnetic field intensity of B > Z* Tesla. In
this situation the spin-orbit coupling term is negligible, and our equation, after applying a

rotation and having B||z, we have
( ZmV 47T€()’f‘> v(ri) < h ( 25 >> ¥(ri) (17.53)

The perturbation is diagonal, and the shift will be
Enmym, = Ep + ppBz(m + 2ms) (17.54)

Where in this case mgs = £+1/2. Since there is no spin orbit coupling in this case, we have
that levels with m; = 1, ms = —1/2 and m; = —1, ms = 1/2 coincide.

We already know from the selection rules that we must have Ams = 0 and Am; = 0, +1,
thus splitting the transition n — n’ into three components. The two components with
Am; = £1 are called 7 lines, and the remaining one, with Am; = 0 is called the o line.
These 7 transitions have the following frequencies

W = wym £ wr (17.55)

nmn

Where wy, = pupB./h is the Larmor frequency. This effect is known as normal Zeeman
effect, and the m and o lines of this effect are said to be Lorentz triplets. They are also
observed in atoms for which S = 0, hence where spin-orbit coupling is absent.
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§§ 17.4.2 Paschen-Back Effect

At field strengths for which spin orbit coupling is appreciable but still small with respect to
the field intensity B, we have that first order perturbation theory can be applied in order to
calculate the energy shift.

We have then

AFE = /0 T’ZRilg(r) dr <l;mlms L-S

1
12m1m5> = Aymyms 1 #0 (17.56)

We have that<++>

Z%a? 1
(1+1/2)(1+1)

Which removes the degeneracy in . The energy difference between two different levels,

when mg = m/, (Am, = 0) is then the following

At = —Ep, (17.57)

AE=FE,—FE,+FE, Jrpr =FE,—FE, +MBBz(m; — ml) + ()\n/l/m; — /\nlml)ms (17.58)

§§ 17.4.3 Anomalous Zeeman Effect

For weak magnetic fields, we have what's usually called the anomalous Zeeman effect. In
this case, the spin-orbit coupling is the dominant term, and our unperturbed Hamiltonian
takes the following shape

+&(rL- S (17.59)

This Hamiltonian has exact wavefunctions, which are given via what’s known as Tensor
Spherical Harmonics (see appendix C). Our unperturbed wavefunction will then be

wnlsjmj (7", 97 d)) = RTLI(T) lj;nj (07 Qb) = le;:jlms Rnl(rr)}//nl (07 QS)XS,mS (1 760)
Or, in Dirac notation
Inl) ® |ls) ® [jm;) = (Ismyms| (|gm;) @ |nl) @ |[lmy) @ |smy)) (17.61)

Taking the magnetic field parallel to the z axis, we have that the perturbation needed to be
evaluated is i

~ o 7B A~ A~

w =4 (J.+5.) B. (17.62)

And, the perturbation on the energy levels is

AE = upm; B, + %BBZ Z/y{f;"/ﬁzyg% dQ (17.63)
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From the properties of tensor spherical harmonics, we have that the integral is of easy
computation, and gives the following result

lEL/2my & ~4lE1/2,m; hm;
/yl,l/Q JSZyl,l/Q ’ szin +‘71 (17.64)

Which gives our searched energy shift

upB
AFE = /LijBz + 2[7—1—; ij (17.65)

ms

Finally, getting back to our Hydrogenoid atoms, we now can write the total perturbation of
the energy levels for an interaction with a constant magnetic field as follows

Enjm; = En + AByj + ABEy, (17.66)

Where E,, is the unperturbed energy, AE,; is the fine structure correction and AE,,; is
the weak field correction

§ 17.5 Stark Effect

The splitting of energy levels given by static electric fields is called Stark effect. We assume
that the electric field is perpendicular to our z axis, and that the field strength is much larger
than Spin-Orbit coupling.

The perturbation acting on our Hydrogenic Hamiltonian is

H = eEx (17.67)

§§ 17.5.1 Linear Stark Effect

In order to evaluate Stark shifts with perturbations at first order, we start by calculating the
perturbation given to the fundamental state.
Its first order correction is

EL) = eE (100] 2 100) (17.68)

We already see that Eﬂ)% = 0, since the integral is null, due to it being the product of
an even function ({z;|nlm}) with an odd one (z). We therefore check for excited states,
starting at n = 2, for which we have a fourfold degeneration given by I, with energy
Egpn = —mc?a?/8.

In this case we have that (nlm| 2 |n/l'm’) doesn’t vanish, if and only if Am = 0and Al = +£1,
hence, the permitted transitions are only those between 2s and 2p states, for which our
perturbation (which is real, hence Hermitian) gives the following result

ES@LQ;D = eE/%m(%’)Z?l)zoo(xi) A (17.69)
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This last integral gives us that E() = +3eEaq/Z, for which we have two different energy
levels, described by the following states

1
|1) = — (]200) + |210))

\? (17.70)
2) = 75 (1200) ~ [210)

§ 17.6 Hyperfine Structure and Isotope Shifts

Hyperfine structure of energy levels appears when nucleii aren’t considered anymore point
charges with infinite mass. The name, hyperfine has been given to this structure, since the
deviation of the energy levels due to this additional perturbation is much smaller than that
of the fine structure shifts.

In general we can have two kinds of hyperfine effects: isotope shifts, that slightly deviate
degenerate energy levels without splitting them, and proper hyperfine effects that break
the degeneration on the levels and splits them.

§§ 17.6.1 Magnetic Dipole Hyperfine Structure

As for the electrons, we can define a nuclear spin, indicated with I, which obey the same
spin algebra of ordinary spin. As with electrons, the eigenvalues for nuclear spin can be
half-integer, if the sum of the spins of the nucleons is fermionic, or integer, if the sum of
the spins of the nucleons is bosonic. We denote the eigenvalues of 12 as h2I(I + 1) and of
I. as hM;.

We can define, as for electrons, a Nuclear Magnetic Dipole Moment, M; as follows

My = gl}ﬁ‘Nf (17.71)
13

Where g; is the Landé factor, and v is the Nuclear magneton, defined as

h_me (17.72)

HN = 2my, my

We now proceed to write our perturbed Hamiltonian as follows
H =Ho+ Hnp (17.73)

Since we have already solved for the fine structure Hamiltonian, it is included into the
unperturbed Hamiltonian together with the Coulomb interaction.

At the zeroth order we have that the wavefunctions of 7 are separable in electronic
and nuclear variables, and are eigenfunctions of J2,J,, 12, I,. These wavefunction are
(27 + 1)(2I + 1) degenerate in m;, M.
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Examining the perturbation Hxp, we have that it will couple with both L and S of the

electrons, hence splitting the Hamiltonian in a sum. Since this point dipole is located at the
origin, we have that

the -
e = *7A =5 h2 5= grBuNL - 1

(17.74)
For the spin-spin coupling Hamiltonian we have that, in terms of magnetic fields we can
write the perturbation term as

Hss =—M, - B (17.75)
Where
p=-% <M VQ—V(MN-V)1> (17.76)
v T
Hence
- PO | - A 1
VA= —(S-V)(IL V)= 17.77
Hss = 4h2 —5 YILBHN <5 Ivo- - (5-V)U V)r> ( )
At r = 0 this perturbation will act only on s-states, and for r # 0 we get
o — M0 3 (8. (L -7
Hss = s <M Ny~ g (L, 2) (AL r)))
Summing the two terms, we have that Hyp = Hyr + Hgs, and we finally have
1 s o o (S-H)I-7
Hinp = L gy = (1151438 L g (17.78)
2h2T r3 r2
Simplifying everything, we have, atr =0

2L0
HND_fli

M, - Mn6(7) 7 =0 (17.79)
This last expression is called Fermi contact interaction. Another way to write (17.78) is to
define the new operator

G-l 5y3 2Dt
And (17.78) becomes

> (17.80)
. 1 . $

Hnp = 2f2 ——GJI1BIN jQ 1 (17.81)
Before proceeding in the calculation of the energy shifts, we define a total angular mo-
mentum for the whole system as F' = I + .J, and the energy shift will be given in the total
angular momentum basis as follows

AE =

| 1
I grusnn (siTFMp| G - 1|IsjTF My) (17.82)
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We can write G-I as (G-J)(I-J)/h?j(j+1), and knowing that I-J = 1/2 (F2 —I? - fQ)
we have the total shift as

C
AE = (F(F+1) = I(I+1) = j(j +1)) (17.83)
Where
o M0 w1 (17.84)
2h25(j + 1) 3T

Noting that G - J = L?, we finally get our solution, having put a,, as agm/u, with i the
reduced mass of the electron and the nucleus

AEyp = 10 i+ 4 (F(F+1)—I(I+1)—j(j+ 1)) 1 #£0
ND = g SIBEN GGy a3l + 1/2) (1 + 1) I
(17.85)
For I = 0 we instead get
2[&0 Z3
AEND = 4 —gipBiUN—— (F(F+1) = I(I +1) —s(s+ 1)) (17.86)
3T a;n
In atomic units, the final result will then be
I L <1
AR, e (1 2017%2 "2 " (17.87)
hyp_mp me) n3(j+1)(20+1) I(j+1/2) isT .
-, U=

We see that the total angular momentum quantum number behaves as J, hence AF = 0, +1
are the only permitted transitions, with 0 — 0 being excluded



18 Two Electron Atoms

We start by directly writing the Schrédinger equation for a two electron atom in atomic
units, where

h=1
1
ke =1
4req
e =
We immediately have
N 1 Z Z 1
H=—-V2_ v2_f_f+7 (18.1)
2 Lo T2 T12

In this case we have that the wavefunction is simmetric to spatial exchange of the two
electrons (also called para-wavefunction, similarly spatially antisymmetric wavefunction are
called ortho-wavefunctions).

We also must impose the Pauli exclusion principle, by taking into account the electrons’
spin. We end up having our wavefunction as

\I](QDQZ) :d}( zlv z)Xl/Q rng(]- 2) (182)

As we know already, the basis spinor wavefunction for a system of two electrons can be
either antisymmetric (singlet) or symmetric (triplet), and hence can take the following shapes

1
100) = 7 (I ) = 1) 1)
[11) = [1) 1)
1
10) = 7 (I ) + 1) 1)
LD =)

Due to Pauli’s exclusion principle, we have that the final wavefunction must be completely
antisymmetric, hence, if we have a para wavefunction 1., the final solution will take the
shape

U(q1, g2) = 4 (2], 23) x00 (18.3)

179
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Or analoguously, if we have an ortho wavefunction

X11
U(q1,q2) = ¥—(27,27) -  X10 (18.4)
X1-1

Written this, one may immediately ask what's then the scheme of energy levels? As an
example we take an Helium atom. We have that Z = 2 << 40, hence we have a set of
levels of an almost independent levels, one of ortho-triplet states and one of para-singlet
states. The lowest energy levels, are divided then between singlets (S = 0) and triplets
(S = 1), where S is the total spin.

Let L be the sum of the eigenvalues of the square angular momentum of both electrons
and M7, the sum of the eigenvalues of the projection. We can introduce the spectroscopic
terms as a new notation for atomic energy levels. They're written as follows

25, (18.5)

The term L, analogously to the term [ for particles, takes the “values” S, P, D, F,G,H,---,
as [, which takes values s, p,d, f, g, h,---. In addition, on the top left of the term there is
indicated the multiplicity of the state, which indicates whether it's a singlet or a triplet state,
in terms of total spin. On the bottom right there are indicated the possible M values of
the considered system.

§ 18.1 Independent Particle Model

In order to get a first approach to two-electron atoms, we need to develop an approximate
theory, in which the e~ — e~ interaction is taken as a perturbation on the system
o le, Z 1, Z _,
H= 2V1 o 2V2 . +H
5 S (18.6)

12
H=h1+h/2+7‘[/=7'[0+7'[/

In this case we have that the eigenvalues of the single electron Hamiltonian (ﬁ,-) are known
to be the following

R . 72 . , ,
hiwnlmi(‘r;‘) = *anlm,,;(l‘;’) 1= 172a J= ]-7 253
i

Hence, in general, we then have the following solution for the unperturbed Hamiltonian

N Z? /1 1
Ao (aha?) = =5 (3 + o ) Yoatim ()t (18.)
1 2



18.1. INDEPENDENT PARTICLE MODEL 181

This solution adds up a new exchange degeneracy of the state. We already know tho that
the final wavefunction must be the symmetrization or antisymmetrization of the two single
electron wavefunctions. In Dirac notation, using |1,2) for the full wavefunction and |i) for
the single electron wavefunction, we must then have

1
V2

Therefore, we can take the antisymmetric wavefunctions (/%) as an approximation for ortho
states and (w(}r) for para states.

This consideration lets the ortho wavefunction vanish for the ground state of the system, in
accord with the Pauli exclusion principle, hence there can exist a single para-singlet state as
ground state, for which, the associated wavefunction is the following

1,2), = —= (1) [2) £ [2)[1)) (18.8)

3

(1,2|1s,15) = Y2 = Y1s(x))1s(x?) = %G—me) (18.9)
This result, gives then for Helium (Z = 2) E%q = —Z? = —4 a.u. (—108.8 eV), which
corresponds to a ionization potential of I, = Z2/2 = 2 a.u (54.4 eV). The experimental
values are not in accord with these results, which are E;Z = —2.90 a.u. (-79.0 eV) and a
ionization potential I,"” = 0.90 a.u. (24.6 eV).
This final result is quite far from the experimental result, since we neglected the e — e~
interaction.

§§ 18.1.1 Central Field Approximation

We now take again our equation (18.6) and we take a new unperturbed Hamiltonian, which
is the sum of the two single particle hamiltonians

T

¢:*§V%+V(T1) (18.10)

And we modify the perturbation, getting this new formula
, Z
H :7———V(r1)—7'——V(r2) (18.11)

In this new representation of the problem, we need to choose a central potential V'(r;), for
which we have that #' is small enough. We choose his potential to be the following
Z-S  Z

Vir)=

T T

Where S is some constant, called screening constant. What we indicated with Z, is com-
monly considered as an effective charge.

Since the new potential is a Coulomb potential, we already know the ground state wave-
function and the energy levels, since we might simply insert the substitution Z — Z, in
what we have already found.
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Writing u,;,,, as the single particle equation, we will have that the single-particle energy
levels will depend directly on I, breaking the degeneracy on that quantum number. Our
complete wavefunction for discrete excited states will then be the following

1
l/)/i (lzl/ *L?) = ﬁ (UIOO('/E})unlm (112) + unlm(m})UIOO(x?)) (1 8.1 2)

The total energy of the atom will then be, simply

EY = Ei,+ Ey (18.13)

Where E,; depends on the chosen potentia V (r;), and is E,; = —Z2,/n?.
In the special case of a completely screened electron we will have S = 1, and the energy
levels will then be described, in the non-interacting electron approximation as follows

zZ: (Z—1)?

B0 =2 _

n=-5 o (18.14)

§ 18.2 Ground State of Two Electron Atoms

§§ 18.2.1 Perturbation Theory
We have already seen that the ground state eigenket of two electron atoms, in its most
general expression can be written as follows

mmﬁsémmMM%mmm (18.15)

Using perturbation theory, we can already get a nice guess of the ground state correction,
via the calculus of the matrix elements (1s, 1s| ' |1s, 1s), where H' = r1,}. Writing explicitly
the integral, we get

o 1
%—/\mwmzwmwm%mm (18.16)
0 12

Using the following conversion, and the connection between Legendre polynomials and
spherical harmonics, we have that, firstly

mm r1,72
r— = g A (ry.ra) Py(cosb)
12 max 7“1 7“2)

Hence

Z Z min' (71, 79) Y] (61, 01)Y™ (62, ¢o)

+1
pr it lQl—&—lmaXT (ri,72)
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Plugging it into the integral, and using the properties of spherical harmonics, we get

76 0 L 1672 o
1 - 72 Z Z / 1 drl/ QZ(TH_TQ) 5[05m0 er
1=0 m— 0 ) M

Contracting the indices with the sums and the Kronecker deltas, we have our final integral

[e’e] 1 71 [e'e]
E} = 1626/ e~ 222 dry </ e~ 227212 dry +/ e 22y dr2> (18.17)
0 ™1 Jo 1

The integrals give the value 5/128Z°, hence, we get our correction

E} = <7 (18.18)

The final approximate energy is then

EOxE8+E§:—ZQ+gZ (18.19)

§§ 18.2.2 Variational Methods

Proceding instead using variational calculus, we set our |1s) wavefunction to be dependent
from a parameter Z., which will be needed to minimize the following functional

@17 19) (18.20)

Elel = 1g10)

Where we set |¢) = |1s); ® |1s),.
Calculating and introducing here the quantum virial theorem, we get that
2

(! \¢> <! \¢>> <1S\f\18>f§Z§ (18.21)

We then also have P
—(ol —+ —|¢) = -2ZZ. (18.22)
1 T2

And, due to our previous calculations

(9] — |¢>> (18.23)

12

The final result is our energy as a function of the parameter Z., which is

E(Z)=2%*-227Z,+ gze (18.24)
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We search for an extremal of this function deriving with respect to the parameter, and we
get

E
gZ =27, — 27 + g
€ 5 (18.25)
Zoe=17 — —
16
Hence, since our energy was Ey = —Z2, we get, in atomic units, that for Helioid atoms,
the energy of the ground state will be approximated as follows
, 57 5 25
E¥=—\z-=) =-22+22 - = 18.26
0 ( 16) TR7T 256 ( )

Plugging in the values for Helium, we find that Ey = 2.84766 au, a value that differs only
by the 0.056 au from the experimental value.

Another way of finding a more precise ground state energy has been found by Hyller-
aas, where another set of coordinates is chosen, and the trial wavefunction has multiple
variational parameters. These are the following coordinates

§=r1+712
t:rf'l*TQ
u=ri3 = |[r; — 1y

The trial wavefunction is the following

N N N

O(s,tu) =€ N D lamnst U™

=0 m=0n=0

Where ¢; 2., are linear variational parameters, and k is a nonlinear variational parameter
that behaves like the effective charge Z..

Since the ground state must be a para state, this wavefunction must be an even function
of t. Calculating for N = 5, we have 6 variational parameters, we have that the energy
calculated is —2.90324 au, which is surprisingly close to the experimental value, differing
only by 4.8 -107% au (0.013 eV).

§ 18.3 Excited States of Two Electron Atoms

We will now treat the excited states of Helioid atoms, with the same methods used for
evaluating the ground states.

§§ 18.3.1 Perturbation Theory

Firstly, we apply perturbation theory to our system, formed by the sum #o + #’, with
H = 7‘1_21.

We already know that these states must either be parastates or orthostates, hence we will



18.3. EXCITED STATES OF TWO ELECTRON ATOMS 185

need our wavefunction to be either exchange-symmetric or exchange-antisymmetric. The
energy perturbation will then depend on the sign of the wavefuction. We also know that

[’ﬂ’, ﬁz} = 0, hence we can write the following result

EL = (4" [¢}) =T+ K (18.27)
Where X
J = /3 3 |¢100<Z1)|2TW}nlm(fz)’z d3T1d3T2
R3 xR 12 , (18_28)
K = V100(T1) niom (T2) — 100 (T9) Ynim (1) d>r1d3rs
R3xR3 712

Where n > 2. The integral J is called Coulomb or direct integral and K is called Exchange
integral.
Expanding 715" in spherical harmonics, we get

2
1

> 2 2
nl — n d ————d
Jnil /0 Ry (ra)rs5 7“2/0 Rm(rl)max(n,m) ry
1 oo & min’(ry,72)
Ky =— 24 b2 2y
T Rio(r2) Rny(r2)r) 7’2/0 RlO(T1>Rnl(""1)maXlJrl(rl,T2)7'1 1
(18.29)
Hence, E1 = E!,,, so the energy after this correcion directly depends on n, .
At first order, we can then write
0 1 7Z? 1
Enl:l: ~ Eln + Enlj: = *? 1+ ﬁ + Jnl + Knl (1830)

In order to see how this perturbation acts, we can see that J,,; must be always positive.
Seeing that for l = n — 1, R,, ,,—1 has no nodes, hence K, ,—1 > 0. It can also be seen that,
in general K,,; > 0, so, from (18.30) we see that an orthostate has an energy lower to the
corresponding parastate.

This can be seen introducing spin into our calculus, as follows.

1 .
E’rllli = Jni — B (1 + 01‘1072’) Ky (18.31)

Where o7 are the pauli matrices of the two electrons.

§§ 18.3.2 Variational Methods

Variational methods can be applied supposing that the higher-order wavefunction are
orthogonal to the ground-state trial function and then calculate the variational integrals.
This method is best applied on singular states.

Starting with the 23S state of the atom, we have that, using variational parameters Z;, Z,
as the inner and outer effective charge, we can write the state as follows

2°8) = N (|1s) [2s) — |2s) [1s)) (18.32)
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Where
uis(r) = e~ 4T
Z (18.33)
vos(r) = (1 — OT) e
2
Substituting into the variational integral and finding the minimum, we get Z; = 2.01 au
and Z, = 1.53 au, which yeld Fy¢ = —2.167 au. Analogously, one can use Hylleraas

wavefunction in order to get a more precise result.
For 2! P and 23 P states, we use the following state kets

|21 P) = Ny (|1s), [2pm), + [2pm), [25),)

3 (18.34)
‘2 P> = N_ (|1s); [2pm), — [2pm), [25),)

With wavefunctions

(18.35)

The variation gives, in atomic units

Z2'P = 2.00
7P = 0.97
Egip = —2.123
7P = 1.99
7P = 1.09
Eysp = —2.131

The two theoretical values are around 3 au from the experimental measurements.



19 Many Electron Atoms

§ 19.1 Central Field Approximation

In order to treat properly many-electron atoms we need to introduce an approximation,
known as central field approximation or Hartree’s method, in which the Coulomb potential
is substituted with a new spherically symmetrical effective potential.

Firstly, we consider an atom with N electrons and a nucleus with charge ¢y = Ze and
infinite nuclear mass. In our Hamiltonian we (at first) neglect all small effects (Spin-Orbit
coupling, relativistic effects, etc...). Having considered this, putting r;; = ||r; —fjH our
many-electron Hamiltonian is

N N 2

. R _,  Ze? e
_ _V g2 19.1
H Z < 2m VZ 47T607”7;> * i<§j;1 47T€07“ij ( )

i=1

In this case, the term r;-! is too big to be treated as a perturbation, hence, we must use
what's called a central field approximation. In this approximation we map our potential
V(r) to a new potential defined as follows
Z
Vey(r) = =+ 5(r) (19.2)

Where S(r) is a spherically symmetric screening function.
Our Hamiltonian then becomes

n N N
He=Ho+F =S hit 3 = =5 5(m) (19.3)
i=1 i<j=1' o1

This way, we can divide our calculus in two. Solving for the single electron Hamiltonian h;,
we have

N
Z iLz We> = Ee |7/)e>
=1

N (19.4)
[te) = @) Inlmy),
=1

hi [nlny); = By Inlmy),
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Where |nlm;) is our single-electron orbital. It's important to remember that these orbitals
are «not» the usual Hydrogenic orbitals, since the chosen potential is quite different.
Now there is only one simple thing missing, Spin. Our complete electronic wavefunction will
then be the direct product between a spinor and the electronic wavefunction, as follows

1
Unlmymes (QL> = Unlm,; (Ti)X%’ms A ‘nlml>z o2y '27T¢> (1 95)

Now, we're ready to determine |¢). In order to make sure that Pauli exclusion principle’s
requirements are solved, we know already that the total wavefunction must be zero if
an electron is in the same state of another one. This is perfectly described through a
determinant, called Slater determinant, which is defined as follows (let u, v, d be generic
states)

up(qr)  u(q) - us(qr)
¢e(q17"‘;QN):\/% UH(EQQ) uy(EQ2) ua(EQQ) (19.6)
uu(gn) wo(gn) -+ us(an)

It's worth noting that (IV!)~/2 is a normalizing factor for our final wavefunction.
A notable example comes for He ground state wavefunction. We will have then

12y L [[100) 1), 100 © L),
/ |
1,2) = =5 [100), ©[100); @ ([1) @ ) = [y @11, )

The parity of the wavefunction ¥, will then be (—1)2:% as it should be.
Now, it's time to define new vector operators for angular momentum L, S in the many-
electron case, and defining both as the sum of the single electron operators we can easily
demonstrate that

[Hg} - [HL] —0 (19.8)

Therefore, we can define a new common basis between the Hamiltonian and these operator
as |LSM;Ms), where

S?|LSM;M,) = h®S(S + 1) |LSM;M,)

L?|LSM;M,) = h?L(L + 1) |LS M; M,)

S, |LSM;M,) = hM, |LSM;M,) (19.9)
L. |LSM;M,) = hM; |LSM;M,)

He |LSMM,) = E, |LSM;M,)

It's of great importance to know that in order to find the wavefunctions (r;|LSM; M), we
need to find linear combinations of Slater determinants. In the case of Helium, it was fine to
use a Slater determinant, since L = S = 0, since we were searching for 1.5y wavefunctions
for an electronic configuration of 1s2.
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§§ 19.1.1 Shells and Subshells

As we have seen before, the total energy of atoms is directly determined by the electron
configuration. We have already seen that the single electron energy grows with n + [, and
since the spherical harmonics and spinors are already known from previous calculations,
the problem is only to find a new radial function, where the potential is central but not
coulombian.

Due to this dependency with n and [ we can characterize electronic shells and subshells. A
shell is composed of atoms with the same value of n and subshells are composed by atoms
with the same value of n and .

As in orbital spectroscopic nomenclature, we assign a letter to each shell, as follows

n=0,1=0—K
n=1,101=0— L;

ﬂ/zl,l:1—>L]] (1910)

The maximum number of electrons in a subshell is 2(2] + 1), and if the number of electrons
exactly matches it, the subshell in question is called closed or filled.
Instead, there can be maximum 2n?2 electrons in a shell, and the “closed” or “filled” names
of complete subshells transfers directly to shells.
In general, the degeneracy of a configuration (g), can be determined from the degeneracy
of the shells. Let §; = 2(2l; + 1) be the degeneracy of the subshell, and v; the number of
electron occupying the same subshell with energy E,,.;,. Henceforth, there will be d; ways
of distributing electrons in this i-th subshell, this number is

;!

= S 19.11
dl Vi! (52 — Vi)! ( 9 )

And, therefore, for an electronic configuration we will have that

g=]1d
i=1

Where the index goes through all the n subshells. It's worth noting that for a closed subshell
d = 1, easing the calculus. Taking Carbon as an example, we will have an electronic
configuration of [He]|2s%2p?, hence

K—ov=26§=2d=1
Li>sv=26=2d=1 (19.12)
L[[—>l/:2,(5:6,d=15

Hence g = 15.
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§§ 19.1.2 Aufbau Rule and the Periodic Table

Having defined properly the electronic structure of many electron atoms, we're able to
discuss the Aufbau (building up) of atoms.

The “building up” of atoms is given by the Z electrons, that fill the shells in accordance
with the Pauli exclusion principle. The ground state configuration of an atom is then given
by distributing the electrons into n subshells. The first n — 1 (or n if the shell is complete)
subshells are filled completely, and the last subshell, if incomplete, houses the so called
valence electrons.

The screening given by the complete shells is what makes sure that the ionization potential
doesn’t grow with Z, but has peaks for atoms with complete shells, that always have a
ground state 1.Sy. These atoms form the set of noble gases, which are chemically inert.
Seeing the ionization potential tables is also evident that the ionization potential of noble
gases lowers with Z, since the nucleus is bigger, and the last electrons feel less attraction
from the nucleus.

The stableness given by having a complete valence shell, is the reason that the alkalis (Li,
Na, K, Rb, Cs) and the halogens (F, Cl, Br, ) are extremely reactive chemically, since the
first ones have one weakly bound electron more, and the last ones have a “hole”, which
is only a missing electron which is needed to complete the shell. The recurrence of this
property is what brought chemists to build the periodic table, which is a table of all the
known elements, ordered in base to their value of Z.

§ 19.2 Hartree-Fock Metod and Self-Consistent Fields

The basic starting point of Hartree-Fock theory is the independent particle model. The
complete Hartree-Fock method accounts for the Pauli exclusion principle too, whereas the
Hartree method alone doesn’t.

The first thing assumed for the Hartree-Fock wavefunction is that the final N-electron
wavefunction is a Slater determinant, or an antisymmetric product of electron spin-orbitals.
This Slater determinant is given through the variational calculus of every single electron
orbital.

Seeing this in a broader way, we can see our final wavefunction being an infinite linear
combination of Slater determinants, which lets this metod to be well suited for calculus of
even more complex systems like molecular orbitals and solid state physics. In order to keep
things simple, we will treat only with the discussion of the ground state of a multi-electron
atom, where the considered Hamiltonian is not relativistic.

Now, supposing we have a total Hamiltonian H = Hq + Ha, Where

£ (4me2)

r
=1 g

(19.13)
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We have that the first Hamiltonian describes the sum of N electronic Hamiltonians which
include nucleus-electron attraction, and the second describes N(N — 1)/2 terms which
describe the two body interaction of electrons..
According to the variational method, if we suppose that the trial wavefunction is ¢, we
have that X

Ey < Elg] = (¢| H o)
Where we suppose (¢|¢), and |¢) is determined through a Slater determinant of orthonormal
single electron wavefunctions.
Another way to interpret this wavefunction is defining the antisymmetrization operator A.
We have

P
|6) = VNIA |¢p) (19.14)
N
o) = @) |ui)
=1

It's obvious that since A is a linear combination of exchange operators P, that it's also a
projection operator.

The wavefunction |¢g) is what's called a Hartree wavefunction, which is simply the direct
product of every single electron wavefunctions.

Since both Hamiltonians are invariant under permutation of electronic coordinates, we
have that [7—21', /1} = 0, and therefore the calculation of the expectation values of the first

Hamiltonian reduces to the following calculus, thanks to our definition of |¢)

(8| Hi o) = N (bu| HiA |pm) (19.15)

Thanks to the definition of A and #; we can reduce the calculus to the following expectation
value

(¢ Ha |o) = ZZ Ploul hiP o) =) (ual i |uy) (19.16)

=1 P A
Where the index A runs on all possible quantum states of the single electron wavefunction
Defining Iy = (ux| ki (ux|uy) we have that (¢| Hi |¢) = >, Ix. Analoguosly with Hy we
get
(9| Ha @) = N ou| HaA|dm) (19.17)

Expliciting both operators we get

N
PEATI by P (onl - P\¢H> > toul - (1-Py) low) (1918
ij

1<j=1 P 1<j=1

Since the exchange operator in this case exchanges spin and spatial coordinates of electrons
i,J, we can also write the previous equation as follows

(1% 16) = ZZ (o - o) = (o - o)) (19.19)

v]
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We can now define two new terms, the direct term Jy,, and the exchange term K, where
they’re defined as follows
1
D = <u>\“/t’ luruy)
" (19.20)

1
K = (uaup| — [ugun)
Tij

It's also obvious that these two matrices are real and symmetric on both indices.
This final calculus brings the following result

(¢ Ha |0) = ZZ T — | A)) (19.21)

The total energy functional is then the following
1
Elg] ;Iﬁ QZA:Z,;UM_KW (19.22)

Introducing the N2 Lagrange multipliers cy,,, we have that the variational equation that we
need to solve is the following

0E =3 " eaud (unluy) (19.23)
Aon
Diagonalizing the matrix ¢y, with an unitary transformation, we get
SE =) > Exdau6 (uxluy) = 6E — Z E6 (uy|uy) (19.24)
A H

Projecting the previous equation in L?(R? ® Hy), and variating the spin-orbital electronic
wavefunction we have a set of integro-differential equations, known as the Hartree-Fock

equations
1 Z
<2V% - 7“> <Z/Uu (Ij , QJ) d%) ux(qi)—

) . (19.25)
-3 ([ ma)usa5) 0 ) )~ Branfa) =0

We can build a more compact version of the Hartree-Fock equation defining two new
operators as follows

~ _ 1 1
Vit = [ ) e day = (ol = )

" (19.26)
V/f"”j(%) = (/ “M(qj)

=) da; ) wada) = (1) Gl ) 19

Tij
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Called respectively the direct operator and exchange operator. Otherwise we can define
the direct potential and the exchange potential as follows

=303 ey
a ! (19.27)

Ve ZV”" Zlu ulf

o
With this new addition, the Hartree-Fock equation becomes the following

A~

1 Z -
—5Viua(@) = “ua(a) + Vua(@) — VU ua(a) = Exua(g)
Tz
7 (19.28)
PEIN) = TN VTN = VA = By )

2

Or, defining the Hartree-Fock potential as follows

. 7 . .
p=_Z4ypi_ype= (19.29)

T

We can rewrite the previous equation as follows

1 .
—§V?UA(%‘) + Vux(q:) = Exux(q;)
) i (19.30)

5152 A +VIA) = Ex|N\)

§§ 19.2.1 Beryllium Ground State

A particular example of what can be calculated with the Hartree-Fock approximation is the
ground state 1S of Beryllium. The Hartree-Fock potential operator, in this case is

. 4. . X . .
V= = Vi Vi Vi Vi — (VA% + Vi Vi + V) (19.31)

The Hartree-Fock equations, since the spatial part of the two s electrons is be identical,
separate into two coupled integro-differential equations, and we get then that E;s =
Ei1st = Eigp and Eoy = Eag = Eag). The general solution for these equation is given
through a basis change to the basis of Slater orbitals, which have the following form

(2a>n+%

o " leTaTY™ (9, ¢) (19.32)

Snim (f) =

The equations are then solved numerically.
Due to electronic dispositions it's obvious that the total Be wavefunction will be symmetric
(S state), the total spin will be 0, and therefore we have a 'S, state
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§ 19.3 Spin-Orbit Interactions and Fine Structure of Many-Electron
Atoms

As treated before with single-electron atoms, we define an electronic Hamiltonian (#.) and
a perturbative Hamiltonian (Hs), where the first will be the sum of all the single electron
Hamiltonians, and the second will be our spin-orbit perturbative Hamiltonian.

The total Hamiltonian will then be

H=H.+Hi+ Hs (19.33)

Where H; is the electrostatic correction, and

1 16VA N
Zf l-*l_z2m227“ arfl.gz
m;zm;z@;gw)

Since this atom described by 7 is isolated, the total parity and J are conserved.

We shall utilize the usual perturbation theory on the energy levels obtained from the Hartree-
Fock approximation, henceforth taking the Hartree-Fock energy as our “true” energy.

As we saw before, since the Hamiltonian commutes with .J (and L, S), hence we can say
that M, Mg are good quantum numbers. Hence, every level will be (2L +1)(25 + 1) times
degenerate. As usual, every level will be indicated with the usual spectroscopic notation.

(19.34)

§§ 19.3.1 Determination of Possible Terms in Spin-Orbit Coupling

Using the usual angular momenta addition rules, it's possible to determine straight away
that, for filled subshells L = S = 0. Hence, an atom with its last subshell filled must have a
state 1.Sp. In the case of ions, we toss out all filled subshells, and consider only the optically
active electrons in order to determine the possible states of the atom. We have three main
cases

1. Non-equivalent electrons (in different subshells)
In this case, there can’t be couples of optically active electrons that have the same set
of quantum numbers, hence Pauli’s exclusion principle is automatically satisfied.
We find the value of L and S by summing all optically active electrons’ single values.
It can be illustrated with two simple examples

(a) Configuration np n'p
In this configuration we have iy =l =1and s; = s9 = 1/2, hence L =0,1,2
and S =0, 1. We therefore can have the following terms for the configuration

's, P, 'D, %S, °P, D



19.3. SPIN-ORBIT INTERACTIONS AND FINE STRUCTURE OF
MANY-ELECTRON ATOMS 195

(b) Configuration np n'd
Here instead we have [} = 1,1 = 2 and s; = s = 1/2, thus L = 1,2,3 and
S =0, 1. The possible term values are

'p, D, 'F, 3p 3D, 3F

For more than 2 optically active electrons this calculation is repeated up until all the
electrons’ angular momenta are summed.

2. Equivalent electrons (in the same subshell)

This case is slightly more complicated, since Pauli’s exclusion principle isn’t immediately
satisfied.

The most simple case that might be encountered is the case ns?, which forces us
with a 1S, state. A slightly more complicated case is given by np? configurations,
where the degeneracy is g = 15. Due to the exclusion principle, we must immediately
exclude all possible states where m; or the m values of two different electrons are the
same. Evaluating all the 15 states, we end up with these possible quantum number
couples

(M, = +2, Mg = 0)
(M, = £1, Mg = +1), (M, = +1, Mg = 0), (M, =0, Mg = 0), (M, =0, Mg = +1)

We see immediately that we can only have L = 2,1,0, hence the terms will be
S, P, D. From the configuration, and the absence of a (2, 1) set of (M, Mg), we can
immediately say that all the possible 15 states must have one of these three terms

s 1D, 3p

3. Equivalent and non-equivalent electrons
If an electronic configuration contains a group of equivalent electrons together with a
group of non-equivalent electrons one must firstly determine the possible equivalent
electron states, and then sum these states with the non-equivalent electron states.
Then all the possible states can be determined.

19.3.1.0.1 Hund's Rules A set of two empirical rules determined by Hund is fundamental
in the research of the ground state configuration. According to these rules we have that

1. The term with the largest value of S has the lowest energy

2. For a given value of S, the term with the maximum possible value of L has the lowest
energy
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§§ 19.3.2 Fine Structure Terms and Landé’s Interval Rule

Having obtained the energy level of the previous Hamiltonian, we proceed now to the
second step of the calculation, and indeed add a new perturbation 7, to the previous
Hamiltonian. The new total Hamiltonian 7 will not commute with L, S singularly, but it will
commute with J = Lelg+1;®S. Since the energy of an isolated atom cannot depend on
the direction of the total angular momentum, it will have degeneracy g = (2L + 1)(2S + 1)
associated with 251 term, and an additional fine structure splitting characterized by the
possible values of J. The new term will then be 2511 ;, which is 2J + 1-fold degenerate
with respect to the eigenvalues of J.. The degeneracy in M can be removed choosing
a preferred direction in space, such as applying an external magnetic field in the Zeeman
effect.

In this case, the possible values of Mjare |[L — S| < M; <L+ S.

Let’s take again the configuration np n/p. In this case, we have already seen that the possible
values of the quantum numbers are the following

L=0,1,2
S=0,1 (19.35)
J=0,1,2,3

Without calculating the spin-orbit coupling splitting, we can have the following terms
157 1]:)7 1D, 357 3]:)7 3D
Applying the spin-orbit coupling we now have a additional splitting of the previous states:
1S, 'Py, 1Dy Sy, 3Py, Py, Py, 3Dy, 3Dy, 3Dy

Another example comes from Carbon, which has a configuration [He]2s22p?. The two
optically active electrons give rise to the following fine structure terms

1507 1D23 3P07 3P17 3P2

Using Hund'’s Rules, we see immediately that the ground state of Carbon is 3P,.
Rewriting our wavefunctions as |LSMj,Mg) and our spin-orbit Hamiltonian as AL - S,
we have that it's non-diagonal in this base, but we can change basis into the new basis
|LSJM ), where we have

N 1 o A A
(LSJMy| Ho |LSJTM ;) = = A(LSJM;|J? — L? — S?|LSJMj)
: (19.36)
=AW +1) = L(L+1) = 8(S+1))

Hence, it's diagonal. From this we see that the unperturbed level splits into 25 +1 or 2L + 1
if respectively we have S < L or S > L. It also can be seen that E; — E;_1 = AJ. This
last result is known as the Landé interval rule, which holds only in L-S coupling regimes,
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i.e. when ‘/Hg‘ << ‘7:[1‘ Evaluating A, we get that if A > 0 the lowest energy is given by

the term with the lowest value of J, and when A < 0 the lowest value of energy is given
by the term with the highest level of J. These kinds of multiplet splitting are respectively
called regular multiplet splitting and inverted multiplet splitting. Empirically, it has been
established that regular multiplets occur in subshells that are less than half filled, while
inverted multiplets appear in more than half filled subshells. In half filled subshells there is
no multiplet splitting.
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20 Electromagnetic Interactions

§ 20.1 Selection Rules

Having discussed in detail many-electron atoms, we can go forward and discuss the interac-
tion between single atoms and external electromagnetic field.

We will consider only single photon interaction. The photon field Hamiltonian can be written
as follows

N .
~ the -, e . .
Hy = — Z; Al )0y = — A(ri, D) (20.1)
We will have N = Z for neutral atoms and N # Z for ions.

Jumping all the calculations (they’re already given for single electron atoms), we get that
the transition probability depends on a matrix element M, where

mWpyg ) j
A €5 " Th

My, = — (20.2)

The generic state |a) is an eigenstate of the total angular momentum and parity, hence,
indicating with p the parity eigenstate, we can write M, in a different way, as follows

N 4
My, = — ”;“b“ e (p MY r; |pJ M) (20.3)
The N comes from the fact that the electrons are indistinguishable. Inserting into M, the
dipole moment operator D = — Zj er; we have
My, = m;”’“ e (pJ' M| Dj |pJ My) (20.4)
(&

From which, the probability of spontaneous emission of a photon with polarization ¢; can
be calculated, yielding the following result

5 dQ = &‘eﬂ' (' M}| D [pI M| de (20.5)

2
8m2eghc? ‘

We can now define the spherical vector components of the polarization versor ¢; and of
the electric dipole operator. Using ¢ as an index for the three possible components (0, £1),

199
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we have for the electric dipole operator

. 1 A A T
Dy==75 (Do +iDy) = D]y ¥
. R . 4
Dy = D, = ||\ = ¥2(a, 5 (206)
N S S Py
D_1 = ﬁ (DL —ZDy) — HDL \/?YI (Oé,ﬁ)
And for ¢;
(s +icy)
€1 = ———= (€x + 1€
1 \@ Yy
€ = €, (20.7)

€1 = 7 (€x —i€y)
Using the Wigner-Eckart theorem we know that the matrix elements of a vector operator
with respect to the eigenstate of the total angular momentum (squared and through the z
axis) depend only on M, M’; and ¢ through the Clebsch-Gordan coefficients (JM ;q|J M),
henceforth

1
NS

The Clebsch-Gordan coefficient vanishes, unless

(p'J' M| Dy lpJMy) = JMyq|J' M5) (p' T

o

pJ)  (20.8)

Mjy+q= M)
-1 <J <J+1 (20.9)
J+J >1

Thus, obtaining the selection rule for electric dipole transition

AM; =0,+1
AJ =0,+1

Be cautious, transitions J = 0 <+ J' = 0 are not permitted. In addition, due to Laporte’s
rule, the state from which the transition happens, «must have the opposite parity of the
initial state»

(20.10)

§§ 20.1.1 Spin-Orbit Coupling

In the case of spin-orbit coupling (hence weak spin-orbit interaction) we can approximate
the system in a way such that L, S are conserved. We then obtain

(J'L'S' M| D; |JLSMy) = égg (J'L'S' M| D; |JLSMjy) (20.11)
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Which give the following selection rules

(0 +» 0 not allowed)

(20.12)

§ 20.2 Alkali Atoms

As we have seen for single-electron atoms, Alkali metals can be treated as such, with a
single valence electron in a ns' orbital, shielded from the nucleus by a “core”, which is
composed by a closed subshell system.

Analyzing the valence electron, it's easy to see that it «always» has I = 0 at its lowest
level, and it's subject to a potential which is Coulombian for large r. Due to this potential,
there is no degeneracy in [ for a given n, this degeneracy is visible only for highly excited
levels, for which the atom’s wavefunction is more and more Hydrogenic. The valence
electron is weakly bound to the atom, and it usually needs around 5 eV to transition into
the continuum.

The ground state of Alkalis, since the core is formed by a system of closed subshells and
has only a valence electron, will be (ns')25; , (The core has term 'S, and you add a
valence electron to it, where [ = 0, s = 1/2). Excited states will be of the following form
(n18')?S1 )2, (n2p")?Pyj232, (n3d")? D355 and so on.

The spectra of Alkali atoms can be determined through an approximation of the energies
of single electron atoms. In atomic units, we can then write

1

1
E7Ll = 57 9
2(n— :unl)z

(20.13)

Where 1, is called quantum defect. This defect can be approximated to a funxtion of [, as
tnr == 07, and with this we can write a “special” quantum number n* = n — §;.

This is especially useful when considering transitions. In fact, we can write that the absorption
lines, in this approximation, will fall in these frequencies, at least for p — s transitions

2 2
vt = R <<1> - <1> ) (20.14)
nk ny

In the case of emission lines, we can write, with Z = Z — N + 1, that the energy of the

sequence of emission lines will have the following energies (in cm ™)
72

(n*)?

Enl = = (2015)

1
2



CHAPTER 20. ELECTROMAGNETIC INTERACTIONS 202

From this, it's pretty easy to generalize this to the case of fine structure. The shift induced
from this is given by

AE - %W <j(j F1)—l(l+1) - ;’)

K2 10V
Fnl =522\ 7 o,
2m2c? \r Or

The value of x,,; can be determined with V(r), using Hartree-Fock’s approximation.

(20.16)

§ 20.3 Alkaline Earths

Using the same reasoning of the Alkali atoms, and using the recursion properties of the
periodic table, we can study Alkaline Earths as a special kind of two electron atoms.

In the case of small spin dependent interaction, we can take the total spin S as a good
quantum number. As with Helium, all levels can be divided into singlet levels S = 0 and
triplet levels S = 1. Since the electric dipole operator can’t change spin, we have that the
selection rule AS = 0 must hold. For atoms with small nuclear charge Ze, spin-orbit and
spin-spin coupling behave like small perturbations on the triplet states (where S # 0) but
aren’t big enough in order to mix these states, hence L, .S remain good quantum numbers,
since both are conserved to a very good approximation.

