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Preface

This course ECE 487 was taught again during the Fall of 2016. Hence, the lecture notes
are slightly modified and updated. I have chosen to reduce the number of chapters taught,
so that longer time can be spent on eschewing some of the physical concepts. The chapters
skipped are marked with asterisks. They are chapters 10, 13, and 14. Hence, the reader can
skip these chapters on first reading. Also, for readers who are interested in studying quantum
electromagnetics and quantum information, they can read the first five chapters, chapters 7,
9, 11, 12, and 15.

Weng Cho CHEW
December 2016

This set of supplementary lecture notes is the outgrowth of a course I taught, ECE 487,
Quantum Electronics, at ECE Department, University of Illinois at Urbana-Champaign. It
was intended to teach quantum mechanics to undergraduate students as well as graduate
students. The primary text book for this course is Quantum Mechanics for Scientists and
Engineers by D.A.B. Miller that I have learnt a great deal from. But where I feel the book to
be incomplete, I supplement them with my lecture notes. I try to reach into first principles
as much as I could with these lecture notes. The only background needed for reading these
notes is undergraduate wave physics, and linear algebra.

I would still recommend using Miller’s book as the primary text book for such a course,
and use these notes as supplementary to teach this topic to undergraduates.

Also, I am indebted to Aiyin Liu who has helped modified part of these notes, especially
Chapter 2.

Weng Cho CHEW
June 2013

vii



viii QUANTUM MECHANICS MADE SIMPLE

Acknowledgements

I like to thank Erhan Kudeki who encouraged me to teach this course, and for having
many interesting discussions during its teaching. I acknowledge interesting discussions with
Fuchun ZHANG, Guanhua CHEN, Jian WANG, and Hong GUO (McGill U) at Hong Kong
U.

I also like to thank many of my students and researchers who have helped type the notes
and proofread them. They are Phil Atkins, Fatih Erden, Tian XIA, Palash Sarker, Jun
HUANG, Qi DAI, Zuhui MA, Yumao WU, Min TANG, Yat-Hei LO, Bo ZHU, and Sheng
SUN.



Chapter 1

Introduction

1.1 Introduction

Quantum mechanics (or quantum physics) is an important intellectual achievement of the
20th century. It is one of the more sophisticated fields in physics that has affected our
understanding of nano-meter length scale systems important for chemistry, materials, optics,
electronics, and quantum information. The existence of orbitals and energy levels in atoms
can only be explained by quantum mechanics. Quantum mechanics can explain the behaviors
of insulators, conductors, semi-conductors, and giant magneto-resistance. It can explain the
quantization of light and its particle nature in addition to its wave nature (known as particle-
wave duality). Quantum mechanics can also explain the radiation of hot body or black body,
and its change of color with respect to temperature. It explains the presence of holes and the
transport of holes and electrons in electronic devices.

The first observation of something quantum was probably by Michael Faraday in 1838 on
cathode rays: the fact that when electrons bombard a cathode, light is given out. The next
quantum phenomenon was the black body radiation of Gustav Kirchhoff in 1859-1860. Ludwig
Boltzmann conjectured that atomic energy levels should be discrete around 1877. Heinrich
Hertz first observed the photo-electric effect in 1887 which was later explained by Einstein
in 1905 using the particle nature of light. Examples of famous physicists that contribute to
quantum mechanics were Max Planck, Albert Einstein, Niels Bohr, Louis de Broglie, Max
Born, Paul Dirac, Werner Heisenberg, Wolfgang Pauli, Erwin Schrdinger, Richard Feynman.

Marx Planck proposed the Planck radiation law in 1900 that

R T (1.1.1)

where h =~ 6.626 x 10734]J - s is Planck constant, ¢ is velocity of light, v the frequency of
light, ky = 1.38064852(79) x 10722J /K is Boltzmann constant, and T the temperature in
Kelvin. The above radiation law is obtained by assuming that light forms quanta of energy
each of which is given by hrv when the quantum theory of light was not well understood.
When the Planck constant becomes negligibly small, implying that the quantization of light
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is unimportant, the above formula becomes

22
I(v) =~ c—2ka (1.1.2)

which becomes Rayleigh-Jeans law of radiation. This law fails to predict radiation of a black
body correctly when the frequency is high.

5000 K

Classical theory (5000 K)

10

Spectral radiance (kW - sr™* - m~2 - nm~%)
@
1

) 0.5 1 1.5 2 25 3
Wavelength (um)

Figure 1.1: Planck black body radiation law: With decreasing temperature, the peak of the
black body radiation curve shifts to longer wavelengths and also has lower intensities. The
black body radiation curves (1862) at left are also compared with the early, classical limit
model of Rayleigh and Jeans (1900) shown at right. The short wavelength side of the curves
was already approximated in 1896 by the Wien distribution law. Courtesy of Darth Kule and
Wikipedia.

Quantum mechanics has played an important role in photonics, quantum electronics, nano-
and micro-electronics, nano- and quantum optics, quantum computing, quantum communi-
cation and crytography, solar and thermo-electricity, nano-electromechanical systems, etc.
Many emerging technologies require the understanding of quantum mechanics; and hence, it
is important that scientists and engineers understand quantum mechanics better.