In general, for triplet and singlet states, we can have these two following terms

{2S+1LL,L:I:1 L#0 (20.17)

15«1

§ 20.4 Multiplet Structure

Thanks to Landé’s interval rule, we can immediately determine that, in general
AEj 1 =AJ
And in spin-orbit coupling regimes, it holds as
AEjj =ASQRL+1)=AL(25+1)

Given these two equations, it's now possible to determine level intensities for multiplet
transitions. This is especially useful in L-S regimes, since, the number of atoms in each level
is proportional to the statistical weight of the level, we get that, if we indicate with I; the
i—th transition intensity, we have

> L (2] +1) (20.18)

i=1



20.5. MAGNETIC FIELD INTERACTION, ZEEMAN EFFECT 203

A complete application of this sum rule can be done with 3S; — 3Py15 (note that they're
permitted transitions). We get therefore the following system

I+ I+ I3 = 31g
I =Ip

I, = 3Ip

I3 =5Ip

(20.19)

With I'p the proportionality coefficient for P — S transitions and Ig analogously for S — P
transitions.

This simple system is basically already solved, and it immediately gives an intensity ratio of
5:3: 1 between the three transitions.

§ 20.5 Magnetic Field Interaction, Zeeman Effect

Let’s now consider the perturbation applied on the energy levels of multielectron atom
when applying a magnetic field. Indicating our perturbing Hamiltonian with # 5 we have

H="H.+HLs +Hp

N oV ~ .
Hrps = —-—L-S
or
. " o o (20.20)
Hp = —jt- B = ypgl - B = —upB (L +25)
eh
KB = 2me

Where # 1,5 is our spin-orbit coupling Hamiltonian. We might immediately define two cases.

1. ‘7%3’ << )’HLS , i.e. the magnetic field is much weaker than the LS coupling, also

known as Anomalous Zeeman Effect

2. ’7:13’ >> ‘ﬂw’, i.e. the magnetic field is much stronger than the LS coupling, also
known as Paschen-Back Effect

§§ 20.5.1 Paschen-Back Effect, Strong Field

In this case we have that the magnetic field is much stronger than the LS-coupling, henceforth
we can say easily that in this case the coupling is broken, i.e. the H g is considered as
perturbation, and therefore we're left with this Hamiltonian

H=He+Hp = He + /%BBZ(L+QS‘Z)+AﬁZS”Z (20.21)
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Where we chose for easier calculation our z axis as the magnetic field direction. Since, in
this case, both Hamiltonians have the same eigenvectors (|nlsm;ms), we have that

(Ismymg| H |lsmyms) = —FE, + %BZ (Ismym| (ﬁz + 2§Z) |lsmyms) +

+ (Ismymg| AL,S, |lsmymg) = (20.22)
— B, + upB. (Mg, + 2Mg) + hAM; Mg

Where the Paschen-Back shiftis App = upB.(My, + 2Mg) + hAM Mg.

§§ 20.5.2 Anomalous Zeeman Effect, Weak Field

In this case the magnetic field is too weak in order to break the spin orbit coupling, and our
Hamiltonian hasn't got |nism;ms) as eigenvectors, but rather |nlsjm;). Hence we have
that energy perturbation Hp is

Aaz = (nlsjm| %Z - Bnlsjm;)
Now, writing J, — 5. = L. we have that our calculation becomes the following
Az = ppM;B, + %Bz (nlsjmy| S |nlsjmy;)

Since the eigenkets are not eigenkets of S., we use the Wigner-Eckart theorem (see
appendix) in order to rewrite S, in a easier way to manipulate it

h2J(J + 1) (nlsjm| S. |nlsjm) = kM (nlsjm| S - J |nlsjm) (20.23)
Using the definition of J we get
I b= (P8
These last operators are diagonal in our basis, hence we get, finally
ﬂJ+U+S@+U—L@+U>
2J(J +1)

(nlsjm| S, [nlsmyj) = hM, (

And, therefore

J(J+1)+8(S+1)— L(L+1)
27(J + 1)

Apz = pupM;B, <1 + > = upgiM;B, (20.24)

Where g; is the so called Landé g factor. As a recapitulation, we get that the Zeeman shift
is the following for strong fields (Paschen-Back) and weak fields (Anomalous Zeeman)
AEpp = —FE, + upB, (]\/[L + 2]\/[5) + hAM Mg

(20.25)
AFEjz = —Ep; + upgiM B,
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21 Basic Chemistry

§ 21.1 Basic Notions

Definition 21.1.1 (Compound). A «compound» is a chemical object (molecule, ion, etc...)
composed by different chemical elements. The composition of a compound is defined and
constant, and its properties are defined by the chemical elements that it's made of and their
bonds.

Compounds can be formed by both molecules and ions.

THEOREM 21.1 (Dalton). Given a chemical process between two compounds A and
B, if we fix the amount of one of the two components and the final amount of the resultant
compound, the amount of the other compound needed is always an integer multiple of the
fixed amount of the other element.

Definition 21.1.2 (Atomic Number and Mass Number). The «atomic number» Z is defined
as the amount of protons in an atom. If we have N neutrons, the «mass number» A is
defined as follows

A=7+N (21.1)

Definition 21.1.3 (Neutral Atom). A «neutral atom» is defined as an atom where the number
of electrons is equal to the atomic number Z.

Definition 21.1.4 (Isotope). Given an element with fixed Z, if we have more (or less)
neutrons than protons, we call the element an «isotope». All isotopes have the same Z,
but a different mass number A, also all isotopes have the same chemical properties of the
“father” element.

Definition 21.1.5 (Dalton Mass). We define an «unit of atomic mass» (uma) or «Dalton» as
1/12 of the mass of Carbon-12

1
Luma = —m (*C) = 1.66054 - 10~*"kg (21.2)
We can also define the relative mass of an element as
m
Myel = (21 3)
m’U/ﬂL(L

207
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Definition 21.1.6 (Relative Abundance, Atomic Mass). We define the «relative abundance»
of an isotope as the fraction of atoms of a given isotope. From this we define the atomic
mass as the weighted average of the isotope masses, with the abundances as weights

N
myo
_Z\/_{A = Z 10877% (21 4)
i=1

Another quantity which is used mainly in chemistry is the molarity of a solution. Given a
solution with volume V and n moles of solvent, we define the «molar concentration» M
also known as «molarity»

M = (21.5)

<I3

For an element A it's commonly indicated with

—

A.

§ 21.2 Chemical Nomenclature

The huge number of possible compounds gives rise to the necessity of building a comfortable
and useful way of naming compounds, which eases their distinction.

The first step is recognizing that the names of the elements give the root of the compound
name, like Hydrogen bromide or Sodium bicarbonate. After that, it's important to distinguish
the class and category of the compound.

The two main categories of compounds are

1. Binary compounds
2. Ternary compounds
Binary compounds include the following classes:

e Basic oxides, composed by a metal and oxygen

Acid oxides, composed by a non metal and oxygen

Hydrides, composed by hydrogen and a metal or a non metal (excluding sulfur and
halogens)

Hydroacids, composed by hydrogen with sulfur or a halogen
e Binary salts, composed by a metal and a non metal

Ternary compounds include the following classes:
e Hydroxides, composed by oxygen, a metal and hydrogen
e Oxyacids, composed by hydrogen, a non metal and oxygen

e Ternary salts, composed by hydrogen, a non metal and oxygen
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Independently from the subdivisions we also have a set of prefixes in order to indicate the
amount of atoms there will be in a given formula, in order, we have

1.
2.

7.
8.

Mono-, usually omitted
Di- or Bi-
Tri-

Tetra-

. Penta-

. Hepta-

Hexa-

Hepta-

In chemistry, it's useful to define a new quantity, in order to better grasp how com-
pounds are formed, and with how many atoms they are formed, this quantity is known as
«electronegativity».

Definition 21.2.1 (Electronegativity). Electronegativity quantifies the amount of electrons
that an atom uses (in excess or in defect) with respect to the ground state configuration. It
follows some basic rules:

Hydrogen (H) has always E,, = 1, except when it's in a hydride, then E,, = —1

Oxygen (O) has always E,, = —2, except in peroxides where E,, = —1 and superoxides
where E,, = —% and in the compound OFy where E,, = 2

For an unbound atom E,, =0
In metals E,, > 0. Metals of the i—th group have E,, =i,i=1,2,3
In @ molecule, >, Ey; =0

Charged ions have E,, = g, where ¢ is their charge. If the ion is polyatomic this
continues to hold

Halogens (group 7), always have E,, = —1, except when bound to O, F, where E,, > 0

§§ 21.2.1 Binary Compounds
§§§ 21.2.1.1 Basic Oxides

The nomenclature for oxides works as follows:

It always keeps the word oxide
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* When elements can have more than one oxidation state E,,, a suffix -ic for the max
value and -ous for the min value

Therefore, we can build immediately a simple example table using all the previous rules,
also including the traditional nomenclature.

Compound Traditional IUPAC
NaO Sodium oxide Sodium oxide
FeO Ferrous oxide Iron oxide
Fe; 03 Ferric oxide Diiron trioxide
CuO Cuprous oxide | Copper oxide
CueO Cupric oxide | Dicopper oxide
PbO Plumbous oxide Lead oxide
PbOs Plumbic oxide Lead dioxide

Table 21.1: Basic oxide nomenclature

§§§ 21.2.1.2 Acid Oxides/Anhydrides

For anhydrides the rules are basically the same, but when we have more than two possible
oxidation states we add the “ipo-/-ous” prefix/suffix for the lowest possible oxidation
number and “per-/-ic” prefix/suffix

Compound Traditional IUPAC

CO Carbonious anhydride Carbon oxide
COs Carbonic anhydride Carbon dioxide
N2Os Nitrous anhydride Dinitrogen trioxide
N2Os Nitric anhydride Dinitrogen pentoxide
P03 Phosphoric anhydride Diphosphorus trioxide
P505 Phosphorous anhydride | Diphosphorous pentoxide
Cl,O Ipochlorous anhydride Dichlorine oxide
Cly03 Chlorous anhydride Dichlorine trioxide
Cl,05 Chloric anhydride Dichlorine pentoxide
Cl,O7 Perchloric anhydride Dichlorine heptoxide

Table 21.2: Anhydride nomenclature

§§§ 21.2.1.3 Hydracids

For hydracids the nomenclature slightly differs between IUPAC and traditional nomenclature,
in the traditional nomenclature, the compounds get the adjective acid and the prefix hydro-,
while in the IUPAC nomenclature they get the -ane suffix. The traditional nomenclature is
the most used with this class of compounds
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Compound Traditional IUPAC
HF Hydrofluoric acid | Fluorane/Hydrogen fluoride
HC1 Hydrochloric acid | Chlorane/Hydrogen chloride
HBr Hydrogen bromide | Bromane/Hydrogen bromide
HI Hydrogen iodide lodane/Hydrogen iodide
HsS Hydrogen sulfide Dihydrogen sulfide

Table 21.3: Hydracid nomenclature

§§§ 21.2.1.4 Hydrides

For hydrides the traditional and IUPAC nomenclatures differ particularly, due to the existence
of multiple compounds of common use, like ammonia, which has already its common name.

Compound Traditional

IUPAC

NaH Sodium hydride Sodium hydride
CaHy Calcium hydride Calcium dihydride
AlH; Aluminum hydride | Aluminum trihydride
NH; Ammonia Nitrogen trihydride
PHj3 Phosphine Phosphor trihydride
AsHjg Arsine Arsenic trihydride
CHy Methane Carbon tetrahydride
SiHy Silane Silicium tetrahydride
BoHg Diborane Diboron hexahydride

Table 21.4: Hydrides nomenclature

§§8§ 21.2.1.5 Peroxides

Peroxides follow the same rules of oxides, with an added per- suffix, as with HyO9, hydrogen
peroxide

§§§ 21.2.1.6 Binary Salts

Same rules as for hydracids, without per and ipo prefixes.
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Compound Traditional IUPAC

NaCl Sodium chloride Sodium chloride
NagS Sodium sulfide Disodium sulfide
Cal, Calcium iodide Calcium diiodide
AlF; Aluminum fluoride | Aluminum trifluoride
FeCly Ferrous chloride I[ron dichloride
FeClg Ferric chloride [ron trichloride
CsBr Cesium bromide Cesium bromide

Table 21.5: Binary salts

§§8§ 21.2.1.7 Hydroxides

Same as oxides, but with hydroxide instead of oxide. Note that hydroxide ions go in groups

§§§ 21.2.1.8 Oxyacids

The rules for naming oxyacids are the same used for anhydrides, but with the term acid
substituting the term anhydride. In the IUPAC naming standard instead, the quantitative
prefixes are followed by the infix -osso- and the suffix -ic and the oxidation number of the
metal written between parentheses in roman numerals, as in the following table

Compound Traditional IUPAC
H,CO;3 Carbonic acid | Trioxocarbonic acid(IV)
HNO>2 Nitrous acid Dioxonitric acid(lll)
HNO3 Nitric acid Trioxonitric acid(V)
H,SO5 Sulfurous acid Trioxosulfuric acid(IV)
HySOy4 Sulfuric acid | Tetraoxosulfuric acid(IV)
HCIO Ipoclorous acid Ossocloric acid(l)
HCl1O2 Chlorous acid Dioxocloric acid(lll)
HC105 Chloric acid Trioxochloric acid(V)
HC104 Perchloric acid | Tetraoxochloric acid(VIl)
HBrO5 Bromic acid Trioxobromic acid(V)
HIO Ipoiodous acid Ossoiodic acid(l)

Table 21.6: Oxyacids

§8§ 21.2.1.9 lons - Acid Radicals

Acid radicals are what remains of an oxyacid after a partial or total loss of the hydrogens
composing the acid molecule. For obvious reasons, the total negative charge of this ion will
be equal to the amount of lost hydrogens.

In traditional nomenclature we have

¢ acid becomes ion
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e For monoatomic ions: there is only one suffix, -ide

e For polyatomic ions:

— -ous becomes -ite
— -ic becomes -ate

As in the following table

Acid Radical Traditional name

HCI Cl™ Chloride ion

H,S S2- Sulfide ion
H,SO4 | SOF Sulphate ion
H,SO4 | HSO, Hydrogensulfate ion
H,CO3 | CO3~ Carbonate ion
H,CO3 | HCO3 Hydrogencarbonate ion
HCIO | ClO~ Ipochlorite ion
HCIO; | ClOg Chlorite ion
HClO3 | ClO3 Chlorate ion
HClO4 | ClO, Perchlorate ion
H3PO4 | PO; Phosphate ion
H3PO4 | HPO3™ | Hydrogenphosphate ion
HsPO,4 | HoPO, | Dihydrogenphosphate ion
HNO3z | NOy Nitrite ion
HNO4 | NOgj Nitrate ion

Table 21.7: lons

For positive ions (cations), the nomenclature follows closely the rules for oxides and
hydroxides by substituting the term oxide or hydroxide with the term ion. Another nomen-
clature is the stock nomenclature for cations, which indicates in roman numerals the amount

of positive charges.

Some ions are special in this regard, and these are some special ions of hydrogen:

lon Traditional

H* | Hydrogenium ion
H;0T Oxonium ion
NH; | Ammonium ion

Table 21.8: Special cations

§§ 21.2.2 Ternary Salts

Ternary salts are the most complex compounds we're gonna treat, and are composed by a
metallic cation and a polyatomic anion (acid radical).
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In traditional nomenclature the salt name is given by the attributes of the acid radical
with suffixes and prefixes, followed by the name of the cation with the -ic/-ous suffixes,
depending on the oxidation numbers

§ 21.3 Chemical Reactions

Every chemical species is unequivocally represented by a unique formula. There are three
possible formulas for a compound:

Definition 21.3.1 (Minimal/Empirical Formula). The minimal, or empirical formula is a kind
of chemical notation which represents a compound with the atomic symbols of the ele-
ments composing the aggregate, indicating the number of atoms present in the molecular
composition with a number below.

An example of this is the commonly known formula for water HoO

Definition 21.3.2 (Structure Formula). The structure formula is another unique way of
describing a chemical species. The structure formula arranges the atoms in space and shows
the molecular structure of the molecule studied

Note that in ionic compounds the cation always comes before the anion.

§§ 21.3.1 Acids and Bases

Definition 21.3.3 (Arrhenius Acids). An arrhenius acid is a substance which cedes hydroge-
nium cations, while bases are substances which cede hydroxide OH™~ ions. We can then
define

e Binary acids

HCl(aq) — H+(a,q) + Cl(;q)

e Ternary acids

HNOS(MI) - H+(aQ) + NO; (aq)

Definition 21.3.4 (Bregnsted-Lowry Acids). Acids, as defined by Brgnsted and Lowry get two
additional categories, as weak acids and strong acids. The difference between the two is
given again by how they dissociate in water, but more specifically, we have

e Strong monoprotic acids

HCl(ag) + HaOp) — H30™ (49) + CL (4
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e Strong polyprotic acids
HQSO4((M1) — 2HT + SOI(aq)

e \Weak monoprotic acids
HF «— HT + F~

Or also
HNO3 +— HT + NO;

From this definition of acid, we have also the appearance of the conjugated bases. For any
given acid there will be defined a basic compound which differs only by one hydrogenium
ion.

As an example, we have that

¢ Hydrochloric acid is the conjugated acid of the chloride ion
e Water is the conjugated basis of the oxonium ion

An easier way of understanding this definition is that strong acids are completely soluble in
aqueous solutions. Those which do not completely dissolve are then weak acids and weak
bases

§§ 21.3.2 Chemical Formulas

Method 1 (Determination of the Chemical Formula). Given the percent abundance of
the elements creating compound (obtained empirically), it's possible to find the molecular
formula of the compound via the following method:

Suppose that we have a recombination reaction where two elements A and B combine into
the composite AB. If we have %4 and %p abundances, after converting them into moles

we have %a () %5 (9)
B ba (g - oB (g
np (mol) = Ma(g/mol) B (mol) = Mp (g/mol)

Then, if the compound is AxBy we have

- {max (nA,nB)-‘

min (n4,ng)
The minimal formula will then be
A.B, or AB,

Depending whether n4 > np or vice versa.
Supposing that n4 > ng, the complete formula will then be obtained noting that

Ma. g = aMy + Mg
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If the molar mass of the experimental compound is known, being M, we can find a multiplier

[L as
| M
"= Mas

The full chemical formula will be then

papu

§§ 21.3.3 Redox Reactions

All chemical reactions can be reduced into 6 categories, depending on the reaction type

e Synthesis reactions, aka recombination reactions

A+B— AB

e Decomposition reactions
AB—-A+B

Dissociation reactions
AB - AT+ BT

Exchange reactions
AB+CD — AD + CB

Redox reactions, where a substance in the reagents accepts electrons and one loses
them

Combustion reactions
CHy4 + Oy — CO9 + 2H,0

The kind of reactions which we're gonna treat with more care are redox reactions, where
electrons gets exchanged between the reactants.

The electron transfer happens from a compound that cedes electrons (reducing agent) and
one that accepts these electrons (oxidizing agent). Essentially, the reaction can be divided
in two, an oxidation and a reduction, although physically they are simultaneous.
Remembering that mass is conserved, all chemical equations have to be balanced, indicating
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the numbers of moles needed of the reagents and the number of moles obtained in the
resultants. This is known as stoichiometric balancing. For redox reactions, if they don’t
happen in an agueous solution, this balancing can be obtained by simply balancing the
masses.

EXERCTISE 21.3.1. Given the following redox reaction of propane, find the correct
equation via stoichiometric balancing

C3Hg(g) + Oz(g) = CO2(g) + HaOyy) (21.6)

S 0L UTTION. Wehave two ways to solve the problem: using a system of equations,
or slowly balancing the masses, since the redox is not in an aqueous solution.

We choose the second path, and we immediately see that we have one compound containing
carbon on both sides, thus, we have

CsHg(g) + O2(g) = 3C02(g) + Ha20yy)
We then proceed by balancing the hydrogen atoms

C3Hg(g) + Oz(g) — 3CO2(y) + 4H20y)
And lastly the oxygen atoms

CgHg(g) + 502(g) — 3002(9) + 4H20(g) (21.7)

This is valid only in case the reaction doesn’t happen in an aqueous solution. Let’s
consider an example of reaction in an agueous solution and develop a new method for
balancing the equation.

Method 2 (Semireaction Method). Consider the following redox in an aqueous solution
SDClQ(aq) + HNOg(aq) + HCl(aq) — SHC14(aq) + NQO(g) + HQO(Z) (21.8)

We begin by dissociating every compound in the composing ions and find which of those
gets oxidized and which gets reduced.
We see immediately that in order for the reaction to work we must have that

e Strontium oxidized
e The nitrate ion gets reduced

We can then write two semireactions for the two ions

Sn?t — Sn*t
NO; — N5O
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Before balancing the masses we have to check whether the reaction is happening in acid or
basic environment.

Using Arrhenius’ definition of acid we immediately see that the reaction is acid, thus we
balance the two ionic equations by adding HT to the reactants and H»O to the products,
while also balancing charges at the same time, by adding electrons

Sn?t — Sn*t 4 2e
10HT + 8¢ 2NO3 — N2O + 5H20

We now proceed to multiply by a coefficient which lets us sum the two semireactions and
cross out all the added electrons. We immediately note that multiplying the first row by 4 is
enough to accomplish this task, thus

48n*T — 4Sn*t + 8e~
8¢~ + 10H' 4+ 2NO; — N2O + 5H20

Adding them up and rebalancing if needed, we get the ionic form of reaction
4Sn** + 10H' + 2NO; — 4Sn** + N0 + 5H,0

Recombining the compounds and checking the stoichiometric coefficients of the compounds
we have the fully balanced equation

45nCly 4+ 2HNO3 + 8HCL — 4SnCly 4+ N2 O + 5H50 (21.9)

§§ 21.3.4 Stoichiometry

The importance of balancing the stoichiometric coefficient lays directly on the fact that they
indicate the molar proportions of the compounds acting in the reaction. As an example
consider the reaction between phosphorus and chlorine, generating phosphorus trichloride
in the following way

P4(S) + 6012(9) — 4PC]3(Z) (21.10)

This equation means that for consuming all the phosphorus in the reaction we need 6 times
as much moles of chlorine

Example 21.3.1 (Phosphorus Trichloride). Suppose that we have mp = 1.45 g and we want
to know how much phosphorus trichloride is produced if we consume all the phosphorus.
Noting that Mp = 30.794 g/mol, we have

1.45

= m mO| — 001170 InOl

np

This means that we will need n¢; = 0.07022 mol, which corresponds to 4.98 g.
Since all the phosphorus gets consumed, we have that the limiting reactant in this situation
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is phosphorus itself. We have that for a mole of phosphorus consumed, 4 of phosphorus
trichloride are produced, which in this case is

npci, = 47Lp = 0.04680 mol
The molar mass of the product is
]Wp(jl3 = Mp + 3M¢g = 137.3 g/mol

Thus we get 6.43 g of product

The calculation is better made by creating a table with the initial and final amounts of
all products indicated in moles, simply because the reagents won't be used wholly in every
reaction.

Example 21.3.2 (Limiting Reagent). Consider again the previous reaction, but this time
we have 1.45 g of phosphorus reacting with 3.50 g of chlorine. The amount of moles of
chlorine is 0.04937 mol, which is less than what we need to burn through all the phosphorus,
making chlorine the limiting reagent of the reaction.

We want now to calculate the amount of phosphorus that will remaein unused in the
reaction. We begin by building the table that we described before

P4 Clg PC14
IS | 0.01170 | 0.04937 0
FS x 0 Y

Table 21.9: Stoichometric table

As before, for 1 mol of phosphorus we need 6 mol of chlorine, which means that the
amount of phosphorus that will react is 1/6 the amount we have, precisely 0.008228 mol.
By simple subtraction we can find the amount of phosphorus that remains after the reaction,
i.e. 0.003472 mol.

With the same logic we have that the amount of phospohorus trichloride produced is 6/4
the amount of chlorine that we have, thus we produce 0.03291 mol, or 4.52 g.
The updated and completed stoichometric table is

P4 CIQ PC]4
IS | 0.01170 | 0.04937 0
FS | 0.003472 0 0.03291

Table 21.10: Completed stoichiometric table

EXERCTISE 21.3.2 (Combustion of Glucose). Consider the combustion of glucose
C(;ngo(;(s) + 02(9) — COQ(g) + HQO(Z) 21.11)

Balance the equation and calculate how many grams of oxigen are needed for burning
completely 25.0 g of glucose
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C6H1206 02 COQ H2O
IS | 0.1388 | 0.8328 0 0
FS 0 0 ? ?

Table 21.11: Glucose combustion stoichiometric table

S OLUTTION. Webegin by balancing the equation. We see immediately that we
have 8 oxigen atoms on the left and 3 on the right, while we have 12 hydrogen atoms on
one side and two on the other side. Balancing hydrogen and carbon simultaneously we get
18 oxygens, and thus the balanced equation is

CGH1206(5) + 602(g) — GCOQ(Q) + 6H20(l)

Since
My = 6M¢ + 12My + 6Mo = 180.156 g/mol

We have, initially

g = —9L — 0.1388 mol

I My

Using the previous formula we have that for burning a mole of glucose we need 6 moles of
oxygen, thus

no, = 6ng = 0.8328 mol

Which corresponds to
[H]mo, = 2Mono, = 12Mong = 26.65 g (21.12)

We have now found the first data needed to compile our table The glucose - carbon dioxide
rate is exactly the same as the one between glucose and oxygen, thus the amount of carbon
dioxide produced is known. We can do the same for water, but we can also use mass
conservation in order to find the amount of water produced.

The completed table will then be

CeH1206 Oy COq H»O
IS 0.1388 | 0.8328 0 0
FS 0 0 0.8328 | 0.8328

Table 21.12: Completed table for the combustion of glucose

The moles can be easily converted into grams then.

Method 3 (Stoichiometric Table). The previous method can be easily generalized. Consider
a (balanced) chemical reaction as the following, where without loss of generality we will
have only two reagents and two products:

aA +bB — cC 4+ dD
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Supposing that we want to consume all the composite A we will need then
ng = —na
a

And the amounts of products generated in the reaction are

Cc

no = —na
a
d
np = -na
a

And the table will simply be

Al B]|] C|D
IS [na|2na| 0 | O
FS| 0] 0 | <nal 9na

Table 21.13: Table for the stoichiometric analysis of a reaction where there’s no limiting
reagent

In case that we have an excess of composite A, or a deficit of the composite B, i.e when

np < —NA = Nim
a
For mass conservation then we must have that the amount that rea

f_ _a _ N
ny =mna an—nA n’y

Which modifies the table into the following one

A B C D
IS nA ng 0 0
FS | ngq — %nB 0 gng gng

Table 21.14: Table for the stoichiometric analysis of a reaction with a limiting agent

§ 21.4 Molecular Bonding and Structure

§§ 21.4.1 The Periodic Table

The periodic table is the pinnacle of modern chemistry. The table lists all known elements in
a way such that the periodic properties of the elements can be quickly seen and understood,
and compacted in an ordered table of «groups» (columns) and «periods» (rows). The
physical details of these properties will be treated later in depth in the atomic physics part,
but it's clear by simply considering purely classical electromagnetism, that there must be
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a total charge Z of an atom, but also an effective charge Z* due to screening processes
between electrons.

Other periodic properties which are well ordered in the periodic table are the ionization
energy of atoms and electronic affinity, a purely chemical idea which gives a quantification
to the capacity of an atom to accept electrons. In the same way we can define the
electronegativity x of an atom as the capacity of forming bonds with other elements. All
these properties have their own preferred direction of growth in the table, specifically

e Atomic radius grows going down along a column (group) and decreases going left
along a row (period)

e Electron affinity grows along periods going right and decreases going down along a
group

e |onization energy grows and decreases exactly in the same way as electron affinity

e the metallic characteristics of elements grow going left along a period and down
along a group, i.e. moving diagonally from left to right

Each group of the periodic table can be seen to have similar properties of the elements in it,
letting us define special categories for the elements sharing the same group.
In the modern periodic table, we have 18 groups:

e 8 “A"” main groups
e 10 “B” transitional groups

The groups are indicated with roman numerals, going from | to VIIl. We are interested
mainly in the A category of groups. Specifically, the elements of these groups will get a
special name.

e Group IA: Hydrogen and Alkali metals. Also known in physics as “hydrogenoid”
atoms.

e Group lIA: Alkaline Earths

e Group llIA: Triels

e Group IVA: Tetrels

e Group VA: Pnictogens or Pentels
e Group VIA: Chalcogens

e Group VIIA: Halogens

e Group VIIIA: Noble gases
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§§ 21.4.2 Molecular Bonding

In order to have chemistry in itself, we must have molecules, and the only way to get them
is via molecular bonds. There are three types of bonding in general:

1. Metallic bonds
2. Covalent bonds

3. lonic bonds

Definition 21.4.1 (Lewis Structures). If we consider firstly covalent bonding, one of the best
ways to grasp graphically and conceptually how electrons get shared between atoms in
the molecule is using «Lewis structures». These structures are formed by drawing as many
dots as the valence electrons (outer shell electrons which participate in the bond), drawn
sequentially going around each side of the symbol, and indicating the bonds as solid lines
connecting the electrons of the bonding atoms.

A rule of thumb for understanding how many lines we can make is the «octet rule», which
states that every element bonds in order to reach the same amount of chemical reactivity of
the noble gases of the VIIIA group. As an example, for completing the octet rule, fluorine F
only needs one electron from another substance, as in HF.

More generally, in order to properly draw a Lewis diagram we need to take into account 5
simple rules

1. Determine the central atom, generally the one with the smallest electron affinity
2. Determine the total amount of valence electrons

3. Dispose the remaining atoms around the central element and create bonds by putting
electronic couples between each bonding atom and the central one

4. Dispose the electrons in a way that the peripheral atoms satisfy the octet rule

5. If the central atom didn't satisfy the octet rule, create multiple bonds between it and
the peripherals atoms

Molecules with the same amount of external electrons have the same Lewis structure and
are said to be «isoelectronic».

From Lewis structures we can define the «formal charge» of a molecule, i.e. the electrostatic
charge that an atom would have in a molecule if the electrons are uniformly distributed
between atoms.

Said N,,.- the number of valence electrons and N,.- the number of bonding electrons and
with N;, the amount of «lone pairs» (unbounded couples of electrons), we have

1
Qr = Nye- = Nip = 5 Ny (21.13)
For having a well defined molecule with charge @, each atom must have Qr; such that

Q=Y Qr; (21.14)
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Examples of Lewis structures are the following

H

H—C—H H N N H H—O—H

H H H H

Figure 21.1: Lewis structure for methane CHy, hydrazine NoH4 and oxonium HzO™

§§8§ 21.4.2.1 Resonance and Exceptions to the Octet Rule

It's possible to find molecules for which there are two valid Lewis structures. This was ex-
plained by Pauli as resonance, i.e. we have a superposition between two possible structures,
creating a «resonance hybrid» structure.

An example of resonant structure is ozone Og, in which there are two possible position of a
double bond between the central oxygen and one of the two external oxygen atoms, the
two possible diagrams are

H—0—1{ H—0—1

Figure 21.2: Ozone resonant hybrid Lewis formula

Other particularities are the exceptions to the octet rule, found in elements from the
third period and onward, where the central atoms form composite with more than eight
electrons. These elements are called «hypervalent composites».

Another case of violation of the octet rule is found in a small class of compounds which
have an uneven number of electron in the valence shell. In these cases, on the central atom
remains a single unpaired electron.
These compounds are highly reactive and get the name of «free radicals». An example of
one of these compounds is nitrogen dioxide NO,
7 N\ ~ N\
o7 o w7 o

Figure 21.3: Resonant hybrid structure of nitrogen dioxide

§§§ 21.4.2.2 VSEPR Model

Lewis structures are fundamental in the description of molecular structure using the «Valence
Shell Electron Pair Repulsion», which states that the best spatial disposition of the atoms
in the molecule is the one that minimizes the electrostatic repulsion between the electron
pairs. With a single table we can indicate all these rules easily, when we indicate with X,
the numbers of bound atoms and with E,, the number of lone pairs on the central atom.
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Composition Structure Planar Angles | Vertical Angles | Example Compound
AX, Linear 180° /! BeCly, CO9
AXSE Bent 120° (119°) / NO; , SO,
AX,E, Bent 109.5° (104.48°) / H,0, OF,
AX5E; Linear 180° /! XeFs, I3
AX3 Trigonal Planar 120° / BF3,SO3
AX3E Trigonal Pyramidal 109.5° (106.8°) / NH3, PCl3
AX3E, T-Shaped 180° (175°) 90° (87.5°) CIFs, BrF3
AXy Tetrahedral 120° 109.5° CHy, XeOy
AXLE Seesaw 180° 120° SF4
AX4Eo Square Pyramidal 180° 90° XeFy
AXs Trigonal Bipyramidal 120° 90° PCls
AX:E Square Pyramidal 90° 90° ClIF5, BrF5
AX5E, Pentagonal Planar 72° 144° XeFy
AXg Octahedral 90° 90° SFg
AXGE Pentagonal Pyramidal 72° 90° XeOF; ,I0Fz -
AX7 Pentagonal Bipyramidal 72° 90° IF~
AXg Square Antiprismatic 1 // IF; , XeF;
AXg Tricapped Trigonal Prismatic / / ReHS*

Table 21.15: VSEPR table for determining the molecular structure of compounds from their
Lewis structure

Note that the presence of multiple bonds doesn’t change the molecular geometry, since
double bonds occupy the same amount of space of single bonds.

§§§ 21.4.2.3 Bond Polarity and Bond Order

There are two main types of covalent bond
e Homopolar bonds
¢ Heteropolar bond

The determination of the kind of bond we're facing can be made by checking the difference
in electronegativity between the two atoms considered, and if

=0 Homopolar
X # (0 Heteropolar

In the second case the charge imbalance can be indicated in the structure diagram with §*
indicating the partial charge of the atoms.
Note that in the special case of

04 <Ay <1.7
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The bond is known as a covalent polar bond.
We can also define the bond order of a bond as the number of bond between equal atoms.
It's calculated with the following technique

e For each n—ple bond add n

¢ Divide by the number of participating atoms

§§§ 21.4.2.4 Intermolecular Forces

Being molecules particularly small and electrically charged, we have to consider a class of
intermolecular forces, known as Van der Waals forces which permit the creation of weakly
bound structures only via electrostatic interaction.

Van der Waals forces can be of two kinds:

1. lon-dipole interaction
2. Dipole-dipole interaction

The first kind of interaction is found when a polar compound gets close to an ionic compound,
like water. This is really common in aqueous ionic solutions. When an ion gets hydrated, it
also liberates energy as hydration enthalpy.

Dipole dipole interactions are instead found in interactions between polar molecules, due
to the presence of an electric dipole generated from the electron imbalance between the
atoms. A particular case of molecular dipole interaction is given by hydrogen bonds, where
hydrogen forms a ionic bond with a strongly electronegative atom. Two molecules of this
kind then form a strong dipole-dipole interaction which creates the bonds.

Hydrogen bonding explains the numerous peculiarities of water, like the strong solvent
power.

Dipole-dipole interactions can also happen between polar and non-polar compounds via
electrostatic repulsion of the electrons of the non-polar molecule, creating an electric dipole.
The bigger is the non-polar molecule and higher is its polarizability.

A special case of induced dipoles is «London dispersion interaction», where the polarized
molecules interact weakly.

§ 21.5 Thermochemistry

The branch of thermodynamics interested in the study of chemical reactions is thermochem-
istry. Here, the most used potentials are enthalpy and the Gibbs’ free energy.
Remembering the definition of enthalpy we have that in chemical reactions, being isobaric
processes, we have

> (0 endothermic reaction

AH:Q{ (21.15)

< 0 exothermic reaction

The terms «endothermic» and «exothermic» come directly from the direction of heat flow
from (to) the surroundings, considering the reaction as our thermodynamic system.
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In order to standardize and define properly enthalpy variations, a standard atmosphere for
measuring, where

To = 25°C = 298.15 K, po = 1 bar ~ 1 atm (21.16)

In this precise state chemists measure enthalpy variations for the different chemical processes
that can happen.
The additivity of enthalpy and its extensive nature, we can say, that for a generic reaction
of multiple elements with formation enthalpy AH?, we define the reaction enthalpy via
Hess’ law

AHY =Y ¢, AHY, - > d;AHY, (21.17)

prod rea

Where ¢;, d; are the stoichiometric coefficients of each compound.

Example 21.5.1 (Combustion of Methane). Consider as an example the combustion of
methane, with the following chemical reaction

CHy(g) +202(4) = COzy) + 2H20;) (21.18)

By Hess’ law, the combustion enthalpy will then be

comb —

AH? AHY (COs) + 2AH} (H,0) — AHY (CHy) (21.19)
Note that since oxygen is in its stable form, its formation enthalpy in standard atmosphere
is taken to be 0.

Since in chemistry we're usually dealing with first order phase changes, it's also really
useful to redefine Hess' law in terms of the Gibbs’ free energy as

AGY =" ¢ AGY, - > dAGY, (21.20)

prod rea

Always remember that the formation enthalpy and Gibbs free energy of a single element
are always 0.

§§ 21.5.1 Equilibrium in Gases

Consider a system in thermal and chemical equilibrium, with the following equilibrium
formula
ah(g) +bB(g) ¢ cCg) +dDyy) (21.21)

Considered the molar concentrations of each element to the power of their corresponding
stoichiometric coefficient, we have that the ratio of the product concentrations and the
reagent concentrations is constant, and known as the «equilibrium constant» k. Thus, for
the previous generic case

(21.22)
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For gaseous equilibrium, the equilibrium constant is defined in terms of the partial pressure

of each gas. It's tied to the previous definition via the ideal gas law as

_ verh
P4’

Fip = ke (RT)“T07o70 (21.23)

Thanks to its definition, we can define two scenarios

1. ke >> 1, the equilibrium is moved towards the products, i.e. when the mix reaches
equilibrium the molar concentrations of products are greater than those of the reagents

2. ke << 1 the equilibrium is moved towards the reagents.

The equilibrium constant is used to determine the direction of equilibrium of a reaction
which is not in equilibrium, and to calculate the final equilibrium concentrations given some
initial conditions.

Given the same reaction as before, together with an initial condition on the concentrations
we can calculate the reaction quotient Q.(¢). Considered a fixed generic time ¢ we have

d
Qe = ——L—L (21.24)
t
Note that, at equilibrium Q(t¢q) = ¢!

Therefore, by the same logic as before

1. Q. < k. the reaction is not in equilibrium and it will tend to create products, i.e.
“move right”

2. Q. > k. the reaction will tend to create reagents i.e. “move left”
3. Q. = k. the reaction is in equilibrium

Chemicaj equilibrium, due to the nature of matter can be of two different kinds
1. Homogeneous, if all the participating compounds are in the same phase
2. Heterogeneous, if the compounds are in different phases

For a heterogeneous equilibrium, the concentrations of pure liquids and solids are omitted,
since they don't contribute to the gaseous equilibrium.

Equilibrium can be perturbed only via variations of temperature, pressure or by a variation of
concentrations. In the case of a variation of temperature, we can use the following theorem

THEOREM 21.2(Le Chatelier). A system in equilibrium will respond to a perturbation
in a way such the changes are minimized.
In terms of enthalpy, we have

1. AHY > 0, the reaction is endothermic and the equilibrium moves right, i.e. Ax > 0
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2. AH® < 0, the reaction is exothermic and the equilibrium moves left, i.e. Ax < 0

A quick way to summarize everything, we can use the relationship between  and the Gibbs’
free energy to check what happens after a variation of temperature.

AG® = —RTlog k (21.25)

Using thermodynamics we can derive what'’s known as the «Van 't Hoff equation». From
the definition of the standard Gibbs free energy, we have

AGY = AH? — TAS°® (21.26)
Combined with the previous equation we have that
—RTlogk = AH? — TAS? (21.27)

Dividing by —RT and then derivind with respect to temperature, we get the final equation
that we can use to determine the variation of the equilibrium constant. The evaluation is
immediate, giving
dlogr AHO
dT ~ RT?
In case of a pressure variation, equilibrium will move towards the direction where moles of
gas are the least, while it will go the opposite way for a variation of volume

(21.28)

§§ 21.5.2 Equilibrium in Aqueous Solutions

In order to define equilibrium in agueous solutions we need to define two things:

Definition 21.5.1 (Electrolyte). An «electrolyte» is a substance that dissolves in water
producing ions. A non-electrolyte is defined analogously as an element soluble in water
that doesn’t produce ions

An electrolyte can either be an ion or a molecule, and can be both strong or weak
depending on how much it dissolves in water.
A special example is water, it itself is a weak electrolyte, with the following dissociation
reaction, known as the «self ionization reaction of water»

2H,0, «— H30%,, + OH 4y (21.29)

The “wet” equilibrium constant is then determined by considering only the elements in an
agueous solution, ignoring liquids, solids and gases. For the dissociation of water, we have

ke = [H30T] [OH"] =1.0-10" (21.30)

Remembering the Brgnsted-Lowry definition of acid, we have that water can then behave
as both a base and an acid, getting the title of «anfiprotic».
Note that
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1. The conjugate basis of a strong acid is a weak basis

2. The conjugate basis of a weak acid has strength depending on the strength of the
acid

3. The conjugate acid of a strong basis is a very weak basis
4. The conjugate acid of a weak basis has strength depending on the basis

We can define then an acid and basic equilibrium constant as

o, (107 (A7
(A
B 0H) (21.31)
ST

Where A, B are our generic acid and base. The bigger is the equilibrium constant, the
stronger is the base/acid. Note that polyprotic acids will have more than one constant since
they can donate more than one proton. Obviously, the more protons does the acid donate
and the more the constant reduces.

Definition 21.5.2 (pH and pOH). For qualitatively determining the acidity of a solution, we
can calculate the «pH», defined as follows

pH = —log,, [HgOﬂ = —logy [Hﬂ (21.32)
Analogously, we define the «pOH» as
pOH = —logy, [OHj (21.33)

And the «pry,» as
Phw = — logyg ke = pH + pOH = 14 (21.34)

A solution is then
e Acid, if pH < 7or pOH > 7
e Basic, if pH > Tor pOH < 7
e Neutral, if pH = pOH =7

Method 4 (Calculation of the pH of a Solution). Suppose that we have a solution of
CH3COOH (acetic acid), where [CH3COOH] = 0.100 M, the dissociation reaction is the
following

CchOOH(aq) + HQO(l) — CH3COO_(aq) + H30+( (21.35)

Being acetic acid a weak acid, only a small part is dissociated in water. In fact, we have

aq)

[H,0] [CH5C00"] .
_ ~1.80 1 |
kA [CHy;COOH] 80- 1077 <<
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For evaluating the reaction and finding the pH of the solution we write the stoichiometric
table of the reaction, in terms of the concentrations of the various species

CH3COOH | H,O | CH3COO~ H30+
IS 0.100 / 0 0
FS 100 — x / x x

Table 21.16: Stoichiometric table for the dissociation of acetic acid

Since x4 is known, we can write a second order equation in terms of the concentrations

of acetic acid and oxonium

z? z?

0100 —z  0.100

The solution is immediate if we approximate for a weak acid, therefore

KA

x =+/0.100k4 = 0.0013 M=pH = log;qx = 2.87

The general method is then, given a dissociation reaction for a weak Bransted acid (k4 << 1)

and concentration c4

1,2

(21.36)

KA =
cA—x

When the acid is really weak (c4 > 100k 4), then << ¢4, and the solution is straightforward

T = m:}pﬂ = — logm (\/W)

For a weak Brgnsted basis the process will be similar, although we need to take into account
that the kp gives us the concentration of OH~. Thus, due to the completely analogous
process and calculation we get, with a basis concentration of ¢p

$2

kg — (21.37)

cp—<x

If the basis is really weak, i.e. ¢g < 100kp We can again approximate the denominator to
¢p, and therefore, the concentration of [OH~] = x ions is

x = \/cpkp=pOH = —log;, (cBkB)
For recovering the pH of the solution we use the definition of px,,, and get
pH =14 — pOH

Note that for polyprotic acids and bases, the process must be repeated each time (just note
that the « is different each time), although for evaluating the pH only the first constant is
used.
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§ 21.6 Acid-Base Reactions

§§ 21.6.1 Saline Hydrolysis

Acids and bases are not the only elements that have acidic or basic properties in water.
There exists a relation between weak acids and bases for which when a salt is dissolved in
water, it dissociates into either an acid or a basis in water, giving rise to a acid-base reaction.
Note that if we dissolve a strong acid and a strong base, the formed salt will have the
conjugated ions of the two dissolved elements, which will dissociate again. A common
example reaction is the one between hydrochloric acid and sodium hydroxide, which will
form sodium chloride (table salt). The reaction is the following

HCl(aq) + NaOH(aq) — NaCl(aq) + HQO(Z) — NaJr(aq) + le(aq) (21.38)

The strength of the chloride ion and sodium cation is almost null, and therefore the final pH
will be the one of water, i.e. pH = 7. This reasoning is valid only for strong acids and strong
bases. If we introduce a perturbation on the concentration of hydrogenium or hydroxide,
we will have a change in pH in either direction, in a reaction known as (acid/basic) saline
hydrolysis.