In nano-technologies due to the recent advent of nano-fabrication techniques, nano-meter
size systems are more common place. In electronics, as transistor devices become smaller,
how the electrons behave in the device is quite different from when the devices are bigger:
nano-electronic transport is quite different from micro-electronic transport. For small devices,
the electron can travel for a distance without colliding with a lattice, when the electron travels
through it, hence, giving rise to ballistic transport. For large devices, the electron collides
many times with the lattice when traversing it, giving rise to collision dominated transport.

The quantization of electromagnetic field is important in the area of nano-optics and
quantum optics. It explains how photons interact with atomic systems or materials. It also
allows the use of electromagnetic or optical field to carry quantum information. Quantum
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mechanics is certainly giving rise to interest in quantum information, quantum communica-
tion, quantum cryptography, and quantum computing. Moreover, quantum mechanics is also
needed to understand the interaction of photons with materials in solar cells, as well as many
topics in material science.

When two objects are placed close together, they experience a force called the Casimir
force that can only be explained by quantum mechanics. (This force is there even when no
electromagnetic field is present in the classical sense. Even at zero temperature, and “zero”
field, a vacuum electromagnetic fluctuation exists, giving rise to attractive force between two
neutral objects.) This is important for the understanding of micro/nano-electromechanical
systems (M/NEMS). Moreover, the understanding of spins is important in spintronics, another
emerging technology where giant magneto-resistance, tunneling magneto-resistance, and spin
transfer torque are being used. It is obvious that the richness of quantum physics will greatly
affect the future generation technologies in many aspects.

1.2 Quantum Mechanics is Bizarre

The development of quantum mechanics is a great intellectual achievement, but at the same
time, it is bizarre. The reason is that quantum mechanics is quite different from classical
physics. The development of quantum mechanics is likened to watching two players having
a game of chess, but the observers have not a clue as to what the rules of the game are. By
observations, and conjectures, finally the rules of the game are outlined. Often, equations are
conjectured like conjurors pulling tricks out of a hat to match experimental observations. It
is the interpretations of these equations that can be quite bizarre.

Quantum mechanics equations were postulated to explain experimental observations, but
the deeper meanings of the equations often confused even the most gifted. Even though
Einstein received the Nobel prize for his work on the photo-electric effect that confirmed
that light energy is quantized, he himself was not totally at ease with the development of
quantum mechanics as charted by the younger physicists. He was never comfortable with the
probabilistic interpretation of quantum mechanics by Born and the Heisenberg uncertainty
principle: “God doesn’t play dice,” was his statement assailing the probabilistic interpreta-
tion. He proposed “hidden variables” to explain the random nature of many experimental
observations. He was thought of as the “old fool” by the younger physicists during his time.

Schrédinger came up with the bizarre “Schrodinger cat paradox” that showed the struggle
that physicists had with quantum mechanics’ interpretation. But with today’s understanding
of quantum mechanics, the paradox is a thing of yesteryear.

The latest twist to the interpretation in quantum mechanics is the parallel universe view
that explains the multitude of outcomes of the prediction of quantum mechanics. All outcomes
are possible, but with each outcome occurring in different universes that exist in parallel with
respect to each other ...
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1.3 The Wave Nature of a Particle—Wave-Particle Du-
ality

The quantized nature of the energy of light was first proposed by Planck in 1900 to successfully
explain the black body radiation. Einstein’s explanation of the photoelectric effect (1905)
further asserts the quantized nature of light, or light as a photon with a packet of energy
given by!

E = hw (1.3.1)

where h = h/(27) is the reduced Planck constant or Dirac constant, and h is the Planck’s
constant, given by

h = 6.626 x 10~**Joule - second (1.3.2)

However, it is well known that light is a wave since it can be shown to interfere as waves in
the Newton ring experiment as far back as 1717. Hence, light exhibits wave-particle duality.

Electron was first identified as a particle by Thomson (1897). From the fact that a photon
has energy F = hw and that it also has an energy related to its momentum p by E = pc
where c is the velocity of light,? De Broglie (1924) hypothesized that the wavelength of an
electron, when it behaves like a wave, is

A="2 (1.3.3)

where p is the electron momentum.® The wave nature of an electron is revealed by the fact
that when electrons pass through a crystal, they produce a diffraction pattern. That can only
be explained by the wave nature of an electron. This experiment was done by Davisson and
Germer in 1927.* When an electron manifests as a wave, it is described by

¥(z) x exp(ikz) (1.3.4)

where k = 27/). Such a wave is a solution to®

& k2 1.3.5
@w: Y (1.3.5)

n the photoelectric effect, it was observed that electrons can be knocked off a piece of metal only if the
light exceeded a certain frequency. Above that frequency, the electron gained some kinetic energy proportional
to the excess frequency. Einstein then concluded that a packet of energy was associated with a photon that
is proportional to its frequency.