A good example reaction is the one which generates ammonium ions from ammonium
chloride

Example 21.6.1 (Ammonium Chloride in an Acqueous Solution). The dissociation of ammo-
nium chloride follows this reaction
NH4CI(S) — NHI =+ Cli(aq)

Since ammonium chloride is basic, we have that ammonium is the conjugated acid in the
reaction. It will react again with water creating ammonia, in the following reaction

NHZr + HQO(Z) — NHg(aq) + HgOJr(aq)

(aq)
Having ceded a proton to water, we've seen why ammonium is acid, because it also increases
the concentration of oxonium cations. The pH will get then lower than 7 and we're looking
at an acid saline hydrolysis. Here we have two acid-base reactions

NHJ + Hy0 +— NH;3 + H30™
Clearly, the greater is x 4 the smaller kp will be, corresponding to our previous consideration
on the strength of acids and bases.

In general, for this kind of reactions we will have that
KAKB = [H30+] [OH_] = Ky (21.39)

Thus explaining why strong acids combined with strong bases will give rise to a neuter
solution.

Note that, as an example for table salt, the opposite reaction is not possible. If everything is
calculated out one sees that k4 — oo, making the dissolution reaction not reversible.
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§§8§ 21.6.1.1 Common lon Effect

If we try to calculate the pH of an aqueous solution obtained via mixing 200 ml of acetic
acid 0.200 M and 100 ml of hydrochloric acid 0.150 M, after writing the reactions and
remembering that x4 = 1.80 - 1075 we have

Vieetie = 0.2001  [CH3COOH] = 0.200 M
Vhydrochloric =0.1001 [HCH =0.150 M

The calculation of the amount of moles of each compound is straightforward and gives
n = 0.0400 mol for acetic acid and n = 0.0150 mol for hydrochloric acid.
The new concentrations after mixing the two compounds are

[CH3COOH] = 0.133 M
[HCI] = 0.0500 M

Being both acids, we have to write separately the two dissociation reactions, as

CH3COOH(aq) + HQO(Z) —> H30+(aq) + CH3COO™

" B (21.40)
HCl(ag) + H2O() = H30™ (ag) + C1™ (ag)
The two reactions have both as product a mole of oxonium, thus making it a «common
jon». This means that
[1;0*] = [H;0°]

e (21.41)

This simply because hydrochloric acid is a stronger acid than acetic acid. Note that due to
Le Chatelier's theorem we have that the strong acid dissociation will perturb the weak acid
dissociation moving the equilibrium towards the reagents.

§§ 21.6.2 Buffer Solutions

A special kind of reactions containing acid-base couples are «buffer solutions», in which
the adding of strong acids and strong bases does not variate the pH of the solution.

In order to keep the pH stable it's necessary to have a base and his conjugated acid in the
same solution in similar quantities.

Suppose now that we let acetic acid react with sodium hydroxide (a strong basis) and we
add to it a mole more of acid than the base.

The reaction is

CHgCOOH(aq) + NaOH(aq) — CchOONa(aq) + HQO(Z) (21.42)

The products of the reaction are sodium acetate and water. Due to acetic acid being a
weak acid it will be present in the solution together with the conjugated basis in similar
quantities, creating a buffer solution.

Buffer solutions can be created by
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e Weak acid in solution with their conjugated basis, e.g. acetic acid (CH3COOH) and
sodium acetate (CH3COONa)

e Weak bases in solution with their conjugated acida, e.g. ammonia and ammonium
chloride

e Solution of mixed polyprotic acids, e.g. phosphoric acid and dihydrogen phosphate,
or bicarbonate and carbonate

Concentrating ourselves only on the reaction between a weak acid and a salt containing his
conjugated basis we have three reactions in water:

1. Salt dissociation
2. Acid dissociation
3. Basic saline hydrolysis
In terms of chemical formulas we have

CHgCOONa(aq) — Na+(aq) + CHgCOOi(aq)
CchOOH(aq) + HQO(l) > H30+(aq) + CH3COO_(aq)
CHgCOOi(aq) + HQO([) > CHJCOOH(MZ) + OHf(aq)

(21.43)

What's happening here is that we have a double common ion effect, moving the equilibrium
reactions to the left and leaving unchanged the two initial configurations. The pH will then
be evaluated only using the acid dissociation.

Knowing that for acetic acid we have x4 = 1.80 - 102, we can find the oxonium concen-
tration from the definition of x4, thus

41 [CH3COOH]
H30"] = ria [CH;CO0]

Which indicates that the oxonium concentration is completely determined by the acid
strength and by the (initial) concentrations of the acid and of the conjugated salt.

The capacity to block pH variations of these solutions is known as buffering power. The
max buffering power is when the acid-base couple has exactly the same concentration. The
variability field is instead the interval of pH for which the buffer is efficient. Usually the
efficiency is around 1 unit of pH from the px 4 of the acid

§§ 21.6.3 Solubility

The solubility S is the maximum concentration possible of a compound dissolved in water
at a given fixed temperature. It's measured in mol/l of also g/I.

It's deeply tied to the concentration of ions dissociated from the saline compound, via the
stoichiometric coefficients of the dissociation reaction. Many compounds are not really
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soluble, and the equilibrium of the concentrations of the ions and the undissolved salt is
known as a «saturated solution». The reaction in question is of the following kind

M X (s) ¢— nM™F 4+ mX"~ (21.44)

The equilibrium constant will depend on temperature and on the amount of solid remaining,
It's indicated as &y, and is known as the «solubility product».

Fps = [M™H]™ [X™]™ (21.45)

The solubility is then defined as the ion concentration divided by their stoichiometric coeffi-

cient . |
S=—[M™F]" == [x*]™ (21.46)

n n
At constant temperature it's influenced by the common ion effect, the pH of the solution

and eventual reactions in the solution.

§§§ 21.6.3.1 Variations of pH

Consider the dissolution reaction of iron sulfide in water. Sulfates are usually not easily
dissolvable salts, in fact, for this reaction

2 2—
FGS(S) +—— Fe +(aq) +S (aq)

The solubility product is

Kips = 5.0- 10718
Adding an acid like hydrochloric acid we see that the sulfide ion will react with the free
protons creating hydrogen sulfide ion and dihydrogen sulfide. Being the second in the
gaseous phase it will be ceded to the ambient, reducing the concentration of sulfur. For the
Le Chatelier theorem the reaction will move to the right, increasing the solubility product
and thus dissolving completely the salt.

§§8§ 21.6.3.2 Common lon Effect in Dissolutions

Since the solubility product depends only on temperature, and must be always defined then,
we have that the solubility of a not really soluble salt must get smaller when it encounters a
common ion effect.
Considering the generic case (21.44) and the generic definition of the solubility product,
we can determine a @ factor (reaction quotient) which will give us more knowledge on the
reaction. We have:

M X

@s = M, Xy

Its values can be interpreted as follows

(21.47)

* Qs > Kps, the solution is oversaturated and precipitation will follow
* Qs = Kps, the solution is saturated

* Qs < Kps, the solution is unsaturated and the salt will continue to dissolve
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22 Molecular Structure

§ 22.1 Introductory Remarks

In order to begin to appreciate physically how a molecule can be described is by considering
a few conditions:

Obviously the nuclei of the molecules have comparatively a much bigger mass than all the
electrons combined, therefore, the center of mass of the nuclei can be thought as being
“fixed” in space, at a certain average distance from both atoms, called the equilibrium
spacing which depends on the considered molecule.

Let's now consider valence electrons. They're distributed all around the molecule, and their
charge distribution gives the force needed to keep the molecule bound. Now, if a is an
average distance between the two nuclei, we have a rough estimate of the energy levels
of the valence electrons of the molecule. Using the uncertainty principle, we get that the
magnitude of the electronic energies is approximately the following

Since a &~ 1 A, we have that E, is on the order of some eV.

Let’s now consider motions. A molecule, in general, can rototraslate in space, which can be
reduced to the calculation of vibrations around the equilibrium distance of the molecule
and the rotation of itself, after separating the center of mass.

The nuclear vibrational energies can be calculated by supposing that both nuclei are tied
by an elastic force, for which the oscillation frequency is wy = (k/M)'/? (where M is the
nuclear mass, and k is a parameter). Comparing it to the electroinc oscillation, we get
that the energy levels associated to vibration will have the following spacing (in relation to
electronic levels)

By, _wy _ jm
E. hw. VM
Hence
m
E’U: MES

Inserting the approximate values for the mass ratio m/M we have that E, is around 102
times smaller than E..

237
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Let's now consider the rotation of a diatomic molecule. In this simplified case, we have that
the moment of inertia is Ma?/2, and the energy associated will then be

h2 m

~

— 7Ee
Ma?> M

E, ~
Which gives has an even smaller value than E,. Therefore we can say that E,. < E, < E,
and we can imagine E,, E, as a first and second order splitting of the initial energy levels
Ee

§ 22.2 Born-Oppenheimer Approximation

We now consider a diatomic molecule with nuclei A and B with mass M,, M, with together
N electrons. The internuclear coordinate will be indicated with R = R — R, and the
electronic positions with respect to the center of mass will be indicated by r;. The Schroédinger
equation for this system is straightforward, and neglecting spin we have

(TN+TE+V) ) = E [4) 22.1)

Where Ty is the kinetic energy of the nuclei, T, of the electrons, and V is the potential
operator. Rewriting everything explicitly, where p is taken as the reduced mass of the two
nuclei, we have

_ Yy : V2 7 . cAc
2% rRU(R J k) Z JY(R J k) ;47760|7"i_RA’
N 2 N 9 9 (22.2)
Zge e YAVA:LE
S a— Rj.r) = B(R,
ZZ:; deg|r; — Rp| + ig; dreglr; — 1y + dmeg R V(R me) V(R my)

This equation is clearly unsolvable. In this case tho, we can suppose that the total wavefunc-
tion [¢) is the product of two wavefunctions, an electronic wavefunction, and a nuclear
wavefunction, hence, respectively |¢)) = |®,) ® |Fy).

Here, we have that the electronic wavefunction will depend parametrically by the internuclear
distance, and the wave equation searched is the following

Te ‘(I)q> + V ‘q)q> = Eq(R) ‘(I)q>
) 22.3
,ﬁ ng@q(rk; R) = EQ(R>¢q(Tk;R) ( )

These wavefunctions form a complete basis set for each R, and therefore, we can expand
the total molecular wavefunction as follows

(R, 1) = ZF (ks R) (22.4)
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Reinserting it back on the initial equation, we have that, projecting into the |®) basis, we
have

Z/@(TN+T€+VE) Fy(R)®, dVr; =0 (22.5)
q

Usin the fact that @, is an eigenfunction for the electronic kinetic energy operator and the
potential operator, we have, also considering the orthonormality condition (®4|®,) = s,
we have

3 / BTN D F,(R) dr + (By(R) — B) Fy(R) = 0 (22.6)

Where the operator T acts as follows

hQ

(zi] Tn ‘(I)q> |Fq> = _ﬂ

(F, V39, + 2VRF, - VR®, + ©,VHD,) (22.7)

Here comes the important piece, as we said before, the motion of the nuclei around the
equilibrium value doesn't affect particularly electrons, hence all the V%®, parts of the

differential equation can be neglected, and we're left with the Nuclear wave equation
h? 9
—EVRF(I(R) + (Ey(R) — E)Fy(R) =0 (22.8)

Thus, we have finally that the differential equation (22.2) will be solved with two different
equations with the following conditions

-
“om Z V?(I)q + V(re, R)®q = Eq(R)®q
i=1

_@VRFCJ + Ey(R)Fy = EFy

Where
Vr®, =0

V(R 1) = Fy(Ri)Pg (13 Ri)

It's of particular interest the fact that the energies found solving the electronic equation
E4(R), while using the Born-Oppenheimer approximation, behave as a potential energy for
the nuclear Schrédinger equation.

§ 22.3 Rovibronic States

Let's now analyze properly the nuclear wavefunction. Analyzing the symmetries of the
system, it's obvious that this wavefunction will be the product of a radial and an angular
part.

Already knowing how V% can be written, we have that it must be an eigenfunction of
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the total angular momentum J2, .J., and plugging it into (22.8) we get our desired radial
equation
W PFwy | W

“51 o+ g+ DF s & (Bu(R) = Eays) Fapy = 0 (22.9)

Here v works as a “principal” quantum number for the quantized levels of the oscillation
of the two nuclei, and together with the quantum number J forms the set of Rovibronic
States. Another problem ensues from this equation, the “potential” Es(R) hasn’t been
determined, and it can’t properly be determined. Hence we approximate it in a power series
around the equilibrium position Ry up to the second order, and since E’(Ry) = 0, we're
left with the following expression

1 0F;

Ey(Ro) = E, -
s(Ro) = Es(Ro) + 5 R

+ O((R - Ry)?) (22.10)

Rewriting the second derivative as &, and putting k/u = wo we see already how it behaves
like a harmonic potential. We immediately write from this that the total energy will be
Es; = Es(Ry) + E, + E,, with the last one being the rotational energy

h2

E =—
" QIUR(Q)

J(J+1)=BJ(J +1)

Where B is called the rotational constant.
Due to the harmonicity of the new E;(R) potential, we will have obviously the following

result for E,
1
E,/ = hu.)o <I/ + 2>

We can then rewrite our Schrédinger equation as follows, with s, ;Y M (0, ¢) — |vJM)

h2

N 1
M) = | FEs — —
HN |VJ > < (R()) +th <I/+ 2) + QMR(%

J(J + 1)) v JM) (22.11)

A better approximation is given by the empirical Morse potential Vi (R), where
VM(R) =D, (eiQQ(R*Ro) _ 26(1(}27}%0))

With D., « constants.

We plug it into our equation as a correction of Es(R), as Es(R) = Es(c0) + V(R), which
then yields D, as a minimum for R — oo, that gives its name as the dissociation constant
for the molecule.

Approximating again E4(R) to the second order and equating the coefficients of Es(R)
and Vs (R), we get the following equality

D.o? =~k (22.12)
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Now, taking Vs (R) into account, we get the new vibrational energy, which has now an

anharmonic correction
1 1\?
(r+3) -2 (v+3)

B is our anharmonicity constant, and from the previous considerations, we get that

B, = hwq (22.13)

hwo
4D,

Buwo =

From the new energy, we now know that at the ground vibrational state v = 0, is not 0,
which gives us the true dissociation energy Dg as

hw
Dy = E,(c0) — E4(Ro) — 70
Or, more explicitly
DozDe—% (22.14)

§§ 22.3.1 Centrifugal Distortion

Now we have determined that the oscillations of the two nuclei are quantized, hence there
exists a series of values Ry, which modifies the energies of the system. We now rewrite the
nuclear Hamiltonian as follows

ﬁNz%Hijfwa,, (22.15)

Where
Vs = Vg + ——
eff M+ 2/LR2
ESZ/J = Esl/.] - ES(OO)

Starting from this, we begin to evaluate the energies at R = R;. We start by approximating
the effective potential at the new minimum R; up until the 4th order

1~
Vers (R) = Vo + S k(R - R)? +c1(R— Ry)? + c2(R — Ry)*

We search iteratively the exact value of R; by deriving V,¢¢(R), and we finally get

2

Ry ~ R e —
! 0t 2uc?R3 D,

J(J+1) (22.16)



CHAPTER 22. MOLECULAR STRUCTURE 242

Where for a simpler calculus we put ¢; = ¢ = 0, D.a? = k/2 and k=k.
Using what we found, and applying the third and fourth order~of the approximation as a
second order perturbation, we finally get our effective energy Fs, s

R2J(J +1)

1 1\?
(vrg) o (vea) |+ om

3w (J +1) L] . 1\ AP+ 1)
4paR3 D, aRy 442a? RS D,

Eyj=—D¢+ hwy

(22.17)

2

This effective energy includes the anharmonic correction to the quantum oscillator, a
rotation-vibration coupling correction and a correction to the energy of the rigid rotor. This
lets us evaluate directly the centrifugal distortions, since for large v the average distance
R > Ry. The same goes for large values of J.



23 Molecular Spectra

§ 23.1 Diatomic Molecules

Let's now consider again the vibration of diatomic molecules, where now we also consider
cases where A # 0. We then define two “new” operators, A, the angular momentum of
the molecule, IV, the angular momentum of the two nuclei and the associated total angular
momentum operator J = A+ N. We shall consider cases where the spin-orbit coupling is
negligible and no relativistic corrections are considered.

We get back to the definition of N. From the definition of angular momentum, we already
know that

N=RANP=N-R=0

Where R is the internuclear distance operator.

We define the projection on the internuclear axis of the total angular momentum as follows,
and we already know that it must have the same value of the projection of A on the
internuclear axis, since N - R = 0 so

Considering now all the symmetries of the system, we can with ease say that {7—1, jR} =

{7—2, jQ] = 0, and we can define the eigenstate of the molecule as |sJMA), where s is a

set of quantum numbers which do not intervene in the rotovibration of the molecule
We begin by analyzing the nuclear Schrédinger equation for the diatomic molecule, and we

243



CHAPTER 23. MOLECULAR SPECTRA 244

get

HF o = (77’282+<N2> Fov.

S
=
N
~_
Il

(ﬁ - ]\2)> = 12J(J +1) + <[\2> . 2<J-A>

. K2 92 h? (23.1)
svJ — — = "5 Y 1 E/, — F sy = .
HF oy < 2/1/8R2+2MR3J(J+ )+ (EL(Ro) ))]—" 7=0
, - 1 1o\ - -
BL(Ro) = By(Ro) + 5 - ((A2)—2(J-4)) =

- B+ g () -

The choice of redefining E;(Ry) is immediate, by noting how the terms defining E%(Ry) all
depend on the electronic terms of the molecule.

Another way of considering the rotation of a molecule, is given by starting from the basic
approximation that a molecule could be seen as an almost completely rigid body, and
therefore, in the system of the center of mass of the molecule, we can write that the kinetic
energy operator will be the following in the coordinates where the inertia tensor is diagonal:

. 1 - 1 - .
T=_—"J+J+—=J2 232
o ta t gt (23.2)
Since in a diatomic molecule one of the eigenaxis will be the internuclear axis, let’s say it's

the ¢ axis, we get that I, = I, and J, = Ap
. 1 . A 1 1 N
T=_—(J2+J? — 4 — | A?
2[a< a T )+ <2[C i 2[;,) r
This equation is the same equation of a symmetric top. For a diatomic molecule we have

that I, = pR2 and that I. depends directly on the electronic terms of the molecule
From this we have

2 1 1
= ——J(J+1 — + — ) B?A? 23.3
2uR?2 (J+1)+ <QIC+21b> (23.3)

This point of view makes the generalization to polyatomic molecules much more easy to
derive.

§ 23.2 Rovibrational Spectra of Diatomic Molecules

Let’s begin considering interaction with the radiation field and the possible transition for the
rovibronic states. We define as usual the dipole operator as the sum of the dipole moments
of the nuclei and of the electrons

D]’ =€ (Z ZZ'R”‘ - Zﬁ]> (234)

%
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As we did before, we approximate the system by considering no coupling between angular
momentums and by neglecting rotovibrational motions.

The molecular wavefunction in study will then be a product of the electronic wavefunction,
a vibrational wavefunction and a rotational wavefunction, with the following quantum
numbers

o) — }% ls)._ |) |TMA) (23.5)

Where, |v) is the standard eigenfunction of the quantum harmonic oscillator.
Disregarding spin in our calculations, we define the permanent electric dipole moment ¢ of
the molecule as the diagonal elements of the D; operator.

Dy = (0] D]e) = &

These matrix elements always vanish if |a) is a nondegenerate state, but also it doesn’t
fade if there is an excess of charge in one of the two nuclei, which is always true when we
consider heteronuclear molecules.

Since homonuclear molecules are symmetric, all elements of the dipole operator will be zero,
and therefore transition can happen only if there is an electronic transition, since J > |A|.
So, for the already known transition rules for A =0

AJ ==+1
AM =0, +1
We have, for A # 0
AJ =0, +1 AJ =0ifonlyif A#0
AM =0, +1
AAN=0

The spectrum found will lay on the far IR or the microwave region of frequencies for diatomic
molecules, which will have a definite energy

hAwpy = E.(J +1) — E.(J) = 2B(J + 1) (23.6)

As we said before, vibrational transitions can happen if and only if the vibrational matrix
elements of the dipole operator are nonzero, i.e. if the following integral is nonzero

D, = (v|D|V) (23.7)

Expanding the integral in power series, and using the definition of Hermite polynomials, we
have that the integral depends only on (R — Ry).

D(R) ~D(Ry) + 22

o (R—Ro) + -

R=Ry

I(v,/) = /%(R — Ro)y dR

(23.8)

2,2

Y, (x) = N H,(ax)e™ 2
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Using the following recursion relation of the Hermite polynomials
20z H, (ax) = 2vH, 1 (ax) + Hyq1(ax)

We have that the integral will be nonzero if and only if Av = +1
The selection rules then are the following

AJ =0, £1
AM =0, +1
(23.9)
AN =0
Av =41

We can delve deeper into the AJ = 41 transitions. We can define two different branches,
i.e. R branches, if AJ = —1, and P branches when AJ = 1. The two sets will have the
following separations between levels

hwrp=E.(v+1,J4+1)—E.(v,J) =2B(J + 1) + hwy

(23.10)
fwp=E,(v—1,J —1)— E.(v,J) = hwy —2BJ

Both branches form what's usually called as vibrational-rotational branch, which is formed
by lines spaced by 2B/h.

There exists a third branch of the spectrum given by the anharmonicity of the oscillation of
the molecule, the Q branch. If B, = B,11, we have that

hwo = Er(v+1,.J) — E(v,.J) = hwy (23.11)

§§ 23.2.1 Raman Scattering

We get back to our consideration of homonuclear diatomic molecules. We saw that for
A = 0 no transitions are possible due to the symmetry of the molecule, this is not properly
true, since there can be a particular kind of transitions given by an inelastic scattering, called
Raman scattering.
Raman scattering works as a second order process, where a photon with energy Aw is
absorbed from an atom or a molecule, which is excited from a state a to a state n, and then
emits a second photon with energy aw’ while decaying to the final state b. In this case, if
a = b, we get again Rayleigh scattering. In other cases, using the conservation of energy
we have

' = hw + AEy, (23.12)

In general, this kind of scattering permits the existence of another selection rule, valid only
for Raman scattering
AJ =0, +£2 (23.13)

Let's consider now two particular cases. If the state a is the ground state of the molecule,
the state b must ave higher energy, so w’ < w, and the observed line is called a Stokes line,
whereas in the opposite case, we have that w’ > w and this line is called the Anti-Stokes line
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§ 23.3 Electronic Spectra

The electronic spectra of diatomic molecules is given by combined electronic-rovibronic
transitions. The lines associated with this transitions lay on the visible or in the UV part of
the light spectrum. We can immediately say that the frequency separation of these lines

will be
Ey+E,+E.)—(Es+ E, + E,
w= Bo ¥ By & Br) = (Bs + By 1 Br) (23.14)
h

This is obviously given by three different components, i.e. the vibrational or band structure,
the rotational structure and the fine structure of the total band.
Keeping only the first two terms and ignoring rotational variations we can see that in general,
the transitions will have the following energy separation

1 1
hw:hwszs+ﬁw(') <V/+2> *h&)o <7/+2> (2315)
Or, introducing again the anharmonicity of the oscillator, we get the Deslandres formula

1 1\? 1 1\°
th = hwsls + hW6 (V/ + 2> - hﬂ/W6 (V/ + 2) - hbd() (V + 2) + hBWQ <l/ + 2)
(23.16)

The series of lines obtained from these transitions is called a v progression.
Adding back the E, term, we are obliged to use the selection rules for .J.
If we now consider spin, in absence of coupling we get AS = 0 and for transitions between
Y states we have 7 < 1 and ¥~ <> X~. Due to symmetry reasons we also have the
selection rule g <> u.
The three branches, having considered the new selection rules and considering the centrifu-
gal distortion

hwp = hwp + B'J(J —1) — BJ(J + 1)

hwg = hwp + B'J(J +1)— BJ(J +1) (23.17)

hwg = hwp + B'(J +1)(J +2) — BJ(J + 1)

It's evident that these formulas, after substituting the Deslandres equation for hiwp, are
not linear nor quadratic in J, but rather parabolic in J, which give a Fortrat parabola.
Since B’ # B we also see that the lines aren’t equally spaced, which is closely tied to the
centrifugal distortion that we have already treated

§§ 23.3.1 The Franck-Condon Principle

The Franck-Condon principle is based on the idea that the atoms of the molecule do not
move during the electronic transition but after. This is represented on the energy graph
of the molecule as a vertical line between two electronic curves, where the centrifugal
distortion gets considered.
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This principle can be seen in action considering the total wavefunction ¥, = R~ 194, ¢ pa
and evaluating the dipole moment operator’s matrix elements

2
Doy = / R &R / R (Z ZiRj Zn-j) Bubydunn B (23.18)
=1

i

From the definition of the dipole moment operator we take only the electronic part of the
dipole operator

D, (R)=—e(s| Y #ijls) = —¢ / D> iy®, dPr

The Franck-Condon principle then amounts to saying that this operator is independent of R,
so that the transition amplitudes will be always proportional to the Franck-Condon factor

This simply represents the overlap integral between two vibrational wavefunctions in different
electronic states.

§8§ 23.3.1.1 Fluorescence and Phosphorescence

One event that can be explained using the Franck-Condon principle is fluorescence and
phosphorescence, which is an effect given by some molecules, where the radiation absorbed
in the near-UV gets re-emitted at a longer wavelenght, whereas in phosphorescence, it's
involved the decay from an excited state to a second state with different multiplicity.
Fluorescence can be graphed as a transition from an electronic level to a second level,
respecting the Franck-Condon principle. Let's take as an example a molecule in the ground
state 1 X, which get excited to a second state ' A, which slowly decays level by level up until
getting back down to the 1.X state.

In this case, the effect of fluorescence can be seen as the slow decay from the excited state
L A to the ground state ' X, where all the decays emit photons in the range of visible and
near-UV light.

Phosphorescence, instead, can be seen as a process ' X —! A —3 A —! X, where the
molecule “slips” from the state ' A to the state A due to the nonzero multiplicity of this
state.

§ 23.4 Inversion Spectrum of Ammonia (NHjs)

The ammonia molecule is a pyramidal molecule composed by a nitrogen atom at the summit
and three hydrogens at the basis
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H ‘ 7H
H

Figure 23.1: Structure of the Ammonia molecule (NHy)

This geometry is twice degenerate, since we can invert the molecule using the nitrogen
atom as an inversion point.
The vibrational modes of this molecule can be seen as an umbrella opening and closing with
respect to the hydrogen plane of the molecule. The nitrogen atom can overpass this plane,
hence the vibrational potential must have two wells for the two possible stable oscillation
points.
Considering this well and doing a couple calculations, we can see that the transition between
vibrational states v = 0 — v = 1 is classically forbidden, but possible in the framework of
quantum tunneling.
The tunneling of the wavefunction permits the removal of the degeneracy, hence forming a
doublet.
In order to define properly this situation we consider the whole molecule as a two level
system, where the upper level is the “up” configuration, where the nitrogen atom rests
above the hydrogen plane, and a second “down” configuration where the nitrogen atom
is below the hydrogen plane.
The wavefunctions representing these states are eigenvalues of the parity operator, and
therefore we can write

1
1) = <= (ju) + )

\? (23.20)
2) = 75 () ~ )

We also have that the nitrogen atom could probably be above or below the hydrogen
plane, so we can also write a third wavefunction. We will directly write the time-dependent
wavefunction of the system, which is the following

U(z,t) = \}i (1#1(2)672‘% + wg(z)e*"EI?t) = \2 (1/}1(2) + 1/12(2)6727”“”&) e*i%
(23.21)
Where we used AE = hw.
Explicating the two wavefunctions and setting ¢t = 1/4ww we get
CEqt
U(z,t) =q(z)e " (23.22)

So that we have that the probability density of the wavefunction is simply [q(z)[*
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24 Molecular Electronic Structure

It's now time to analyze the electronic structure of diatomic molecules. We begin with the
usual multielectron Hamiltonian without fine and hyperfine corrections. We choose for
easier calculus the z-axis as the internuclear axis, and in this case we can immediately say
that

{HL} —0

It's also obvious that due to the nature of the system, L, ﬁy, L? «do not» commute with the
Hamiltonian of this system (this can be proved through direct calculus). Due to the previous
statement, we know that the electronic eigenfunctions of the molecular Hamiltonian &,
are simultaneous eigenfunctions of 7 and L.

Since L, — ihdg, we can solve directly for the angular part through separation of variables.
We suppose that @4(r;; R) = f-(R;7i)n(¢), solving then for n we have

n(¢) = eMr? (24.1)
In molecular physics tho is common to use a new quantum number, A = |Mp|, therefore,
we can then write for ®, (with appropriate normalization)
1 .
D (R 1) = —— fo(r)et? (24.2)
(Riri) = = fs(r)

In the usual spectroscopic notation, we now have m; for single particles, My, for atoms and
A for molecules, and it follows a similar pattern. It's also used A = |my]| for single molecular
electrons

Quantum Number

QM wnwlo
3| Hdl oo —
| > Olal N

my

My,
A
A

S M W

Table 24.1: Table of quantum numbers in spectroscopic notation

Let’s get back to our molecular system. Through a quick sketch of a diatomic molecule
it's obvious that, if the z-axis is taken as the intermolecular axis, the system is invariant for
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reflections along the z —y plane. Let’s call this reflection operator Amy. Since it's a reflection
we know that Afcy = 1 and its eigenvalues are +1, and from the previous consideration
that

i)

Writing out explicitly the angular momentum operator L. = A, (using A makes it easier to
distinguish this operator from the usual angular momentum operators) in Cartesian form
(A, — ihyd, — ihxz0,), and knowing that flmy maps y — —y, we also have that these two
operators anticommute.

{A Ay} =0
We therefore have that, for states with A # 0
A Agy |A) = —Ag A, |A) = £RA|A) (24.3)

Depending on the symmetry of the wavefunction, this brings up what is usually called
A-doubling, i.e. a two-fold degeneracy on levels given by the symmetries of the system.

A particular case happens when A = 0, in this case we can construct simultaneous eigenfunc-
tions of H, A., /L,cy, and the degeneracy is broken into two non-degenerate states, X+, %,
where for the first the wavefunction is unchanged on reflections along the internuclear axis,
and for the second state that the wavefunction changes sign (A, |a) = +|a)).

Therefore, for inversions of the kind r, — —r;, we can define states which are invariant and
non-invariant to this transformation, these will be indicated by either a subscript g or u,
which come from the German gerade and ungerade, which mean respectively “even” and
“odd".

For homonuclear diatomic molecules, the behavior of the ¥ wavefunctions through the
inversions y; — —y; and r; — —r,, give the additional definition of 4 non degenerate &
states, respectively ¥ 5, ¥, 3.8, 3.

These states can be determined precisely by considering the inversion R — — R, made by the
composition of the inversion y; — —y; and r; — —r,. The result of these inversion will be
an unchanged sign for ¥, 32, wavefunctions and a changed sign for X, %3} wavefunctions.

Considering now the spin of the molecular electrons, we're left with the usual operator S,
with the usual eigenvalues. With spin, we can write the terms as follows

25+1 )
g/u

The ground states are usually indicated as XQS“Ag/u, and for diatomic molecules, they are
usually X3+ and X'} for homonuclear diatomic molecules, with some exceptions’

'See O3 and NO, which have as ground states X33, and XII, respectively
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§ 24.1 Approximation Methods and the H,; Molecule

§§ 24.1.1 Linear Combination Of Atomic Orbitals (LCAO-MO)

A great example of a molecular system that can be analyzed, is the Dihydrogen cation, i.e.
the molecule H .
Considering all particles present in the system, we can write our Hamiltonian as follows
(using atomic units A =1,k = 1,e =1,m, = 1)

~ 1 1 1 1

Hypr = —-Vie —— —+ = 24.4

Hy 2" ry T + R ( )

Where r, r,, 1, are not independent, given in terms of the distance between the two nuclei
R, as

\
|

JE=vE ]~y

Ty

The Schrédinger equation can be exactly solved, but it’s useful to firstly develop the Linear
Combination of Atomic Orbitals (LCAO) approximation technique.
As we have already seen, at great distances, we must have that the system is a simple
hydrogen atom, hence

@) = [1s)

Where the 1s orbital takes into consideration whether it's bound to the nucleus a or b.
From this, we can construct two molecular wavefunctions with either an even (gerade)
symmetry or an uneven (ungerade) symmetry.

We have .

9) = 7 (115}, + 1))

-5

(24.5)
ju) = 7 (I1s)q = [Ls)s)

We then can find our molecular energy levels by plugging it into our variational equation

(g, ul H |g, w)
(g, ulg,u)
Let’s calculate firstly the normalization of the state |g, u). We have

EﬁLU(R) =

(g,ulg, ) = 5 (151, = (151, (18], % [15),)
= £ ({1s]1s), + (15[15), +2(15]1s),,) = (24.6)
= 1+ (1s]1s),, = 1 + I(R)
Where I(R) = (1s|1s),, is an overlap integral, which can be calculated, considering that

(rl1s) = nslr) = e
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A piece-by-piece calculation of this and some further integrals will be given in an appendix,
but for now, we have that the result is

1
I(R) = (1 +R+ 3R2> e B

We then evaluate the numerator, keeping in mind that these two Schrédinger equations
also hold

1. 1
<2P72~ - T@) |15>a = Exs |15>a

1, 1
<2p7‘ - 7”b> |1S>b - ElS |1S>b

So, we then have, expanding |g, ) in its composing kets

(gvul Rlg,w) = 5 (18], = () A (15), £ [15),)

= (1s| # [1s), + (1s| H |1s)

(24.7)

Writing the Hamiltonian and distributing once again, we get

~ 1 1 1 1
(g, ul H|g,u) = (Els + R> — (1s] . 1s), + (Els + R) (1s[1s)y, £ (1s] - 1) g

1 1 1 1
=Fs(1+1 + =T — — (1s| —|1s) £ (1s|— |1
s (L T(R)) & I (R) 4 35 = {Ls] (1) = (1s] |18}y
(24.8)
Solving the two last integrals and putting everything together, we finally get
1+ R)e 2B+ (1-2R?) e
Byu(R) = By + W2 (1= 51 e (24.9)

R+ (14+ R+ $R?) Re R
From this, we can then define the two following levels

Hus l9) = Eg(R) lg)
ﬁH; lu) = Ey(R) |u)

The first energy is the one for which the wavefunction is symmetrical (= — +). For this
wavefunction, if plotted or calculated, it's easy to see that there exists a well, for which the
molecule can bond, and therefore, this molecular orbital is said to be a bonding orbital,
indicated by the term o, in the other case, for the uneven wavefunction, there is no
energetic well, hence it's easy to see how this orbital doesn’t contribute to the bonding of
the molecule, hence it's called an antibonding orbital, and it's indicated by the term o7 The
second approach, after the molecule H; is the actual hydrogen molecule H;“ which has
two electrons.

We shall build its electronic wavefunctions using what we found for the dihydrogen cation.
We already know that the eigenspinors must either be a singlet state S = Y .s; = 0
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or a triplet state. We can immediately write these spinors, starting from the singlet state
(remembering that a®b # b®a, for two vectors a, b € H, here due to the indistinguishability
of the two electrons it only matters to know that the first ket is referring to the first electron
and the second ket, obviously, to the second and last electron)

100) = \f (M @) - ) o)
=t 0410
10) = *2 (1M @)+ 1)@ 1)]
-1 =)o)
Using the two eigenfunctions |u) , |g) we can then form four combinations of the two

14) = [lg) ® |9)] ©[00)

1B) = [[u) ® |u)] ®00)

€)= —=llg) @ )+ ) @ lg) @ o0 @4.11)

D) = % llg) ® [u) — [u) © |g)] @ |1, M)

It's immediate to see that, since |g), |u), as calculated previously for HJ, are either o, or o
states, that |A) , | B) represent 'S ¥, while |C) represents a 'Y} state, and | D) represents
the remaining 3%} states. The exact Hamiltonian for the Hydrogen molecule is, in atomic
units ,
- 1,0 o 1 11 1
%H2:2(v1+v2)2mz;'++ (24.12)
1= 1=

Regrouping the two single electron Hamiltonians as h;, and remembering that

ivlov) = (BB - 3 ) 0

We get by using the eigenket |A), imposing without loss of generality that (g, u|g, u) =1,
that the associated energy will be, after plugging everything into the Rayleigh-Ritz variational
expression, that

E4 = (00| (g ® (g] 7% l9) ® |g) 00)

= (00| {(g| ® glzh +7 l9) ® |g) |00) (24.13)
=1
= 2B,(R) ~ 15+ (001 (9] & (g] -~ 19) © )00

The last expression, corresponds to the following integral

(I) )
// (r1)® g(r2) —CD g(r1)Py(ra2) Brid®ry = / [2g(r1 ‘ | (T2)| dBrid3ry

12 12
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This integral can be computed using the approximate LCAO form, or the “exact” solution
of the Schrédinger equation for the H3 molecule.
Using the LCAO form of |g), we can then write in extensive form

[4) = lg)1 @ 19)4 |00) =

1 (24.14)
= 3 (115), ® [Ls), +[15), © [Ls), + [Ls), @ [Ls), + [1s), © [Ls),) [00)
Or, using directly the Schrédinger representation of eigenstates
1
(rij|A) = ®a =35 (15(Ta1)V1s(re2) + V1s(r1) 015 (1a2) + (24.15)

+ YP15(Ta1)15(ra2) + V1s(re1)1s(102)) X00(71,72)

It's easy to see how this eigenstate can be expressed by a superposition of two states, as
|A) = |A).,, + |A);on, Which respresent two types of molecular bonding already known in
chemistry: covalent and ionic bonding. Using the previous expression, we can write these
two kinds of bonding as follows

) =

cov

(1) @ [1s), + [1s), @ [1s),) [00)
(24.16)

|A>ion =

(115), ® [Ls), + |15}, @ 15),)00)

N =N =

It's immediate to see how the covalent eigenstate (|4),,,) represents a situation where
the two electrons (remember that we're working in a Hilbert space of the kind H; ® Hy)
are bound to both nuclei, whereas the ionic eigenstate represents a situation where both
electrons are bound to one nucleus. Using the LCAO approximation, in the limit R — oo,
the covalent bond yields two hydrogen atoms (H, — H + H), whereas the second yields
one proton and a negative hydrogen ion (Hy — H™ + p™).

A better approximation can be given using the Rayleigh-Ritz variational principle, with a
trial eigenket |\), formed by an equal mixture of the two states |A) and |B), which both
have symmetry '3

Noting that the state | B) is the following

1B) =5 (1) 4 @ [185) 4 = [18) , @ [18) g — [15) g @ [18) 4 + |18) g ® |15) 5) |00)

N~

The eigenstate |A) will then have the following definition
[A) = |4) + A[B)
1
(A =511 =A)(11s) 4 ® [1s) g + [15) p @ [15) 4)
+(14+A) ([1s) 4 @ [15) 4 + [18) g @ [15) p)] |00)
(A) = (1 =X [A)op + (14 A) [A)jon

(24.17)

cov
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Using the Rayleigh Ritz variational method, it's possible to calculate the energy of the system
in relation to the parameter ), as follows

KLY
E\) = ~—F—+ (24.18)
(AlIA)
Finding the extremum, (i.e. where §E(\) = 0, i.e. O\E = 0 and )\ is an extremum) it is
possible to find values closer to the experimental values than the previous approximations.

§§ 24.1.2 Heiter-London Valence Bond Method (VB-MO)

Considering now the Valence Bond method, we approximate the wavefunction for Hs
basing ourselves on the separated atom wavefunctions.

We begin taking the triplet sigma wavefunction | D), for which, the covalent part is the
following

D)y = 5 (115)4 ® [15)5 — |15} ® [15),1) [15) (24.19)

This wavefunction has the symmetry *%F. Now, substituting this and |4),,, for the 'XF
term in the variational equation, we get that the searched energy for gerade and ungerade

states is the following
JEK 1

ES T
Where (using Schroédinger’s representation), we have that

Eyu(R) = 2B, + (24.20)

I= /wls(mﬂ’%s(rm) d3ry

1 1 1 .
J = / [th1s(ra1)]? ( - = ) th1s(rp2)|* dPrid3ry
r12 rB1

TA2

K = //wls(rm)%s(?”m) (1 S 1) Y15(raz)¥1s(rp)

12 TA2 B1
In order to get these two results we begin by inserting everything into the Rayleigh-Ritz

equation.
For the 3%} we have

(DIH|D),

EulR) = p1Dy,

We begin calculating the normalization factor (D|D)

(DID), = 7 ({1s] 4 @ (1s|p — (1s|p ® (15[ 4) @ (|1s) 4 @ [18)p — |15) p @ [18) 4) =

(2 (Ls|15) (15|18 s — 2 (Ls[1s) 45 (Ls[Ls) 1) =

<1 - <15\15>,2431)

(SO I N SN S
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Where, (1s|1s) 451 = (1s]1s) gy = 1
Secondly, we find the expectation value of the Hamiltonian <7%>D . We begin by noting
that the Hamiltonian can be separated into the sum of three Hamiltonians

A~

H = hg + hy 4 hia = 2hg — hiz

R P2 1
he =2 — —
2 Tal
~2
A D 1
hy =2 — —
T2
A 1 1 1 1
hip= — 4 o -~ —

In order to ease the notation in this calculation we will indicate |1s), ® as |1), and ® |1s),
as [2),
In this notation, we have |D),. = 1/2(|1) 4 |2) 5 — |1) 5 |2) 4), and therefore, remembering
that #t = 7 always holds, we have

(DIH|D), =2(D| hq|D), = (D| 12 |D), =

=2 (hfy10 + h$112) + hi31s — hitye =
2 , . A
= <4E15 + R) (1= (Ls|1s)%51) + hizia — hdiro

Writing explicitly the integrals in the last equation for the matrix elements of &2, we get the
J integral for the first and the K integral for the second, therefore obtaining the results

(DH%D%:(M%S%;)OI%+;Q]K)

) (24.21)
(DID). = 5 (1-17)
Putting it up altogether, we get for the 3%
1 J—K

For the 12; state, everything remains equal, except for the sign —, that becomes a + due
to the definition of |A) ., and therefore we have
1 J+K
Ey(R) =2E1 s+ — + —— 24.23
g( ) 1s T R + 1+ 12 ( )
A question arises now, after all these calculations. One might ask what do I, J, K actually
mean physically. The first is the overlap integral between the nucleus A and the nucleus B
of the two electrons (it is squared since the two electrons are indistinguishable), J is the
Coulomb integral which represents the interactions between the charge densities of the
two electrons (—e|15(r41)|* and —e|t14(rp2)|?) and K is the exchange integral, each of
these already known through the Hartree-Fock approximation for many-electron atoms.
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§ 24.2 Homonuclear Diatomic Molecules

In general, for homonuclear diatomic molecules, we can write the electronic wavefunction
for the molecular orbitals in the LCAO approximation as

9, u) = Ng.u (|a>Ai + ‘b>Bi)

Where Ny, is an appropriate normalization factor, and |a), |b) are two (non necessarily
equal) atomic orbitals, with respect to the first or the second atom.
Studying more the molecular orbitals we have that

1. MOs with a given value of A must connect with atomic orbitals with the same value
of |ml|

2. The parity of the wavefunction (g, u) must be preserved

From spatial MOs it's possible to build spinorbitals for ech electrons, using Slater determi-
nants.
As an example, we can write the state |A) for Hy as follows

9) 1)1 19) [P

_ b
- 9) T2 19) 1)

V2

In this case, both electrons of the H atoms can be in the bonding ¢, orbital, but in higher
electron number systems, due to Pauli’s principle, is not possible anymore.

For Hey, Hej we have in the first case that the molecular configuration is 0303, which is
unstable and hence bond-breaking. For the second case instead we're left with one less
electron in the antibonding o, orbital, which corresponds to a weakly bond molecule.
Next in line of homonuclear diatomic molecules, there is Lis, each atom with electronic
configuration [He]2s. The molecule will be formed through the bonding of the 2s valence
electron, forming a (0925)2 molecular orbital, which is a stable bond.

Going forward in the periodic table, we have Bes, which must have a 0305 unstable config-

uration. For B, we have a (092]))2 state, given by the uncomplete LIl atomic subshell, which
corresponds to the 2p atomic orbital (the complete shell would be the 25%2p valence shell
for Boron). Going forwards, we reach the Cy molecule. The C atom has a configuration
[He]25%2p*. The 4 p electrons form two bonding orbitals, o272, which are both bonding,
hence giving a stable molecule.