2This follows from Einstein theory of relativity that says the E2 — (pc)2 = (mc?)? where m is the rest
mass of the particle. Photon has zero rest mass. When p = 0, this is the famous E = mc? formula.

3Typical electron wavelengths are of the order of nanometers. Compared to 400 nm of wavelength of blue
light, they are much smaller. Energetic electrons can have even smaller wavelengths. Hence, electron waves
can be used to make electron microscope whose resolution is much higher than optical microscope.

4Young’s double slit experiment was conducted in early 1800s to demonstrate the wave nature of photons.
Due to the short wavelengths of electrons, it was not demonstrated it until 2002 by Jonsson. But it has been
used as a thought experiment by Feynman in his lectures.

5The wavefunction can be thought of as a “halo” that an electron carries that determine its underlying
physical properties and how it interact with other systems.
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A generalization of this to three dimensions yields
V2i(r) = —k*(r) (1.3.6)
We can define, from de Broglie’s formula that
p=hk (1.3.7)

where h = h/(2m).% Consequently, we arrive at an equation

Sy = 2y (133)
2my 2my
where
mo ~ 9.11 x 107 3'kg (1.3.9)

The expression p?/(2my) is the kinetic energy of an electron. Hence, the above can be
considered an energy conservation equation.

The Schrodinger equation (1925) is motivated by further energy balance that total energy
is equal to the sum of potential energy and kinetic energy. Defining the potential energy to
be V(r), the energy balance equation becomes

2
~ 92 vy g = Bo) (1.3.10)
2m0
where F is the total energy of the system. The above is the time-independent Schrodinger
equation. The ad hoc manner at which the above equation is arrived at usually bothers
a beginner in the field. However, it predicts many experimental outcomes. It particular,
it predicts the energy levels and orbitals of a trapped electron in a hydrogen atom with
resounding success.
One can further modify the above equation in an ad hoc manner by noticing that other
experimental finding shows that the energy of a photon is £ = hw. Hence, if we let

0
zhaql(r,t) = EV¥(r,1) (1.3.11)
then
U(r,t) = e “(r) (1.3.12)

Then we arrive at the time-dependent Schrodinger equation:

h? 0
—— V2 4+ V(r)| U(r,t) = ih- V(r,t 1.3.13
3o V2 V()| W) = il (e, (1.3.13)
Another disquieting fact about the above equation is that it is written in terms of complex
functions and numbers. In our prior experience with classical laws, they can all be written in
real functions and numbers. We will later learn the reason for this.

6This is also called Dirac constant sometimes.
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Mind you, in the above, the frequency is not unique. We know that in classical physics,
the potential V' is not unique, and we can add a constant to it, and yet, the physics of the
problem does not change. So, we can add a constant to both sides of the time-independent
Schrodinger equation (1.3.11), and yet, the physics should not change. Then the total E on
the right-hand side would change, and that would change the frequency we have arrived at
in the time-dependent Schrodinger equation. We will explain how to resolve this dilemma
later on. Just like potentials, in quantum mechanics, it is the difference of frequencies that
matters in the final comparison with experiments, not the absolute frequencies.

The setting during which Schrédinger equation was postulated was replete with knowledge
of classical mechanics. It will be prudent to review some classical mechanics knowledge next.



Chapter 2

Classical Mechanics and Some
Mathematical Preliminaries

2.1 Introduction

Quantum mechanics cannot be derived from classical mechanics, but classical mechanics
can inspire quantum mechanics. Quantum mechanics is richer and more sophisticated than
classical mechanics. Quantum mechanics was developed during the period when physicists
had rich knowledge of classical mechanics. In order to better understand how quantum
mechanics was developed in this environment, it is better to understand some fundamental
concepts in classical mechanics. Classical mechanics can be considered as a special case of
quantum mechanics. We will review some classical mechanics concepts here.

In classical mechanics, a particle moving in the presence of potential' V' (g) will experience
a force given by

F(q) = - (2.1.1)

where ¢ represents the coordinate or the position of the particle. Hence, the particle can be
described by the equations of motion

dp v (q) dg
L —F(g) = — = = 2.1.2
3 @ . g = p/m (2.1.2)
For example, when a particle is attached to a spring and moves along a frictionless surface,
the force the particle experiences is F(q) = —kq where k is the spring constant. Then the
equations of motion of this particle are

dp d

. q .
- _ 5= 2.1.
. P kq, . Gg=p/m ( 3)

IThe potential here refers to potential energy.
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Vig)

Figure 2.1: The left side shows a potential well in which a particle can be trapped. The right
side shows a particle attached to a spring. The particle is subject to the force due to the
spring, but it can also be described by the force due to a potential well.

Given p and ¢ at some initial time ¢y, one can integrate (2.1.2) or (2.1.3) to obtain p and ¢ for
all later time. A numerical analyst can think of that (2.1.2) or (2.1.3) can be solved by the
finite difference method, where time-stepping can be used to find p and ¢ for all later times.
For instance, we can write the equations of motion more compactly as

du

—=f 2.1.4

g (2.1.4)
where u = [p,q]*, and f is a general vector function of u. It can be nonlinear or linear; in the

event if it is linear, then f(u) = A - u.
Using finite difference approximation, we can rewrite the above as
u(t + At) —u(t) = Atf(u(t)),
u(t + At) = Atf(u(t)) + u(t) (2.1.5)
The above can be used for time marching to derive the future values of u from past values.
The above equations of motion are essentially derived using Newton’s law. However, there

exist other methods of deriving these equations of motion. Notice that only two variables p
and ¢ are sufficient to describe the state of a particle.

2.2 Lagrangian Formulation

Another way to derive the equations of motion for classical mechanics is via the use of the
Lagrangian and the principle of least action. A Lagrangian is usually defined as the difference
between the kinetic energy and the potential energy, i.e.,

L(gq) =T~V (2.2.1)

where ¢ is the velocity. For a fixed ¢, ¢ and ¢ are independent variables, since ¢ cannot be
derived from g if it is only known at one given t. The equations of motion are derived from the
principle of least action which says that ¢(t) that satisfies the equations of motion between
two times t; and t5 should minimize the action integral

S— /:2 L(4(t), q(t))dt (2.2.2)
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Assuming that ¢(t1) and ¢(t2) are fixed, then the function ¢(¢) and ¢(¢) that varies between
t1 and to should minimize S, the action. In other words, a first order perturbation in ¢ from
the optimal answer that minimizes S should give rise to second order error in S. Hence,
taking the first variation of (2.2.2), we have

to to

to

55 =5 [ L(gq)dt = / L(G + 54, q + 5q)dt — / L(¢, g)dt
t1 t1 t1

to

ta
~ [ oz [

t1 t1

OL oL
q

= — = 2.2.
(5q8q,+5qa>dt 0 (2.2.3)

In order to take the variation into the integrand, we have to assume that §L(q, q) is taken

with constant time. At constant time, ¢ and ¢ are independent variables; hence, the partial

derivatives in the next equality above follow. Using integration by parts on the first term, we
0S8 =dq —

have
ta t t
> d (0L 9L
- Sg— [ — dt+/ Sq—dt
oq |, /t1 Ta (&1) t "9
t2 d (oL oL
ok i (57) + ) =0 (224

The first term vanishes because dq(t1) = dg(t2) = 0 because ¢(t1) and ¢(t2) are fixed. Since
dq(t) is arbitrary between t; and to, we must have

OL

d /0L oL
O (8(1) ~ 3 = 0 (2.2.5)

The above is called the Lagrange equation, from which the equation of motion of a particle can
be derived. The derivative of the Lagrangian with respect to the velocity ¢ is the momentum

)

=% (2.2.6)

p

The derivative of the Lagrangian with respect to the coordinate ¢ is the force. Hence

F = % (2.2.7)
The above equation of motion is then
p=F (2.2.8)
Equation (2.2.6) can be inverted to express ¢ as a function of p and ¢, namely
i=f(p,q) (2.2.9)

The above two equations can be solved in tandem to find the time evolution of p and gq.
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For example, the kinetic energy T of a particle is given by

1
T = mi (2.2.10)
Then from (2.2.1), and the fact that V is independent of ¢,
oL oT
= — == —mg 2.2.11
e i L ( )
or
. p
= = 2.2.12
q=_ ( )
Also, from (2.2.1), (2.2.7), and (2.2.8), we have
oV
)= —— 2.2.13
b= "% ( )

The above pair, (2.2.12) and (2.2.13), form the equations of motion for this problem.

The above can be generalized to multidimensional problems. For example, for a one
particle system in three dimensions, ¢; has three degrees of freedom, and i = 1,2,3. (The ¢;
can represent x,y, z in Cartesian coordinates, but r, 6, ¢ in spherical coordinates.) But for
N particles in three dimensions, there are 3N degrees of freedom, and ¢ = 1,...,3N. The
formulation can also be applied to particles constraint in motion. For instance, for N particles
in three dimensions, ¢; may run from ¢ = 1,...,3N — k, representing k constraints on the
motion of the particles. This can happen, for example, if the particles are constraint to move
in a manifold (surface), or a line (ring) embedded in a three dimensional space.

Going through similar derivation, we arrive at the equation of motion

d (0L\ 0L
o (aq,»> ~2g =" (2.2.14)

In general, ¢; may not have a dimension of length, and it is called the generalized coordinate
(also called conjugate coordinate). Also, ¢; may not have a dimension of velocity, and it is
called the generalized velocity.

The derivative of the Lagrangian with respect to the generalized velocity is the generalized
momentum (also called conjugate momentum), namely,

oL
04

i (2.2.15)

The generalized momentum may not have a dimension of momentum. Hence, the equation
of motion (2.2.14) can be written as

_ oL
B 0q;

Di (2.2.16)

Equation (2.2.15) can be inverted to yield an equation for ¢; as a function of the other
variables. This equation can be used in tandem (2.2.16) as time-marching equations of motion.
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2.2.1 The Classical Harmonic Oscillator

As a simple example for the use of the Lagrangian formulation we investigate the harmonic
oscillator. We take our model to be that sketched in Figure 2.1 in which a particle of mass
m is attached to a spring of spring constant k and is constrained to move in the horizontal
direction.