Finally we consider the Oy molecule. Each atom has a configuration [He]2s%2p*, which gives
a molecular configuration o2 2. Following the Aufbau rules we know that the unfilled
antibonding m,, orbital, must have one electron in the 7 and one in the w; (remember that
the star is usually used in literature to indicate an antibonding orbital, in our case the =,

orbital)

|A) dets (24.24)
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§§ 24.2.1 Valency and Chemical Bonding

It's interesting to see now what valence electrons and chemical bonds really mean in physics.
Usually, in order to form a bonding molecular orbital we need to form a singlet spin state.
Let's now imagine what happens when we bring an hydrogen atom close to an helium
atom. Both the electrons in He are in a singlet spin state, and the Hydrogen atom can’t pair
with Helium, since it can’t exchange with neither of the two He electrons, since such bond
would have two electrons in the same state, violating Pauli’s principle. We quickly study
this three electron system. The total wavefunction will be the following Slater determinant

1) ge D1 M) g by 118) g (1),
) = Ndet|[15)1, [z 115) e [V (15 11, (24.25)
‘1S>He |T>3 ‘1S>H5 \¢>3 ’18>H |T>3

With N our normalization constant. Substituting this wavefunction into the Rayleigh-Ritz
variational expression, we have that E(R) = J — K, where J is the following direct integral

J = N2 (sl (1] 7, (Lsly B 118) gy, 118) 7, 115) g

J = N2/7/)15(1)@013(2)¢1s(3)7:[¢1s(1)1/)1s(2)¢>1s(3) d*r1d®rod®rs

(24.26)
(bh(z) - <7‘i|1S>H
P15(i) = (ri|1s) g,
And K is the following exchange integral
K = N? / P15 (1) 9015 (2) 15 (B) Hh1(3)1h15(2) 15 (1) dPr1d3radrs (24.27)

The only exchange happening from this integral is between the electron 1 and the electron
3, which have the same spin, thus introducing a repulsion, which makes the existence
of a stable HHe molecule impossible. The two electrons in the He atom are said to be
paired, and only unpaired electrons contribute to chemical bonding. Due to this, since
for atoms with closed valence subshells we have only paired valence electrons, they are
said to be chemically inert. A chemical bond forms principally singlet states using unpaired
electrons, forming states with S = 0, with the exception of the O5 molecule, in which the
two electrons in the antibonding , orbitals are in a relative triplet state, giving O2's ground
state a relative triplet state.

§ 24.3 Heteronuclear Diatomic Molecules

These methods of forming molecular orbitals can also be applied to heteronuclear molecules,
formed by two different atoms. Since in this case there is no reflection symmetry along the
internuclear axis, orbitals can’t be classified as gerade or ungerade.

In general we will write our molecular orbital as a weighted combination of atomic orbitals
of the atom A and the atom B

|) = Au) 4 + p|v) 5 (24.28)
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A rule of thumb in order to write these molecular orbital comes from the chemical properties
of the two elements, in fact, the more electronegative atom’s atomic orbitals will have
a greater weight, represented in a MO diagram as having a lower energy than the other
atom'’s orbitals.

A quick way to grasp these concepts is to dive directly into the examples, in our case these
will be LiH, HCl and NaCl molecules.

§§ 24.3.1 Lithium Hydride LiH

We begin by writing out the valence orbitals of these two compounds. We have that
Lithium has a configuration [He]2s, and Hydrogen has a configuration 1s. The lowest lying
molecular orbital will be the 102 orbital formed by the complete K shell of Lithium, going
higher in energy we find the 20 orbital, that should be formed by the 1s orbital of Hydrogen
and the 2s orbital of Lithium. Using the variational LCAO method, where as a trial function
we take the superposition of the 2s and 2p orbitals of Lithium, in what is usually called
hybridization, we can then find a lower energy eigenvalue. The new hybrid orbital is called
an sp orbital, and will have a wavefunction of the following kind, if we write the atomic
hydrogenoid orbitals as |nlm)

|sp) = c1]200) + c2 |210) (24.29)

This hybridization causes an excess negative charge, which gives a permanent electric dipole
moment.

In other hydrides like BH, NH and HF, this negative charge excess still exists, but with an
opposite sign.

§§ 24.3.2 Hydrogen Chloride HCI

The configuration of Chlorine is [He]3s%3p®, with the K and L shells completely filled and
not participating in the chemical bonding.

Since energies of the 3s orbital of Chlorine aren’t similar to the energies of Hydrogen’s
1s orbital, these two do not mix, but the bond will be formed between the 1s orbital of
Hydrogen and the 3p orbital of Chlorine. Only the p, orbital can form a o orbital, and
therefore the searched bond will be formed by a superposition of the 3p, of Chlorine with
the 1s of Hydrogen.

The weight on the 3p, in this case will be greater than the weight on the 1s, therefore
representing at R — oo the combination H* + Cl1~, which represents a ionic bond

§§ 24.3.3 Sodium Chloride NaCl

Really good examples of molecules characterized by ionic bonds are compounds of an alkali
atom with a halogen. In this case, the alkalis have a single valence electron outside a closed
shell (X?5] ), whereas halogens miss only an electron in order to close the last shell.

This configuration makes sure that both atoms end up with a closed shell through bonding,
which happens through a ionic bonding. Considering Sodium Chloride, we have that the
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lowest energy configuration is given by the combination of the ions Na™ + CI~. At small
distances, this system works like inert gases, and is strongly repulsive.
Empirically, one can then write

E4(R) = Ey(c0) — }% + Ae~clt (24.30)

§ 24.4 Triatomic Molecules

§§ 24.4.1 Hybridization

The construction of molecular orbitals for polyatomic molecules works in a similar way as it
does for diatomic molecules.
We begin taking our molecular orbital |/} and expanding it into a basis of Gauss-wavefunctions

or atomic orbitals |¢)
|y = Z ci |p)
=1

The coefficients ¢; are determined through the Rayleigh-Ritz variational calculus. Due to the
importance of geometry and symmetry groups (see Appendix F), we need this wavefunction
as a basis of an irreducible translation of the molecular point groups.

We begin by searching the minimal potential energy for every wavefunction [¢),, with
electronic state |k) for every single nucleus

Ve Vi =0

As noted before, in case we have different atoms participating in the binding, if the energy
differences given by two different orbitals aren’t too different, we get what's usually called
hybrid orbital. Since in polyatomic molecules we mostly have heterogeneous systems, we
might get different kinds of orbital hybridizations given by the intermixing of orbitals.

As we have already seen, with s and p orbitals, we can get what's called a sp orbital, if an s
orbital intermixes with a p, orbital.

It's not actually the only kind of hybridization that can happen between s and p orbitals, in
fact we have a couple more possibilities.

One of these possibility is the sp? hybrid orbital, given by the triple mixing of an s orbital
and two p,, py orbitals, following the following pattern

— (1) +v2p.))

V3
|sp?) = LISFL\JDHL\M (24.31)
3 Ve 2
1 1 1
3
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Adding up to this mix the orbital p., we get the sp3 hybrid orbital, formed as follows

5 (19 + V31p)
1 2 1
5 ’ + 9 ‘px> 5 /5 ‘pz>
s’y =1 \{; 21\/3 . (24.32)
D) |s) — 76 pz) + NG py) — 23 p2)
Lo Loy Ly L

There are more kinds of hybridization, and each one of these gives a different kind of
geometry to the molecule, mainly written up on the following table

Hybrid Orbital Geometry

sp, dp Linear

p?, sd Bent
2 $2d Trigonal Planar (o« = 120°)
p3 Trigonal Pyramidal
sp? Tetrahedral

sp3d Bipyramidal

sp3d? Octahedral

Table 24.2: Different kinds of hybridization and subsequent molecular geometry

§§ 24.4.2 Beryllium Dihydride (BeH)

Our first real example will be Beryllium Dihydride. This molecule is linear, and considering
that the valence shell of Beryllium is [He]2s? we have that our complete molecular orbital
can be written as an intermixing of s orbitals of the 3 atoms.

In formulae

|¢)>B€H2 =ci|ls)y +c2)28) g, +c3|ls) (24.33)

This molecular orbital has o symmetry (it's not hard to see this, it's a superposition of s
orbitals). Following the hybridization method of orbitals we can also find 3 more orbitals

), = 1) + AJ2s) + [15)
b = 1)+ 20 — 1)
5= 1y, = 1) — v [28) + [15) (24.34)
1) = — [15) + w292} + |15)

All of these configurations represent the state X%, of Beryllium Dihydride.
It's easy also to verify that this molecule (like all linear molecules) can have either a Cyop,
symmetry or a D, sSymmetry
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18— \

Figure 24.1: The Beryllium Hydride molecular orbital diagram

H—Be—H
Figure 24.2: The Beryllium Hydride molecule

§§ 24.4.3 Water (H20)

2p

For water the situation is completely different. The two 1s orbitals of the hydrogen mix with
the 2p orbitals of Oxygen, forming a sp? hybridization. In this case, we know already that this
molecule has a bent symmetry, and the Hamiltonian will be invariant to all transformations

of the group Cy,, due to the planar hybridization with the p,, p, orbitals of Oxygen.

The two hybrid orbitals will then be the following 2

‘sp2>1 =|18) gy + A 2p2)0
‘sp2>2 = [1s) g + A 2py) o

(24.35)

Due to the symmetry of the molecule it's possible to determine that the angle of separation
of the two Hydrogen atoms is a = 105°. Note that since this molecule is bent, usual
molecular states do not apply to molecular orbitals, therefore, another notation based on
group theory is used, and we get that the ground state of the water molecule is X' A; and

the electronic configuration is

203103303102
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Figure 24.3: The molecular orbital diagram for water (H50)

Where the first two orbitals, ay, bo are bonding orbitals.

The new notation for electronic structure of the molecule is given directly by group theory.
This notation takes into account the bending of the molecule, which changes the energies
of the usual o, =, --- molecular orbitals. This can be seen by taking a Cy, transformation
and applying it to these molecular orbitals. Through this change of coordinates we see that
the p orbitals transform as follows

1) = == (1pe) + Ipy))

V2
1
Pl = 75 (o) = o)

(24.36)

Looking closely at this definition, we see that the state |2s) and |2p,) transform into
themselves, thus they have a a; symmetry, whereas we see that \2p;> changes sign upon
this Cy rotation, and therefore has a b, symmetry, and last, the state |2p,) changes sign
upon reflection o, and therefore has b; symmetry.

Putting this all together we get the previous molecular configuration, which through a simple
direct calculus (evaluating sign changes and symmetries) gives back the X' A, spectroscopic
term for water.

/O
H \H

Figure 24.4: The Water molecule
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§§ 24.4.4 Carbon Dioxide (CO2) and Lone Pairs

For this molecule, we have 16 valence electrons, and we can form a bond using the
2s, 2p., 2py, 2p, Molecular orbitals of both atomic species.

Since the molecule is linear with an inversion point it is a D4, molecule, and he only
possible o, atoms are given by the three 2s orbitals of Carbon and the two 2p, orbitals of
the two Oxygen atoms. We choose the internuclear axis as our z axis, and we build our
orbitals as usual through the projection of A and A. The hybrid atomic orbitals will then be
a superposition of 2s, 2p, orbitals (A = 0, ¥ symmetry) and of 2p,, 2p, orbitals (A =1, II
symmetry) which give a 7 bond.

Therefore, the electronic configuration of CO4 will be, using the usual Aufbau rules for
molecular orbitals

(Log)?(107)(204)* (207%)* (1) (175 ) (24.37)

The antibonding molecular orbitals do not contribute to the bonding, and therefore lead to
a destabilization of the molecule. These are usually called (in chemistry) as lone pairs, and
are indicated by couples of electrons which do not participate in the bonding.

The bond order of the molecule is given by this simple calculus

1
B, = 5 (N — Na) (24.38)

Where Npg is the number of bonding electrons and N4 is the number of antibonding
electrons.

From this we can immediately see that if the electrons involved in the lone pair had par-
ticipated into the bonding, placing themselves into an antibonding orbital, would have
brought the bond order B, = 0, which means that there are no bonds in the molecule.
This is clearly not what happens in nature in a standard atmosphere, because we are quite
certain that this molecule exists!

Talking about the bond order again, it is also used in order to determine the number of
bonds of a molecule, i.e. if B, = 3 it means that this molecule has a triple bond, and so on.

O0=—=C=—7=0

Figure 24.5: The Carbon Dioxide molecule

§ 24.5 Rayleigh-Ritz Variational Method

It's useful to check a different approach on the LCAO method, by introducing a variational
form of this approximation.

We start by defining our unnormalized Hamiltonian eigenstate as follows, indicating with
the subscript A the first atom, and with the subscript B the second atom.

|®) =c1|P) 4+ c2lth)p (24.39)
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Normalizing, and considering, without loss of generality that (1|¢), = 1i = A, B, we get
the new normalized eigenstate

v = ! (c1 1) 4 + 2 [ 1) ) (24.40)

\/C% + 5+ 2ci102 (PlY) 45

Inserting this eigenstate in the Rayleigh-Ritz variational equation, we have

E = (U|H|D)
B 1
A&+ c3 + 2102 (YY) 4

(Wlaer+ Wl e2) Hler )4 + 2 [¥) )

We continue calculating by bringing to the left the normalization factor

E (¢} + 3+ 2ci0a (Y[) 4p) = 3 W H ) gu + 3 W H ) g + 2c102 (O] H|Y) 45
C%E + o+ 2c100E (Y[)) g5 — C% (] H V) an — C% (¥ H V) pp — 2c1¢2 (] H [¥)ap =0

Now, we impose the condition d,, (¥| # |¥) = 0 in order to find the extremal value for the
coefficients, and semplifying the constants and regrouping, we get the following system of
equation

ex (W) 0 — B) + 3 (1A 19) ap — B (1) a5) =0
e (W1 9) ap — B W) ap) + o2 (01 0) g — E) =0

Writing the matrix elements of the Hamiltonian as #;;, with i, j = A, B and the overlap
integral as Sap, we have that the previous system, in the basis of the two coefficients is
represented by the following matrix

(24.41)

A — [ Haa—E  Hap— ESap
Y Hap — ESap  Hpp—FE

It's easy to note how this matrix is given by the following matrix equation

<w| ?:[ W>U -E <¢W>U = Hij — ES;;

_ (WIHI)ax WIHIE) a8
o= (et i)

(b ")

This matrix gives the searched solution for dety(A4;;) = 0, hence we get the following
second order linear equation on £

(Haa — E) (Hpp — E) — (Hap — ESap)* =0
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Noting that |+¢) , = [¢) 5 we have that H44 = Hpp, and the solution to the equation are

Haa+Ha
BB =

Haa —Han 24.42
B (R) = AT (24.42)

|Cl|2 = |C2|2 —> C1 = :|:CQ

Where, expressing the matrix elements of the Hamiltonian in Schrédinger notation, we get
Han = /w(TA)}A[i/JOA) Bra=J
Hap = / Yra)Hi(rg) dBrad®rp = K (24.43)

Sap = //1/1(TA)¢(7”B) BryPrg =1

Which are the already known Coulomb integral (J), Exchange integral (K) and the Overlap
integral (I). The energies therefore represent the bonding-antibonding state couple

§§ 24.5.1 Hiickel Theory

Further approximations can be made using this variational method. Commonly one chooses
a minimal LCAOQ basis (overlap of |1s) states) in order to complete the calculations, but
this is not always the best choice. An example are organic molecules and molecules with
weak overlaps of orbitals (like in pi bonds). Therefore, as an example, suppose taking a
planar hydrocarbon. The = bond of carbon can be thought, as for the Rayleigh-Ritz theory
described before, as a linear sum of |p,) states.

Ty =1 ‘p1:> + co ‘pz> (24.44)
The energies will therefore be the solution of the following secular equation

Hit — ES11 Hiz — ESi2
Ho1 — ES21 Hoo — ESo

In order to solve this equation, we impose the two main approximation of Hiickel theory
p]z> = 0;j

2. We assume that the p, orbitals interact only with their next closest orbital, therefore
Mij = aif i = j, or H;; = B if the orbitals are adjacent. Otherwise it's considered to
be zero

=0 (24.45)

1. We assume an orthonormal basis, therefore S;; = <pzz

The secular equation therefore becomes

a—F 15}
153 a—F

‘ —(a—EP - =0 (24.46)

Solving for E we get E+ = a+ 3, which gives E as our bonding m, orbital and E_ as the
antibonding ; orbital
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§ 24.6 7 Electron Systems and Unlocalized Orbitals

From now on we will consider a different class of molecules, where the electronic wave-
function isn’t precisely localized in a certain position, permitting the existence of unlocalized
orbitals. These particular molecules include chains of Carbon atoms, where double and
single bonds alternate and aren’t localized. The electrical polarizability of these molecules is
much larger than the usual molecules with localized bonds. This fenomenon is given by
overlapping p orbitals, i.e. = bonds.

§§ 24.6.1 Butadiene (C,Hs)

Transbutadiene is an isomer of Butadiene (molecule with the same composition of Butadiene)
which is planar. It's formed by a single ¢ bond between two CH radicals, which are
themselves doubly bonded with two CHs radicals. In this case there exist 4 = bonds
which are linear combinations of the p orbitals of the Carbon atoms, with the following
wavefunction

4
) =Y cnl2p), (24.47)

n=1

These 4 ¢, coefficients can be determined using the Rayleigh-Ritz variational equation,
which corresponds to the eigenvalue problem

[Hij — ESij| = 0
In order to solve easily these equations we impose some approximations
1. Hii = a, with o a parameter
2. H;j = B <0, i # jonly for adjacent atoms
3. Sij = 0y

These assumptions are the basis of the Hiickel method. After some calculations, for Trans-
butadiene, we obtain the following wavefunction for the = bonds

1) = 0.37 |1) + 0.60 |2) + 0.60 [3) + 0.37|4)
m2) = 0.60[1) + 0.37[2) — 0.37|3) — 0.60 |4)
m3) = 0.60[1) — 0.37[2) — 0.37|3) + 0.60 |4)
|ms) = 0.37|1) — 0.60 |2) + 0.60 [3) — 0.37|4)

(24.48)

The orbital 71 is completely unlocalized over the whole Transbutadiene molecule.
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Figure 24.6: The Transbutadiene Molecule

§§ 24.6.2 Methane and Ethylene(CHy4, CoHy)

As a continuation to our examples, we take the Methane molecule, CH4. Carbon bonds
readily in an excited state 1s22s2p3 which is very close in energy, forming, for Methane, an
sp3 hybridization. We can construct the usual 4 combinations for the wavefunction of the
molecular orbitals

1) = |2s) + [2pz) + [2py) + [2p2)
12) = 125) + |2p2) — [2py) — |2p2)
(24.49)
3) = [28) — [2p2) + 2py) — [2p2)
[4) = 12s) — [2p2) — 2py) + [2p2)

Since all |2p;) eigenstates are proportional to the standard euclidean basis, we can immedi-
ately determine that the direction of the maximum are respectively

Calculating the cosine between these directions we obtain a bond angle of 109.6°, giving
CH, a tetrahedral structure.
In case of a planar molecule like Ethylene, we can form sp? hybrids as follows

1) = 125) + V2 [2py)

= |25) + \/glpw - \/glpﬁ (24.50)
3) =2s) — \/§|py> - \/gl2px>
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Figure 24.7: The Methane and Ethylene molecules

§ 24.7 Cyclic Molecules

§§ 24.7.1 Ideal Homonuclear Trimer

We can begin our treatment of polyatomic molecules by studying a toy problem, as the
homonuclear trimer, i.e. a triangular molecule composed from 3 atoms of the same element.
We begin evaluating the system by immediately finding that there is a C3 axis of symmetry,
passing through the center of the triangle. Having considered this, we already know that
the electronic Hamiltonian and the C5 operator, which applicates a rotation of %3 radians,

commutes [7—26, 03} = 0, thus there exists a common diagonalizing base.

We search this base by taking the minimal LCAO base orbitals. In this base, the electronic
Hamiltonian #H. has the energy of the single orbitals in the diagonal, and these base kets
diagonalize the C'3 operator.

We have

s ) = ¢ o) = c1|1s); + ca|ls)y + c3]ls),

Since these eigenvalues must have norm ||¢,,|| = 1 and must also express a rotation, have
the shape of a complex exponential

Therefore, we can write

2imm 2imm _ 2imm

5 Jam) = |1s); +e 3 |Is),+e 3 |ls)y, m=0,%1

CYS |04m> =€

Where we ignored general phases.

This base is made from a linear combination of bases of the electronic Hamiltonian H,,
hence we can easily write that diag ’Hl(j) = (¢, ¢, ¢€), with € the single atomic orbital energy,
and the diagonal elements are all the same #;; = —t Vi # j at the same time we can also
say easily that the Schrédinger equation holds
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And therefore, applying the Hamiltonian matrix to the matrix representation of this vector
(with normalization), we obtain

m) 1 e —t —t 21
Hija.m*— -t € -t e 3 | =
J A
B\ o) e
2imm _ 2imm
e—tle 3 4+e "3
_\}g e—t (e pe ) | =
e—t ("5 e 28T (24.51)
1
(e | o
= —= |€ — e 3 e e 3 =
\/g e*w

1 2 m m
= ﬁ [G—Ztcos <T;7T>] ozj(- ) — Ema§ )

Which are the energies of the three |a,) molecular orbitals, where two are degenerate and
shifted upwards from the single orbital by +¢ and one is shifted downwards of —2t.

Figure 24.8: LCAO diagram for the homonuclear trimer

These energy levels though, are «not» optimized. In fact it's energetically convenient
to distort the molecule from a triangular symmetry to a isosceles symmetry, breaking the
degeneration for the orbitals |a+1). This effect is known as Jahn-Teller effect.

§§ 24.7.2 Ideal Polyatomic Ring and the Tight Binding Approximation

After treating the ideal homonuclear trimer it's possible to generalize the calculations to
a generic ring formed by N atoms. Suppose having a ring of such N atoms with one
valence electron, this ring will be a regular polyhedron with the nuclei at its vertexes. We

must obviously have {’H, C’N] = 0 which means that the eigenstates of the Hamiltonians

must also be eigenstates of the rotation operator Cy with eigenvalue e*2mim/N ith
m=0,%+1,--- ,+(N/2—-1),N/2if N mod 2n = 0 withn € N.
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Considering a minimal LCAQ basis |1s,,) = |n), all the eigenvectors of H will be therefore
linear combinations of 1s orbitals of the following kind

N
1 2imnm
|om) = —— E e N |n) (24.52)
Nn:l

Note how the state |ag) , |aN/2> correspond respectively to the normalized sum of the
orbitals (generalization of a bonding orbital) and to the alternated sum of orbitals (general-
ization of an antibonding orbital).

Considering the |n) basis as a complete orthonormal system we have that the energies of
the system will be the matrix elements of the Hamiltonian, as follows

A~ 1 N N 2im(n’ —n) ’
em:<aml7ﬂam>:NZZe v (n

n/=1n=1

7 |n) (24.53)

Calling the diagonal elements of the Hamiltonian as e and the off diagonal as (n + k| # |n) =
—t®) we can safely suppose that t*¥) = 0 for & > 1 since the atomic eigenfunction must
decay exponentially with the distance. This approximation is known as the tight binding
approximation. Calculating the energies as we did for the trimer we get, analogously, the
following expression

1 Nl N Qkimﬂ Qkim,ﬂ' Nl kaﬂ-
6m:6_N Zt(k)<e N +e N >:e—22t(k)cos< N )
k=1 n=1 k=1

Including the tight binding approximation, the levels become

2mm

m=¢—2tcos [ 2T 24.54
€ € coa< N ) ( )

Note how this is a reformulation of the previously discussed Hickel theory.

All the energy levels will lay in the interval [e — 2¢, € + 2t) (e 4 2t included if the number of
atoms is even).

We therefore will have, for the minimum and maximum value of the energies

€0 =¢€— 2t

€m — { EN =€+ 21 N mod2n =20 neN (24.55)
2
eib:e—%cos(W) N mod 2n+1)=0

The minimum will be €y and the remaining 2 will be the maximum levels of energy, for even
and uneven N.

Generally, from this property of energy we have that the energy levels will move from the
median value e by +2t, defining the band of permitted energies. Note that since we have
to fill these orbitals with electrons (2 per time due to the spin degeneracy and the Pauli
exclusion principle), therefore if the single atoms have only one valence electron, only half
of these NV orbitals will be occupied.
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§§ 24.7.3 Benzene (CgHg)

Benzene is a planar molecule, formed by a ring of carbon atoms, for which each one of those
is bonded with a hydrogen atom. This symmetry structure indicates an sp? hybridization of
the carbon atom'’s orbitals.

This molecule has a Cg,, symmetry which lets us hypothesize immediately an sp? hybridization
of the orbitals of the carbon atoms, or more precisely of the orbitals of the Methyl group
CH. Again using the symmetry of the molecule, we can write our eigenfunctions as follows,
noting that there exist 3 combinations possible for a sp? hybridization

6

1 imn .

V) = 75 E es sp2>j j=1,2,3 (24.56)
n=1

We need simply to add to these 3 hybrid orbitals another 2 orbitals participating in the
bonding, which are given by the CH group.

Solving everything, we find that the sp? hybrids are well localized in the molecule, and
instead the remaining 2p, orbitals, which participate in the bonding, are loosely bound in a
unlocalized 7 bond.

| |
H\C/C\C/H H\C/C\C/H
H/C\C/C\H H/C\C/C\H
| !

Figure 24.9: The Benzene molecule and its resonance of the double 7 bonds

Another way to treat this organic molecule, is to use its rotational symmetry for C' — C
bonds and tight binding for tying everything up. Since there are 6 C' atoms we have that
there will be 6 «,, orbitals, combination of the basis orbitals. Mathematically

6
1 2imm
Q) = — e 6 |n (24.57)
am) = 7 > n)

n=1

Adding up the hydrogens and supposing that only the 2s2p orbitals of carbon will partake
in the bonding, considering also the three previously mentioned sp? hybrid orbitals, we
will have a grand total of 30 atomic orbitals. Since carbon is tetravalent and hydrogen is
univalent, we will have 4 x 6 + 6 = 30 electrons. Due to the doubly degenerate nature of
molecular orbitals, only the first 15 will be completely occupied, leaving 15 free orbitals.
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[t's not easy to solve easily a 30 x 30 Hamiltonian for such problem, but it's possible to
greatly reduce the dimensionality of the problem. We have that the interacting orbitals in
this system must be 4 for the carbons and only one for hydrogen.

We identify with «, 8 the two orbitals of carbon coplanar with the ring, the first in the
clockwise direction and vice versa, with p the perpendicular p, orbital, with v the orbital
between carbon and hydrogen, and with s the remaining hydrogen orbital.

Using therefore these «, 3, v, p, s orbitals end up, using the previous formula, with the
following general expression for their linear combination

2imm

6
1
Ca'rn = = e 6
|Coum) \/67?1

o)

1 6 2
Cﬁm = = 6% 6”
|CBm) V6 2 |Bn)

27,m7r
L

n=1

2imm
‘Cpm = \[26 6 pn

6

1 2imm
|Hsm)=—=Y € 6 |sy)

n=1

Approximating with the tight binding model we have that 2 of each of these orbitals are

orthogonal for different m and have 0 Hamiltonian matrix element, imposing these two
constraints

<I’J> - 5mm’SIJ<m)

(I H|JT) = S Hrg ()

This reduces the complete 30 x 30 problem in 6 5 x 5 problems.

To this first reduction, we apply the tight binding approximation therefore rendering the
S matrix nonzero only on the diagonal and on the first elements above and below the
diagonal. We apply the same reasoning for the Hamiltonian, giving finally

(24.59)

1 0 0 0 0

0 1 Sap 0 0
Sry=10 Sga 1 0 0

00 0 1 S,

0 O 0 szy 1

(24.60)

€m 0 0 0 0

0 €afy —toCo 0 0
Hyy = 0 —toce Capy 0 0

0 0 0 €afy —toHs

0 0 0 —tcHo €s
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Where I, J = p,a, 3,7, s and

2mm

€m = €p — 2lppr COS <6)
€apy = (Ca|H|Ca) = (CBIHICB) = (CH|HICY)  (24.61)
e = (Hs|H|Hs) — tcce = (Cal H |CB)
—tem, = (Cy|H |Hs)

Note how the energies for the sigma bonds are localized to either the C — C or C — H
bonds and are localized to one single orbital, while the energy for the p, orbitals of each
carbon are dependent on m and are delocalized over the whole ring.

Ordering the orbital energies and filling up the orbitals using the usual rules we have that
the two hybrid sp? orbitals oo, occ are completely filled, while the delocalized w¢¢ orbital
is filled only in the lower levels with m = 0, +1<++>



25 Introduction to Solid State Physics

§ 25.1 Infinite Linear Chain

The first idea of solid we can imagine is the direct generalization of an ideal cyclic molecule
with N atoms, where N is a pretty big number but not infinite, in general N ~ 107 — 108.
This regular polygon with so many vertices can be approximated without problems to a
chain long 2R ~ Na where a is the distance between two atoms. Taking a single atom of
the chain as our coordinate origin we see easily that a finite rotation of 2r N~!, for N — oo
is almost indistinguishable from a discrete translation of a along an infinite chain.

From this symmetry we can immediately say, that if we define a translation operator 7}, that

moves this chain, if we write the Hamiltonian of the system as #, we have that {7—2, Ta] =0.
Since we're generalizing the ideal polyatomic cyclic molecule for N univalent atoms, we

take our usual minimal LCAO basis. We will have |a.,) orbitals, where m = 0,--- , N, and
our translation operator on our basis kets will act as follows

2iTm

Ta |04m> =e N ‘Oém> (251)

The induced phase, which depends on m, can now be redefined with a new quantum
number, due to the properties of this chain.
We must have, for the electronic wavefunction

Y- () =1~ (x+ L), L=Na (25.2)

Supposing the electron completely free we have that the wavefunction must be of the form
¥ o e* Imposing the previous condition in order to constrain the electron wavefunction
to the chain we must have
) . 2
Aetkr = peik@Na) g — T g N (25.3)
Na

This is the quantization relation for the chain, which gives us a new quantum number k,,,
that due to its definition is called the «wavenumber» of the chain, where

2 N-1
””_Quwi<)” N=2k+1, keN

k’m - QNZL N a (254)
T T
Na ' a
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It's easy to see from its definition that k,,, € [—m/a, 7/a], which is called the «1st Brillouin
zone». It's also obvious that for N — oo, k,,, — k, where k is a continuous variable defined
in the same Brillouin interval.

With this definition, we will have that applying 7, on our basis states, we have

T |ag) = e*me|ay,) (25.5)

Where we substituted m — k,,, our new quantum (wave)number. As we said before the
Hamiltonian commutes with the translation operator, therefore, since |ay) are eigenstates
of Ty, they must also be eigenstates of the Hamiltonian, such that
kK" = 6ppr

(k) = b 56
(k| H|K") = exlpi
Where |ag) = |k).
Since basically everything is equal to the case of the N-atomic cyclic molecule, supposing
that |au,) = [1s),, (i.e. |a) is @ minimal LCAO base for every single atom) we can say,
imposing the tight binding approximation, that

N
1 .
k) — 6zkna 1s
= < S, e
€ = €0 — 2t cos(ka)

All of this is generalizable to 2 and 3 dimensions, with the definition of a Bravais lattice
Definition 25.1.1 (Bravais Lattice). A Bravais lattice is defined as a set of discrete points
which can be described with a lattice vector R = nia; + nea, + nsgas, where ny,na,n3 € Z
and a; are linearly independent basis vectors. Therefore

R =na in 1D

R =n1a; + na2ay in 2D (25.8)

R =n1a; + naay + n3as in 3D

And with the usage of the Bloch theorem, which states

THEOREM 25.1(Bloch Theorem). Given a Hamiltonian with a lattice-periodic poten-
tial V(r) = V(r + R), where R is a lattice vector, the eigenfunctions of the system will be
of the following shape

Yi(r) = e*ruy(r) (25.9)
Where wy, is a lattice-periodic function. The wavefunction 4y, is known as a Bloch wave.
All this summed up, for a 3D lattice, we will have
1 N1 N» Ns

Y= eia(kmq-&-kynz—&-kzm) N7
&) VNI NN 2.2 Imanans) (25.10)

ni=1ngo=1n3=1

€ = €0 — 2t cos(kza) — 2t cos(kya) — 2t cos(k.a)
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§ 25.2 Fermi Level

As seen in Statistical Mechanics, the electrons, being fermions with s = 1/2 must obey the
Fermi-Dirac statistic, where the density of states is some function g(e). The number of states
will be given by the integral of this probability density function g(¢), remembering that if
dN is the number of states between ¢, e + de and g is the degeneracy of the levels, we have

Since for electrons we have a degeneracy of 2, since ms = +1/2 we can say that in general,
the number of states possible is 2g(e)de. It's obvious that the Fermi-Dirac distribution must
be a Dirac delta for discrete spectra (like the QHO), where

g(€) = 25(6 — €i)

Where i is a quantum number.

In general, for solids we will search the density of states in a certain energy interval, given
by g(e)/V where V is either the length, surface or volume (in 1D, 2D or 3D) of the lattice.
Due to the high number of atoms in the crystals we treat it's common to employ the
following approximation, where we will move everything from the discrete sums to a
continuous integral, where in 3 dimensions, we have

1 1 )
V;%(%P/Bdk

Where we also approximated k,, — k, considering it as a continuous quantum number.
Note that B is Brillouin’s first zone.

Using the definition of ¢ given in (25.10) the integral is solvable in 1D, and therefore, we
get

1 1
— le —eo| < 2t
g(e) = { Ta\/4t2 — (e — €o) (25.11)

0 le — €o| > 2t

The Fermi level of a crystal, is defined as the level with energy ez such that the highest
possible state is occupied by fermions at T' = 0. For electrons we have, supposing a univalent
crystal with only one basis orbital (a one level system) for N atoms, we have that

e
N, (ep) = N = 2/ g(e)de (25.12)
—00
Note that the integral must be equal to the number of atoms, since that’s the number of
electrons in the system, since each atom is univalent.
By sheer logic, since each cell of the crystal can be occupied by two electrons, we have that
N/2 cells are occupied and N/2 are unoccupied, therefore at T = 0 K, noting that the
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energy band is symmetric with respect to ¢ (|cos(x)| < 1), we can immediately say that
having the first N/2 cells occupied, it implies that the Fermi level must lay at the center of
the band, giving ep = €.

If this is generalized to two or three dimensional lattices, we can define a Fermi surface, i.e.
a surface ¥ defined as follows

Y= {E€R3‘65:6F}

l.e. it's the set of all wavevectors k such that e; = €.
For a tight-binding Hamiltonian in 3D, where all the atoms are in an univalent lattice, we can
immediately say that since ¢y = eg, the Fermi surface will be the solution of the following
equation

cos(kza) + cos(kya) + cos(k.a) =0 (25.13)

§ 25.3 Free Electron Approach to Metals

§§ 25.3.1 Drude Theory of Conduction

The idea of conduction theorized by Drude is a completely classical idea.

Suppose having a metal with Z valence electrons and N atoms with charge +Z,e. These
electrons move almost freely on the surface of the metal, where their only interaction is
through collisions with the ions.

Supposing these collisions as “conduction collisions” we can write Newton's equation of

motion for this system

E
TTLQZGE:>Q:—€; (25.14)
m

By integrating on ¢ and including (v,) = 0 by hypothesis, we have that on average, for each

electron 5 s
(v, ) = <6t> == (25.15)

m m

Where 7 is the “relaxation time” of the metal, i.e. the average time between the collisions
of the electrons.

By definition of current we can see that it will be proportional to the average velocity of the
electrons times the number density of electrons in the metal, therefore, writing Ohm'’s law

TL€2

i:—ne@():UE:Nr:WT (25.16)

Where o is the conductivity of the metal.

Since the system is completely classical, we have that the electrons will follow a Maxwell-
Boltzmann distribution of velocities, and since (E) = 3kpT'/2 we also have that the electron
speed is tied to the temperature of the metal with the following formula

(v,-) (T) = ,/3’ij (25.17)




25.3. FREE ELECTRON APPROACH TO METALS 281

The mean free path of the electrons on the metal will obviously be given by the formula
A= [{ge-)|T.

§§ 25.3.2 Sommerfeld Theory of Metals and Conduction

The Sommerfeld theory is basically a quantum approach to Drude’s classical theory.
The first idea behind this is to evaluate the free electrons of the solid inside a box of volume
V = L3. The Schraédinger equation for such system will be

ﬁ2
— V) = et
2m =

Y(r+ L) = ()

This equation has a solution a plane wave with normalization V—1/2, and a quantization
of the wavenumber k,, = 2rL~(n,, ny, n.). Note that since we didn't consider a lattice
structure the electrons are completely free and & isn’t confined to Brillouin’s first zone.
From this we can say that since the particles considered must obey Fermi-Dirac’s statistic,
we have that a T' = 0 the density of states will be confined inside a minimal volume Vg in k
space it, where

(25.18)

4

The Fermi momentum is implicitly defines Fermi’s momentum kg, where

hzk‘p 2m
P G T\ G er

The density of states will be p(k) = 2V/873 for electrons (g = 2) and the total number of
states will therefore be

Vo
N, = p(k)Vp = 3—21@%
T

Which, if we write n = Ns/V as the number density of states gives
kp = V3nn2 (25.19)

Rearranging everything using (25.19) we end up having the following expressions for the
Fermi energy in terms of the density of electrons

h? 2
erp(n) = %(&mg)g
3
1 2mep 2
nler) = 1 < " ) (25.20)
k‘3
n(k:f) = 73752

Another intrinsic characteristic of the metal is the Fermi temperature T of such, which is
simply Tr = kg'ep.
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Using statistical mechanics we can approximate the energy distribution for electrons, and

expanding around ex we get
4 n
g(e) = *ﬁw/i €0
3erp\ e

Inserting this into the Fermi-Dirac distribution we have that

pmer i = -3 (53]

Indicating that since T'/Tr << 1 at room temperature, Sommerfeld’s free electron approach
is a good approximation for what happens in a metal, since € ~ ep

Suppose now that we want to calculate another property of the metal itself, the specific
heat at constant volume.

Using statistical mechanics again we have that the energy per single electron is given by

FE u U 29
_ U, ™ 29(er)
N n n 6

kgT)?

Where g(er) is our well known Fermi-Dirac distribution evaluated at the Fermi energy.
Using the well known formula for calculating the specific heat we get

ou 71'2 k‘BT 7T2 T
= — = — kT = — | — k
v 8T 2 < (S > B 2 <TF>n B

§ 25.4 blah blah

hi this is a test <++>
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26 Scattering and Cross Sections

§ 26.1 A Small Intro to Some Wacky Units

Since in particle physics usually we deal with particular calculations, it's preferable to avoid
using the SI system of units, and instead pass to what | like to call, the system of «God
given units», where the most common fundamental constants are taken as unitary, i.e.
h=c=1.
With this choice is also common to write energy in terms of €V, i.e., using ¢ = 1 and
E = ymc?, we have that

[E] = [m] =eV

Using the dispersion relation we also get
E=p*+m*=[p] =eV

Therefore mass, energy and momentum are all expressed in eV. Using that 1 J = (1.602) ! x
10 eV we get the conversion value

1kg =56 x 10% eV (26.1)
In these units we have that the mass of the electron m,. and the mass of the proton m,, are

me = 9.109 x 1073! kg = 0.511 MeV

. (26.2)
my = 1.673 x 107" kg = 938.3 MeV

The second consequence of taking 4 = ¢ = 1 is that time can also be expressed in terms of
eV. In fact since [i] = Js in the Sl system, and h = 1 in the GGS', we have

h=1.055 x 1073* Js = 6.583 x 10722 MeVs

Therefore .
1s= - MeV~! =1.519 x 10*! MeV~! (26.3)

'God Given System

285
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Combining both fic we have [hc] = MeV'm, therefore we can think of expressing distances
with this unit. Multiplying the constants we get

he = 197.35 x 107 MeVm = 197.35 MeVfm

This implies that
1 fm = 5.608 GeV ! (26.4)

In these units is also quick to see that

e? 1

“= 4reohe 137 (26.5)

§ 26.2 Cross Section

Consider a beam of particles colliding with a target which is long d. The N, particles of the
beam will react with the N; particles of the target Ny times in some time T'.

Target

Figure 26.1: Stylization of a beam of particles colliding with a target thick d

Considering the previous data, we can immediately say that the probabilty of interaction
between a beam particle and a target particle in a time T, if the particle density of the
target is ny, is

L Ng/T 1 N
ned Ny /T ~ nd Np

(26.6)

This probability is commonly known as the «cross-section» for the reaction.
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Consider now a beam with cross sectional surface .S

Since we have S < S; as in figure (26.2)
we have that the target is going to get hit
in a fraction of his surface. Considering
that the target is long d, we have that the
amount of particles that might get hit by
the beam will be

N,
Figure 26.2: Cross section of the beam with Ny = niSd = myd = jt (26.7)
surface S hitting a target with surface S; and
particle density n
Inserting it back into the formula of the cross section we have

Ny 1

— - (26.8)
’ Ny SN,

Since SN,, gives the amount of particles passing through a cross-sectional surface of the
beam per unit time (i.e., a flux), we can define the flux of particles ¢, as follows

dN,
Op = —dt” (26.9)
l.e. q
1 dNg
f— — 2 .1
o Neo, di (26.10)

Noting also that if the particle beam is long L, if its particle density is n,, we have, if N, is
the total number of beam particles moving with average velocity v,

N, = npv,Sdt
And therefore, since N, is fixed
1dN
o= 5 = o
Which gives
1 dNg
o= —
npvp Ny dit
And solving for N we have
dNg dn,
— N 26.11

Which is the differential equation that gives the number of reactions per unit time. Note
how [o] = L2, therefore it has units of m? in the S.1., in particle physics these units are quite
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uncomfortable since the cross sections evaluated are infinitesimally small, and another unit
is used, the «barn». As follows there are the conversions

1b=10"28m? (26.12)
For common reactions we have
p+p—X opp ~ 10 mb = 1073 m?
Vetp—X  o,~10fb=10""b (26.13)
X+p—=X  op~102Hh=10"b=10"% m?

§§ 26.2.1 Crossed Beam Interaction and Luminosity

Consider two beams colliding frontally like they’d do in the LHC, a 27km particle accelerator
ring.

Figure 26.3: Schematization of the two beams colliding at some point inside a particle
collider

The target we're now considering is a second beam with cross sectional surface S, =
S1 =S and N, particles. Rewriting the formulas using N, = N; and N; = N, we get

dNR dN1 ag dN1
YR Ry Vet 3
T T
Using ¢1 = S~1N; we simply get
dN,
N _ ooy (26.14)

We can define a new quantity, fin:, i.e. the «interaction frequency» of the beam, we have
that the flux can be redefined as follows

N n
by = 15 t (26.15)
And this gives
dNg _ UN1N2fmt — ol (26.16)

dt S
The new quantity £ is called the «instantaneous luminosity» of the collider and it has units
of L=2T~! and is commonly expressed therefore in Hz b~! or Hz cm ™2,
Integrating the previous formula we get the «integrated luminosity» L, measured in b~!
t1
L= Ldt

to
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§§ 26.2.2 Higgs Bosons, Exclusive and Inclusive Cross Sections

Going back to what we said for the luminosity of a detector, for the well known Large
Hadron Collider we have
Linc ~ 10

More specifically, during the years and the various runs it varied. The highest value was
reached with run 3 of the LHC in 2018, where

Ligc =163 th™!

This value can be used to estimate the number of events happened for a certain reaction.
Take as an example the creation of Higgs boson

pt+p—H+X

The number of Higgs produced will be given using the integrated luminosity of LHC in run
3 and the cross section for the creation of H + X particles

Ny = Logx
Here o x ~ 1071 b and /s = 13 TeV.
Ny =163-10""bfb~ = 163 - 10°

Therefore, in run 3, between 2015 and 2018 around 16 million Higgs bosons were produced
in the LHC.

It's important tho to note that there are various ways a Higgs boson can decay, which will
be what is going to be measured at the detector. These decays will be

H — bb
H — yy
H—ZZ
H—->WW

The probability for having one of these decays is known as the «branching factor» BF.
Suppose that now we want to see how many reactions of the kind H — ~+ happened in
run 3, then we will have to weigh the total number of Higgs bosons with its branching
factor

N, = NuBFp (26.17)

Suppose instead that we want to analyze a more complex decay of the Higgs boson

H— ZZ
et +e”
27 =t +u

47

(26.18)
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The branching factor for the H — ZZ is BFy_.zz = 3%, which means that
Nyz =163-10%-3-1072 = 489 - 103

This is not enough to check how many Higgs have been produced, since only the Z + Z —
et + e~ reaction is measured, and the total chain reaction we gotta consider becomes

p+p— H+ X
\—>Zi—‘y—Zi
et +e”
et +e”

Therefore, the real number of measured Higgs bosons N7, will be
Ny =ouyLBF;;BF2,, =163-10°-9-107* ~ 432

l.e., if the LHC's CMS detector was a perfect detector we would have measured at most
432 Higgs bosons in the 4 full years of the third run.

A major problem now comes into play. What if | don’t know the cross section for the reaction
ogx?. In general we have that the number of particles is given by the number of counts of
the detector, the integrated luminosity is measured directly, and the branching factors can
be either measured or determined theoretically. Therefore, simply inverting and adding a
factor ¢ determining the efficiency of the detector, which accounts for imperfections in its
surface, we have

B Ny 1

~ LBFyzzBF2%, ¢

OHX

This is not enough for a proper determination of values, since in the LHC there are various
reactions that get measured. We have that for each reaction with cross section o;, the total
cross section of the p + p — X reaction is

Tppx = 04 (26.19)
=1

The cross sections on the right are known as «exclusive cross sections» and the one on the
left is the «total cross section» for the measured event.

Note that in searching for the Higgs boson, we actually want to measure the photons from
pair annihilation of the two electrons of the previous reaction, since their energies will peak
around mgc?, giving the complete reaction

p+tp— H+X
\_>2i_|_2i
L et e 7+
et +e =7+
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Generally we're seeing the decay of a state |pp) into a state [eTe~eTe™), passing through
a Z* state. Using SR we have
oo H
PZ1 = pe1+ —l—pel,
P (26.20)
7 = Pey The;
The 4 moment of the 4 electrons is measured, and using the well known formula for the
invariant mass we have that
mzz = \| Pl PS”
Which, also gives the energies of the emitted photons in the center of mass of the decay.
Measuring various combinations of such at LHC in 2012, finally a peak in counts of reactions
at around E;7 ~ 125 GeV was measured, which corresponds to the measured mass of this
famous boson.