The very first step in composing the equations of motion consist of identifying the suitable
coordinates for the system. In this case the horizontal distance is best referenced to the rest
position of the spring. We shall measure the length that the spring is compressed or stretched
by q. With this coordinate set up, we proceed to write down the Lagrangian.

1 1
L(q,§) =T -V = 5mq? - 5/gq? (2.2.17)

From the Lagrangian we write down the equation of motion for the particle using the Euler-
Lagrange equation (2.2.5).

oL
8~ M
doL _ .
dtag

Equating the above we get the familiar equation describing a mass attached to a spring.
m{ = —kq (2.2.18)

In spite of its simplicity, the harmonic oscillator model has many applications in physics.
Most smooth potentials will look almost quadratic in the neighborhood of a minimum. The
inter-atomic potential has this character. For this reason, a chain of atoms may be modeled
using a chain of identical particles connected by identical springs. For small longitudinal
motion, the Lagrangian for such a system can be written as a sum of harmonic oscillators.

L. 1
L=2 5min = 5k —yal” (2.2.19)

n

Here we denote the longitudinal displacement from equilibrium position of the n-th atom by
Yn- The variable along the chain direction can be denoted by x and the inter-atomic distance
at equilibrium by Az. In other words, the displacement of the n-th atom, ¥, is a function of
z. Though they do not show up in the above Lagrangian, we shall use for them in the next
example.

2.2.2 Continuum Mechanics of a Cylinder

We next turn to the slightly more complicated problem of the longitudinal motion of an elastic
cylinder. The continuous cylinder can be seen as a limit of the atomic chain. To take the
continuum limit of equation (2.2.19) we make the inter-atomic distance Az explicit.

1m . 1 Yni1 = Yn |
L= 2 Ax— —kAzr |[Z¥/—/———| A 2.2.2
;2Ax 2T zn:Qk ‘ { Ax } v ( 0)
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(n—ll)Ax nIAx (n+|l)Ax (n+|2)Ax

[ AP E——AX— P e——AX—¥

| | | |

| | | |

I

Do
I I
= — -
Iyn-l ! Yn g’n+1

Figure 2.2: A chain of linear atoms can be used to approximate a longitudinal mode on a solid
cylinder. The mass density per unit length p = m/Ax, and the spring constant k& becomes
large when Az becomes small such that kAxz = T, the tension.

Nothing is changed by the insertion of the Az factors. However, we can associated the discrete
quantities m/Axz and kAz with their continuum counterparts p and T', which are the linear
mass density and string tension, respectively, because m becomes smaller, and k& becomes
larger when Az — 0. These parameters characterize the continuous string. Dimensional
analysis justifies these associations.

Taking the continuum limit Az — dz in equation (2.2.20), the discrete index n can be
replaced by the continuous x since nAxz — x; and the difference term in the second summation
turns into a derivative. Inserting the continuum parameters we have

2
L = Z%pgf(amt)Ax - Z%T {ayg;’t)] Az
¢
L(g,y') = /0 [;py'g(x,t)—;Ty’Q(x,t)} dx (2.2.21)

where y'(x,t) = Oy(x,t)/0z, and £ is the total length of the cylinder. In equation (2.2.21), dot
denotes time derivative and prime denotes spatial derivative. The limits of integration sets
the horizontal length of the string. It is important to note that = has entered the Lagrangian
simply as a replacement for the discrete index n and holds little physical significance. Despite
seemingly having two spatial coordinates y and xz, the mechanics of the string remains a one
dimensional problem. The dynamical variable is y while x is only a parameter. The functional
form of y(x,t) describes the shape of the string at a certain time.
The quantity inside the integral over x is called the Lagrangian density L.

1 12

. 1.
L@.y) = 509" = 5Ty (2.2.22)

Continuum mechanics are characterized by Lagrangian densities. The action is still given by
the time integral of the Lagrangian.

to L
S :/ dt [ dz L(y,y) (2.2.23)
t1 0
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To write the equation of motion, we use the principle of least action. Make a variation to the
shape of the string y(z,t) — y(z,t) + dy(x, t), the corresponding variations to the spatial and
temporal derivatives of y are

y — y+oy
y/ - y/+5y/

To compute the change in the action we identify the explicit dependence of the Lagrangian
density on g and 3’ and do a Taylor expansion. Keeping only first order terms we have:

t ¥/
2 oL oL
dt | dao | Z=6y+ == ’]
/tl /0 x{ay Y oy’ Y

to ¥4
/ dt/ dx [py 65 — Ty 69/ (2.2.24)
t1 0

08

08

The strategy then is to factor out the variation dy via integration by parts. The order of
integration can be interchanged freely. We proceed as

4 to to 14

S = / dm/ dt py 63}—/ dt/ dx Ty' 6y
0 t t 0
Y to to to £ ¢

= / dx [py(;y —/ dt pij 5y] f/ dt | Ty 6y —/ dx Ty" 6y

0 t1 t1 ty 0 0
to 14

S / dt/ dx [—pij + Ty"] 6y (2.2.25)
t 0

Using the arbitrariness of dy we conclude that the stationarity of the action amounts to
setting —pj + Ty” = 0. We define a velocity v = /T/p and recognize this as the familiar
wave equation.
2 2

Oy _ 1%y (2.2.26)

ox?2  v? o2
We must elaborate on a point about fixing boundary conditions here. In the line leading to
equation (2.2.25), we have explicitly written the integrated out pieces. They are then both
set to zero but for quite different reasons.

We set the boundary pieces in the dz integral (first integral) to zero because as is always
done in deriving the equations of motion in Lagrangian mechanics, we require that the shape
of the displacement, y(x,t;) and y(z,t2) to be fixed at these two times.

The boundary pieces in the dt integral are set to zero because of boundary conditions. If
y(x,t) is fixed at x = 0 and 2 = ¢ (Dirichlet boundary condition), or if y'(z,t) =0 at =0
and z = ¢ (Neumann boundary condition), then these pieces are zero. Also, if one is solving a
periodic problem, then 3’dy are equal to each other at these two end points z = 0 and z = ¢,
and these two pieces cancel each other due to the periodic boundary condition.

With the example of the string we conclude our introduction of the Lagrangian formulation
of classical mechanics.
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2.3 Hamiltonian Formulation

For a multi-dimensional system, or a many particle system in multi-dimensions, the total
time derivative of L is

drL OL oL
b (9L, oL, 2.3.1
de zi:(a%'q +aQiq> ( )
Since OL/0q; = %(8L/ 0¢q;) from the Lagrange equation, we have
dL d /0L oL d oL
R N R AP P B ey 9 2.3.2
de zi:{dt (aqi>q’+8qiq] dtg:([“)qiq) (23.2)

or
d oL
— —q¢—-L )] =0 2.3.3
The quantity

oL .
H = Z g i~ L (2.3.4)

is known as the Hamiltonian of the system, and is a constant of motion, namely, dH /dt = 0.
As shall be shown, the Hamiltonian represents the total energy of a system. It is a constant
of motion because of the conservation of energy.

The Hamiltonian of the system, (2.3.4), can also be written, after using (2.2.15), as

H= Zqip,- —L (2.3.5)

where p; = 0L/0¢; is the generalized momentum. The first term has a dimension of energy,
and in Cartesian coordinates, for a simple particle motion, it is easily seen that it is twice the
kinetic energy. Hence, the above indicates that the Hamiltonian

H=T+V (2.3.6)

The total variation of the Hamiltonian is

5H:5<kaJ—JL
. : oL oL _.
= Zl: (i0pi + pidds) — XZ: <8qi(5% + aq.i(SQi) (2.3.7)
Using (2.2.15) and (2.2.16), we have

OH = (4i0pi + piddi) — >, (Pidq; + pidds)

2

= Z (4idpi — Pidaq;) (2.3.8)
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From the above, since the first variation of the Hamiltonian depends only on dp; and dg¢;,
we gather that the Hamiltonian is a function of p; and ¢;. Taking the first variation of
the Hamiltonian with respect to these variables, we arrive at another expression for its first
variation, namely,

6H = Z( -0p; + 855(;1) (2.3.9)

Comparing the above with (2.3.8), we gather that

OH
Ji = 2.3.10
%= ( )
OH
5 = — 2.3.11
p %4 ( )

These are the equations of motion known as the Hamilton’s equations.

The (2.3.4) is also known as the Legendre transformation. The original function L is a
function of ¢;, ¢;. Hence, L depends on both d¢; and dg;. After the Legendre transformation,
0H depends on the differential dp; and dg¢; as indicated by (2.3.8). This implies that H is a
function of p; and ¢;. The equations of motion then can be written as in (2.3.10) and (2.3.11).

Alternatively, one can argue that since the Hamiltonian represents the total energy of
the system, it must be a constant of motion, or constant with respect to time due to energy
conservation. Therefore, taking the time derivative of the Hamiltonian, one ends up with

87H - Z <8H api OH aqz) -

ot Op; Ot Ogq; Ot

(2.3.12)

One can see that when the Hamilton’s equations are satisfied, it implies that energy is con-
served.

2.4 More on Hamiltonian

The Hamiltonian of a particle in classical mechanics is given by (2.3.6), and it is a function
of p; and ¢;. For a non-relativistic particle in three dimensions, the kinetic energy
PP
2m

T = (2.4.1)

and the potential energy V is a function of q. Hence, the Hamiltonian can be expressed as

H= % +V(q) (2.4.2)

in three dimensions. When an electromagnetic field is present, the Hamiltonian for an electron
can be derived by letting the generalized momentum

p; = mg; + eA; (243)
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where e = —|e| is the electron charge and A; is component of the vector potential A. Conse-
quently, the Hamiltonian of an electron in the presence of an electromagnetic field is

(P—cA) - (p—cA)

H= o + ed(q) (2.4.4)

The equation of motion of an electron in an electromagnetic field is governed by the Lorentz
force law, which can be derived from the above Hamiltonian using the equations of motion
provided by (2.3.10) and (2.3.11).