§§ 26.2.3 Mean Free Path

Starting again for the usual and now well known relation for giving the number of reactions
per unit time for some beam of particles hitting a target long I, we can imagine to generalize
everything to differential lengths I — dz, giving us

dNg dN,

L P,
& ony T dx

The interaction probability will be

N N;
Pt = L onydxr = ot
p S

Define now an «absorption coefficient» . This coefficient indicates the amount of particles
of the beam that get “absorbed” by the target per unit length. Using some reasoning with
the previous formulae we must have that it must depend linearly to the linear density of
particles of the target n;, and therefore

= ong (26.21)
We have now that the pdf for the interaction energy is
Py = pdz (26.22)

This, must also be proportional to the derivative of the flux, since the flux must lower by
some quantity while passing through the target. Finally we have

dép

P = Pty = —pdpde (26.23)

Solving the ODE we get
Pp(x) = doe™ " (26.24)
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Noting that p has units of L=! we can imagine to define a length X as the inverse of this
attenuation factor, known as the «mean free path» of the particle.

The main utility of this length is that it can be used to determine the interaction cross section
experimentally. In fact, imagine sending a flux of particles through N targets with increasing
lengths d; as in the next figure

dn
—_— — -
—_— dy — da — -
—_— — — -
%o $1 b2 |

Figure 26.4: Example sketch of the experiment

Since ¢ o< e #* we could use an exponential fit to find u. Using u = on; it's possible to
estimate o if the properties of the target element are known

§ 26.3 Differential Cross Section

Consider now a realistic approach for the collision of a beam of particles with a target. In
this realistic approach the detectors will occupy part of the space around the target, and
therefore there will be some preferred angles in order to detect properly the particle.

This final angle depends on the flight angle of the scattered particle.

Y

Figure 26.5: Sketch of the scattering process in study

In the previous figure it's possible to see the sketch of this kind of scattering. The two
parameters by, by are known as the «impact parameters» of the two particles, while the
two angles 61, 65 are the «flight angles» of the two particles.

In general, it's not hard to believe that this flight angle will depend on the impact parameter
b which is the vertical distance between the target and the unperturbed particle path’s y
height.

From this supposition we can immediately say

b) =0
{g_() —db oc df
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Imagining a toroidal detector around the target we can transform this reasoning into 3D,
where df — dQ = sinfdfde. In this case, noting that bdb = sinf#df we get a new
«differential cross-section» do

do = bdbdl (26.25)
Manipulating this a bit we get
do do .
do = @dQ = m\sm 0dfdy| = bdbdp

Or, rearranging everything
do

do _ b 1db
dQ  |sinf||df

Where the absolute value comes from o > 0.

(26.26)

Example 26.3.1 (An Easy Example of Differential Cross-Section). As an example it's really
exemplar finding the differential cross section for a particle hitting a rigid sphere with radius
R.

Figure 26.6: Quick sketch of the particle beam colliding with the cited sphere

This rigid sphere can be imagined as a potential wall in 3D spherical coordinates, where,
simply
0 r>R
UR) =
© r<R
It's obvious from the picture also that:

{ b= Rsino

20+ 60 =7
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Solving the second equations for «(6) we get that

And therefore

sin (av) = cos <Z) —b = Rcos (g)

Deriving b with respect to # and getting its absolute value we get

sin Q
2

And, simply substituting everything into (26.26) we get

do _ 1 coS Q sin Q —R—Q
dQ  2sing] \2/)7\2) 4

Having now a simple differential equation for o we have finally

| _R
do| 2

2
U:R— dQ = 7R?
4 47

Which means that, if the beam has cross sectional surface S, the probability of interaction
of the beam with the sphere is
TR?

S
This is in complete accord with the impulsive idea that the interaction probability in this case
will be given from the exposed surface of the sphere divided by the surface of the beam,
giving without problems a function of reactions in terms of cross-sectional surface of the
beam

Pint =

7 R2
N = — = —
r(S) =g

Having said all of this one might rightfully ask how would someone measure the
differential cross section.
Start with hitting the target in question with a beam of particles with known flux, then the
number of counts per unit time will be the usual well known formula

Substituting inside this the differential quantities we have

dNg  dodN,
o Mg @
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Expressing n:d in terms of differential surface we can say immediately that

¢ de - .

ngS = ¢p(x) Ve
Which gives

dNg do

Since every term on the right is known and the number of counts per unit time is measured
by the detector we can solve for the differential cross section, getting

do 1 dNg 1

Z = - 8 26.27
dQ ~ ¢p(x)N, dt dQ (26.27)
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21 Nuclear Physics

§ 27.1 First Discoveries

At the end of the "800s we managed to discover radioactivity, and it was divided as follows
e Xrays, discovered by Rdntgen in 1895
¢ Natural radioactivity observed in phosphorescent materials as 238U salts, of which

— arays
— prays

— 7y rays

The firsts, X-rays, were known for passing easily through matter and leave traces in photo-
graphic tables, they're now known as high energy photons

The last, natural radiation in the shape of «, 3 and ~ radiation are now today known as
emission of particular particles by atomic nuclei

1. ~ rays, today known as photons for which E > Ex
2. [ rays, today known as electrons and their antimatter counterpart, the positron

3. «a rays, now known as Helium nuclei, which are emitted only from heavy nuclei

§§ 27.1.1 Thompson and the Discovery of the Electron

One of the first experiments was conducted by Thompson, Milliken et. al which studied the
nature of 3 particles using a CRT as in picture

297
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|
[

Vo << Vy

Figure 27.1: An example of a CRT’s functioning, the cathode C' and the anode A are
enclosed in a glass tube

The Thompson-Milliken experiment goes as follows: Filling the CRT tube with different
gases it's possible to measure events in function of the kind of gas, its pressure, the potential
difference V4 — Vo and obviously in function of the material used to produce the cathode.
The observations that the scientists reported were

e A green luminescence close to the anodes

e Electric shocks present also with small AV

¢ The electrical screening between the anode and cathode grows with AV

¢ All these effects are independent from the presence of a magnetic field B
They ended up with an hypothesis: CRT rays must be charged particles.

Thompson went forward proving this setting a new experiment, set up as in the following
picture

Figure 27.2: Scheme of the Thompson experiment. The electrons emitted from the cathode
C travel through a cylindrical capacitor long L at a constant velocity v,. Interacting with
the electric field the path of the radiation variates and this variation is measured in a screen
S at the end

In this experiment, we have V4 >> V and therefore the electrons are accelerated from
C to A, from which continue traveling with constant velocity v,. The y component of the
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velocity gets perturbed by an electrostatic force, which gives us, inside the cylinder

a; =0
27.1
ay = %E ( )
Which implies
x(t) = vyt
q
y(t) = %EtQ

Since the capacitor is long L we have that when exiting the capacitor at a time t;, = L/v,
the particle will be at the following y position with v, velocity

q EL?
tr) = —
y(tr) 2m  v2

q EL
t) = L=
vy(tr) m Uy

The final measured y position on the screen, y will be given by an easy computation

Ax
ys = y(tr) +vy(te)—

Uz

Where Az is the horizontal distance between the end of the capacitor and the screen.
We get therefore

— + Ax

5 (27.2)

gF L?> qF LAx qEL(L )
Ys= o5 +—— -

T2me2 om0z m o2
The problem with this equation is that v, is unknown and therefore it's not possible to find

q/m.
Accounting for an orthogonal magnetic field B and applying the Lorentz force it's possible

to find that

Vp = —

B
And therefore

q Ys E
—_——= 27.3
n TG +a D @3

This is a property of the projectile since it's invariant with the gas and the components of
the anodes, and Nobel in 1906 calculated

4 —1.76-10" C/kg
m

A subsequent experiment by Milliken et al. in 1923 used a falling drop of oil in order to
calculate the charge of this new particle. The setup of the experiment was as follows
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<7
IS

Figure 27.3: Experimental setup of the falling droplet of oil

This experiment used a falling drop of oil. The mass of the drop is quickly calculated

assuming a spherical drop
4T 4
mp = T Poil

3
Using hydrodynamics the drag force’s modulus is quickly calculated accounting for the
viscosity n as follows
Fy = —6mnrug

Where vg is experimentally measured as the terminal velocity of the droplet. The classical
equilibrium is reached when the weight of the droplet is balanced by the hydrodynamic
drag

g = G

Solving for r we get a measurable formula for the radius of the droplet, i.e.

r= 3/ 1% (27.4)
2poilg

Applying now an electric field opposite to the motion of the droplet we get a new terminal
velocity v which can be experimentally measured, gives a relation between the known
measured variables and the charge, as follows

272
qbE = 2mr <Spoug - 3771)1)
Substituting for » and with some algebra we get

1Yo
2pmﬁl9

qF = 18nm (vo —v1)

Since FE is known and the variation in terminal velocities of the droplet is directly measured
we get that the charge of this new particle is

~ 18nm Vo

Av=1.59-107"7 C (27.5)
E 2poilg

The final value reached from Milliken is so precise that its relative error is in the 1% from
the modern known value.
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Mixing the result of these two experiment it's possible to evaluate the mass of these beta
particles, which gives

mg = 0.911- 107" Kg ~ 511 KeV (27.6)

This beta particle is now a well known fundamental particle that we treated already in depth
in the previous chapters, which is the electron.

§§ 27.1.2 Discovery of the Nucleus

After the discovery of the electron and its properties with 8 radiation, Rutherford et al.
proceeded with a new experiment trying to discern the physics behind « particles. It was
known that for some atom, with A big enough, we can have a radioactive decay through
the emission of an « particle, in the following reaction

AN = 2M +a (27.7)

Note that today it's known that a = 3He, m, =3.7GeVand A’ = A —4, 7' = Z — 2.
These « particles emitted naturally by these heavy nuclei have a center of mass energy of
around 5 MeV. Using special relativity we know that they aren’t relativistic, in fact we have

Eup = Eo —ma = (7 — D)ma=—=7 ~ 2.35-1073

Rutherford’s experiment was initially in order to determine which of the nuclear models
was true. At the time there were two main contending ideas, one being Thompson'’s idea,
where the electrons ¢ < 0 were situated inside this nucleus with ¢,, > 0 and the total atom
was neutral (the so called Pancake nucleus) whereas Rutherford supposed of an atom with
the positive charges all in the center and electrons orbited these positive charges, rendering
in general the atom neutral.

This experiment is extremely similar to the setup (26.5), where the target is our nucleus with
q > 0.

The experimental setup that Rutherford et al. used consisted of a radioactive o emitter
bar targeting these particles to a foil of gold -gAu which is surrounded by a 150° spherical
detector, which would measure the differences in the deflection angles.

The source chosen was Radium Bromide, RaBrs, an alpha emitter radioactive compound.
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Figure 27.4: The setup was as follows, the radioactive source was placed at some distance
from a gold plate at the center of a semi-spherical detector, which would then be used to
determine the deviation angles of the deflected « particles

The main scope of the experiment was to measure the numbers of reaction with respect
to the deviation angle.
This can be done by firstly finding the differential cross section. The experimental setup
makes it much easier since the spherical symmetry of the system easies the calculation.
Since the angular momentum of the particles and energy is conserved we can begin by
writing the Lagrangian of the system

Lo= " (P +170%) —Ur) (27.8)

Thanks to the spherical symmetry we have that ¢ is cyclical and its momentum will be
conserved, i.e.

Dy = mr2¢ =1L
And the energy of the system is

1 1
E=pj—L,= Qmoﬂg + §mo¢""2¢2 +U(T)

Substituting the cyclical coordinate with the conserved quantity L we have

1 L2
E=-mi?
2m7” + 2mir?

FU) = T(F) + Uspp(r) (27.9)

Where U, s¢(r) is an effective potential that includes the centrifugal potential.
Solving for 7 we get thanks to the conservation of energy the following differential equation

dr /2 L?
dt ma\/E  2mr2 —U(r)
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In order to evaluate in terms of the deflection angle, using p,, we can substitute d¢ with de,
using the straightforward substitution
L
dp = dt

Me T2

Which gives
L

dSD — M 7‘2 dT‘

V2o (E ~U(r)) - 1

It's now useful to pass everything to the impact parameters for the « particle.
The conservation of energy permits us to write without problems that

Pi = MaVso

1
Esw =Ey= §mavgo (27.10)
L = |70 A Poo|| = bMaveo

Where r, is the distance of the particle from the nucleus of gold, v, is the velocity “at
infinity”, i.e. the velocity of the non-interacting particle, and b is the already known impact
parameter.

Substituting into the differential of ¢ we have that

1 b2 2,2 . b2
2mg <2mavgc —U(r) — T);QUOO> = m2v2, (1 _utr) >

Substituting it back and integrating we have

o0 b
o(r) = / dr
Tmin r / 1 _ Lé(;) _ %

The potential is the usual Coulomb potential, which in natural units is

Ly Lo
L{(r):iap ':é

T T

Substituting it back into the integral we get a solvable integral

_ I'min dr = arccos | ——2Eb (27.17)

o0 A b2
ry/1— - A2
Eoo’f” 7‘2 1+ <2Eocb>

Writing B = A/2E,.b lets us invert the function in terms of the impact parameter, giving
us

b(p) =

T tan (¢) (27.12)
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It's quick to see that ¢ = 7/2 — /2, therefore

A 0
b(h) = T cot <2> (27.13)
Deriving with respect to 6 and inserting it into the equation for the differential cross section
we get
do  o?227Z% (6
= st [ = 27.14
aQ ~ 16EZ ¢ <2> (27.14)

Rutherford confirmed this cross section, and went forward estimating the value of 7.
Using Eo = E, =5 MeV and the conservation of energy we have

Iy 1
U(Tmin) = Bl Y “mavl =5 MeV
T'min 2
le. 7
Fain = 2220 MeV ! = 0.23 MeV ™!

O

Converting into more usual units we have that r,,;, = 46 fm, which from the experiment it
was confirmed that 7,5, < 30 fm.

§§ 27.1.3 Discovery of the Proton and of the Neutron

Again from Rutherford et al. in 1918, still using « radiation, the proton was discovered.
Consider the following nuclear reaction

a+ N -0+ X

This reaction included an artificial nuclear transmutation and the emission of an unknown
particle X on which a spectrography was executed and the measured ¢/m was compatible
with HT. This particle was called the proton, with symbol p. The reaction was now
completed

a+¥N =10+ p

Continuing on this path, Chadwick et al. studied another reaction, for which an unknown
neutral particle was discovered. The reaction is

a+3Be - F#C+ X

The creation of this particle was observed also with Li and B This particle is heavily
piercing, and therefore two main hypotheses were considered

1. The particle is a photon

2. It's a new heavy neutral particle
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The idea for evaluating which is true was to consider the scattering with a proton from
which to measure the impulse of p and therefore evaluate the mass of this unknown particle.
The measured impulse of the proton after the scattering event had velocities 5 ~ 0.1 and
therefore can be considered weakly relativistic.

Curie et al. went forward proposing the idea that the X particle was a photon with an
energy of around 50 MeV, which tho contradicted previous experiments for which the
energy of such photon would have been of the order of one MeV.

Chadwick et al. finally concluded that this was a new neutral massive particle, for which
my, = my,+10%. This particle was called the neutron, and is between the early fundamental
blocks of nuclear physics together with p, e~ and « particles.

§§ 27.1.4 Modern Considerations and Experiments
In our modern understanding of nuclear physics we know 7 main properties of atomic nuclei
e Mass A
e Charge Z, number of protons
e Number of neutrons N = A — Z
e Nuclear spin
e Magnetic moment p
e Electric moments and quadrupole moments ‘m
e |sospin

All the chemical properties are tied to the charge of the nucleus Z and therefore compose
the periodic table.

With these properties one can use the two main ones, A, Z in order to build a couple and
from there identify a nucleus. In general, a nuclear object with mass and charge (A, Z) will
be called a «nuclide».

An «isotope» is a nuclide of some determined element (A4’, Z) for which although the mass
is different, the charge is the same. Vice-versa one can define «isobars», or a nuclide of
some determined element (A, Z’) for which charge is different but the mass is the same.
The properties of a nucleus can be found out with different experiments.

Starting for mass one can repeat the Thompson experiment using a mass spectrometer,
while for charge one can use an X ray spectroscopy of the internal electron shells of the
atom. Other experiments include tests for finding the radius of a nuclide, repeating the
Chadwick-Rutherford experiment with either highly energetic electrons in order to have a
smaller resolution, or using p-mesic studies of the atom with muons instead of electrons,
which all give finer details on the nucleus.

The final conclusion from all the various experiments are that

e The matter distribution is proportional to the charge distribution, i.e. A < Z
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e The nucleus is in good approximation a sphere, for which R ~ Ryv/A with Ry = 1.1
fm

¢ The volume enclosed in a nucleus is proportional to the mass of such, i.e. V,, oc A

§ 27.2 Nuclear Binding Energy

§§ 27.2.1 Stability and Radioactivity

Suppose having some nuclide (A, Z) with unknown mass. In general, we can say without
doubt that the total mass of the nuclide will be smaller than the sum of the masses of the
components.

M(A, Z) < Zmy, + (A — Z)m,,

This is immediately obvious in a relativistic context, in fact we're not yet accounting for the
binding energy of the nucleons, which is for sure negative, and together with that, we're
not accounting for the electronic binding energy.

With some simple calculations and noting that obviously the binding energy of the electrons
can be neglected, we have that the binding energy B of such nucleon will be

B(A, Z) = Zmy+ (A — Z)m, — M(A, Z) (27.15)

The experimental determination of this value can be made via a spectrometer for some
stable nucleus, and using nuclear reactions for unstable radioactive nuclei.

The shape of the binding energy function for nuclei, must include a stable region of nuclides
for A = 60. This corresponds to the fact that Fe is the most stable nuclide, which is well
known from astrophysical processes in stars.

In general we have that for

e A>30, 5 ~8MeV

BNy

* A=60, £ ~8.5MeV
* A>60, & —7.5MeV

But,what is precisely B/A? Quantum mechanically nuclides are bound states of neutrons
and protons, that behave exactly as a quantum bound state would.

The main caveat of this is that since the nuclei are quite energetic, all excited states emit
high energy photons. This is the proper origin of gamma radiation.

Take some nuclide in some excited state |E*). This state is unstable and will decay towards
a |E) ground state.

Suppose that the level corresponding to |E*) is as in the following diagram
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j |E) + 3

Figure 27.5: Level diagram for a gamma emission from a nuclide

The half-life of an excited nuclear state can be 10717s < Ty S 10%y. In general the
gamma decay has an exponential nature. Given some nuclide X we have

N (4X*) = Noe ™~

The half life will then be half e-folding time of the previous equation.

It's important to note that not all ground states of nuclides are stable, in fact there exist
various radionuclides, or naturally radioactive elements, like $H, also known as Tritium,
238U, etc.

Due to the composition of nuclei, made with Z positive charges and A — Z neutral particles,
it's already obvious that electromagnetism doesn’t explain their existence, therefore we
must account for a new force that we now call the «strong force».

Going back to stable and unstable nuclei that, if Z, is the stable charge value and N is the
number of neutrons we already can determine two possible radioactive decays.

1. Nuclei with N > Z,. In these nuclei a neutron decays into a proton via 5~ decay,
with the following reaction

AXN = A YN e 7 (27.16)

2. Nuclei with N < Z,. In these nuclei a proton decays into a neutro via 8 decay.

Xy = A Yy +et +ue (27.17)

3. Another possibility is the inverse- process, also known as electron capture, which is
not a decay.
IXy+e = F Yno1+ve (27.18)

Another radioactive process, together with v and g radiation, which a nucleus can use to
reach stability, is « decay. This type of decay happens usually for A > 180 and is typical
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for A > 200 nuclides. This process corresponds to the emission of a §He nucleus, as in the
following reaction
éXN — é:;lYN_Q + %Heg (27.19)

An example would be the decay of 238U as in
55°U — 53'Th + 5He

In general we have that E, ~ 4.2 Mev.

§§ 27.2.2 Binding Energy and Nuclear Structure

For calculating the binding energy of a nucleus we need to account for various correlation
factors

e Strong interactions
¢ Electromagnetic interactions

e Quantum mechanical effects

The last ones are directly tied to the Heisenberg indetermination principle and Pauli’s
exclusion principle, due to the nucleons being s = 1/2 particles.

The indetermination principle makes sure that these nucleons can’t be still in one point
and therefore are freely moving inside a spherical potential barrier that corresponds to the
nuclear boundary.

Supposing T' > 0 we have that E, >> kgT # 0. This energy is deeply tied to the Fermi
energy of the ensemble, and we can say that the potential barrier is

B
Z/{—EF"‘Z

For studying the effect on nucleons we directly delve into a quantum mechanical study of a
spherical well.
Solving the Schrédinger equation we get, in natural units

¥(x) = Asin(pz)

Imposing the boundary conditions at the center and border of the well we get in 3 dimensions
that the permitted values of momentum for a nucleon are

o Ty
Pz = I
_ ™y
Py =7 (27.20)
TNy
Pz = I3
Inserting into the energy of a free particle (i.e., inside the barrier), we have
2
B, = _p? (27.21)

= omI? "
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In order to find the Fermi energy of the system we must know how many states for a given
value of momentum or energy.

Taking a spherical slice of phase space, we have that for p € [p + dp] there will be dn states,
which accounting for the spherical symmetry of the system give

1 Anp’dp v

=353~ 2

dmpdp (27.22)

Dividing both sides by dp we get that

an e
dp p

Which implies that the derivative of the particle number in the infinitesimal shell with respect
to the energy is actually an energy density

dn

d—E:p(E)m\/E

Integrating this energy density we must have, since the particles are A fermions with s = 1/2

and g; = 2
€F
nAg/ dn
0

Dividing for electrons and protons we have

g
nn:A—Z:/ dn,,
0
For which, integrating, we have

v 2V drpd,
z- 2V /F47rp2dp: Vkﬂ (27.23)
0

Using R = RyA'/3 we have
4
Z = *7Tp3FAR8

9
Which implies
1 5/ 97
= — 27.24
PEr = R\ anA (27.24)
And for neutrons, substituting with n, = A —Z
PFn = L o/9A-2) (27.25)

Rig 4 A
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Inserting into E = p?/2m we get that the Fermi energy of the nucleus will be

2
ep = P~ 30 MeV (27.26)
2m

The average kinetic energy will then be the integral of the energy density with respect to
the number of particles divided by the number of particles A

2 PFp p2 PFn p2 2797
K)=— —d dn,, .
(K) A</0 2my, anr/O 2mnn> ( )
Using
2V
dn = Wllﬂ'dep

We get the following integral

4nV (1 [PFe 1 [Pen
Ky=——+[— tdp 4+ — 4d 27.28
(K) Ay <mp/0 P p+mn/0 P p) ( )
The integral is of direct solution, giving us
Vo (Ph, P\ 4R ([ Ph,  Phn
K) = , L - : : 27.29
(K) 2m2A <5mp + 5my,, 3r \ 10m, + 10m,, ( )

Where note that we used V = (4/3)T AR}
Substituting what we found for the Fermi momentums of neutrons and protons and using

mp ~ my, =m~ 1 GeV we get
2 9 Z\:  (A-2Z\3
Ky=—>"__|[-= - sz
(O 15mmR3 (47T> <A> +< A )

The last equation can be expanded with power series into the following approximate result

(K) ~ k <A+5(AQZ)2> (27.31)

wlot

(27.30)

9A

§§ 27.2.3 Nuclear Drop Model

In order to setup all the possible correlations to the binding energy of a nucleus it's possible
to rewrite the binding energy formula including everything.
All these possible contributors include

1. A volume term

2. An electromagnetic interaction term
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3. Asurface term
4. Semiclassical electromagnetic corrections
5. Kinetic corrections

This model of the nucleus used is known as the «liquid drop model» of the nucleus and
gives us a semi-empirical formula for finding the binding energy of the nucleus.
Starting from the volume term, we have that V' oc A, therefore our first term will be

BV = avA
For the electromagnetic interaction term, considering that Ugy; ~ 271 A(A — 1) we have
Be = acA2

The third term, the surface term, considers a loss of energy on the surface of the nucleus,
and noting that S oc A%/3 we have

2
Bg = agAs3

The fourth term is slightly more complex. Consider a charged classical sphere with charge
Z and radius R = RyA/3. The (constant) charge density inside the volume will be
_ Ze
P=7y

This implies that the electromagnetic energy will be
Epy = /pV(r)dgr x R®

Calculating properly the integral we have

Z%e? 9
Epy =
T (4m)2RoA

l.e. this energetic corrections gives us Egyr o Z2A~1/3, giving us our electromagnetic
correction term
BEJW = —CZEJ\,{ZQA_%
The final term comes directly from the formula (27.31), which immediately gives the follow-
ing correction term
(A—22)?
A
Adding all contributions we get the «Bethe-Weiszacker formula», a semi-empirical formula
for evaluating the nuclear binding energies of nucleons (A, Z)

BF = —ar

(A—27)?

1 (27.32)

B(A,Z) =ayA— CLSA% — (IE]\/[Z2A7% —ap
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The constants are found through fitting from experimental results, and have the following
approximate values.

ay ~ 16 MeV
ag ~ 18 MeV
apy ~ 0.7 MeV
arp =~ 93 MeV
The formula tho, is systematically different from the experimental results, noting that a full
term accounting for spin is missing. This term will be either positive or negative depending
on the values of A and Z. In general

+6 A, Z, A— Zeven
6=<¢0  Auneven
—0 Aeven,Z, A— Z uneven

The principal characteristics for this formula is that for isobars it follows a parabolic path
B(A,Z) — B(Z,7%)
Using the mass formula
M(A,Z) = Zm, + (A — Z)m,, — B(Z, Z?)

We can now calculate the maximum of the mass function, in order to find that the minimum
Z with A constant for the mass is

A 1

= 2 1+0.00764%/3 (27.33)

min
Connecting this to our previous relationship between Z and 3 decays we have that

® 7 < Zmin implies a 8~ —active radionuclide

X = A Y+e +72

® 7 > Zmin implies a 8T —active radionuclide

/ZXX %ZA—IYJVG—F + Ve
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§ 27.3 Alpha Decay

The alpha decay of nucleus is a radioactive process that happens for A > 200, for which
E, ~ 5 MeV.
The reaction is a two body decay

X = 55Y +a

The decay half-life of an a-active nucleus is a strong function of the kinetic energy of
the particle K, =~ 5 MeV. We have empirically that this half-life can be evaluated via the
«Geiger-Nuttall law»

log 7 /9 = a — blog /K, (27.34)

Since K,, can go from 4 MeV to extremely large values 7 5 can also change by various
orders of magnitude.

Let's evaluate the kinematics of this decay in the center of mass of 4X. For the conservation
of 4-momentum we get

(Mx,0) = (My +mq + Ko+ Ky,p, +p, )

From this we immediately get py = p, = 0 and that

p2 Mea
Q=Mx —My —my,=K,+ Ky = 1+
2ma Afy

Noting that My >> m,, since we're considering nuclei with A ~ 200 we can approximate
and then write an expression for K,

__Q _4
Ka_1+ﬁ$_Q<1 A) (27.35)

Where we used M ~ A
It's obvious that for this reaction to happen we need @ > 0. Since @ is an energy, also the
binding energy has an important role in this decay. We therefore have

Q= By(A—4,Z —2)+ B,(4,2) — Bx(A, Z) (27.36)
The constraint @ > 0 imposes that
Bx(A,Z) < By(A—4,7Z —2) 4+ B,(4,2) ~ By (A — 4, Z — 2) + 28 MeV
From what we found we can also say that

0B
87 <0 for A > 60
Ignoring B, (4,2) we have that an alpha decay can happen already for A > 60, which is

not experimentally supported since it's seen only for nuclides with A > 200.
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Using Geiger-Nuttall we have an empirical table which connects @ with the half-life of the
radionuclide 7/,

A~140 Q~0= T1/3 = o0

A~200 @ ~4MeV

A~240 (@ ~8 MeV

l.e. for 200 < A < 240 alpha decay is possible, but with a long 7y /5. Spontaneous alpha
decays are experimentally seen from 209Bi, which is the radionuclide with the longest known
half-life.

§§ 27.3.1 Quantum Tunneling and o Decay

A quantum mechanical model for alpha decay can be constructed starting from the fact
that « is a strongly bound state with B, ~ 28 MeV and the decaying nucleus is a heavy
nuclide with A ~ 200.
The decay can be thought as having the « particle bound in a potential well created by
471Y, where
~Uy r < RoAY/?
Uy (r) = 2 27.37
Y( ) QO[(Z — 2)6 > R0A1/3 ( )

r

This can be graphed with an energy/distance graph as follows

bound states —Up &~ —40 MeV

0 R0A1/3

Figure 27.6: Energy level diagram of the potential well inside 4Y and the coulombian barrier
atr = R0A1/3

Approximating the coulombian barrier as a step potential from R to r; with height Uy
we can solve the Schrddinger equation inside and outside the well, getting two free-particle
solutions and a decaying exponential solution inside.

In the first and third zone (outside the barrier) the solution will obviously be the free particle
one, and using & = ¢ = 1 we can immediately write the Schrédinger equation for both

1 d%y 3
2m,, dr?

+ Eqtpr13(r) =0
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Which gives the following solutions

Y1(r) = AeP” + Be "
Y3(r) = Be”
Note that we don’t have a wave traveling backwards outside the barrier, since we're

interested only in the transmitted particle.
In the second region, instead we get the following Schrédinger equation

1
2mg dr?

+ (U — Ba) a(r) = 0

With exponential solution _ _
'¢2(T) _ Cezkr + De—zkr

Note that since in the first and third regions we have a free particle we have
2

E, = P = p=v2m.FE,

2me,

In the second region instead

]{32
2me

E, =Uy — =k =+/2myUy — Ey)

The boundary conditions needed in order for 1; to be a wavefunction are that ) € L? inside
and outside the well. This means that the wavefunction and its first derivative must be
continuous on the walls of the potential. More specifically, using R = RyA!/3

V1(R) = 12(R)
Y1 (R) = 15(R)
Yo(r1) = 1h3(r1) (27.38)
v5(r) = ¥5(r)

Shifting the potential barrier by R and writing R — 1 = L as the length of the barrier, we
get by substituting the wavefunctions inside the system

A+B=C+D
ip(A—B)=k(C — D)
CeMl + De™*E = peirl
k (CekL — De*kL> = ipEe™l

(27.39)

The tunneling probability 7" will be then the norm squared of the amplitude of the outgoing
particle E divided by the norm squared of the amplitude of the incoming particle A.
The solution of this system is a long and tedious algebra task, which we will now undertake.
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No unfortunately the answer isn’t obvious so here’s the calculations.
Firstly we begin by rearranging the equations. Dividing the second row by ip and summing
it to the first we get a new way of writing the continuity condition at the first wall

A+B=C+D

2A:<1+,]{)C’+<1,]{:>D
wp wp

We continue by taking the fourth row and dividing it by k&, and then summing and subtracting
it from the third row, getting a new (nice) condition for C' and D

k

2De F = pe—PL <1 — Z}f)

20k = Eeirl <1 + ‘p>

Dividing out the constants on these we get the new third and fourth rows of the system,
leaving us with this intermediate solution

A+B=C+D

2A:<1+,I§>C+<l,k>D
p ip

E ., i (27.40)
_ Z ipL—kL
C 7€ (1 + T >
E ip
D == ipL+kL 1—
2 ¢ k

We continue by plugging in the second row the third and fourth of the new system, getting
this algebraic monster

oA= (145 (142 Egprnr (1 BN (1) E i
p k) 2 p k) 2

Rearranging after some algebra, we have
2A:EeipL 2+£+@ e Rl 4 2—&—@ et
2 ip  k ip  k
Fixing the exponentials inside the square brackets we have
E . _ k ip\ _ kp
_ ~ ipL kL kL v Y kL [ ™ o kL
=g [2<6 e >+(ip+k>€ <ip+k>e }
Working on the sums inside the parentheses we have
EJF@_ k?_pQ _724(]{52—]92)
ip  k  ipk pk
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Which, reinserted back into the equation, gives

E : _ i(k? — p?) ,

_ L ipr kL kL kL —kL
2A = 5 € [2 (e +e ) + (6 e )
Which in terms of hyperbolic functions is

2 _ 2
P sinh(k:L)]

E .
2A = ge”’L [4 cosh(kL) + Qik

Dividing by 2FE both sides we have

A . k
i Pk [cosh(k;L) +1

2 _p2
o smh(k:L)]

Taking the square modulus of this we get the inverse of the tunneling probability 7", which
remembering how complex numbers behave is
A 2 2 2\2
Tt = ‘E = cosh?(kL) + (k" —p7)

W Sinh2 (kL)

Using cosh?(z) = sinh?(x) + 1 we can rewrite it as follows
(k2 — p?)?

T =14 <1 + W%) sinh?(kL) (27.41)
2p

Continuing the calculations on the term inside the parentheses we have

(k:Q —pQ) B k4 +p4 . 2l<:2p2 +4k2p2 (k:2 erz)?

1 — p—
+ 4k2p? 4k2p2 4k2p?
Substituting k& = \/2m(Uy — E,) and p = /2mq, E, we have
(k% + p°)? Am2Ug B Us

Ak2p2 16m2E.(Uy — Ea)  4Ea(Uy — Eu)
Which gives
u?
1 0
T 1B (U — Ea)
Which gives our final tunneling probability for an alpha particle jumping a coulombian
potential barrier

T = sinh?(kL)

T — ! (27.42)

Ug sinh? (L 2mq (U — Ea))

L Yo (7o)
Gamow, which was the first to propose quantum tunneling as an answer to alpha decay,
continued the calculation approximating the tunnel probability for small values of kL (note
that k ~ 430 MeV and L ~ 40 fm), and using

sinh?(kL) ~ -2

e~ =
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We get that

Ui = (2Eq — Uo)ze—QkL
Up
Or, expressing the multiplicative constant in terms of momenta as

T~4

Uy = 21k
0 Qma(p+ )
2
D
) -
o 2meq

We get
p® o —2G
T =~ ].GWQ = Ae
The constant G = kL is the so called «Gamow factor». Integrating for all possible r; we
have that the total tunnel probability will be the product of all probabilities, we have

And therefore

T1
G = / V2me Uy — Ey)dr (27.43)
T0

§§ 27.3.2 Radioactivity and Units

Given a radioactive material we have two main useful informations from which to base the
units we need

1. Activity, i.e. the number of decays per second
2. Effects on biological tissue from a, 3, ~ radiation

The first can be seen in two ways: one being the actual number of decays per second,
which is completely unrelated to energy, and the second the energy produced by the decay
products.
For the first the most common used units are two, one being the Becquerel (Bg), which
corresponds to 1 decay per second, and the second being the Curie (Ci), with the following
definition

1 Bq=1dec/s

1Ci=37GBq=3.7-10" Bq

The effects on biological tissues is then evaluated by the actual ionizing power of the
radioactive products, in units of Coulomb per kg of ionized air. A derived unit used
commonly is the Réntgen, which is defined as follows

1R=258-10"% C/kg
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This units gives a measure on the exposure to ionizing radiation.
More useful on determining possible biological effects is the absorbed dose and the equiv-
alent dose, the first being the amount of energy per kg actually absorbed by the body,
independent of the type of radiation. The two most common units are the Gray (Gy) and
the Radiation Absorbed Dose (rad), which are defined as follows

1Gy=1J/kg
1 rad = 0.01 Gy

Including a radiation weighting factor (WW5) to these two units we can now distinguish
between the various radiation kinds and the potential damage caused by ionizing radiation,
the two derived units are the Sievert (Sv) and the Réntgen Equivalent Man (rem), which are
by definition
1Sv=Wg-1Gy
1rem = Wpg-1rad

All these units can be then multiplied by a second factor W which weights the radiation
dose per each different tissue.

As an example, note that W = 20 for alpha particles, therefore 1 Gy of exposure to alpha
radiation corresponds to a weighted equivalent dose of 20 Sv In order to have a deeper
understanding of the dosage units it’s useful to check the lethal dose of radiation.

The lethal dose is defined as a radiation dose (expressed in Sieverts) expected to cause death
in 50% of an exposed population within 30 days if received within 30 days, and it's denoted
as LDsq/30. Such dose is in the following range of

LD50/30 =400 — 450 rem =4 — 5 Sv
Note that a yearly dose of natural background radiation corresponds to around 2.4 mSy,

which is roughly 0.27 uSv/h

§ 27.4 Nuclear Reactions

Let a, b be two nuclides and ¢, d the resulting nuclides formed from a reaction. In general a
nuclear reaction takes the following shape

a+b—c+d+Q (27.44)

Q is known as the «Q-value» of a reaction and corresponds to the energy absorbed from
the environment or emitted into the environment after the reaction takes place, and for the
previous general reaction evaluates to

Q = mg +my —me —myg

More generally, if there are R reagents with masses m; and N resulting particles with
masses f;, we have that

R N
Q=Y mi—-Y fi (27.45)
i=1 i=1
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All reactions can be divided into two subcategories depending on the sign of Q.
1. Exothermic reactions, with Q > 0
2. Endothermic reactions, with Q < 0

As we have demonstrated before, a decay process is necessarily exothermic, since @ > 0
corresponds to the threshold energy for such reaction to happen.

Considering an exothermic reaction, henceforth Q > 0, we have that the masses of the
reagent particles partially convert to kinetic energy of the resulting particles, whereas if the
reaction is endothermic (Q < 0), the kinetic energy of the reacting particles converts to
mass for the resulting particles.

Consider now a really famous endothermic reaction

a+¥N =10+ p

This reaction has Q = —1.19 MeV and needs K, = 5 MeV in order to take place, which is
the energy needed for the « particle to overcome the Coulomb barrier. This is the main
reason for the need of accelerating particles.

In order to accelerate charged particles it's possible to use electric fields, but the main
problem comes with neutral particles like neutrons.

A base reaction we can take as an example is the following
p+3Li = a+a

In this reaction @ = 17.5 MeV, which implies that the reaction is exothermic and therefore
the kinetic energy of the proton is transferred into the kinetic energy of the alpha particles.
This corresponds to an indirect acceleration of a.

For neutrons one such reaction is the one used by Chadwick in 1932

a+iBe = §C+n

Here @ = 5.71 MeV and both the Beryllium and Carbon isotopes are produced at rest,
which implies an indirect acceleration of the neutron. This discovery led the beginning of
the studies of nuclear reactions with neutrons, which don't interact with the Coulomb field.
The main results obtained in the early days of neutron physics were that the reaction

n+ éX

Had three main results: elastic scattering, neutron capture or an induced fission of the
nuclide X

§§ 27.4.1 Uranium Fission and Nuclear Power Plants

The most known result of neutron physics was the discovery of nuclear fission, and in
particular the fission of Uranium.
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The first observation of Uranium fission happened in 1938, where Hahn and Strassmann
observed the following reaction

0+ 25U S 8TBa 4 MKy + 170

Since heavier nuclei have more neutrons than needed for stability, the end result of this
reaction is a net release of neutrons.
The next year Meitner and Frisch continued the study on the more general decay

A A—Ay Az
7N — Z_ZQX +Z2Y

The main question remained on why this reaction isn’t spontaneous, since for A > 60,
04B < 0 which should favor a spontaneous fission.

Considering the case of Uranium fission we have that @ = 210 MeV, but still spontaneous
fission reactions are observed mostly for A > 300.

A proposed explanation for the fission of uranium was nuclear deformation, where the
mostly spherical nucleon gets deformed into an ellipsoid containing the two child products.
The final volume of the deformed nucleus is

V= gabQ
Where a = R(1 + ¢) is the radial deformation. This gives ab?> = R3== b= R(1 +¢)~ L.
Reevaluating the Bethe-Weiszacker formula for the binding energy of the nucleon with this
we get that the variation of the binding energy is

AB = —aqgA*? <§62> —acZ?A3 (—;e2>

In order to then have a fission of the nucleus it's necessary to insert in the system an energy
E;?AB in order to let the system overcome this energy barrier.
Imposing AB ~ 0 we get that
Z2
A
Suggesting that the fission can be induced with really little energy, or it can also happen
through quantum tunneling across the barrier.
Considering again the @—value for a fission reaction, we generally have

~ 50

1. A= 300, Q@ — E > 0 and the fission is spontaneous

2. A~ 240, E — Q =~ 6 MeV, the fission can happen with little energy or through
guantum tunneling

3. A= 100, E — Q =~ 60 MeV, the fission reaction doesn’t occur.

For Uranium in particular we have A = 238 (99.3% in nature, A = 235 0.7% in nature)
and therefore the fission reaction can happen both through quantum tunneling and via low
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energy neutron bombardment.
Considering a neutron bombardment of 23°U we have the following self sustaining chain
reaction

n+ 230U — 23°U* — B39Ba + 33Kr + 3n
The neutron absorption reaction has @ = 6.5 MeV and E = 6.2 MeV, with cross section
o5y, ~ 580 b, for which K;, = 0.025 eV are needed. This makes 23U an easily fissile
material. Considering the more abundant 233U we get Q233 = 4.8 MeV, E = 6.6 MeV,
and therefore K,, = 1.8 MeV is needed to make the reaction happen.
In general, for a complete fission reaction of an uranium nucleus we have @ = 200 MeV.
Considering m,, ~ m,, ~ 1 GeV we have that My ~ 240 GeV, and in this reaction we have
an efficiency of energy released

Q 200 MeV _
My~ 240 GeV

n = 1073

This corresponds that the possible energetic output from the fission of 1 g of uranium is
1
Q = 200 MeV - (AgNA> ~5-10% MeV ~ 10 J

Note that this corresponds to 3 times the energy output from the combustion of 1 ton of
carbon.

This high energy potential output gives the possibility of energy production using nuclear
reactors with fissile fuels.

In modern nuclear reactors the chain reaction is stabilized using either heavy or light water,
which acts as a neutron moderator (slows the fast neutron from the fission in order to
thermalize them and let them sustain a chain reaction).

This is useful since the neutron-proton and the neutron-neutron cross section is quite high,
implying that the loss of energy is major.

§ 27.5 Nuclear Fusion

§§ 27.5.1 Quantum Tunneling and Fusion

For lighter nuclei (A = a < 60) the opposite of the fission reaction is possible, i.e. a «nuclear
fusion». The reaction in question has the following shape

SX+5Y =% N+Q (27.46)
The main idea for having a successful fusion reaction is that a coulomb barrier with maximum
as R = Rx + Ry must be overcame, i.e.
B YAVA)
Rx + Ry

Considering a p + p fusion reaction we have that U4, o 2%0 = 550 keV, which is our

minimal kinetic energy needed by one proton to jump the coulomb barrier of the other

Umaz (R)
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proton and complete the reaction.
Take now a second reaction with A > 1 nuclei.

6°C 4 §°C — 15Mg

Here @ = 13.9 MeV. The barrier evaluates to 9.3 MeV, which gets us to reason if it's really
a convenient fusion reaction when the net gain of energy is 4.3 MeV. The efficiency of this
kind of reaction (for this one is n o< 10~%) is proportional to @ and inversely proportional to
the mass of the sum of the fusing nuclei, which lets us hope that @ decreases slowly when
mass decreases.

Fortunately this is mostly the case and we can talk about nucleosynthesis in stars.

§§ 27.5.2 Stellar Fusion and Nucleosynthesis

In stars of the main sequence the most common fusion reaction observed is the p — p chain
reaction, where proton are fused creating Helium and energy which keeps the star from
collapsing.

The chain reaction is summarized as follows

p+p— H+e" + v +0.42 MeV
p+3H — 3He 4 v + 5.49 MeV (27.47)
3He + 3He — 3He + p + p + 12.86 MeV

The last reaction continues the cycle and produces a stable Helium nucleus together with
around 13 MeV.
The total reaction is

4p — 3He + 2e™ + 2u, + 2y + 24.7 MeV

Considering he total Q-value of this reaction is @ ~ 24 MeV since we need to consider the
extremely weak interaction of neutrinos, which basically amounts to a loss energy of 2m,,.
It's important to note that stellar cores are rich in atoms, therefore the total Q ~ 26 MeV
since it's necessary to consider electron-positron interactions.

All of this considered, we have

-1073

ot

Q
Npp = im ~ 6.
P

Making this an efficient fusion reaction, which explains why it's so common in stars.
Since this reaction creates alpha particles, when the proton fuel for the reaction ends and
the density of helium is enough, the pp chain reaction ends, causing a contraction in the
star and an increase of temperature which permits a new chain fusion, the a: chain fusion
process.

This process bases itself on the following single reaction

a+a—>§1Be—>0z+(m
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The first reaction has Q ~ —100 keV, and the nuclide of ®Be is highly unstable with half life
T R 8- 10~'7s. This nuclide is fundamental for the reaction, since we have the following
chain emerging from the a—Beryllium fusion

a+§Be — 2C + 4
a+§2C — %0 ++4
16 20 (27.48)
a+3°0 — {gNe + v
a + 20Ne — Mg + v

The next tightly bound nucleus is §2C and it's the next nucleus to be fused inside the stellar
core.

This process continues up until A = 60 with ®*Fe. The iron-iron fusion is endothermic and
therefore needs energy to proceed, causing a stellar core-collapse.

Heavier nuclides are created then with supernovas and neutron capture

§ 27.6 Beta Decay

Beta decay is a kind of decay that at first was thought to be a two-body decay with the
emission of an electron in the following reaction

X =AY +e

Plotting the experimental results for decays per energy, we clearly see that it's not compatible
with a 2-body decay.
A quick relativistic calculation gives in the center of mass of X

ﬁ:ﬂfx:EY"i‘Ec Py = Pe =P
Substituting E = y/m? 4 p? we have

M, = /M2 +p? +/m2 + p?

And solving for p?
2
b= AMZ v

Using the approximation Mx ~ My ~ Am, >> m. we have p?> ~ 0 and therefore
By ~ My + Ky and
Ex =My + Ky + E,

And therefore E. =~ Mx — My which implies that energy isn’t conserved in this process.
Another way of evaluating that this reaction is not possible is by checking the angular
momentum of the particles in this reaction. We have

h

hLx :hLy+§
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Here angular momentum is obviously not conserved.

An idea for solving this problem was adding a new child particle, firstly it was though that it
was a photon, but since S, = A this is not the case.

Pauli in 1930 supposed the existence of a new fermion (S = %/2) with a small mass and a
neutral charge in order to balance the reaction.

Fermi proceeded to the theorization of the interaction of this new particle, called the
neutrino v for its properties.

In Fermi’s theory, beta decay then became a three body process with the following reaction

IX = A Y +e +7 (27.49)

This kind of interaction, due to its weak nature was called the «weak interaction», where
firstly the following kind of reactions are studied using Fermi’s theory and also explain the
process of electron capture.

§§ 27.6.1 Unstable States and Decay Rates

Consider a group of particles Ny situated in an unstable state. As we already know, after a
time ¢ an exponential number of particles will have decayed, giving

N(t) = Noe~ 7 = Noe 1t

The value T' = 1/7 is known as the decay rate of the unstable state.

Suppose that this state is an exponential solution of the Schrédinger equation with imaginary
energy Ey + il where Ejy is the unperturbed state.

The evolved state will then be

W(r, t) = o(r)eErte 3t

Where 1) is the solution to the TISE unperturbed Hamiltonian.
We're interested to see the behavior of the wavefunction in the energy space, and therefore
we perform an inverse Fourier transform of the following quantity

G / p(E)e PHE
JR

Where ¢(E) is the searched wavefunction in the energy space. Antitrasforming we have

1 ,
o(E) = /e—z(E—Eo)Hgtdt (27.50)
27 R
Considering that for ¢ < 0 the unstable state doesn’t exist and modifying accordingly the
integration bounds we get
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The probability density function for this energy wavefunction will be a Breit-Wigner Lorentzian

distribution
1 1

472 %2 + (E — Ey)?
Which will draw a bell curve with width I". This property gives the decay rate I" its second
name, the «decay width».
Note that for I'/m << 1 the particle is clearly stable, since for the indetermination principle
I'r=h.
Suppose now having an unstable particle in its center of mass, which for ¢ > 0 decays into
two child particles

lp(B)[*

C

Figure 27.7: Example drawing of the A — b + ¢ two body decay

For this decay we have

Vs =My = \/ (PPPu)a + (P'Py)e

This /s is well determined since for I' — 0 |¢|* = 6(E — m).
We continue by writing the unstable state as a weak perturbation #; on a Hamiltonian Hg
for which the TISE holds for the unperturbed state |n)

Holn) = En In)

We suppose that |n) is an orthonormal eigenvector basis for this Hamiltonian, and we begin
evaluating the new perturbed state using undetermined coefficients which depend on time,
after evolving the unperturbed state

H1v) = (Ho+Hr) ) = Elw)
W) = Zan(t)z;{ "n>

We proceed by inserting the new state inside a TDSE, using £ = 9}, getting
Elp) =i anll [n) + Y an(t)Enld [n) = H |¢)

Using the first result on the unperturbed Hamiltonian and H = #+7#L; we have immediately
confronting the two results that

i an(OU n) = Hr [4)
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Using the orthonormality of |n) ((k|n) = d,x), we have by multiplying both sides by (k| that

zZan 1 (k|n) = (k| H ) = Zan (k| HiU |n)

Rearranging things and evaluating the sums, and defining (n| #; |n) = V,,;, we have

il (e P =N "y (1) VypeE

n

We define for convenience M = —iV, which gives us the final differential equation for the
variation 4
QU _ (A, o~ i(BEn—Ep)t 27.51
dt Mkne ( .5 )
Where
M, = (E|M |n) = —i (k| V |n) = —i (k| H |n) (27.52)

Considering that the perturbation is small we can say without problems that a,,(0) = .k
for some initial state m, and considering a weak time dependence, we can also say that
am(t) =1 A
With these hypotheses M, can be considered weakly dependent on time (adiabatic) and
the integration will give
T
ak(t) = MTrLk el(EkiEm)tdt
0
Taking k as our final state and m our initial state the transition probability per unit time will
be

P = 1li M (27.53)
T T T '

Which is
~ ‘2

mk T T
lim / ei(Ef*Ei)tdt / e*i(Ef*Ei)TdT
T—oo T 0 0

Executing a change of variables ' — T — T'/2 the integrals on the right become easily
identifiable as the Fourier transforms of a complex exponential, which gives f(x) = 27d(z),
and therefore

st

P,y = lim

T—00

2rTS(Ef — E;)
Which finally gives «Fermi’s golden rule» for time dependent perturbations
~ 2
Py = QW‘Mmk’ 5(Ef — E) (27.54)

Since there are various possibilities for this two body decay, it's necessary to then consider a
statistical approach for the energies, and we need to evaluate the density of states in the
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phase space, for the volume E¢ — E;. In this case, considering then all possible decays, we
have finally the transition rate between the initial and the final state

r-.—/P. ‘dn—/P A g, o ’M'-Q/d(El—E)dndEz
fi= | Piopdn= [ Biopqg dbs = 2mMyi s g
Integrating the delta on the right we have finally

~ 2
r— 2W‘Mﬁ p(E;) (27.55)

Where Mfi depends on the interaction Hamiltonian, whereas p(E;) is the density of states
in the phase space for the two body decay.

§§ 27.6.2 Beta Decay Rate

Using what we found before for unstable states we can immediately imagine to apply it to
Fermi’s theory of 3 decay. In this case we have a reaction of the type

n—p+e +v

Here, we have |i) = |n) and |f) = |pe~ 7). The decay rate as for Fermi’s golden rule is

“ 2
r— QWIMﬁ o(E)

Where, in this case _
Nigi= =i [ 6,00,Grbnd’r (27.56)

Where G is our interaction parameter.

Suppose to normalize the wavefunctions on a nuclear volume V, ¢ o V~1/2. With this
normalization we also have that [Gr] = E~2.

Considering the total decay the wavefunctions for e~, 7 can be considered without loss of
generality as plane waves due to their non-interacting nature after the decay, therefore

1

Yo = e

\? | (27.57)
.

vV

Where we chosep =pandp =g.
Approximating the interaction factor G as a constant as for Fermi’s theory we have finally

Another approximation can be made by checking that @ = m,, — m, — m. —m, <1 and
therefore p ~ ¢ < 1 MeV, and r & 1 fm, which gives (p + ¢)r = 5/1000.
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Considering this the exponential in this integral can be expanded with a power series and
approximated to the first order, giving

- N
Myi=— /w Ypd’r = ZGF (27.58)
Where N is the so called «nuclear term» N = (p|n).

Reinserting it into the decay rate equation we have

2
_ 27GEIN|
=7
We only need to find p(E) in order to complete the calculations. Considering that for the
conservation of 3-momentump_+p +p, =0, and for the conservation of energy

p(E) = <dEf> /5 By —E

dn =

p(E)

(27.59)

d3pd?
(2@6 pa-q
In the center of mass of X we have then
EZ‘:\/g:Mx, Ef:Ey—‘rEe—i-E =My +Ky+E.+FE,

Considering that the masses of X and Y are much greater than the mass of the electron
and neutrino we have that Ky ~ 0 and we have Mx ~ My + E. + E,.. The total available
energy for the reaction will then be

Er =My — My = E. +E,

And, therefore
Q:]WX*]nyfme*m,/%ET

In the limit case where X = p and Y = n we have Er ~ 1 MeV, and
§(Ey — E;) =0(Er — E. — E))
Approximating m,, = 0 we have E, = ¢ and therefore ¢?dq = E2dE,,. For the electron we
have instead
p=VE}—m?  p’dp=pE.dE,

Substituting in the delta integral we have

Er

(41)? / §(Br—E;)p*¢*dpdg = (47)? / §(Epr—FE.—E,)E?E.pdE,dE, = (47)* / pE(Er—

0

Substituting p we get finally for the decay rate

GRINP® [P >
Ty= E./E2 — m2(Er — E.)*dE.
0

273

E,)*dE,
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For the limit case of a hyperrelativistic electron we can say with ease that m, << E. and
therefroe we can approximate the integral as follows

E 5

T _ ET

E> E®
E2(Er — E.)*dE r T
0 e (Br — Be)"dEq 3 5 2

Summing up and inserting into the decay rate we get «Sargent’s rule» for beta decay with
highly energetic electrons

GEINP

Eq 27.60

60 ( )

Since here Ep ~ Mx — My we have that the phase space must grow with Mx — My

I'=

§§ 27.6.3 Experimental Estimate of m,,

So far the hypotheses we managed to stack up from beta decay are
1. my #0
2. T < pE.(Er — E.)?, By = Mx — My —m, —m.,=E.+ E,

It's clear that reducing E7 we have the maximum possible E.. We define here the Kurie
function K(E) as

Evaluating this function for a minimal Er it's possible to resolve Ez — m,, and evaluate the
neutrino mass.

Note that K(E) « (Er — E.) and therefore we expect a linear decay of this function
up until E™_ Experimentally it has been observed that at min(E7r) instead the function
evaluates to Ep — m,, effectively giving an estimate for the mass of the neutrino

§§ 27.6.4 Cross Section for Beta Decays

The reaction considered up until now
n—p+e +U
Can also be reversed, indicating that another weak reaction is possible
T+p—n+e’ (27.61)
This scattering reaction is experimentally observed, but we must
e generate neutrinos
e choose a p-rich target

e observe n,e™ and count the number of events
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® measure the scattering cross section o

The first question we get is: Can Fermi’s 4-fermion theory evaluate theoretically o?
Starting again from cross sections we have, by definition that the number of observed

reactions per unit time is
dNg ANy
— =onr——ax
a7
Where N, is the number of incoming projectiles, and ny is the particle density of the target.

Evaluating everything we have

Nt
Also using ST1dN,/dt = ¢,, i.e. the flux of incoming projectiles, we have

1 dNg N,

=00, = ovyn, = 00—
Np dt O prp |4

Where n,,, N,, are respectively the number density and total number of particles of the
projectile beam, and v, is the relative velocity of the projectiles with respect to the target.
Fixing the previous equation we have

1 dNpg Up
R 7P
NrN, dt Vv

Using v, = p,/E, and noting that on the left we have the number of reaction per unit time
per single projectile on a single target, we have

1 dNR DPp ~
- —T(a+b d) =2 ’ .
NoN, dt O'VEp (a+b—c+d) | My

2
p(E)

Therefore we have oy
ola+b—ctd = 2W'Mﬁ —p(E) (27.62)
p

For our reaction we have the following scattering reaction

/
N

Figure 27.8: Scattering process in study

et

Moving to the center of mass of the initial 7 + p state we have

D E,
fy=—F7=

Vs \/ M2+ 2Epm,
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Where we approximated m,, = 0 therefore p, = E,.
The velocity of the v with respect to the p targets is therefore

v P

Vi e TR
v p

Inserting it all into the cross-section equation we get
__2mGHNP_ BB

V. p B+ piE;

p(Ey)

In order to calculate the density of states in the final decayed state we need to consider the
conservation of 3-momentum, which implies p* = p* = p*, and accounting that

dn Vo, dp

E = — =
PED = 45, = 2m? ag,

Using By = /p% + m2 + /p% + m2 gives

dEy _ p(ER + E2) _
dp* E;E; !

Where vy is the velocity of the positrons with respect to the neutrons. Inverting and inserting
it into the cross-section equation, using Ey = E} + E} we have

_ GRINP(*)? _ GRIN®  BjEJE;E;
T T Er (ppEy + ppEy

g

)p* (27.63)

Where p* = p% = p}, is the momentum of the final two decay products, the positron and
the neutron.
Inserting the experimental values of Gp = 1.17-107° GeV 2, v; ~ vy ~ 1, we get

o(p*)? ~ 10737 cm?/GeV?

Considering that the Q—value for this reaction is Q ~ 1.8 MeV we have that this process is
possible only if £, > 1.8 MeV which gives, for the cross-section at threshold level

o(p*)? ~107% cm?/GeV?

In order to evaluate what it means for experimental tests of this decay we need to account
for the mean free path of the reaction. Supposing a light water target, for which Ag,0 =
18 g/mol we have np = A~ Ny, for which we get

1
§ = onr = E-107*.3.10*> MeV tem ™!

Using E =~ 1 MeV we get an estimate of A ~ 10'm which is an absurdly large mean free
path for such reaction.
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What is needed therefore for building experiments on this reaction is to note that accelerated
neutrinos will have a higher E,,, and therefore will contribute to lower this. A second fix is
the usage of high density targets together with heavy neutrinos emitters.

One way of accomplish this is considering Uranium fission. In 1956 Reines, Cowen et al.
were the first to build a nuclear reactor for the production of energy, with a thermal power
output of 1000 MW = 10? J/s = 6 - 10?7 eV /s.

Considering Q ;s = 200 MeV and a production of around N, = 6 neutrinos per reaction

we have
Pr@actor

Q
Which implies an average production of 102 Hz neutrinos, with £, ~ 3 MeV.

Not too far from the reactor core we have that the flux of neutrinos per solid angle of
detector is

Np = =3-10" Hz

_dN,

o= as
Using a CaCl; + H2O target the reaction we expect to observe is an extra production of
~+~ corresponding to the following reaction between the decay products and the electrons
of the target

=10 em 257!

Uv+p—ntet
et +e  =5v+17

There is a second v + v peak that needs to be accounted, since neutrons thermalize in
the collisions with the fluid, it's possible to also have a neutron capture reaction inside the
target, as follows

n+4X = 47y 5 2FY 4y 4y

Where E, ~ 6 MeV. Turning on the reactor it's possible to see a sharp increase of
~ + v reactions, corresponding to the neutrino scattering, confirming the existence of the
neutrino.
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28 Electromagnetic Interactions

§ 28.1 Particle Detection

We have described nuclear physics with three main interactions: Electromagnetic, Strong
(Nuclear) and Weak (Fermi’s Theory).

All experimental results consisted in measuring the impulse of decay products, the energy
of photons produced and the detection of neutrons. All these measures obviously need the
existence of a particle detector, i.e. a device for a quantitative measure of some information
or trace of particles.

The usual trace detected is the energy released by the particles, although ideally a particle
shouldn’t lose energy for being detected.

Suppose that a particle has and energy E and loses a AE. There are three possible scenarios

1. The particle loses a small AE/E fraction, this loss can be ignored and the particle can
be detected using a charged particle tracker

2. The particle loses a considerable fraction of energy, in this case it's possible to study
the process and find the correct value of £

3. AE/FE =1 and the particle loses all energy. In this case we use «calorimetry»
Consider now the detector. The detector itself, being made of matter, interacts with a pro-
jectile particle. Depending on the interaction type there are three important considerations
to make

1. EM interactions have an infinite radius of interaction

2. Strong interactions need a b ~ 1 fm

3. Weak interactions have an infinitesimally small radius of interaction and therefore
they're almost negligible

From these three considerations we can say without doubt gy >> o5 >> oy. Note that
for ¢ = 0 and ¢ # 0 require different detection strategies

335
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§§ 28.1.1 Charged Particles and lonization

Charged particles with ¢ # 0 itopossible to define a clear distinction
e Hadrons, which interact strongly
e Leptons, which interact weakly

Leptons include quarks ¢, muons p, tauons 7 and electrons e. The detection strategy for
these particles is using elastic collisions as in Rutherford’s experiment.

The two kinds of collisions we can consider are collision with nuclei and nuclear collisions
with electrons.

In the first collision the nucleus behaves like a wall for the electron, therefore AE, << 1,
where

_ Ap?

AE =
2mpy

The second collision we have the nucleus as a projectile, for which m, = M >> m, and
the electron ricochets with a really big energy variation

AE. >>1

Here the interaction with the electron is dominant.
The two main results of this collision are the following

1. The electron collects energy and the atom or molecule excites, when de-exciting it
emits a photon

2. If M >> m, and therefore AE, >> 1 and the atom can be ionized and it's then
possible to measure the charge ¢, for which ¢ x AE, x E,

The main loss of energy for charged particles is ionization.

The loss of energy for ionization can be described as a function of density p, momentum p,
Energy E, charge ¢, electron momenta p_ and average ionization charge (I), all depending
on the traveled space Az made by the charged particle inside the target.

The ionization loss per unit length was studied in depth by Bethe Bloch et al. using QED in
1930, but a non relativistic limit can be studied using Bohr’s atom.

Considering that collisions are a stochastic process depending on Az, for the central limit
theorem we can expect that the loss of energy follows a Gaussian distribution.

For small targets this distribution becomes the Landau distribution and it follows closely a
Poisson statistics.

§§ 28.1.2 Bohr Formula

Considering a non relativistic case for an atom with charge Ze we have that energy transitions
are the usual
AFE = h(LUQ — wl)
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Where the energy levels are
aZe

2n2

Using a semiclassical approximation we can say that the classical radius of the electron is,
from mec? = Upns re = a/me.

Putting ourselves in the reference frame of the projectile we have that the transferred

momentum to the electron is
F
Ap:/th:/dx
- v

Dividing the force into the parallel and orthogonal components we have that the parallel
component is zero due to symmetry evaluations, and therefore

E,=—

L i
Apy=- / F dz = E/Ede (28.1)

Considering a cylinder long L with radius b where b is the impact parameter will then be
the surface integral of the perpendicular component of the electric field, which will then be
divided into the sum of the top and bottom circles of the cylinders and the boundary of
such The flux of the field is then

p(E,)= | E; dS+ EldS:27rb/Ede
E1 22

Solvin the integral we have that

Ap. — 276> B ez 2b
pL= Aregbv T dmegh? w

The parameter 2b/v is known as the «collision time».
In the non-relativistic approximation we have that the energy variation T is

TAp*Q( e )2 4 72

2me dmeg ) b202 2me.
; _é? 1
Using r. = Treg ez We get
ZQ’I“E
T = 2m602 b2ﬁé (28.2)

This equation gives the relation between the impact parameter b and the transferred energy
T.

For a fact we know that this transferred energy is equal to —AE,, which is the lost energy
by the projectile, in our case the nucleus.

Inverting for the impact parameter we get

b2 = 2m 021;22—2 (28.3)
€ e BQT .



CHAPTER 28. ELECTROMAGNETIC INTERACTIONS 338

Since do = 27wbdb we have )

do = 27Tm6027'g BQZTZ dT (28.4)
Which is the cross section for the process in study.
It's obvious that ¢/(T") o« T2 and therefore processes with small T" are more probable.
Note that T oc b2,
Since T is the lost energy in a single collision, the total lost energy will be AE; = AEN
where N is the total number of collisions, and

N = 2wbn.dbdx

And therefore ) )
d°FE Z
s 2mn3bAE = 4ﬂm602r3nem

In the end, the searched energy loss is
dE bmaw
—— = Alog
dx ©8 < brmin >

dE 77 log [ bmin

— X —5 10
dz 52 & bmam

Bohr continued this calculation evaluating this in the quantum mechanical case of the atom

considering that b/v o t;on, i.€. the b/v is proportional to the ionization time of the electron.

Considering therefore the electron as if it was free we have

(28.5)

Therefore, we have

Where 4. is the detection time, with I being the average ionization energy.

Therefore
b B @ _ hnyBe
maxr — ’Y I - I

For the indetermination principle we can say that Az = h/p. and therefore
h h

bmin = Ax = — =
pe  YPmc

Substituting it into (28.5) we have

,YQIBQmeCQ

1

dE Z?
——— = 4wmecring 7 log

dx
Using ne = pAN4Z/A we get

dE Zd 202 ) 2
S 47rmec2r2NAp52A log’y 6?60

e (28.6)
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Note that the minus sign is there since the energy gained comes from the loss of energy of
the projectile, due to conservation of energy.
Approximating the constants to 0.9 MeV and dividing —f‘i—f by the density of the material
we get «Bohr’s formula»
1dE 2.2, 2
_1dE 03 Mevil By mec”
p dx 2 (32 I
This formula has major problems, since it doesn’t account for quantum mechanics and
relativity and isn't universal for all materials.
Bethe and Bloch, then reevaluated the calculation using Quantum Electrodynamics, finding
that

(28.7)

1 dEQFD A 2mf@/))2'7262wmax
—— = (0.3 MeV 1
p dx ( ev) Ap? o8 12

Where wiee o« max EX, i.e. Wmae = 2mec? 5292,

We immediately notice —2 as a relativistic correction and 4 5 as a correction for density and
polarization effects of the object, all together corrected by an electric screening factor.
This formula, permits us with a measurement of E and p permits to identify the projectile
particle, with a formula that holds up for 3y from 0.1 — 1000

, 0
G- 2) (28.8)

§§ 28.1.3 Residual Path

Roche proceeded to use the Bethe-Bloch equation for evaluating the so called «residual
path», i.e. the path for which the projectile loses all its energy. This is given by

E
dF

/ dr—/ dEQED —/0 Bonn (28.9)
dx

From Bethe-Bloch’s equation it's quick to deduce that 3 small include heavy losses of
energy.

It's of note that before the actual stopping of the projectile particle, the Bethe-Bloch formula
finds its maximum in what’s known the «Bragg peak».

This spike in energy is quite useful in tumor treating in what's known as Hadrontherapy,
where hadrons, usually p or '2C, are shot in a localized region and by energy dissipation
releases a sharp amount of energy where shot.

In general, considering an elastic collision with nuclei, 3£ ~ 0 due to collisions being elastic,
but this leads to a big Ap, which implies an angular dewa’uon as in Rutherford’s experiment.
The angular deviations are random, and it makes this a stochastic process.

Consider a thick target, for the theorem of the central limit we can say that the distribution
of angular deviation is proportional to a Gaussian distribution

f(A0) x G((0) = 0,0 = \/(6?))
The n—th moment of the distribution will be
[omd2d0

<0n> = do
dQ
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Where o is the Rutherford cross section, which is proportional to csc?(6/2). Using d§)
2w0df we can say without many doubts that

do do
— X —

dQ  do

Calculating the second momenta we get the expected value for a multiple coulombian

scattering, which is
A T
0?) =21 MeV——, | —
) Bep \ xo

Where z is the depth traveled in the medium (in cm), and g is the «radiation lengthy,
which is

1 NaZ? (
— =driap A log (183271/‘5> (28.10)
X0 A

§ 28.2 Cherenkov Effect

The Cherenkov effect is an effect similar to a sonic boom, for which a massive particle passes
through a medium at a velocity higher than the speed of light in that medium ¢,, = ¢/n.
This effect is due to polarization effects.
Consider a projectile moving at v, > ¢, in some medium. The Cherenkov radiation is
accompanied by the emission of photons perpendicular to the light cone at some angle 6...
Consider now the process after a time ¢t. The radius of the boom circle created by this
“superluminal” particle is L = v,t = ct/n, supposing the particle has traveled some space
Ax = ScAt we have

L = Az cos.=>cosl,. = L (28.11)

bn

The angle 6. can be experimentally measured, and a measure of . and p.
Note that the constraint cos 6. < 1 we get that this process exists if and only if 5 > 1/n
Tying this angle to the momentum of the particle we begin by noting that

We have

Substituting what we found before for cos 6. we have

11 2
cosfy = — =~ 1+ 51 (28.12)
Bn n p?
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Which implies that the second constraint on Cherenkov radiation is that p > py,. In the
limit case of o, = p +m, By, = n~' we get

m2
— = [1+—
n Pip,
Which, since n > 1 gives
m
Dth = T (28.13)

For p >> py, it's clear from formulas and experimental measurements that it's not possible
to distinguish between different particles from their Cherenkov angle.

In order to find the number of Cherenkov photons emitted in the process we can use
classical electrodynamics, getting

d*N  az? 1 aZ?
— = =22 (1 = in? 6, 28.14
dzdE ~ he < 52n2(E)> he T (28.14)
Where n(E) = n()) is the refraction index of the medium.
Using E = 2mhe/ A we have changing variables
N2 N 2maZz?
N 2mhe &N 2maZT 2 9.0) (28.15)

dzd) A2 dzdE )2
In the visible spectrum we have F =~ 2 eV (1.8 — 3.1 eV)

§ 28.3 Loss of Energy for Electrons and Positrons

Since we're dealing with the loss of energy of charged particles we have to use the Bethe-
Bloch loss of energy equation.

We have that tat the minimum of the functon g~y = 3 and therefore p ~ 1.5 MeV for
electrons.

This impilies that the relativistic climb of the electrons is really slow.

Considering heavy projectiles like nuclei. The electrons will get strongly accelerated and will
emit radiation, as for the Larmor formula we have that the radiated power is

2 e2

Pr = 3 m2c3

El§ (28.16)

Extending it to a Lorentz invariant formulation we have

[ T
L 3m2e dr dr
Using
dp,dp*  1[dE]* |dp|?
dr dr  2|dr dr
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And substituting E = ymc?, p = ymcf3 we have

2 dg\ 2 dg\?2
PL:236076<<£> _<5de>> (28.17)

Which, 8, are the relativistic parameters of a charged particle.

There are two limit cases, one of linear acceleration, and one of perpendicular acceleration
of the particles.

For linear acceleration we have

BliB
Bxp=0
2 .
P, = 23%7652

And for perpendicular acceleration
pLB
2¢2 . .
P =228 (52 _ 5252>
C

Writing the addition on the parentheses as 332/~ we get that the Larmor radiation power
of the electron on a perpendicular acceleration motion (circular motion, ndr.) is proportional
to the energy of the particle divided by its mass

E4

P x ’y4 =—

m
This is important for the determination of the particle emitting this Larmor radiation.
Suppose you have two charged projectiles with m; # mg and E; = Es, since P, oc m™*
we have a huge increase in the Larmor power for the lighter (charged) particle.
As an example take E fixed and evaluate the radiated power of protons and electrons, we
have

l.e. electrons emit radiation 13 orders of magnitude more powerful than the one emitted
by protons

§ 28.4 Bremsstrahlung

Bremsstrahlung, or «braking radiation» translated from German, is an effect dominant in
electrons, and approximately 0 for m > m, as long as E isn't big enough.
From Bethe-Bloch’s formula we have that the lost energy is

d FE

—— X
dz X0
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Where g is defined in (28.10) and it's a property of the medium. Solving the approximate
ODE we have

E(x) = Ege xo0 (28.18)
At x = xo we have Ey/e which implies that energy decreases by about 30%. In a standard
length x¢ there therefore around 63% of loss of energy. This loss of energy is known as

«Bremmstrahlung».
Confronting it with the ionization energy loss for electrons and positrons we have

_dEtot _ dEion + dEBrem
de dz dz
Inserting the Bethe-Bloch formula we have

dEB em
dr m N KeZ

RB/i = dE:,E ~
e 1200m.

Where K., = E. — m. =~ E,.. It's defined as «critical energy of the medium» the value of
energy such that Rp/; = 1. For electrons we have

600
E.= - MeV
This is useful for evaluating the ionization minimum for materials, as
E. A
. “

~ (3.5 MeV)A

Imin =

§ 28.5 Photons in Matter

There are three major processes for photons that depend directly on the energy of the
photon ~

1. At low energy, the photoelectric effect dominates, with reaction
Y+ 49X 54 X +e (28.19)

2. At a higher energy, the Compton scattering process dominates, with reaction

y+e —yte (28.20)

3. At high energies, the pair production effect dominates, with reaction
Y+ 49X et +em +4X (28.21)

The total cross-section for photon interaction will obviously be a function depending on
E. and Z of the interacting nucleus, since at different energies (and also at different Z)
different processes can happen
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§§ 28.5.1 Photoelectric Effect
Considering the photoelectric effect we have a reaction of the kind
T+ IX =g X fe”

In this effect we have

Vs = \/an +m% + 2 (EGEX - Qeljx>

The second part m% + 2 (EeEX _BeBX> is the impulse absorbed by the nucleus. Since
myx >> me We have AEx = 0 and all the impulse of ~ gets transferred to the electron.
The quantum effect to take note in this case is the ionization energy of the electron, which
gets absorbed by e~ in order to escape the atomic bound state, therefore the gained energy
is

E.=E, — I
Inverting the relation in terms of E,, and noting that E. = K. we have

E,=K.+1

This effect is dominant for E., < m. =~ 100 keV, and the cross section is
— B, <me

Oyx X i (28.22)
E, > me

§§ 28.5.2 Compton Effect

For photon energies £, >> I we have that o, x gets particularly small and the Compton
effect becomes the dominant EM process.

Y

Figure 28.1: Sketch of the Compton scattering, the photon and the electron get scattered
by an angle ¢

Using the transformations of angle equation in special relativity we have that the new
energy of the photon after the scattering is

Ey (28.23)

E! =
1+%(1—0059)

~
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The maximum energy transfer will happen at 6,4, = , for which

E,(0=m)= (28.24)
7 ( ) 1+ sz7
And when E, ~ m,, where solving we have
E, m
El~—1=—""- 28.25
T3 T3 ( )

In this last case, for § = 7, E,, ~ m,, the photon loses around 66% of its initial energy,
transferring it all to the electron.
This effect is dominant for E, > m, and its cross section is

Z
e~ X E'\/

(28.26)

g

§§ 28.5.3 Pair Production

Considering the pair production process we might think to write it as a process where a
photon decays into an electron and a positron

7—>6_—|—e+

Evaluating /s for the LHS and RHS of the process we see clearly that this is impossible,
since

Vs=my,=0# mg, + me+ + 2 (Ee_E€+ 71267]3(#)
Adding a nucleus 4X on both sides we instead get
\/g = m%( =+ QEWmX

Where 2E,mx is a recoil term of the nucleus given by the conservation of momentum.
It's obvious that there is a threshold energy for this process, for which

E, > me +mg+ =~ 1.022 MeV (28.27)

Taken all these process at once we have that for 10 eV < E, < 100 keV the photoelectric
effect is dominant, for 100 keV < E, < 10 MeV the Compton effect is dominant with a
maximum for E, = m.. And lastly for £, > 10 MeV the pair production effect is the most
predominant effect, starting from E, = 1.022 MeV
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§§ 28.5.4 Attenuation Length for Photons

Consider now a beam of photons going through some medium. We have that the intensity
of the beam will depend on the distance traveled inside the medium as for the equation

I(x) = Ioc_§ = Jpe M* (28.28)

Where 1 is the well known attenuation coefficient. Considering the relation between the
cross section and the attenuation coefficient we have that

P= Hete— T Py T flyx = 0N = (Z m) n (28.29)

2

Where ¢ is the total cross section of the photon interaction. We have that for £ > 100 MeV
o is mostly constant, and therefore

L (28.30)

Where 1/z., is the attenuation length of the photon, which is deeply tied to the radiation
length of the medium. Note that n is the refraction coefficient.

Since we're in the range of E, > 10 MeV the dominant process is pair production, and
from this we can calculate the cross section for pair production as

TA

g =
9px0Na

. x 72 1og(183Z*1/3) (28.31)
Note that positrons have the exact same parameters of electrons, excluding the charge
which is opposite.

§§ 28.5.5 Electromagnetic Showers in Mediums

Consider a beam of high energy e, e~ in some medium, these particles will produce high
energy photons through Bremsstrahlung radiation. These high energy photons will then
produce pairs of e™, e~ creating a shower.

Note that the positron-electron pair will lose 30% of their initial energy due to Bremsstrahlung
and the photons lose around 60% of their initial energy due to the previous listed scattering
processes.

This process is a stochastic shower which continues up until E; > E.. This process is
determined by x¢, which gives the average distance traveled before the doubling of particles,
which cause F to half, and it will continue up until there is no more Bremsstrahlung effect
(E; reaches the level of Compton scattering).

This process is studied in function of the depth ¢t = x/x¢ and —Ealg. The profile recovered

for this stochastic process is
E
F(t) fot“e_bt (28.32)
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And from this we have that the maximum depth the shower will reach is

tmaz = log (EO> +c (28.33)
E.
Where a, b, c are parameters given by energetic corrections and fitting of data.
The cone created by the shower is given by multiple coulomb scattering, which gives no
energy loss (elastic scattering) but only an angular reaction. The radius of the cylinder
containing 90% of the particles interacting in the shower is
21

Ry = EXO (28.34)

Which is known as «Moliere radius».

§§ 28.5.6 Hadronic Interactions

Consider now the case of hadrons, particles that interact both electromagnetically and
strongly, like p, #*, K+, n (protons, pions, kaons, neutrons). These particles can interact
strongly with the nuclei in the medium. In general

1. For low energies (2 GeV < E < 5 GeV) the scattering is elastic and there is no energy
loss

2. For intermediate energies (5 GeV < E < 100 GeV) there is an EM interaction with
the medium which transfers around 100 MeV of energy

3. For high energies (F > 100 GeV) the hadrons interact strongly with the nucleus, and
similarly to the EM case, a shower happens

For the intermediate energy levels we have that o,, &~ 7R3, ~ m fm? ~ 30 mb and the cross
section is inelastic, since the collision is inelastic. o grows with energy, o ~ g A%/3.
For the high energy case, considering a beam of hadrons with intensity I(x) = Iy exp(—z/\)

we can say that
1 Ny
— =0opn =0p——
A7 Pa

Where X is the nuclear interaction length, also known as the usual mean free path between
the inelastic collisions. In general ,, ~ 1 b < og)s therefore X > o
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29 Particle Detectors

Consider a general reaction
p+p—H+aq+q

Where H is the Higgs boson which decays as usual into two Z° bosons which decay in
electron-positron or muon-antimuon couples, and ¢1, ¢o are hadron swarms.

The ideal objective is to measure the 4-momentum of all particles. For this various kinds of
detectors are used

§ 29.1 Trackers

Tracker detectors for charged particles which measure p through ionization. They rebuild
the trace of the particle and use the radius of curvature of the path and use it for finding p.
In this case % must be measurable.

In order to have this reduction of E from ionization we have from Bethe-Bloch that

dE A
T Az X Csz(BV)

Inside the detector we have that the reduction of energy is
—dFE x pdx

And therefore we need p small (i.e. a gas) and a thin dz

§§ 29.1.1 Cloud Chambers

Cloud chambers are a simple kind of tracker detector composed by a container filled with
saturated vapor.

The charged particles passing through the vapor ionize it, creating bubbles around the ions.
After that the track can be photographed and then the needed values can be measured.
This type of particle detector was used to discover the positron. In that cloud chamber a
6 mm thick slab of Pb was used as a target to slow the particles and a magnetic field was
applied.

349
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Figure 29.1: The picture taken to the cloud chamber in 1932 by Anderson et al. that shown
the production of a positron

From the photo it's possible to identify a particle going through the lead from the
bottom, with p; = 63 MeV and with py = 23 MeV. Using xo,pp, = 5.6 mm we have that

Ep

E(xo0) = 3

Supposing that the particle is a proton we would have

P 63
=P - 22 <006
5= = 1000
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Since it's clear from the experiment that the particle passed more than 6 cm, we have that
it must be an unknown particle, the positron in this case. Doing the same calculation with
me We get 5y ~ 120.

A slight modification of this is the bubble chamber, which uses high pressure liquids to create
the saturated vapor. This detector has a much greater spatial resolution with dz ~ 100 um

§§ 29.1.2 Nuclear Emulsions

Another kind of tracker detector used is the nuclear emulsion, where gelatinous slabs of
silver bromide AgBr are in a suspension on the slab.

The ionization of charged particles releases electrons that make silver shine engraving the
track permanently on the slab.

This type of detector has a resolution of §z ~ 1 um, but it's slow to analyze, and therefore
it's useful for processes with low frequencies.

§ 29.2 lonization Detectors

lonization detectors function by catching the ionization charge of the particles passing by.
The measured signal depends on ﬂ—f and on the potential difference AV created by two
plates that enclose a noble gas.

Chapak in 1962 proposed the construction of such detector with cathode planes and parallel
anode wires. The spectral resolution of such detector is 6z ~ 300 um

§§ 29.2.1 Drift Chambers

Drift chambers are ionization detectors made by a multiwire proportional chamber which
measures the time needed for a signal to arrive from one side to another

§§ 29.2.2 Silicon Detectors

Silicon detectors are another kind of ionization detectors. They are really quick and have a
high resolution. They use semiconductors.
Considering that pg; is big, the detectors are quite thin, with a resolution of éx ~ 10 pum.
Note that their resolution is deeply tied to the magnetic field B and thickness of the detector
L, in fact we have
oP_ P
P 03B

l.e., the resolution gets smaller when P grows. Note that

(29.1)

P ~0.3BR

Where P is expressed in GeV, Bin T and Rin m
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§ 29.3 Calorimeters and Energy Measures

The passage of photons, electron positron pairs and hadrons creates EM or hadronic swarms
inside mediums. Their ionization can excite molecules or atoms inside this medium.

One kind of calorimeter is the scintillator, which records the de-excitation photons of the
swarms (in the visible, close UV spectra). There are two major kinds of scintillators

1. Organic or plastic scintillators made mainly from anthracene, with a response time of
1078 s

2. Inorganic or crystalline scintillators, made mainly from Nal, CsI, PbWO, with a re-
sponse time of 1076 s

The main problem with scintillators is that the medium reabsorbs part of these de-excitation
photons, giving fewer photons to measure, they activate mainly in the close UV region.
The main solution for solving the first problem is using doping materials in order to increase
the scintillation photons.

crystal e™ photomultiplier

77 77

~——y 3 77%/\/\/1553 4 accumulator
5 o7 27
27 27

photocathode

Figure 29.2: Tiny scheme describing how a scintillator functions

As in the picture, the photocatode is a piece sensible to photons and photoelectric
effects. It creates a landslide effects on diodes that amplify the photo-electron (photoelectric
process’ child particle).

For around 10 nodes it's possible to have a gain of 10* till 107 depending on the value of
AV. The charge measured q is proportional to the number of photo-electrons and therefore
proportional to the energy of the photons.

A detector made only of scintillators and photomultipliers is known as a «homogeneous
calorimeter».

The calorimeters use long crystals, such that Ng = 20x( in order to contain more or less
all the energy of the EM swarm. Therefore, for a crystal with x¢o = 3 cm in a scintillator it'd
be long at least 50 cm.

Hadronic swarms, on the counterpart are regulated by the interaction length A >> yq,
therefore using homogeneous calorimeters would be prohibitive since they'd need to be
really long.

For hadrons usually «sample calorimeters» which use a first scintillator block and multiple
absorbent blocks, permitting an absorption of the hadrons, since A=! = po. Inside the
absorber the swarm develops faster and we have

8q x VN « VN



29.4. PARTICLE ACCELERATORS 353

In calorimeters we have
oL, (29.2)
E VE
Where a is a measured constant depending on the calorimeter used. This constant is known
as the characteristic constant of the calorimeter, and it's known that anem < @sampie-

Note also that a higher energy input grants a better resolution, as clear from (29.2)

§ 29.4 Particle Accelerators

A great example, and the first, of particle accelerators, is the well known cathodic tube,
which accelerates electrons using a variation of tension. It's a typical example of linear
accelerator.

Other famous linear accelerators are PEP-Il and BaBAR which managed to reach a /s =
90 GeV

§§ 29.4.1 Cyclotrons

Cyclotron accelerators are a type of accelerators which use a magnetic field in order to

accelerate circularly charged particles. It was first suggested by Lawrence in 1959 and

accelerate ions emitted at the center of a circular object composed by two semicircular

1" Deell-

The frequency of a cyclotron is readily calculable using classical electromagnetism, and it's
equal to

qB

Ve = ——

2mm

(29.3)

This comes since inside the cyclotron there is an uniformly accelerated circular motion caused
by AV. Using Newton's second law we have

2
v v B
r r m

The period of a revolution is fixed by B, and equals

AT — i _ 2mm
Ve qB

Note that this formula is not relativistic. In the relativistic formulation, using At = ~vé7 we

have B P
v — q y== (29.4)

T 2mym m

It's quick to see that the cyclotron frequency depends on the velocity of the particle (in the
relativistic case), and therefore ultrarelativistc e~ are not suitable for a cyclotron.

lons, being much heavier and slower, are a better particle candidate for use inside cyclotrons.
We have

1 1
Toaw = =V, = —mw’r?
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And therefore, setting » = R with R being the radius of the cyclotron, we get that the
maximum kinetic energy reached by the ions inside the cyclotron is

(¢BR)?
2m

(29.5)

Tmam -

For relativistic particles, since if v grows 1/~ decreases, we might suppose to decrease the
cyclotron’s frequency in order to keep valid the previous relation, keeping B constant
This kind of variable-frequency cyclotron is known as a synchro-cyclotron, which use variable
E fields to reach this result.

Another solution is to variate B while keeping v, constant in order to compensate for 41,
these accelerators are known as synchrotrons.

Synchrocyclotrons are usually used for accelerating particles from 10 to 900 MeV, which is
a relatively small acceleration

§§ 29.4.2 Synchrotrons

Synchrotrons are the relativistic counterpart of cyclotrons. They work by fixing the radius R
and variating B for compensating for y~! in the synchrotron frequency formula
qB

vy = (29.6)
2Tym

This kind of accelerator doesn’t need to create poles like the cyclotrons and its “Dees” and
a uniform B field is not needed in all the accelerator, therefore there are multiple dipoles
along the synchrotrons.

The principal limit of synchrotron is Larmor radiation, also known as synchrotron radiation,

with power
2

P = —~*aP2 (29.7)
6megc?
Using v = E/m and p = v?/R we get
€2E4
P = 29.8
L 6meg R2m4 ( )

Which, for a period AT = 27 R/c gives that the energy lost in synchrotron radiation is

E4
AEjpst o mTRQ
In order to balance this energy loss it's needed to make bigger synchrotrons. The biggest (so
far) is the Large Hadron Collider in Geneva, a synchrotron with R = 4.3 km. For electrons
in the LHC (m, ~ 500 keV) we have that the lost energy is proportional to
E4

AE, ~ 88.5—— 299
LHC ~ 88 54300 (29.9)
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Which imposes that for high energy electrons all energy is used to compensate for radiative
losses inside the synchrotron.
For LEP@CERN, an experiment lasted from 1988 till the early 2000, there was /s = 90 GeV,
for a single beam energy of 45 GeV. It used the same tunnel of LHC and its radiative losses
per lap were

AELEP =84 MeV/lap

Note that
C C

2rR 27 km
Note that for what we have seen it's impossible to accelerate electrons to TeV ranges
without increasing the radius of the synchrotron. From 2000 onwards, using protons, a
/s = 13 TeV has been reached, which corresponds to 6.5 MeV per beam.

A new project is planned, the FCC, a supercollider with a circumference of 100 km built in
Geneva. With these radius it's possible to reach /s = 50 TeV.

~ 10% Hz

VLEP =
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30 Basics of Quantum Field Theory

§ 30.1 Perturbations and Feynman Diagrams

The first question that comes to mind when talking about particle accelerators is why.
The idea is quite simple and comes from E? = m? + p?, therefore we can use higher E for
converting it into mass.

This lets us discover heavier particles, create more particles via inelastic collisions and to
obviously discover new particles.

In general we treat a reaction of the kind

at+b—c+d+f+g+-)

We need to evaluate the initial and final states for such reactions, and Fermi’s golden rule
comes in handy for this. For FGR, given a transition probability Pf; between an initial state

and a final state is

lim 21— o Ml s (B, - B (30.1)
Tho T ;o '

Note that different disposition of particles in the final state changes only the kinematics of
the final state, since the 4-momentum is always conserved.

What this actually mean is that Mﬂ is independent from the kinematics of the process.
Remember that the decay rate of a reaction is

“5(By — Br)dn = 2x | M| o(B) (30.2)

Ty = / QW‘Mﬂ

Where p(E) is the density of states in the phase space and is equal to

dn
E)=— 30.3
o(B) = o 30.3
[t's important to note that
My = =i (fI Hr|f) (30.4)

357
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Where #; is the perturbation Hamiltonian for a system # = Ho + .
Using perturbation theory for such system we have
oy

7:[015” = Entbnia = (7:[0 + 7‘2[) (0

, (30.5)
Y= Z an(t)wne_lEnt
For a transition |i) — | f) we impose the following approximation conditions on the functions
an(t)
() =1 k=i
ai(t) ! (30.6)
ar(0)=0 k+#i

Taking the second equation in (30.5) and multiplying on the left by (k| we get the following
Schrédinger equation for a k—th state

ap(t) = —i / O H et BBt Q3 (30.7)

Integrating and rewriting on the RHS the definition of M,,;, and imposing |k) = |f) we

have that )

t .
Py = las(t)|* = ‘/0 M e Bs =Bt (30.8)

Going over to the second order terms of the perturbation and reinserting everything inside
the Schrédinger equation, where we write the a,(t) we found before, we have

ar(t) = A L (—i)? Z ;fanrg oH(Br—Eit _ _“A/k(f)ei(Ekai)t (30.9)
ni n — 4

Where V,ff) is the second order perturbation and is equal to

7(2) _ v 3 Vien Vi
Vil = Vi + (—1) —_—
‘ n%: E;— By (30.10)
Vii = (k| Hr |i)
The second order transition probability is then
~ 2
1@ = 2n|MP | p(E) (30.11)

Using FGR we have for the conservation of energy 6(Ey — E;)=E; = E; but only to the
first order.
Considering a scattering like Rutherford scattering we have considering second order
corrections

~ ‘A/fnf/ni
My~
n#i ! "
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The system in this approximation will jump from the first state |é) to accessible states |n) to
the final state | f) via the transition matrices V;,;, V.