2.5 Poisson Bracket

Yet another way of expressing equations of motion in classical mechanics is via the use of
Poisson bracket. This is interesting because Poisson bracket has a close quantum mechanics
analogue. A Poisson bracket of two scalar variables u(q, p) and v(g, p) that are functions of ¢
and p is defined as

Oudv Ovou

== 2= 2.5.1
In this notation, using (2.3.10) and (2.3.11),
Qu _ouda  oudp _ u0H ouoH
dt  9gdt oOpdt Oq dp Ip Iq
={u, H} (2.5.2)

which is valid for any variable u that is a function of p and ¢q. Hence, from the Hamilton’s
equations of motion,

dq OH dp  OH

%= &= 8 (2.5.3)

we have the equations of motion as

¢={¢,H}, p={p, H} (2.5.4)

in the Poisson bracket notation. As we shall see later, similar equations will appear in quantum
mechanics.
The algebraic properties of Poisson bracket are

{u, v} = —{v, u} (2.5.5)
{u+vvw}:{u»w}+{vﬂw} ( )
{wv, w} = {u,wlv + u{v, w} (2.5.7)
{u,vw} = {u,v}w + v{u, w} ( )
(2.5.9)

{{uvv}’w}’ + {{va}”u} + {{w’u}’,v} =0

These properties are antisymmetry, distributivity, associativity and Jacobi’s identity.
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If we define a commutator operation between two noncommuting operator & and © as
[T, D] = 40 — o, (2.5.10)

where 4 and ¥ are analogous to matrix operators, it can be shown that the above commutator
have the same algebraic properties as the Poisson bracket. An operator in quantum mechanics
can be a matrix operator or a differential operator. In general, operators do not commute
unless under very special circumstances.

2.6 Some Useful Knowledge of Matrix Algebra

Matrix algebra (or linear algebra) forms the backbone of many quantum mechanical concepts.
Hence, it is prudent to review some useful knowledge of matrix algebra. Many of the math-
ematical manipulations in quantum mechanics can be better understood if we understand
matrix algebra.

A matrix is a mathematical linear operator that when operate (also called “act”) on a
vector produces another vector, or

b=Aa (2.6.1)

where a and b are distinct vectors, and A is a matrix operator other than the identity
operator. The inner product between two vectors can be of the form of reaction inner product

vi-w (2.6.2)
or energy inner product

viow (2.6.3)

where the T implies conjugation transpose or that v = (v*)*. For a finite dimensional matrix
and vectors, the above can be written as

N
=1
N
vi.w = Zviwi (2.6.5)
i=1
N

viow = vaﬂh (2.6.6)

The above are sometimes written with the summation sign removed, namely, as
bj = Ajiaz- (267)
viw = vw; (2.6.8)

vi-w = viw; (2.6.9)
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The summation is implied whenever repeated indices occur. This is known varyingly as the
index notation, indicial notation, or Einstein notation.

The above concepts can be extended to infinite dimensional system by letting N — oo,
but the convergence of the summations must be established in order for the inner product to
be meaningful. It is quite clear that

N N
viev =Y vt =Y [uil? >0 (2.6.10)
i=1 =1

or vl - v is positive definite.
Furthermore, matrix operators satisfies associativity but not commutativity, namely,

(A-B).C=A-(B-C) (2.6.11)
B+B A (2.6.12)

2.6.1 Identity, Hermitian, Symmetric, Inverse and Unitary Matrices

For discrete, countable systems, the definition of the above is quite straightforward. The
identity operator I is defined such that

Ira=a (2.6.13)
or the ij element of the matrix is
1], =0 (2.6.14)

or it is diagonal matrix with one on the diagonal. A Hermitian matrix A;; has the property
that

Ay = A (2.6.15)
or

A=A (2.6.16)
A symmetric matrix A;; is such that

Aij=Aj; (2.6.17)
or

A=A (2.6.18)

. e -1
The inverse of the matrix A, denoted as A, has the property that

—1

A A=1 (2.6.19)
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So given the equation
A-x=b
x can be found once A is known. Multiplying the above by Xﬁl, we have

-1

x=A "-b
A unitary matrix U has the property that

U.U=1

In other words

U =T

-1

2.6.2 Determinant

An N x N matrix A can be written as a collection of column vectors

A =[aj,ag,a3,...,ay]

19

(2.6.20)

(2.6.21)

(2.6.22)

(2.6.23)

(2.6.24)

where the column vectors are of length N. Determinant of A, the det(A), or |A| can be

thought of as the “volume” subtended by the vectors a,, ...ay. Also, det(A) changes sign
when any two column vectors are swapped. It can be thought of as a generalized “cross-

product”. Some useful properties of determinants are

1. det (T) = 1

2. det (Xt) — det (A)

3. det (A -B) = det (A) - det(B)

4. det (A ") = 1/det (A)

5. If A is diagonal, then det (A) = [T, Ais

6. det (K) = va:l \; where )\; are the eigenvalues of A.