By definition we have E,, # E; # Ey, therefore energy is not conserved in this situation.
This is fixed by imposing that states with E,, >> E; and E,, >> E; are improbable.

A good example of showing graphically these perturbations is using «Feynman diagrams»,
graphs where each vertex corresponds to a degree of perturbation.

At the first order of perturbation we can write as an example the following transition

‘€+€7> — )

Which corresponds to a pair annihilation reaction e + e~ — ~. The first order perturbation
will be graphed as

Figure 30.1: Feynman representation of the first order perturbation f/ﬁ.

This graph is a &~ 1 dimensional graph. The only dimension accounted here is time,
which flows from right to left. Matter is drawn as arrows flowing with time and antimatter
(see e™) is drawn with arrows that flow against time. The vertices represent the actual
interaction matrix Vfi, in this case only for a 1st order perturbation.

With a quick check of this process we see that

1. The incoming particles are a positron and an electron
2. The only outgoing particle is a photon

And therefore

Vi =2mI # 0= /55

Therefore the conservation of energy given by 6(E¢ — E;) is not valid.
More generally, with a reaction a + b — X, the diagram would be drawn as
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Figure 30.2: Feynman diagram for the process a + b — X

Note that this process can only happen if s; = m2 + mi = m% = sy, and therefore
doesn’t happen for s; > s;.
For second order processes the diagram for the interaction described in (30.1) becomes

Figure 30.3: Second order diagram considered as the sum of the two vertexes corresponding
to the transitions |i) — |n) and [n) — |f). The photon connecting the two diagram is
known as «virtual» due to its non-physical and non measurable energy E,,

This diagram is exactly drawn as the sum of two single vertex diagrams corresponding to
a transition |i) — |n) — |f). The photon inside can have E,, that aren’t possible otherwise,
such as E,, # p* + m?, the so called «off shell» energies.
What happened in this scattering process, a et e~ — ete™ elastic scattering, is that a virtual
photon mediates the process. Basically the electron and positron annihilate creating a virtual
photon which re-decays into an electron and a positron, which get measured as outgoing
particles.
Note that for Heisenberg this is possible. In fact AEAt¢ =~ h imply that At < h/AFE, and
therefore for t < At the AFE violations are possible, as long as charge and quantum numbers
are conserved.

§§ 30.1.1 Electrodynamic Processes

For describing electromagnetic processes we can build three basic vertexes which can be
used to build up higher order diagrams
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e v et
>«l\ - —< /i{
(&
et e e

All these three basic vertexes share one main thing: charge is conserved.
Consider now Rutherford scattering, this process can be described via the following diagram

e e
N0,
ot
Ze Ze

Figure 30.4: Feynman diagram for Rutherford scattering

From this diagram we can immediately see that Q; = e(Z — 1) = Qy, since we used
two fundamental vertexes. In order to get something more from this diagram, especially
how to grasp the perturbations from the vertexes we need to do some calculations on the
initial state |i) and the final state | f). We begin by Born-approximating the wavefunction
of the incoming electron as a planar wave, therefore

1

P = ——=eBil

7 o
thy = —=e'To"

VV

Therefore, having an electromagnetic perturbation given by the potential of the nucleus,
we have that our perturbation is

~ Za . Zoo 1 00 —p ) o
Vii = —(f] o i) = v | ¢ (2;=2,)r 43,

Writing ¢ = P;=P; and gr = gr cos 6 and transforming the integral into spherical coordinates

we have
R Zo [ o L.
sz‘ — _sa / TdT‘/ dgp/ '4" <89 gin 9do
V- Jo 0 0
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Taking the third integral and writing d cos # = — sin § we have
T ) 1 1 1 . .
/ sin QequCOSGde _ / ezqrcosﬁdcose _ (ezqr o e—zqr)
0 wqr J_q qr

Reinserting it into the integral and integrating with respect to ¢ we have

N 2rZa [, . -
Vi = — wqr _ —iqr
fi ?qv /0 (e e ) dr

The last integral can be calculated using something similar to Feynman’s integration trick,
by multiplying the function by a dummy function e~*" and taking the limit for ¢ — 0 for
getting back the last result. Substituting and integrating we have

N 27ma . 1 1 27 ma 2iq
Vi = —— lim [ —- — - = —— —
iqV =0 iq—e 1q+e qV  q

Simplifying, we get

Vii= - (30.13)

Using Mfi = —z'f/ﬁ we get the transition matrix, and the transition probability as

N diZ o
My = 7Vq2
30.14
~ 12 162%720? ( )
Myl = 7‘/2(]4

Which implies o oc Z2a2¢*.

Going back to the diagram and remembering that each vertex represents a perturbation
we have, for the vertex of the nucleus a charge of Ze and a contribute of /«, for the
other one we have another contribution /a with charge e, connected by a virtual photon,
which contributes for the moment with a so called «propagator». The photon propagator
is proportional to ¢—2, and therefore, simply by looking at the two vertexes in natural units
(e =1), we get

R 1 Z
Myi = Va5 27/a = qu‘ (30.15)
Which is what we found up to a factor of —i4r.

Consider now as a second example of these rules the process of Compton scattering.
The diagram for this process will be
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e

Figure 30.5: Second order diagram for Compton scattering

Using Feynman rules on vertexes we have that M ; ~ /ay/a = a, and therefore we

~ 2
can immediately suppose that o ~ ‘Mfz‘ ~ o?.

One quick thought about conservation laws makes clear that if the virtual particle in the
diagram must be an electron, because the number of leptons must be conserved in all
vertexes. Note that if the virtual particle was a baryon like a proton, it also wouldn't be
right since the number of baryons isn’t conserved.

Also consider a quick thing, if the outgoing particles were switched in the diagram, the
result would be the same, although we must consider this diagram’s contribution in the
final calculations.

Take now the Bremsstrahlung radiation, this process corresponds to the following third
order diagram For this diagram we have M ; Z\/a\/a\/aq%, therefore o o< Z2a3 /¢*.

Ze
Figure 30.6: Bremsstrahlung effect third order Feynman diagram
Confronting the obtained cross section to the one for Rutherford scattering we get og o o2,
and o Brem o a3, with a = 1/137.

Going down this path of describing electrodynamic processes with Feynman diagrams we
impact ourselves in a new Feynman rule for electromagnetic interactions: vertexes can’t
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have multiple photons reaching them, therefore this diagram is impossible

N

Figure 30.7: An impossible diagram

And now one might think, how can | build a pair production diagram? The answer is:
add a virtual particle between the photonic vertexes. The searched diagram then is

Figure 30.8: Maybe fix this? idk not sure probably pair production

By just looking at the diagram we have M ; o Zv/ay/av/aq=? = Za®? /¢?.
Another interesting process is Bhabha scattering, eTe™ — ete™. This diagram is pretty
simple to draw

+ —

e (&

et et Figure 30.10: A symmetric version of the same

bhabha scattering diagram
Figure 30.9: Bhabha scattering diagram



30.2. KLEIN-GORDON EQUATION AND THE YUKAWA POTENTIAL 365

By checking the nodes of this diagram we get immediately that o oc a?/¢*

§ 30.2 Klein-Gordon Equation and the Yukawa Potential

Yukawa in 1935, using the idea of virtual mediator particles went on trying to explain the
nuclear force between nucleons. Experimetally it had been seen that it was a short range
force, and that there is a symmetry between neutrons and protons.

From classical EM we know that the electrostatic potential generated by a pointlike charge
at the origin solves the inhomogeneous Poisson equation

V2V = —ed®(r) (30.16)

The solution is an integral retarded potential

V(r):/v pE) a0 (30.17)

r— 1|
For time dependent potentials, defining O = 9*9,, = 87 — V? the Maxwell equations are
O(E,B) =0 (30.18)

Where, in the potential formulation become, writing a 4-potential 4, = (¢, A)

2
@ _ v2¢ =
ot?
g (30.19)
= _ 2A:
o~ VAL

Taking only the first of the two equations, we might think to quantize this equation imposing
i0; — E and —iV — p, getting the following equation

O¢ = (E2 —pQ) b =0 (30.20)

It's immediately clear that we must have E = p, and therefore this equation works only for
massless particles.

Since we're dealing with massive particles we might immediately think to substitute E? =
m? + p?, getting what is known as the «Klein-Gordon equation», which satisfies a massive
mediation of the potential

(Ez—ﬁ2+m2>¢:(ﬂ+m2)¢>:0 (30.21)

Fitting it into the stationary case of the nucleon with a nuclear charge g # 0 at r = 0 we
get the following equation

(V2 —m?) ¢(r) = —g83(r) (30.22)
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Which has for solution the Yukawa potential for the strong interaction
o(r) = — I _gmmr (30.23)

This potential corresponds to a shielded couloomb interaction.
In natural units we have that mr is adimensional, and using AEAt ~ h with 'DE =~
me?, At ~ R/c with R ~ 1.5 fm we get that

h
me? ~ Ec ~ 150 MeV

The mediating particle for this process must have a mass of m ~ 150 MeV, so Yukawa
theorized the existence of a mesotron particle which mediates the nuclear force.
From experiments we now know that this mesotron, or better known as pion, isn’t an ele-
mentary particle, and therefore Yukawa'’s model is effective in explaining these interactions
but it's not a fundamental one. B
In general a charged pion 72 is a meson (quark-antiquark bound state), with state |ud).
We might think to find this pion propagator using Yukawa's potential as a perturbation to
Born states, which gives
2
9 9 1
_9, =L 30.24
= ge ™ 1 “4r 2 + m2 ( )
This propagator is similar to the photon propagator, and using agy = €2/47 we might
think to construct a “fine structure constant” for strong interaction, which is ag = g% /4.
In general for a massive potential we have a propagator of the following kind
Sy . 1
(f|Hrli) = fzam (30.25)
Supposing a force with m? >> ¢? we can see immediately that the momentum exchanged
between the interacting particles is negligible with respect to the mass of the mediating
particle, which lets us approximate the propagator to

N 1
(fIHp i)y = —ia—g (30.26)

2

§§ 30.2.1 Weak Interactions

We might think to apply this approximation to Fermi's interactions, with #; = Gp. The
weak interaction that Fermi studied is a finite range interaction. Let’s suppose that this
interaction is mediated by a massive particle with charge g,, and mass m.,,, the potential for
such interaction is analoguous to Yukawa's potential

Vi = — T g=mur (30.27)
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Writing Hr = gwVw = G we get from experimental values

2
Gr=-2%_ —1.16-107° MeV 2 (30.28)
4mmz,

Which suggests a mass of the weak mediator, in terms of measurable quantities, of
2 2
My — (iw) EM (QJ) 102 MeV (30.29)
e Gr e

In order to discover this new W particle a new particle accelerator was built at LEP, which
was the combination of a proton-synchrotron and an antiproton-synchrotron, which was
used to verify the following theoretical reaction

p+p—-WT+X (30.30)

Considering a cross beam interaction with two targets we have
E,=E;=270CGeV, /s =2E, =540 GeV

The confirmation of this reaction awarded a Nobel prize in 1984 to Rubbiz and Van der
Meer.

So far we have listed three fundamental forces: Electromagnetism, strong force and the
weak force, all mediated by particles, respectively v, g, W*/Z°. The second mediator is
known as the «gluon» and it's a massless particle, which is not predicted by Yukawa'’s
theory, although it's effective to explain nuclear phenomena.

Only one fundamental force is missing a mediator particle, which is gravity. The idea of a
«graviton» particle which for now there haven’t been any experimental verifications.

§ 30.3 Symmetries

As we know from Néther’s theorem, each constant of motion corresponds to a simmetry of
the system.

Considering reactions a + b — ¢ + d, we immediately know that a conserved quantity in
the reaction is a symmetry of the transition Hamiltonian #;.

There are 4 kinds of symmetry we might consider

1. Continuous symmetries

e Temporal traslations, which correspond to E conservation
* Spatial translations, which correspond to p conservation
e Spatial rotations, which correspond to L conservation

2. Gauge symmetries, which correspond to ¢ conservation

3. Fundamental symmetries, like the lepton number conservation, baryon number con-
servation, etc.

4. Non-spatial rotations, which correspond to the conservation of a new quantity known
as Isospin 1
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§§ 30.3.1 Discrete Transformations

Going to the quantum world with our symmetries we can list immediately three discrete
symmetries

e Parity reflection, P : # — —#

e Charge conjugation, C': ¢ — —q

e Time inversion, 7" : t — —t
These laws are multiplicative, and as an example the matter-antimatter symmetry corre-
sponds to a C'P transformation.
§§ 30.3.2 Leptonic Number

Consider a weak interaction like the 8 decay, with reaction
n—-pt+e +X

Considering Reines-Cowan'’s experiment which supposes a reaction X +p - n+e™, a
possible reaction with @ > 0, we have a problem, and the reaction was never observed.

It was theorized the existence of a leptonic number associated with the electron L., for
which AL, = 0 in reactions.

Leptonic matter accounts for L = 1, while leptonic antimatter for L = —1. In leptonic
matter also neutrinos are accounted, and we can make a list of couples lepton/neutrino.

<€_> Le=1 <’“‘_> Ly=1 <7_> L, =1 (30.31)
Ve vy, Vr

And antilepton/antineutrino

+ + -
(e ) Le=-1 <“ ) L,=-1 <T ) Lr=-1 (30.32)
Ve Uy Ur

For all interactions, a violation of the conservation of the leptonic number was never
observed, and therefore it's possible to assume

AL, =0 Pi=e, T (30.33)

§§ 30.3.3 Baryonic Number and Isospin

Segré with its experiment discovered the antiproton, was searching for the proof of the
existence of the following reaction

p+p—p+p+p+Dp (30.34)
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This reaction corresponds to an inelastic scattering of two protons, but there are also other
reactions possible

p+p—pt+p+at

p+p—p+p+n°

p+rp—p+p
From his eperiment it was discovered that m,, = my, but also a new question arises. Why is
this reaction not observed?

p+p—p+p+r 4t
This non-possibility of the previous reaction brings us to the conservation of the baryonic

number B.
A baryon (antibaryon) is a composite particle composed by three quarks (antiquarks)

T - a1
B=|g| B=|q (30.35)
q3 qs3

For each baryon a baryonic number N is associated, which evaluates to +1 if the particle
considered is either a baryon or an antibaryon. Particles like the pions 7+, 70 are known as
«mesons» and are composed of a quark/antiquark bound state

M = <Q1> (30.36)
ds

Counting 1/3 for each quark and —1/3 for each antiquark we have that mesons contribute

with Ng = 0 and each baryon with Ng = +1 as we said before.

The question remains, why doesn’t that reaction happen, since the baryonic number is

conserved? In order to explain this we have to dwelve deeper into the physics of this.

Since my, —my, ~ 1 MeV, nuclear interactions do not distinguish neutrons from protons. Due

to the non-degeneration theorem we know that there exists a new degree of freedom of

the system with an associated quantum number in order to account to this strong symmetry

between n, p.

This new degree of freedom is the «Isospin», which its algebra corresponds exactly to the

spin algebra, a rotation group.

We have for protons and neutrons

=101 = [3.5)

1 1
27 2

Accounting for this, nuclear interactions are invariant under isospin transformations.
Note that for pions

(30.37)
n) = |1, I3) =

|7t) =11)
|7%) = |10) (30.38)
|77) =1-1)
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§ 30.4 Isospin

Isospin was a property first introduced by Heisenberg in order to explain strong nuclear
interactions between protons and neutrons.

This property behaves algebrically as angular momentum and it can be used for classifying
known Hadrons, estimate strong cross section and to theorize states which are not yet
observed.

In strong interactions isospin is conserved, indicating that it's a symmetry of the strong
interaction Hamiltonian.

Let’s begin considering a bound neutron-proton state, deuterium 2H. As we know from
before we have

11
=|I,L) = |-, =

1 1
27 2

Using the angular momentum summation rules we have that, for a state |np) we have
I = 0,1 which implies the existence of three states plus one with total I, = —1,0, 1, these
triplet states correspond to the couple |pp) , |np) , |nn) plus |np) and are

lpp) = |p) [p) = [1,1)
inp) = ;5 (In) Ip) + ) [2)) = [0,1) (30.39)

[nn) = [n) [n) = [1,-1)

n) = |1, 1) =

The previous states are known, as for spin, triplet symmetric isospin states. The additional
remaining state is the singlet antisymmetric state

Inp) = ¢1§ (In) Ip) — 1) [5)) = [0,0) (30.40)

Experimentally triplet states are not observed, therefore we can safely assume that for a
deuterium nucleus, (deuteron, d) we have

|d) = |np) =]00) (30.41)

§§ 30.4.1 Pion-Nucleon Scattering
Consider the scattering between pions and nucleons
70 4 (p,n) = 750 4 (p,n) (30.42)

Considering the isospin for the system and noting that I, =1, I, , = 1/2 we have that for
the initial state

|i):1,a>+’;,b>:a

1
2,a+b>+6‘2,a+b> (30.43)
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The scattering process can be seen as the addition of an interaction Hamiltonian #g which
is invariant for isospin, and considering a final state

3 1
N == — 44
1 =1]3)+9[3) (30.4)
We have that, using the selection rule AT =0
~ 3 ~ |3 1| ~ |1 « A
The final cross section will then be
2 L2 I
o o W]Mg +\b\2‘M1’ +ab MM (30.46)

Using Clebsch-Gordan coefficients we can already see how these transition matrices will
decompose.

Noting that pions are isospin 1 and nucleons are isospin 1/2 system we have a 3 ® 2 system.
From the table B we have that such state will decouple in a symmetric quadruplet and an
antisymmetric doublet (remembering that I7 = 1,0 — 1 and I\ = 1/2, —1/2) giving for
gt +p—at+panda +n—71 +n

~ 12
7 o Mg‘ (30.47)
Due to symmetry one immediately expects that N(7~ + p) = N(x+ + n) where
1y~ 12 2 ~ 12 2~ =
Orp 5| Ma| + [ M|+ AT (30.48)

Expanding for the other possible reaction and remembering that #g is orthonormal in the
total isospin basis the remaining cross sections (and therefore also the number of reactions)
are easily calculable

§§ 30.4.2 Isospin and Charge

Consider a nucleus (A, Z), using I¥ = 1/2, I = —1/2 we have that the total z—projection

of isospin will be
I = Z_A-Z (30.49)
2 2

Inverting for Z we have a direct connection between isospin and charge

A
Z=1,+ 2 (30.50)

Considering that A is the total number of neutrons and protons in the nucleus, we have
from Gell-Mann-Nishijima that for a generic system with baryonic number B the total charge
will be given by the following equation

Q=1I3+— (30.51)
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This clearly also works for mesons, in fact taking #+ as an example, for which Q =1

0
Q’ﬂ‘+ =1+ 5 =1
The later discovery of strange particle broke this formula, which was fixed by defining a
hypercharge, which is defined as
Y=B+S (30.52)

With B being the baryonic number and S the strangeness number. The introduction of the
guark model with charm, strange, top and bottom quarks then defined the hypercharge
as the sum of the quantum numbers of all the previous quarks, giving for the Nishijima

equation
B+s+c+b+t Y

Note that that strange and bottom quarks reduce s, b by 1 like antitop and anticharm quarks
reduce charm and top quantum numbers. Remember that this is purely a convention
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A Mathematical Methods

§ A.1 Properties of the ¢;;; Tensor

We have defined in the chapter on 3D system, the Levi-Civita tensor, a completely antisym-
metrical unit tensor that can be used to define cross products using tensor notation, and
ease the calculus of multiple cross products. Some properties of this tensor, that can be
particularly useful, are the following ones

€ijk€itm = 0j10km — OjmOkl (A.1a)
€ijk€ijl = 20k (A.1b)
€ijk€ijk = 6 (A.10)

In general, we can write the following identity
5il 5im 5zn
€ijk€lmn = det 5J 5] 6] =
Okl Okm  Okn
= i1 (0jmOkn — 0jn0km) — Oim (0;10kn — Iindk1) + Oin (0510km — 0jmOki)

For a matrix a;;, we can write its determinant in two ways using the Levi-Civita tensor

(A.1d)

det(aij) = €jqipy Alig * * Oy (A 1 e)

1
det(aij) = EEil“'inejl'“jnailjl C Qg (A1f)

Coupling these rules to the properties of vector products, we get the following identity for
operators

S

x (bxe)=

12>

(@@%‘@~@©+@¢Qg (A.2a)

Proof. Let's write the cross product in tensor notation, using the Levi-Civita tensor
Ekjidqumi)lém = EkjiEilmCALji)lém = —€ijk€ilmdjl;lém
= — <Sjl(§k:m — 5,jmgk;l) (Alle)lém = d'jl;kéj — CAleA)jék =
= [, b &5 + brityé; — by

375
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Where we used the usual index contraction rules with the kronecker symbol, where §;;a’ =
a;. Usually it's made in terms of the metric tensor g;; = (e;|e;) as basis vectors, but in non
relativistic cases we simply have g;; = d;; O

Another useful for vector products of operators that is useful is the following

axb=—bxa+eal, ] (A.2b)

Proof. This proof is straightforward using the antisimmetry of the tensor ¢;;;, and yields
the following result

(ISH

X é = Eijkdjgk = €jjk ([dj, l;k} + kalj) = *Eikji)kdj + €ijk ([dj, Bk])
]

Although a proof for the next relation won't be given, we'll list it due to its usefulness
in quantum mechanical calculations

(condB*)” = 20 — (@) —a[ad 0By + a;[a* b6 — oy [a, 0] — ayan 34,0
(A.20)
In the special case of |:dz‘,i)j:| = 70;; with v € C and {Bi,fﬂ'] = 0, it yields the followincg
special case
<eijkafz§’f)2 = a%h? - (a%i)g + iy (A.2d)

Now, considering the curl as a vector product between the nabla operator and a vector
field (V x F), we can also write the following identity

OFF
In general coordinates, indicating the Jacobian as J := det(d;x;), we can write the following
identity

OFF

Which generalizes the vector product.

§ A.2 Special Functions

§§ A.2.1 Spherical Harmonics

Spherical Harmonics appear in the chapter of quantum angular momentum, where they're
defined as the eigenfunctions of the orbital angular momentum.
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Simplifying our calculus, we give the definition, and actual calculation of spherical harmonics
as the actual search for the eigenfunctions of orbital angular momentum.

So, using directly spherical coordinates in 3 dimensions, we already have that the L, is
written simply as follows

L, — —ih;b (A.5)

Since [ﬁz, ﬁz] = 0, we also write out L2, as it is needed to solve our equation

. 0?2 0 0
2 32 2,9 o . ,0
L — —h (csc 98¢2+CSC9898H1(980> (A.6)

By definition, we get that the eigenfunctions must solve the following equations «simultaneously»

L.£(6.6) = =il = hn (6.0
. 9? 0 o) (A7)
L*f(0,¢) = —h? <CS(32 98752 +ese oy sin@ag> f(0,6) = B2+ 1)£(0, )

Due to symmetry, f must also be cyclicin ¢ mod 2, hence f(0,¢) = f(0,¢ + 27). Due
to the shape of the system of differential equation, we suppose that f is really the product
of two function of the single variables, hence we imply that

f(0,9) = g(0)h(9)
The first equation is of immediate solution in this way, and we have that

—ihg(@)gz = hmg(0)h(¢) (A.83)

Hence, finally, solving the equation we get
h(¢) = g(6)ke™? (A.8b)

k is simply a multiplicative constant, and without loss of generality can be setto be k =1
In order for h(¢) = h(¢ + 2) to be true, then m € N.

The second equation isn’t that simple to solve, and after applying the separation of variables
and, utilizing the property of h(¢), for which h(¢) # 0 V¢, we get

9 . 0y 2 o2 _
cse 969 8111980 —m~csc”0g(f) = —Ag(0) (A.9)

There is a way in order to “simplify” this differential equation. We define the following

nontrivial sostitution
& =cost
F(&) =g(0)
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The equation (A.9) then becomes a general form of the Legendre differential equation

d o dF m? B
d§<(1_£)d§>_1—§2F(5)+)\F(§)_0 (A.10)
In order to solve (A.10) firstly we impose m = 0, and then we suppose that F'(£) is analytical,
and hence it holds that

F(§) = ac*
k=0

Using a method analogous to the analytical solution of the quantum harmonic oscillator,
we derive, substitute our indexes and plug the result inside our differential equation. We
get then the following equation

D (arA = k(k+ 1)) + (k+ 1)(k + 2)ag2) € =0 (A.11)
k=0

This is true «if and only if» the following recurrence relation is true

A—k(k+1)
Tk Dk +2) T A1z

In our quantum case, it's evident that A = [(l 4 1). Looking at the recurrence relation, we
see that it's actually the recurrence relation of the Legendre polynomials, that are defined
by the Rodrigues’ formula

1 d
= S ad
For completeness, we add that using this formula, we get that the k-th element of the
succession ay, is, for even [ + k, the following (with & fixed)

Pi(€) (& -1) (A.13)

l

1 =k l
ag = ﬁ(—l) 2 <%(l+k‘)) H(k‘+a)

a=1

It's evident that P;(£1) = (41). For m # 0 we have that the equation is solvable only for
m < [, and it's solved by the Legendre functions of the first kind, defined as follows

m

(1 o 52) > dl+m

le(f) = 2l d£l+m

(€ —1) (A.14)

Having finally solved the second equation, we remember that the eigenfunction f is the
product of g and h, and it's exactly the spherical harmonics Y, (6, ¢), which their normalized
counterpart is defined as follows

e = W(Z&% ;z)?!n) (—1)mem P (cos ) (A.15)
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Since it's possible to define m < 0 but m > —I, we have this property which is impossible
for the associated Legendre Functions, and, we get that

Y70, 0) = (=1)™Y] (8, 9) (A.16)

This condition, finally our searched bounds for m, which can take only values in a set I C Z,
where I = [—[,]]

§§ A.2.2 Confluent Hypergeometric Function and Laguerre Polynomials

The Confluent Hypergeometric Function F(«, 7y, z) is an analytic complex function, defined
as follows
oo
(@)n 2

7,71
Fla,v,2) =Y _ ZvzeC (A.17)
n=0 (’y)” nl

Where a € C, v € Z. The misterious application on « and ~ is called the Pochhammer
symbol and it’s defined as follows

1 n=20
o n—1
(a)n = [tk n>o0 (A.18)
k=0

The need for this function comes from the theory of differential equations. Let's define a
linear differential operator as follows

. d? d
LF—Z@"‘('Y—Z)&—O[ <A19)

The only function that solves the equation Lrf(z) = 0 is a superposition of confluent
hypergeometric functions, where

f(2) =c1F(a,v,2) + ezt VF(—a+ v+ 1,00 — 7, 2) (A.20)

A curious property is given if « = —n where n € N. Then, the confluent hypergeometric
function is a polynomial, defined as follows

Zl—wez qr

(’Y)n dz"

If we also have v = m and m € N then the polynomial is defined differently, as follows

F(*”:% Z) =

(e#zvtn 1) (A.21)

(71>m+162 dm+n71

(m)n dZernfl (6

F(—n,m,z) = F2") (A.22)

In the added special case where 0 < m < n, we get a particular case, which is fundamental
in the physics of hydrogenoid atoms, for which the confluent hypergeometric function
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is directly proportional to Laguerre polynomials, which describe the radial part of the
wavefunction. Hence, we have

F(ina m, Z) X LT(Z)

Where, L7 (z) are the generalized Laguerre polynomials, and are defined from the confluent
hypergeometric function as follows

S Y St i ) iy S QS S (A.23)

m!(n —m)!

Substituting this in (A.22), we get the Rodrigues formula for generalized Laguerre polyno-

mials (1)) 1
—1)™n! n—m

2, —Z,n A.24
(n— m)!e i dzn—m (e : ) ( )

L (z) =

For m = 0 we get the Laguerre polynomials, which, from the previous formula are then
defined as follows

L,(z) = ezj(eﬁz”) (A.25)

Hence, from the confluent hypergeometric function, we can define both as follows

L7 (z) = (—1)"n! (:1) F(—n+m,m+1,z2) (A.26)

L,(z) =nlF(—n,1,z)

§ A.3 Generalized Riemann ( Functions and Bernoulli Numbers

In quantum statistical mechanics we end up analyzing integrals of the generalized ¢ functions,

defined as follows
9s(z) 1/ 251
- dx A27
fs<z>} () Ja, o iv1 (A27)

It's possible to evaluate the integrals of some values for the two functions through direct
evaluation and usage of the properties of the Riemann ¢ function, as follows for gs(1)

1 2! .- SR .
g9s(1) = T'(s) /]R T +1 kZ Z ks Z (A.28)
gs(1) = (1 = 27°)¢(s)

And equivalently for f4(1)

1 257! 1
10 = 75 /]R+ ——d kz = (A.29)

k+1
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From the residue theorem tho, we can write the integral form of the Riemann ¢

1 t
C(s) = / cot(mz) 4., (A.30)
di ), =z°
Before continuing, we introduce the following formula
1 z > BQTLZQn
—cot (=) =1-— A.31
2« <2) 7; (2n)! (A-31)

Where B,, are the Bernoulli numbers. Therefore, for even numbers s = 2k € Z we can
write
(2m)*

2(2k)!B F (A.32)

C(2k) =

Using then the definitions (A.28) and (A.29), we can directly calculate the following integrals,
that often pop out in quantum statistical mechanics calculations

(1) = (271 = 1)c(2k) = w1
[(2k)gor(1) = (2k — 1)I¢(2k) = n2* (221 — 1)% (A.33)
(277)%
P(2k) far(1) = (2k = 1)IC(2k) = 1 —Bs

§ A.4 Saddle Point Method

The saddle point method of approximation of integrals comes from the problem of analyzing
the asymptotic behavior of an integral depending from a parameter A for A — oo, where
the integral is defined as I(\) : R — C, with

I\ = / M g(2) dz (A.34)
Y

Where f,g: D — C, f,g € H(D) (they are both holomorphic function), and -y is a piecewise
smooth curve such that {y} C D.

Without loss of generality we can take A € R, A > 0.

Before going directly for the complete calculus in C, we begin by supposing that the integral
is in a real interval [a, b] and both functions f, g are smooth in this interval.

Supposing that the function f has a maximum in a point ¢y € [a, b], we approximate around
this point with a Taylor expansion at the second order and substitute it back into the integral

F(8) = $t0) + 5 £ t0) (¢ — t0)? + O((¢ ~ t0)°)



APPENDIX A. MATHEMATICAL METHODS 382

And therefore

b
I\ = / A (1) = 317" (W) (t=t0)*+O((t=10)")) (g(to) + O((t — to))) dt (A.35)

a

Using the substitution u = /| f”(to)|(t — tp) we obtain

- eAf(tO)g(tO) (b—to)\/Alf" (to)| e_é”2+0((“(/\|f”(t0)‘)7%)3> (1 +O<(u()\{f”(t0){)7%)>) dt

) — I\
AL (t0)] J =(to—a) /A7 (0]
(A.36)

Assuming that g(tg) # 0 and approximating the integral with /27 we obtain that asymp-
totically we obtain
27
I ~ | M) g (¢ (A.37)

Without approximating the integral of the exponential, we can impose the variable substitu-
tion u = f(tp) — f(t) and evaluating in the intervals [a, to) U (to, b] where the function f(t)
is strictly monotonous, we have that

M (to) f(to)—f(b) Y f(to)=f(a) Y
I(\) =eMVto / Gy(u)e ™ d(u) / G_(u)e ™ du (A.38)
0 0

Where, the two functions G+ are defined as follows

_ 9
G = i

t=F 11 (f(t0)—u)
Expanding the function g/ f" we get

o) glte) oL (d0)  glto) " (k)
F) Py +(W%) 2(1"(to) 2

Therefore, inserting the previous u-substitution, we get that (¢t — tg) = ++/2u/|f"(to)| and
therefore we get

) +O(t — to) (A.39)

- glto) -1 9'(to)  g(to)f"(to) ”
Ca(w) =7 2| f"(to)] " <f”(t0) 2(f'(to))* ) +oW) #40

For A — oo we then obtain

e e qu— I [T 1 (d(t) _ glto)f" (k)
[ estwe M du = 73 (P 2U%mf>+oo )

(A.41)
In conclusion, we obtain

_ 2T Mf(to) —3 Mf(to)
I(\) = NGl g(to)+(9(A e ) (A.42)
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Now, going back to the complex case, we have parameterizing the curve ~, that

I(\) = / ey O g(y(t))7'(t) dt (A.43)

In order to make sure that the saddle point approximation is applicable, we chose a specific
parametrization of this curve, which must be inside an open ball from a simple critical point
(saddle point) zg € D of the function f(z). We can therefore choose two curves, one of
“steepest climb” (y4) and one of “steepest descent” (y_), orthogonal to each other and
defined as follows

1) = 20 + (£ — tg)e~2A18f" (20) to—e<t<to+e
{’Y+() 0 ( 0) 0 0 (A.44)

V() = 20+ (t — to)e(Fm3A8S"(20)) 4o e <t <tg+e

In these curves, we have that

1 .
Ref (72(1) = Ref (20) £ 5|17 (z0)|(t = t0)* + O((t — t0)?)
Imf(y«(t) = Imf(z0) + O((t — t0)*)
Using an homotopy transformation we can map v — 7, where n is a new curve that
coincides with ~_ for t € [to — €/2,ty + €/2], coincides with v outside the open ball B.(zo)

and joins back with ~ on the frontier of the ball.
We then get

I(\) = / MBPg(z) dz =
"

to—S tots
- / MW (1)) (1) At + / TNO-Og(y () () At (A45)
a t

€

0=3

b
+ / MO o)) (1) dt
to+5

Applicating now the saddle point approximation, we get that for A — oo

_ 2 Afz0) i(Z— L Argf” (z0)) 3 Af(z0)
P en R +o(3EN)  (adg

If we have more than one simple critical point for f(z) along ~, the solution will be a sum
of terms of the kind (A.46)
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B Clebsch-Gordan Table

In this appendix, we give the table of Clebsch-Gordan coefficients used in the addition of
angular momenta, in order to switch from a common basis between J2, J2, J,1, J.2 to the
new “total” common basis of J2,.J2, J2, J,, where the total angular momentum operator

is defined as follows

ZZL@ + ®ZQ
jz:jzl®ﬂ+ﬂ® AzQ
“ “ R “ “ 2
J2:(11®]1+]1®12)

Its eigenvalues are the following

j2 ’jthaja m> = h2](] + 1) |j17j25ja m>

T2 |1, g2, gom) = B |ji, ja, j,m)
And are subject to the following constraints

m=mi;+mz, —j<m<]
0<|j1—j2|l <J<j1+Jo

385
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(B.3)
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J J
Note: A square-root sign is to be understood over every coefficient, e.g., for —8/15 read —4/8/15. Notation: M
m m
1/2x1/2 | S = . — o
= —(:()s(? 5 ‘i
[t12+172] 1] o o 2Xx1/2 w52l 52 32 mymy | Coefficients
|+1/2 -1/2[1/2 1/2| 1 L2 i/2]  1)r3/2+43/2
Z1/2 +1/2]1/2-1/21 ,/— sinf ¢ +2 -1/2| 1/5 4/5| 5/2 3/2
|-1/2-1/2] 1 +1 +1/2] 4/5-1/5}1/2 +172
0 5 /3 P 1 +1-1/2| 2/5 3/5| 5/2 3/2
Yy = 4_<§(0* 0— 5) 0+1/2| 3/5-2/5|-1/2 -1/2
1x1/2 | 32 4
+3/2] 3/2 1/2 - 0-1/2| 3/5 25| 5/2 372
Fieva iz },21 __ 5 sin B cosd i -1+1/2| 2/5-3/5)-3/2 -3/2
8 2 -1-1/2| 4/5 1/5| 5/2
+1-1/2| 1/3 2/3| 3/2 1/2 3/2%x1/2
0+1/2| 2/3 -1/3|-1/2-1/2 , 16 ., o i j é -2 +1/2| 1/5 -4/5]-5/2
2 — Z |22 gin2p 20 + 2 -
0-172| 213 13| ar2| Y2 = 7\/ 5, sin“Oe bz-we] o
_14172| 13273372 +3/2-1/21/4 3/4] 2 1
ox1[3 I . . +1/2 +1/213/4-1/4] 0o o
3] 3 3/2%x1 +§g T +1/2-1/2|1/2 172 2 1
+2+1] 1]+2 +2 [Grza i)z 32 -1/2+1/2[1/2-1/2) -1 -1
+2 o[/3 2/3] 3 2 1 w32 0| 2/5 35| 572 32 12 -1/2-1/2|3/4 1/4] 2
+1 4112/3 -1/3] 41 +1 41 +1/2 +1| 3/5 =2/5|+1/2 +1/2 +1/2 -3/2+1/2|1/4-3/4]-2
+2 -1{1/15 1/3  3/5 +3/2-1|1/10 2/5 1/2 |=3/2-1/2] 1
1X1 2 +1 0(8/15 1/6-3/10| 3 2 1 +1/2 0| 3/5 1/15 -1/3]| 5/2 3/2 1/2
+2) 2 ) o+ 2/5-1/2 1/10] 0 0 0 -1/2+1[3/10 -8/15 1/6]|-1/2 -1/2 -1/2
4141 1]+1 41
+1-1{1/5 1/2 3/10 +1/2-1[3/10 8/15 1/6
+1 012 172 2 1 o 0o of3/s o-2/51 3 2 1 -1/2 0| 3/5 -1/15 -1/3| 5/2 3/2
0+1f1/2-1/2] 0 0 o0 -1+1[1/5-1/2 3/10] -1 -1 -1 -3/2+1|1/10 -2/5 1/2|-3/2 -3/2
+1-1|1/6 1/2 1/3 0-1| 2/5 1/2 1/10 |—1/2—1 3/5 2/5)| 572
0 ol2/3 o-13] 2 1 -1 0[8/15-1/6-3/10| 3 2 -3/2 0] 2/5 -3/5}-5/2
-1 +1]1/6-1/2 1/3]-1 -1 -2 +1|1/15-1/3 3/5] -2 -2 |-32-1] 1
0-1f1/2 1/2] 2 -1-1|2/3 1/3] 3
Y= (-1mym |- ofuz-1z)e -2 0]1/3-2/3|-3 (j1j2mimalj1joJ M)
an — ;
-1-1 1|0 _ [ 4T - 2-1| 1 _ J=j1=d2 (ins
| di o= TR Y[” imo | = (1)’ 791732 (jojimamy | jojr JM)
i __qyym-m/ i _ i 3/2%x3/2| 3 > 0 1+ cosf
m'm ( 1) d mm! d—m,—m’ +3] 3 2 d[l)(] = cosf d}/; 19 = COS 5 1} 1=
|+3/2 +3/2] 1]+2  +2 ) 2,1/ 2 T2
2x3/2 Ve +3/2+1/2| 1/2 12| 3 2 1 Jv2 _ sine FI sinf
[zear2]  ilsiz 452 +1/2+3/2 1;2—1;2 4;1 4;1 /+1 1/2 1/2 9 10 V2
+3/2-1/2 [1/5 1/2 3/10
+2+1/2| 3/7 4/1| 7/2 572 3/2 12412135 0~ 3 2 T 0 1 1 —cosf
+1+3/2] 4/7-3/7|43/2  +3/2 +3/2 12432 (15 -12 /100 o o 0o 0 dy 1= 2
:iiijzz 411;; 1%;2 g;? 72 sz a2 vz| |2 TR |W2 14 900
+ -
-1/2|9/20 1/4-1/20-1/4
2x2 | s o+3/2) 27183 ws| 4172 w2412 +vz| N2 VRN L T i
+2-3/2| 1/35 6/35 2/5 2/5 -3/2 +3/2 |1/20 -1/4 9/20-1/4) -1 -1 -1
[r2+2] 1) +3 43
+1-1/2(12/35 5/14 0 -3/10 _
+2+1(1/2 1/2] 4 30 2 +1/2-3/2| 1/5 1/2 3/10
0+1/2(18/35 -3/35 -1/5 1/5| 1/2 5/2 3/2 1/2| |-1/2-1/2| 35 0 —2/5] 3 2
+14211/2-1/21 42 42 +2 -1 +3/2| 4/35-27/70 2/5-1/10|-1/2 -1/2-1/2 -1/2 —3/2+41/2| 1/5-1/2 3/10| -2 -2
+2 0[3/14 172 2/7 +1 -3/2| 4/35 27/70 2/5 1/10 L, -
+l+1) 4/70=3/71 4 32 1 0 -1/2 [18/35 3/35-1/5 -1/5 |_;Z _f;g 52—1;2 _;
0 +213/14-1/2 2/7] +1 41 41 +1 -1 +1/2 [12/35 -5/14 0 3/10| 7/2 5/2 3/2
(2 —11/14 3/10 37 1/5 -2 +3/2| 1/35-6/35 2/5 -2/5|-3/2 -3/2-3/2 Fsr2-3/2] 1
+1 0| 3/7 1/5-1/14-3/10 0 -3/2| 2/7 18/35 1/5
0 +1| 3/7 -1/5-1/14 3/10 4 3 2 1 0 1 —1/2| as7 —1/35-2/5] 772 s/2
[l f2]1/14-3/10 377 -1/5] 0 0 0 0 0 —2 +1/2| 1/7-16/35_2/5| -5/2 =5/2
+2 -2 | 1/70 1/10 2/7 2/5 1/5 -1-372| a1 377 172
+1 -1 | 8/35 2/5 1/14-1/10 -1/5 —2-1/2| 37 —ay1k7/2
0o 01835 0-2/7 0 1/5
-1 +1 | 8/35 -2/5 1/14 1/10 -1/5| 4 3 2 1 -2-3/2| 1

d:;/z 1+ cosf 0 -2 +2 | 1/70-1/10 2/7 -2/5 1/5] -1 -1 -1 -1
3/23/2= o ‘%3 +1 -2(1/14 3/10 3/7 1/5
» ) 050\ 2 0 -1| 3/7 1/5-1/14-3/10

a2 ,\/‘H'“M’) i’ {152:(M) -1 0f 3/7 -1/5-1/14 3/10) 4 3 2
3/21/2 7 "3 ' 2 -2 +#1|1/14-3/10 3/7 -1/5] -2 -2 -2
42 l—msé) 0 g _ _Ltcost 0 2[3/14 172 2/7
3/2—1/2_\/_ €055 d31= smg -1 -1 477 0-3/7| 4 3

. 1+ cosf -2 0|3/14-1/2 2/7) -3 -3
3/2 l—cosﬂ .0 5 6 . - 9 _ LTCOSU _

d / =———sin- dé(] =" sin?0 iy = 9 (2cos0—1) -1 -2(1/2 1/2| 4
3/2,-3/2 2 2 g 4 -2 -1|1/2-1/2]-4
;/g 3cosf — 1 [4 9 1—cosf . 2 3 . . I—z -2 1

o cos— =- ; d —y/= sinf cosd
1/2 2= 5 (,()52 ds ) sin 1,0 B
3/2 ~ 3cosf+1 .0 9 (1—rcosf\2 9 _ l—cost s (3 o 1
d1/2,—1/2__T n§ ds _o= 3 dl,fl—T(h%e*'l) d[m— Ecos 0—5
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C Tensor Spherical Harmonics

In this appendix, we will treat the particular theme of spin-orbit angular momenta addition,
and tensor spherical harmonics.
We define our total angular momentum as follows

ol+i®s (C.1)

I

i:

We then define our common basis between these operators and their projections, as in the
general rules of angular momenta addition, using Clebsch-Gordan coefficients

l s
|lsgm) = Z Z (lsmymg|lsjm) |lsmymyg)

my=—Ilms=—s
By definition we then have that the eigenvalues of J2, J, can then take the following values

-5 <j<l+s

m = m;+ mg

We then recall that, in Schrodinger representation, the eigenfunctions of L and S are the
following

{(xi| 52 |smy) = h2s(s + 1) (zi|sms) (3] S |sms) = hm (] sm) .2)

<£L'l| f/Q \lml> = ﬁ21<l + 1) <x7]lml> <1‘L‘ iz |lml) = hml <x1|lml)

Where (z;|sms) = xsm, is the basis spinor and (x;|lm;) = Y, (6, ¢) are the spherical
harmonics.

In the new basis of common eigenvectors of J2,.J,, L2, 5% we then define the tensor
spherical harmonics (z;|lsjm) = yjl.fn(a, ¢) as follows

{ﬁyﬁn(e, ¢) =R+ DV, (0,6) L.V (0,6) = hmYL (0, ) 3
— p2 '

L*Y (0,¢) = BPU(1+ 1)V (0,6)  S*VE (0,6) = h2s(s + 1)Vl (0, ¢)
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By definition then, we can define the tensor spherical harmonics as follows

l s
|lsjm) = Z Z (Ismyms|jm) |lm;) @ |smy)
my=—lms=—s

(C.4)
l s
y]l'fn(ev ¢) = Z Z (Ismymg|jm) (z;|lmy) @ (z;|sms)

my=—Ilms=—3s

Or, indicating the Clebsch-Gordan coefficients as Céi;”lms

Vi (0,6) = ClM ™Y (0, )Xo,

§ C.1 Spin 1/2 System

The overall problem simplifies enormously for s = 3 systems. The permitted values of j are
l+1/2and ! —1/2 and, the Clebsch-Gordan coefficients, are then simply the following

1 1

] mg = 5 mg = —3

141 \/l+m+% \/l+m+§
2 2041 20+1

I 1 \/H—m—i—% \/H—m-‘r%
T2 21+1 20+1

. o JlEm+ 1",
Vi, 0.0)= = yflEm 0 €2
l£5.m m \/mylm+2 (67 ¢>)

Which can then be manipulated in order to get various useful informations, as spin-orbit
coupling eigenvalues, which appear in atomic physics in the relativistic approximation of
hydrogenoid atoms.



D calculus of (r*), Integrals

We know already that the wavefunction for a Hydrogen atom (non-normalized) is

wnl’rn(mi) - Rnl(r)}/lm (07 QS) (D 1)

Setting ag =

4h2”§° as our Bohr radius, we get that R,,; for 1s, 2s, 2p states are
€

m

Hence, polynomials times an exponential with r/ag as a variable. The integral we have to
calculate will then be

<rd> :/ 2 Ry (r) ] dr (D.3)
nlm 0

Which are of the kind

o k _ Zpr
I(k,p) :/ rfe a0 dr (D.4)
0

Where k,p € N. Using a coordinate transformation z = Zpr/ay we have that the integral
reduces to a Euler Gamma integral for whole numbers

P R poo (ao k+1'
(k,p) = 7 ; Zle ™ dz = 7 k! (D.5)

With this in mind, we calculate the especially useful expectation values for »—%, withi = 1,2, 3
on 1s, 2s, 2p states of the Hydrogen atom, for which Z = 1. These expectation values pop
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up when evaluating relativistic corrections for atoms.

R
T 1s ago

<1>23 - b (1(1, 1) — i1(2, 1)+ 4—12[(3, 1)) = 4;) (D.6)

3
T 2ay ag ag

1 1 1
(1)~ L=
T/ a9 24ag dag
Lowering k by one we obtain the expectation values for =2

().

7.2 Is ao

1 1 1 1

=) =—(1(0,1)= =1(1,1) +—1I(2,1) ) =
(), =g (100 - 00+ ore ) - o

1 1 1
(%) =5l D=1z
7%/ 9 24ay 12aj

For r—3 we will evaluate only the level 2p, since this expectation value pops up with spin
orbit interaction, which is null for ns states

1 1 1
7%/ 9 24a3 24ag

‘ =

o




E Periodic Table
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§ E.1 AXE Table for VSEPR Theory

Composition Structure Planar Angles | Vertical Angles | Example Compound
AX, Linear 180° /! BeCly, CO9
AX,E Bent 120° (119°) /Il NO, ,SO;
AX,E, Bent 109.5° (104.48°) /]l H,0, OF,
AXsoE; Linear 180° // XeFs, I3
AXj3 Trigonal Planar 120° // BF3,SO3
AX3E Trigonal Pyramidal 109.5° (106.8°) / NHj3, PCl3
AX3E, T—Shaped 180° (1750) 90° (87.50) Cng,Bng
AXy Tetrahedral 120° 109.5° CHy, XeOy
AX,LE Seesaw 180° 120° SF4
AX,LE, Square Pyramidal 180° 90° XeFy
AXs5 Trigonal Bipyramidal 120° 90° PCls
AX:E Square Pyramidal 90° 90° ClF5, BrFy
AX5E» Pentagonal Planar 72° 144° XeF,
AXg Octahedral 90° 90° SFg
AXGE Pentagonal Pyramidal 72° 90° XeOF; ,IOF;~
AX7 Pentagonal Bipyramidal 72° 90° IF~
AXg Square Antiprismatic / // IFy , XeFz
AXy Tricapped Trigonal Prismatic I i ReHg_

Table E.1: VSEPR table for determining the molecular structure of compounds from their
Lewis structure

§§ E.1.1 Orbital Hybridization

In order to determine the hybridization state of molecular orbitals we have a simple algorithm
that we can use, for any given atom we:

1. Calculate the number of atoms bound (X) to the central atom (A)
2. Count the number of lone pairs (E)
3. Sum the found values

Therefore
2 sp hybridization
X +E=1{3 sp hybridization
4 sp® hybridization
There is an exception for atoms with lone pairs close to pi bonds, in fact lone pairs adjacent
to pi bonds tend to stay in unhybridized p orbitals, and it's most common in nitrogen
and oxygen. This can is explained thanks to the fact that this «de-hybridization» can be
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explained via orbital overlap. A p orbital instead of a hybridized orbital leads to a “stronger
bond” between the atoms. Always remember though that hybridization is determined by
the molecular geometry and not the other way around.

Note that in free radicals we might find a sp? hybridization (like with carbenes and nitrenes),
but due to geometrical strains the actual hybridization is way closer to a sp?, and the
geometry is a shallow pyramidal and not a pyramidal as we might obtain with the AXE
table



F Symmetry and Point Groups

We can categorize symmetry transformations in various ways, but principally, we have 3
fundamental transformations

1. Rotations through an axis
2. Reflections on a plane
3. Parallel displacements

It's obvious that the last kind of transformation, in our field, will have sense only in infinite
mediums like lattices and solids, hence, for molecules, we'll be interested principally in the
first two: rotations and reflections.

Let's start by defining a rotation operator C,,, where n € N. The whole number n is called
order of symmetry of the considered axis, which means that the system will be again in the
initial transformation after n rotations of a = 27 /n degrees.

We can immediately determine two fundamental properties of the rotation operator from
this

Cy =1

cn =1
The second operator we will define, is the plane reflection operator &, which operates
through a reflection of the system on a predetermined plane, and finally we can define the

inversion operator I, which corresponds to a complete inversion of the coordinate system
used.

§ F.1 Group Theory

In order to delve deeper into the theory of symmetry, we need to define what a group
is mathematically and how does it work, since symmetries of the system arise from the
invariance of the Hamiltonian to transformations pertaining to one of these groups.

So let's begin by calling the set G a group. In order to be such, it has to have the following
properties

1. ldentity: 1 € G

397
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2. Associativity: (ab)é = a(bé) Va, b, é € G

3. Non Commutativity: ab # ba Va,b € G

4. Existence of the inverse: Va € G3la™' € G:a la=1=aa
5. Va,be G (ab)' =b"ta!

A group is said abelian, if and only if Vab € G, ab = ba, hence it's commutative.

From an abelian group, one can define a cyclic group, which is an abelian group for which
Va € G,3n € N: a" = 1. The integer n is called the order of the group G, and it's usually
indicated as {G'}.

Definition F.1.1 (Finite Group). A finite group is a group G for which there exists a finite
number of elements.

Definition F.1.2 (Subgroup). A subset H C G is a subgroup, if and only if has all the
properties of a group.

Definition F.1.3 (Complex). Let H C G be a subgroup of a finite group (hence, a finite
subgroup). Since H C G, there exists a finite number of elements G; € G, forwhich G; ¢ H.
We can then define a new element of G which is not an element of H by multiplying all
elements of H with a single G;.

The new algebraic construction is called complex.

In general, if G is a group, and L, H C G are subgroups of G, for which L = G\ H,
Vi; € L, h € H, the product hl; generates another n subgroups of G called complexes.
Since these all are finite groups by hypothesis, if {L} =1, {H} = h, then {G} = {H}{L}.

Definition F.1.4 (Direct Product). A direct product of two groups A, B, indicated as A ® B,
is defined as follows

A® B = {deA,EeB: &66A®B}

We can now start talking about molecular point groups. We start by defining rotation
groups.
C, group
The group C,, is the group of symmetries around a rotation axis of the n-th order.

Son, group
The Sy, group is the rotoreflection group of a single axis of the n-th order. Two special
cases of this group are the Sy and Syp42 group, which are

52 L= {ﬂ,f} == CZ
Saptr2 = Copt1 ® C;
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Cnh group
The C,,;, group is the group of simmetries around an axis of the n-th order, coupled with a
symmetry through a plane perpendicular to the axis. This group can be seen as a complex
created from n C, elements and one 4, element as follows. It's also obvious that it's
Abelian

A~

Con=CF @6y =6, 0 CF
A special case is the group Cyj, which is formed by two elements

Cip = {1,64} = C,

Chy group
The Cy, group is similar to the C,,;, group, but the n-th order symmetry axis lies on the
symmetry plane. This generates n — 1 more planes of symmetry separated by an angle
a=T7/n

D,, group
The D,, group is formed from a symmetry axis of order n, which is perpendicular to an axis
of order 2. l.e. it's formed from an axis of order n and n — 1 axes of order 2 separated from
an angle a = 7/n. A special case is given by the group Dy = V, which is formed from an
two axes of order 2 perpendicular to each other

Dy, group
The D,,;, group is a complex formed from the product D,, ® Cs, i.e. for every order 2 axis
there lies a plane perpendicular to such axis.

Dpq group
Starting from the D,,;, group, one can define the group D,,4 by taking the planes at a
separation of a = 7 /2n radians.

T group
The T group is the group formed from the symmetries of the tetrahedron. This group can
be formed from the group V' (D), coupled with 4 oblique C5 axes.
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Ty group
The T, group is formed from the T group by adding a plane of symmetry to the tetrahedron,
it's formally given by the product Ty = T ® Cs

T}, group
The T}, group, instead is formed from the T" group through addition of a center of symmetry,
i.e. a point of inversion. This is described by the product T, = T ® C;

O group
The O group is the group given by the symmetries of the octahedron. Adding a center of
symmetry, we obtain the group Oy, = O ® C;.



G Special Relativity

§ G.1 Principle of Relativity

The principle of relativity states a quite simple but deep affirmation: «All interaction propa-
gate at a constant speed independent from the chosen frame of reference». This speed is
usually denoted as ¢ and it's informally known as the speed of light, which has the following
value (in Sl units)

c=2.998 x 10 m/s (G.1)

In the part on classical mechanics we always intended between the lines that all interactions
are instantaneous and therefore we'd have ¢ — oo formally. This can be interpreted as
taking classical mechanics as an approximation of Einstein’s relativity for which v/c << 1,
which is the case for our really slow classical particles.

Note that this constant speed of propagation precludes that time isn't universal, and it is
frame dependent. In order to understand this it's useful to get two coordinate frames K
and K, where one is moving with respect to the other with a constant speed V.

Suppose now that a point A emits a signal towards two other points B and C

Figure G.1: The two frames K and K

In the frame K, where A is at rest, we see that the signal reaches both points at the
same time, but the same CANNOT be true for the other system, since the relativity principle
would be violated. Thinking in a different way, suppose that you're standing at the origin
of the K system. If the velocity of the signal is constant in all reference frames we can for
sure say that it's so where we're standing, therefore we end up seeing B moving towards
the signal and C' moving away from it, both with speed V. In this system we therefore
must see a delay in when the two points receive such signal.

Although counterintuitive we're experimentally more than sure that this is actually a better
approximation of nature than our beloved Newtonian mechanics.

401
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§ G.2 Spacetime

Since time it's not anymore an universal thing and behaves itself as a coordinate, we can
now think of our universe as a 4D manifold with time as a new coordinate. This is known
as «Minkowsky Spacetime» or in short as «Spacetime». This new definition follows:

Definition G.2.1 (Event). Given a spacetime with coordinates (ct, x,y, z) with ¢ the speed
of light, we define a point in spacetime as an «event» in such.

Since time only “flows” one way, we have that for every particle corresponds a wordline
which connects all the events pertaining to such. Note that events are also known as
«universe points»

Given the principle of relativity one might also ask rightfully how to formulate mathe-
matically all of this, bringing out some invariants that might help with further derivations.
Take again the previous system and call I the distance traveled by the signal after being
emitted from A. Calling ¢; and t, the emission time and the arrival time respectively, we
have that for obvious reasons

l = C(tl — tg) (GZ)

But, we can also write as follows

L=(z2 —21)2 + (y2 — y1)% + (22 — 21)2 (G.3)

With (z1,y1, 21) being the departure coordinates and (x2, y2, 22) the arrival coordinates in

K In K, analogously we have

[=c(ty—1
b= elt2—h) - - (G.4)
I=/(F2— 312+ (§o— 1)% + (32 — 51)2
Tying up both equations we end with the following result
Alta—t1)” = (w2 —21)* = (2 —1)° — (22— 21)* = (G.5)
Al 1) — (@2 =) + (2 — §1)* + (22— 21)* = 0 |
In “layman” words this basically means, that the following quantity
sty=C(ta—t1)? = (z2 —21)> — (Y2 — 1) — (22 — 21)° (G.6)

Called, «interval», is a «relativistic invariant», and therefore invariant with respect to changes
of coordinate frames in the context of special relativity.

From (G.5) we have that if the two points are infinitesimally close to eachother we can
define the infinitesimal interval as

ds? = Adt — dz? — dy? — dz? (G.7)
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The invariance of such differential quantity is easy to show considering the previous case
we stated where ds = ds = 0 we have, using basic intuition that

ds? = a(V)ds? (G.8)

Where a(V) is a function of the relative velocity between the two considered frames. It
cannot depend on direction due to the isotropy of space.
Consider now three inertial reference frames K, K, K>, and let V1, V4 be the velocities of
the frames K7, K5. We can therefore say, using (G.8) that
ds? = a(V;)ds? = a(Vy)ds2
2 (V1) 3 (Va)ds3 6.9)
dsy = a(Vig)ds;
Where we defined the velocity between K7, Ks as Vi5. Rewriting the equation we have
ds? = a(V1)a(Vig)ds3 = a(Va)ds3

Equating the coefficients of the differential dss, we have

a(Vz)
a(Vi)

a(Vlg) = (G]O)

The previous equation then might be true if and only if a(V32) depends only on the angle
between the velocities V7, V5. This cannot be true due to the isotropy of spacetime, as we
stated for the previous problem, and therefore (V') might only be a constant function. Tak-
ing a(Vi2) = 1 for consistency between frames of reference, we have finally demonstrated
that the differential spacetime interval is invariant

ds =ds (G.11)
This definition of ds gives rise to three kinds of intervals:
1. «Spacelike intervals» if s2, < 0
2. «Timelike intervals» if s2, > 0
3. «Light-like intervals» if s3, = 0

These three distinctions let us answer two previously impossible questions: is it possible to
find a reference frame where two events happen at the same time or at the same place in
our three-dimensional perception?. The answer is surprisingly yes. It depends on the kind
of the interval between the two points.

Let's work with the first assumption, taken two events in spacetime E;, Eo, defined t15 =
to — t1 and [ as our usual 3D distance between the events, we have

2 92,9 2
819 = C"t1y — l19
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Let’s now search a system where I, = 0. In order to have this, using that s12 = s}, we
have
2 2 2,2 2
812:Ct12—l12:(3t12:512>0

l.e. the spacetime interval between the frame of reference at rest with respect to the two
events and the new unknown frame of reference is timelike.

Analogously, if we wanted to find a new system where the two events happen at the same
time, we might have set ¢}, = 0, therefore getting

s12=CPlig — By =13 =55 <0 (G.12)

§§ G.2.1 Spacetime Diagrams

The idea of spacetime and absoluteness of the velocity of interactions can be described well
by a 2D spacetime diagram. Taken an origin for our system of coordinates (ct, x) we have
that, considering v as the slope of a constant wordline, that |v| < c.

ct

Future

Unreachable

Unreachable

Past

Figure G.2: Simple spacetime diagram. Note how all the events beyond the asymptote (or
«horizon») v = +c are inaccessible from 0

Thought in higher dimensions we have that all the past and future of an event are en-
closed inside a cone bordered by our horizon |v| = ¢ which separates physical impossibilities
from the actual physical past and future of what we're considering.

Note that if v = +¢ we must have x = +c¢t, giving us a spacelike interval for our diagram.
Considering instead past and future it’s also easy to see that the past is always spacelike,
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since ¢?t? — 22 < 0, and that the future is always timelike. Note also that past and future
must be absolute

§ G.3 Proper Time

Since time is not a relativistic invariant, we need to search for a good substitute of it. Given
a clock fixed at the origin of some inertial frame K’. After some time dt, the clock has
moved (in our system) by the following quantity

Vda? + dy? 4 dz2
By definition, in K’ this clock is at rest, therefore we have
d2' =dy =d2' =0
Imposing the invariance of intervals we have that
ds? = Adt? — da? — dy? — d2? = 2dt? (G.13)

Therefore, it must be true that

dz? + dy? + dz2
dt’:dt\/l— G.14
c2dt? ( )

This is the expression for the passing of time in the system where the clock is at rest, and
it's called the «proper time» of the clock, usually indicated with 7. Writing the sum of
differentials as dr? and using the definition of v2, we have that

dr =dty\/1 - 5 = — (G.15)

Integrating and using the fundamental theorem of calculus, we have that a given time
interval will be “felt” differently by the clock, where

2 V2
T1 g

This tells us that a moving clock will tick slower than a clock at rest (note also on how this
definition depends directly on the chosen frame).
This difference of measured time is known as «time dilation».

§ G.4 Formalization of the Principle of Relativity

All of what we found before can be crammed into the most fundamental element of
relativity: coordinate transformations.
Consider two reference frames K, (ct,z,y,z) and K', (ct,x,y, z). Mathematically, what
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we call interval is the usual 4D distance in a seminegative definite metric, and due to its
invariance we must have that all coordinate transformations between these two systems
must be rototraslations (isometries). Translations can be immediately ignored since they
only move the origin of the system, and therefore we choose our faithful rotations in order
to find these coordinate transformation laws.

All the possible rotations are between the planes xy, zz,yz and tz, ty,tz. All rotations
xy, xz,yz are our usual 3D rotations and are of no use, therefore we choose the rotations
tx,ty,tz. Taking tz as the chosen one we have that the spacetime interval is

§2 — (242 _ 52

Therefore, all searched rotations must preserve this relationship. The first idea one might
have is to look at the symmetry of the system and deduce immediately that such rotation
must be hyperbolic in nature. We therefore define the following

x\ _ [coshtp sinhy '
(Ct) - <SiHh’L/) COSh’l/)) (ct’) (G.17)
Taking 2’ = 0 it all reduces to this single equation
%:gztanhw (G.18)

It's common to indicate such value with the pure number §, called the «Lorentz Boost»,
where

v
==
c
Solving (G.18) we have that
sinh ¢ . 19 15}
b =—=—— =0=—sinh™y = (G.19)
V1 + sinh? ¢ V1-p52
And 1
cosh? 9 = 1 + sinh? ¢)==-cosht) = 1752 =1 (G.20)

Where v is known as the «Lorentz/Gamma Factor».
Substituting back into (G.18) we have back our searched transformations

z\ _ (v B\ [
(@)= ) () 621

Note that the inverse transformation is simply given imposing 8 — —f.
The complete transformation between the two reference frames will finally be a 4D linear
system as follows

ct v By 0 0 ct’
x 00 x!
Y - 507 g 10 y (G.22)
z 0 0 01 Z
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These transformations are known as «Lorentz Transformations» and are the fundamental
transformations between frames of reference in special relativity. These transformations
formalize the principle of relativity. For v << ¢ these transformations bring back the usual
Galilean transformations corrected by a first order factor in ¢, as we expected

ct 1 8 00 ct’
x 1 00 x!
" - g o 1ol (G.23)
z 0 0 0 1 z

§§ G.4.1 Length Contraction and Time Dilation

Using Lorentz transformations it's possible to mathematically formalize all relativistic effects.
One of such is known as «length contraction», where the measured length of an object
depends on the chosen reference frame.

As a matter of example take a “rigid” rod in a system K, long Az, and consider the system
K’ where the rod is at rest. In this system we have

Ax' =) — 2 = y(za — 21) — yBc(ta — t1) = YAz — yBcAt (G.24)

Since we're measuring the length directly, we can say without problems that A¢ = 0, and
we get
Ax Ax

\/1—52:\/1—ﬁ

Ax = yAz = (G.25)

c2

Therefore, for 8 # 0 we have Az’ < Az. We call Az = [ as the proper lenght of this rod.
Note that a major consequence of this is that a rigid body in the classical sense of the term
cannot be conceived in Special Relativity.

A second effect that we stated before and didn’t formalize properly is that of time dilation.
Taken a clock at rest in a system K’ and two events happening at some coordinate (z/, 3/, 2’)
of K. We have that the time elapsed between the two events will be At' = ¢, — ¢}, and
therefore, using Lorentz transformations we get, in K

At =~ <t’1 + 6A:c'> (G.26)

¢
Imposing that the events happen at the same place (2/, 3/, 2') we have Az’ = 0 and therefore

At = A (G.27)

Therefore, the clock in the still frame is measuring smaller time intervals, and the time
measured is dilated.



APPENDIX G. SPECIAL RELATIVITY 408

§§ G.4.2 Velocity Transformations

As we have seen velocities have an upper bound which is the speed of light. It's possible to
find the transformations of velocities from the transformations (G.21) and applying them to
differentials.

We have
dt v B0 oo\ fat
de | By v 00 da’
dy] {0 0 1 0])|dy (©.28)
dz 0 0 01 dz’
Rearranging the terms we have finally
vl + Be
Uy =
1+ %ug
vy
Vv, =
vl
Vy, = ——————
v (1 + g%)

Approximating for v << ¢ we get the usual velocity composition formula with an added
relativistic correction

Uy R v; — v;vég (G.30)
vs RV, — v
Or, in vector form
vl =" F V- zg(viv;) (G.31)

Note how v and v’ are tied asymetrically in the transformation. Consider now a simple
planar motion in the xy plane, where v* = (v, vy, 0), we can find the law of transformation
of angles considering that v* can be rewritten in polar coordinates, as follows

Uy = v cos 0
vy = vsinf

v, =0
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Applying the transformations, we have

v’ cos ' + Be

1+ gv’ cos 0’
v/ sin @’

~y (1 + %v’ coS 9’)

veosl =

(G.32)

vsinf =

Where we used that the motion in the new system will be still planar.
Rewritten in other terms, we have

v’ sin 6/
7(1—&—%1)’ cos 9’) v sin @’
tant = ——— = ; - (G.33)
v cos0'+fc v (v cos @' + Be)
1+%v’ cos 0’

Which explicitates the change of direction of velocity between different coordinate systems.

§ G.5 4-Vectors

1

As we have already suggested before, the 4-tuple z# = (ct, x,y, z) can be seen as a set of
coordinates in spacetime, or as a radius vector. The square of vectors in spacetime can be
seen as a non-euclidean scalar product as follows

2z, = guats’ = (2°)? — (z)? — (27)* — (2°)? (G.34)

Where g,,,, is the metric tensor of spacetime

10 0 0
0 -1 0 0

9w=lo o -1 o (6.35)
0 0 0 -1

From what we wrote for special relativity itself, we have a new definition

Definition G.5.1 (4-Vector). A «4-vector» is a 4-tuple that transforms between coordinate
frames using Lorentz transformations, as

o = Aba” (G.36)

Where )/ is the already defined transformation matrix of the Lorentz transformations.

'From here on, all greek indexes (i, v, o, - - - ) are to be intended as spacetime indexes, and latin indexes
(4,4, k,---) as usual 3D indexes if not otherwise stated
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Using the metric tensor one can transforms between covariant vectors and contravariant
vectors using a, = g, and due to the semidefinite signature of the metric one has that
a’ = —a;, where a’ is the spatial part of the vector. Note also that inserting it into the
formula for a scalar product (a*b,) one gets back what we had defined before.

It's also possiible to define 4-scalars, which are relativistic invariants. One of such 4-scalars
is the square of a 4-vector or the scalar product between 2 4-vectors.
Another way of writing 4-vectors is with a tuple composed as follows

a' = (a°;a") (G.37)

Where the first component is known as the «polar» component of the 4-vector, and the
second is known as the «axial» component of the 4-vector. Therefore we can write
ot = (ct, ")

(G.38)
‘/L.M = (Ctv _ll)

§§ G.5.1 4-Velocity and 4-Acceleration

It's possible to define a 4-vector analogue to the velocity of a particle. Indicating with 7 the
proper time we define the 4-velocity u* as

ut = I (G.39)
Since dr = sdt we have
p_ ydz”
“ c dt
In other words
ut = (’y, lvl)

Note that the square of w* is a relativistic invariant and special in nature due to its unitary
value, in fact

The 4-acceleration w* is defined analogously derivating again with respect to the proper

time, hence _
D quitt = vdy 7y dy! G.40
v ¢ cdt’c? dt (6.40)

Deriving with respect to time we have firstly that

dy v 7’
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And therefore

dut 3 o .
wh =S8 =T (71)1@@ lgvjajﬂl + rya’) (G.41)
c

dr c \ c2 c

It's possible to demonstrate that w#u,, = 0, i.e. that 4-velocity and 4-acceleration are always
mutually orthogonal. In fact

§ G.6 Exercises

EXERCTISE G.6.1(Uniformly Accelerated Motion). Solve the motion of an uni-
formly accelerated particle in the context of Special Relativity.
Consider that the 4-acceleration is constant only in the frame comoving with the particle.

S OLUTTION. Wehave thatin the comoving frame v =1 and v = 0, therefore

o
b— (0. =
o= (0.3)

Since a is constant we rotate the 3D system in order to get a || z, therefore getting

a
b= 0,*,0,0)
v ( c2

Note that we can also define a 4-scalar

CL2

Py
ww, = ———5
I 2

Changing to the fixed frame of reference, we have

3 3 4 foin 2 i

/ . . y v vt 0

wh' =2 %vlvi,%zﬂvjvl+lvz = L=+ —
c\c c c

v? 1N .,
0*24’? vV =7

We end up with the following simplified result

4
/ 1.
wh = —ZQ (Cl')zvz)

Which gives us the following differential equation

8 1 ) 8 2
whw, = T <(vl®i)2> Sl Y

Using that

A\ ¢?
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Simplifying the LHS we get

18 vj@?_@? :18 vj_l :_161')2
A\ 2 A\ 2 A

Therefore, putting it back into the first equation, we get

dv
6,2 2 3
— = — — —_— =
Y U a ¥ T a
Note that using the derivative of v with respect to time we can rewrite the LHS as the
derivative of a product, in fact

diyw) 7 o (P g (V21 3
a —CQUU—F’YU—U c2v +v | =90 02—|—72 =y"v

Therefore, finally

d(~t
(c?t) =a=v(t) =at +c¢
Imposing that v(0) = 0 we get ¢ = 0 and therefore, solving for v(t), we have
¢ 242 242\ 71
L = at:MJQ =a*t? — a—2v2:>z}2 = a?t? (1 + a4 5 )
v?2 C c
T2
Therefore .
o(t) = ———
1+ %4

Then, by direct integration we can find x(t)

2
— Vit w+k)

at c? 1
at)= [ —2 = [ =4
*(t) /,/1+“2t2 2@/\/1+w2 Y7 %
02

Where we used the substitution w = “2—52 Imposing the initial condition that z(0) = 0 we

get k = —1, and therefore
2 a2t?
t)y=—(24/14+ — —1
o(t)=— |21+

The proper time of the particle is

1 s tl t 2
7:/ ds:/dt:/\/lvzdt
c S0 toﬂy 0 c

From the definition of v(¢) we have that
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Therefore our integral becomes

/t a?t? / / a . <
o 1— \1-——d dz = — arcsin| —
0 (’2<1+“2’2 1+Z 1+z2 c

Where we used the substitution % = z

§ G.7 Relativistic Least Action Principle

In order to use a relativistic version of the least action principle, we need to impose the
principle of relativity into its formulation. This is done via imposing that & must be a
relativistic invariant.

It's already obvious that the simplest invariant differential in special relativity is ds therefore
we must have that dS o ds, and we can rewrite our action as follows

b
S = —a/ ds (G.42)

Where a € R is a parameter that depends directly on the properties of the particle. The
minus sign added there is needed in order to make sure that S as an extremal in [s(a), s(b)].
We now proceed to find a Lagrangian as per usual, therefore we need to transform the
wordline integral into a time integral. Since time is NOT a relativistic invariant we can
only choose one “time”, which is the proper time of the reference frame, which is also
proportional to the interval differential.

Using ds = £dt we have

To 1 T1 ,02
S = —ac/ —dt = / —acy/1— —dt (G.43)
T1 ’7 T0 c

What we have inside the integral symbol on the RHS is the Lagrangian of the system, which
depends on the parameter a.

In order to determine this parameter we need to have that for v/¢ << 1 our relativistic
Lagrangian must become our known classical Lagrangian. We have for 5 — 0

2 2

L=-2 = ac/T-Fr—act - ="C (G.44)
v &

Comparing the terms with v? we have that a = me, and therefore we have
™1 mc
S = mc/ —dt=—=L = —— (G.45)
o Y

Where ~ is the already known Lorentz factor.
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§§ G.7.1 Relativistic Energy and Momentum

The easiest way possible to define relativistic energy and relativistic momentum is by using
our well known identities in Lagrangian mechanics. We must have therefore, for the

3-momentum
e

O
Since we know that £ = —me/~ the calculation is straightforward. We have

oL 0 . v ot i
o = Mg\ @ = = =
c2

As usual, using the Lagrangian for defining our energy we have that piv; — £L = E, i.e.

2 2
mc mc
E= ’meQ +— =7 <mv2 + 2) =
Y Y

Di (G.46)

. me (G.47)

2—mvz) =ymc® =

=7 (mv2 + mc

Note that due for this definition, if v = 0, E # 0. We have Ey = mc?, and this is known as
the «rest energy» of the given particle.
This shape for our energy also demonstrates that mass is not conserved anymore in relativity.
In fact, given a body comprised of multiple particles we have that E§ will be, if the mass of
the body is M

Eb = Mc? (G.48)

But, since in the rest energy of the single particles composing the body we also have to add
all the interaction energies between the body, we will therefore have

Ef=Mc* #Y mc’ (G.49)

Therefore, finally M # >, m;, which makes our previous point.

After defining Lagrangian and energy, the next step we can make is to find the Hamiltonian
of a relativistic particle. From the definition of energy and momentum we can write the
following system

E = ymc?
; ; (G.50)
p' = ymv
Manipulating v and the whole system, we have
p2
1) =1+ 5 (G.51)
Plugging it into the definition of E we have
p2
E = y(p)mc® = mc*\ /1 + —— (G.52)
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By definition of Hamiltonian function this is our H. Rewriting in a different way we have

2
H = y(p)mc* = me* (/1 + ]92 5 = Vm2ct + p2c® = c\/m2c + p? (G.53)
m2c

Again, for m"TQCQ = B(p) << 1 we get the classical counterpart, plus the relativistic rest
energy.

Note how, using the previous equations we have that for v — ¢ E — oo if m # 0, and
defining the existence of massless particles is not obvious. Using the Hamiltonian formulation
we immediately see that if m = 0 we have

It's also obvious from this that the only velocity such particle can have is v = ¢. These kinds
of particles are known as ultrarelativistic particles, and photons are one example of such.
Note that it's possible to approximate the energy of massive particles with their ultrarelativistic
counterparts in case where the rate between the rest energy and the total energy of the
particle is small enough for the needs. |.e.

me? << E=F ~ pc (G.55)

§ G.8 Relativistic Hamilton Jacobi Equation and 4-Vector Formu-
lation

It's possible to rewrite the relativistic least action principle using 4-vector notation. For
what we wrote in the previous section in the part on 4-vectors, we can imagine to define
the infinitesimal interval as a 4-scalar via the definition of the infinitesimal 4-radius vector
dz# = (cdt,dr?). We have

ds? = g, datda’=ds = /g, darda” (G.56)

We add to this the boundary conditions for the action in spacetime, as dx#(a) = dz#(b) = 0,
and we get, for our least action principle

b b
S = —mc/ ds = —mc/ V G daztdz? (G.57)

Variating the action we have, firstly

—————— gwdxtdéx”  dazt
T CEZEE V9 datda” ds v UpOGt

Then ,
0S = —mc/ uy 0dat
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Using as usual integration by parts in order to move the differentials we have, implicitly
using the boundary conditions

b
0S = mc/ %5m“ds (G.58)

Imposing lastly the least action principle we get the relativistic equation of motion for a free

particle
dut

ds
Considering instead the second condition dz*(b) = dz* nonzero we get the usual definition
of action as a function of (spacetime) coordinates

=0 (G.59)

0S = —mcuydrt' = — = —mcuy,

oxH

By comparation with the classical definition, the derivative of the action with respect to the
coordinates is defined as the generalized momentum of the system. Since in this case we're
using 4-vectors and the derivative of the action with respect to the 4-position is a 4-vector
itself (not really in general relativity, but in SR it’s true) we have a new definition for the
momentum, the «4-momentum» of a relativistic system

Pu = auS = mcuy (G.60)

Using the definition of 4-velocity as u,, = v (1, —1v%) we have, remembering that E = ymc?

E . .
P = (C, —7mv1> = (yme, —p') (G.61)

Using instead that dy = ¢~ 19, we have

108 FE
pozaoszgaz? (G.62)

Where we used the classical conclusion that ;S = E. Using the already known Lorentz
transformations we have that energy and momentum, since they're tied by a 4-vector, they
aren’t invariants and transform as follows

E=~ (E/ +[3cp;)
pm'y<p;+ﬂE’>

c (G.63)
Py =1y

p. =1

Using that w#u,, = 1 we can define a relativistic invariant for 4-momentum, as follows

P'pu = mQCzu“uH =m?c (G.64)
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We can also find a 4-force definition by deriving with respect to proper time.
dpt _ydpt v (. dpf
H = — = —— = — [
=y = ca ~c\mey (G.65)
Using the already known derivative of the Lorentz factor we have, finally

C C

Where W is the already well known work of the force.
The Hamilton-Jacobi equation can be defined from (G.64), and it simply becomes

9, SO"'S = m*c? (G.67)
Or, in explicit form
1 /08\?
= <8t> — (VS)? = m?¢? (G.68)

§ G.9 Laboratory and Center of Mass Reference Frames

We have already proven that in special relativity there are no preferred reference frames,
therefore we might already choose the ones that ease our calculations.

In the field of relativistic particle collisions (like particle physics) we have two main choices
of reference frames

1. The laboratory reference frame
2. The center of mass reference frame

The first one is defined as the reference frame of the resting observer of the event, while the
second is the reference frame of the center of mass of the system of particles interacting.?
For understanding properly consider the collision of two particles m1, mo where the second
is a target particle at rest in the lab frame. We have, before the collision

i = <El pl)
1 c M (G.69)
pg = (chv 0)
And after the collision
E .
Pl = pl +ply = ((; + mzmﬁ) (G.70)

2] will use a star indicating the center of mass r.f. the rest will be intended as being in the laboratory reference
frame
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By definition of center of mass, we have that this reference frame will be the one for which
Pi =0, i.e., going back to our two particles pre-collision

* E* Sk * E* sk
Py —< 1 p) ph = (Cz—p> (G.71)

)
(&

*

pr = (i (E;+E;),o> (G.72)

§ G.10 Invariant Mass

Consider a system of n particles with momentum p’(‘k) = (Ek,p%k)) and let the sum of all
4-momentums be P*3.

Definition G.10.1 (Invariant Mass). Given the previous system of particles, the relativistic
invariant of the total 4-momentum is defined as «invariant mass» /s of the system, so

2 2
\/EZ\/P.“P/L: (ZEk> — (Zpk> :ZE]::E*:M* (673)
k k k

Where we used that kaék) = 0 in the x—system, also known before as the center of mass
system

Consider now the case of a particle colliding into a target particle. We have
o= (Epl), ph=(m20), P*=(E+ma,p}) (G.74)

And
PEP, = (Ey +my)? — p? = E? + m% + 2FEymy — p? = P¥ P, (G.75)

Note that E? = m?. Therefore, putting it all together, for a particle colliding into a target,
the invariant mass will be

\/E:\/P“Pu:\/m%—i—m%—&—QElmg:E*:]W* (G.76)

Note that if we have m, mo << FE1, ie 8 ~ 1 and the particles are ultrarelativistic, then the
invariant mass formula can be approximated as follows

Vs ~ \/2E1ms (G.77)

In case that both particle have pék) = 0 in the lab system, we have

P = (Enpl), ph=(Baph), P =(Ef+E30) (G.78)

3From now on we will work in God-given units, where ¢ = 1
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Therefore
PiP, = E? + E3 + 2E1E> — (pi + p3 + 2p1p2 cos 0)

P“*PM*Z(EI‘FE;)Q:PHPM

Or in simpler terms

Vs = \/m% +m3 + 2 (E1E2 — p1p2cos) = Ef + E} (G.79)

If m1, ms << E1, s0 in the ultrarelativistic case, we have

NEXS \/2E1E2 (1 —cosb) (G.80)

Note that in cases like particle colliders, like the LHC, SuperKamiokande or Fermilab, we have
that the collision is frontal, i.e. 8 = 7 and therefore the invariant mass formula becomes
extremely easier to remember, especially if the particles are of the same kind (F; = E»)

\/E%Q E]E2:2E (GS])

§§ G.10.1 Transformations of the Invariant Mass

Let’s go back to what we had defined before for the invariant mass. We have that /s = E*,
therefore, considering the total 4-momentum in the x—system, we can write without
problems

P = (/5,0) (G.82)

This, as every 4-momentum, transforms with Lorentz transformations. Consider the boost
along the x-axis without loss of generality, and transform towards the lab system.

\/g Y By 0 0 ZkEk:

0| -8By ~ 0 0f[Xkrk

o~ 1 o 0 1 0 0 (G.83)
0 0 0 0 1 0

Expanding the system and keeping only the two nonzero lines we have
VY Er—BY> k=15
k k
Y o= B7> B =0
k k

(G.84)

From the second row we have

_ _ kak _ E
zk:pk = B;Ek:w =SB F (G.85)
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And, therefore
(G.86)

1 1 E? E
VR gy VPR

Which, wrapped up, gives a different way to interpret the Lorentz boost and Lorentz factor

_r
Vs (G.87)
P
’=F

§ G.11 Transverse Momentum and Transformation of Angles

Consider now a particle moving along the z axis. Transforming from the lab system to the
*—system we have, considering spherical polar coordinates

E v 0 0 Py E*
psinfcos _ |10 1.0 0 p* cos 6% cos ¢* (G.88)
psin fsin ¢ 0 01 0 p* sin 0* sin * ’
pcost By 0 0 ~ pcos 0"

Where v, 3 are the Lorentz factors of the lab system..

Definition G.11.1 (Transverse Momentum). We define the «transverse momentum» p, as
the 3-momentum orthogonal to the z axis.
In general it's defined as the 2-vector p| = (pa, py), i.€.

po= () = (M) (6.89
Dy psin @ sin

Applying the transformation it's obvious that p; = p*, therefore p is a relativistic invariant.

From this last relativistic invariant, taking the square we therefore must have
Pl = (p1)? =p’sin6 = (p*)*sin” 6* (G.90)

Note how ¢ disappears from the calculations, giving ¢ = ¢*, this means that the azimuthal
angle is another relativistic invariant of motion.
Applying now the transformation on p, we have

p, =pcost =~ (BE* + p* cos ) (G.91)
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Using that py, ¢ are relativistic invariants we can write the following system

py = psinfsin g = p* sin 6* cos p*

) . (G.92)
p, =pcos =~ (BE* + p*cos )
Which, solving for € gives
Py _ tang = sin 07 (G.93)
P a ~v (BE* 4 p* cos 0*) '
Rewriting the denominator we get
in 0% in 0%
tan 0 — o - o - (G.94)

Y0 (ﬁo% — cos 9*) Y0 <% — cos 9*)

Where we defined the boost of the center of mass with respect to the x energy-momentum
as follows

*

x_ P
= — G.95
B = (6.95)
From this it's possible to define 3 major cases for the transformation of angles between the
lab and the x system after a collision.
1) B> p
If 3> B* we have

B «

— —cost” >0

B*
Which implies that vV6* € [0, 7], 6 € [0,7/2].
This means that the particle after the collision, in the lab system will be observed as moving
forwards with a flight angle § between 0, 7/2 with respect to the initial motion.
Since also # = 0 for #* = 0,7, we have that there must exist a maximum flight angle
Omaz < /2.
Deriving the previous equation with respect to 6* we get

dtan6 1+£COSH*

o %76059*)2 -
Which gives
cos 0 nw = _55* (G.96)
Shoving it back into the equation for the tangent, we have
tan 0,00 = A (G.97)

v/ B2 — (B*)?
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Using yE* + Byp* cos 0* = E we also have

m?— )\ _ m’
EOpmar) =7 (E* — 3" = —_— | == =m— (G.98)
(Omaz) = v (B" = 57p") 7( o i
Where we defined .
m
V= - =+ (G.99)
1—(8*)

2) B < p*

In this case the velocity of the particle in the lab system can stop the center of mass, giving
6 > /2. Note that there is no maximum angle since the derivative of the tangent is always
positive.

3) 8 =p"

In this case cos §* = —1 and it corresponds to a single possible angle § = 7/2. Here the
particle moves opposite to the center of mass (6* = «), while in the lab it's at rest.

§ G.12 Decays and Threshold Energy

Consider now a particle colliding with a target at rest, such that after the collision n particles
are produced.

Definition G.12.1 (Threshold Energy). The «threshold energy» of the reaction is defined
as the minimal kinetic energy Tj;, that the projectile needs in order to produce all the n
particles at rest in the x system.

In order to find this T}, we have that the invariant mass in the final state is

Vs =Y (T} +my) (G.100)
=1
Whereas in the initial state
5= (Ei+mT)27pipi:2mTEi+E7?+m]2) (G.101)

Where my is the mass of the target and m,, is the mass of the projectile.
Writing T; = (v — 1) E; = E; — m; We can rewrite the invariant mass before the collision as
follows

s = 2mpT; + 2mpm; + (m? + m?%)

Which gives

Vs = /2mrT; + (m; + mr)? (G.102)

Equating /s before and after the collision (it's a relativistic invariant) we have the following
equality

2
n

S (TF+myp) | =2meT + (mi +mp)? (G.103)
f=1
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Solving for T; we get

(S5 T} +mp)” = (i mr)?

2myp

T, = (G.104)

Setting Ty = 0 we find the value of T; such that the particles are produced at rest in the
center of mass, i.e. the threshold energy for the reaction.

(Shamy) — (ms+mr)?

2mop

Tin = (G.105)

Note that if T; < T}, the reaction is kinematically impossible.

§ G.13 Elastic Scattering

In the event of elastic scattering between particles, the classical conservation of energy and
momentum in special relativity translattes into the conservation of the 4-momentum, i.e.

P+ = (G.106)

Consider now the scattering between an electron e~ and the nucleus of an atom A. We
have that if in the lab A is at rest, we can write

P = (BE-,pi-), pli=(M,0) (G.107)

After the collision we get
= (BLpl ). o = (Basph) (G.108)

We must have P* = P*, therefore, using P*P, = P*" P~ we have

PrP, = plpl + phpp + 2000 =m2 4+ M? + 2pM pl, (G.109)
Note that experimentally only the electron gets measured after the scattering, therefore it's
convenient to write the following

ph =+l vl
Therefore
wo Ao fem LA eT\ 1 e WA 2

pe*pﬂipe*<pz +p# pz/>7pe*pz +pe*pu M-

In the lab system we have that the previous equation becomes
) L
E~M=E, E.-+FE,_M—m, —p, pf

If the electron is ultrarelativistic we have
FE
1+ £ (1—cosf)

EM = E'E+E'M — pp cos0=E' = (G.110)

Where @ is the final scattering angle
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§ G.14 N-body Decays

Consider a particle of mass M decaying in n particles with masses m;. Considering the
reference system where M is at rest, we can say using the conservation of energy, that

M=1s> Ef=> /)2 +m?=> m; (G.111)
i=1 i=1 i=1
Note that this defines also a threshold energy for the decay
M 2 Zmi
i=1

Consider now, without loss of generality, a 2 particle decay a — b + ¢. We have

M =+/s=E}+E;

(G.112)
Pe =1}
Using (G.111) we have that
M = \/p>+m2+/p*+m
Therefore, juggling a bit with the equation, we end up with
M? +mj —m?2 =2M,/(p*)? + m?
M* + (mj —m2) + 2M?(mj — m2) = 4M? ((p*)* +m})
Solving for p* we get
p*:L\/M4+(m2—m2)2—2]V[2(m2+m2) (G.113)
2M b e b ¢
Using the dispersion relation for E* we get
M? + (m2 —m?)
Ef = b G.114
b 2M ( )
And using /s = M, we have
s+mi —m?
Ef=——>2_°¢ G.115
; e (G.115)
The calculation is completely analogous for E%*, and we get
22
pr=2"T e (G.116)

C 2\/5
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It's obvious that this decay has only one possible decay energy, and hence it's called
«monoenergetic». This is not true for decays with n > 2.

In the x system the decay is isotropic due to the conservation of 3-momentum, but the
direction of one particle with respect to the other is fixed, where

py = —pe=bp. =T

In this case x coincides with the lab system, therefore 6. = 7.

Consider now another case, where the particle decays in flight, with 8 # 0. In this case the
angle measured in the lab system will be obviously different from the one in the x system.
Using what we got before for defining 3, 5*,~ using momentum and energy, we have our
usual transformation of angles for the first particle at 6* and the second at = — 6*

sin 6*

G.117
Ya (Bl % cos 0%) 1

tan 6. =

In general, with n particles, we have three cases

1) ﬁa > Bz

In the lab system the i-th child particle is emitted forwards, with a maximum angle 6,4 <
7/2, corresponding to the angle 87 = arccos (—3/87)

2) Ba < Bz

The i-th child particle is emitted forwards in the lab system if and only if cos 07 > —5,/0;.
At that value the particle gets emitted at §; = 7/2, while if cos(6}) < —B./8; it gets emitted
backwards.
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