7. det (K) = 0 implies that A is singular, or there exists a vector u such that A - u =0

8. det (CK) = cNdet (K)
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2.6.3 Eigenvectors and Eigenvalues
An eigenvector v of a matrix A satisfies the property that
A-v=)\v (2.6.25)
where A is the eigenvalue. The above can be rewritten as
(A=X)-v=0 (2.6.26)

The above implies that
det (A —AI) =0 (2.6.27)

In general, an N x N matrix has N eigenvalues with corresponding N eigenvectors. When
two or more eigenvalues are the same, they are known as degenerate. Some useful properties
are:

1. If A is Hermitian, then X is real.

2. If X\; # A, then VI -v; = 0. In general, v;f -v; = Cpd;; where C,, is real.

3. If A is positive definite, then A\; > 0 for all i and vice versa for negative definiteness.
4. P-A-P ' has the same eigenvalues as A.

2.6.4 Trace of a Matrix

The trace of a matrix A is the sum of its diagonal elements, or

tr(A) =D Ay (2.6.28)
Some properties are:
1. tr(A 4 B)=tr(A)+tr(B)
2. tr(cA)=c tr(A)
3. tr(A)=tr (Xt)
1. tr(A-B)=tz(B - A)
5. (PR P)=u((A-P)-P " )=u(A)

6. tr (X) = Zi\;l i where \;’s are the eigenvalues of A.
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2.6.5 Function of a Matrix
An example of a function of a matrix is
A (2.6.29)
The above has no meaning unless it operates on a vector; namely
A x=b (2.6.30)
We can Taylor series expand to get
o —2 —3 Kn
A_Jao AL = o
et =1T+A+ 51 + 3l + +n! + (2.6.31)
Then if v is an eigenvector of A such that A - v = Av, then
x A’ A"
eA-v:<I+A++-~-—|—+~-->-v (2.6.32)
2! n!
A2 A
:<1+)\+2!+~~+n!+-~->~v (2.6.33)
S (2.6.34)
In general, we can expand
N
xX=> a;v; (2.6.35)
i=1
where v;,4 = 1,---, N are the N eigenvectors of A with the property that A - v; = \;v;.
Then
- N o N
eAx= Z a;etv; = Z a;eMv; (2.6.36)
i=1 i=1
We can use the above to easily prove that the solution to
av(t) —
V) & v (2.6.37)
dt
is _
v(t) = eAt - v(0) (2.6.38)

Exercise 1

For a particle with charge ¢ in the presence of an electric field, the classical Hamiltonian

is given by

1 2
H—%(p—qA) +q9

(2.6.39)



22 QUANTUM MECHANICS MADE SIMPLE

The equation of motion from the Hamiltonian equations are

;= OH/dp;, p; =—0H/0x, (2.6.40)
Show that
. 1
#) = —(p; — 0A;) (2.6.41)
D gy A 02
b = m(p qA) o, qaxj (2.6.42)

We can express
r =111 +Yre + 203 = 2T +yy + 22, P =Ip1+ype +2p3 = Tpr +ypy +2p.  (2.6.43)

where the hat quantities are unit vectors. With the help of indicial notation, show that the
above can be written as

1
= (p—qA) (2.6.44)
p=-LVA-(p—qA) —qVé = qVA - —qVo (2.6.45)

Since the vector potential is associate with the electron charge location, show that

0A; . 04

A; = i+ =2 2.6.46
J ; 8%1 v ot ( )
or that 9A
A=r1 VA+— (2.6.47)
ot
Derive that A
mi =qgVA -1 —qr-VA —qVo — Tor (2.6.48)
Show that the above is the same as the Lorentz force law that
F=ma=qvxB+¢E (2.6.49)

where F is the force on the electron, a is the acceleration, and v is the velocity, B is the
magnetic field, and E is the electric field.



Chapter 3

Quantum Mechanics—Some
Preliminaries

3.1 Introduction

With some background in classical mechanics, we may motivate the Schrédinger equation
in a more sanguine fashion. Experimental evidence indicated that small particles such as
electrons behave quite strangely and cannot be described by classical mechanics alone. In
classical mechanics, once we know p and ¢ and their time derivatives (or p, ¢) of a particle at
time tg, one can integrate the equations of motion

p=F, G=p/m (3.1.1)

or use the finite difference method to find p and ¢ at ty + At, and at all subsequent times.

In quantum mechanics, the use of two variables p and ¢ and their derivatives is insufficient
to describe the state of a particle and derive its future states. The state of a particle has to
be more richly endowed and described by a wave function or state function (g,t) where g
is a position indicator. The state function (also known as a state vector) is a vector in the
infinite dimensional space.’

At this juncture, the state function or vector is analogous to when we study the control
theory of a highly complex system. In the state variable approach, the state of a control system
is described by the state vector, whose elements are variables that we think are important to
capture the state of the system. For example, the state vector v, describing the state of the
factory, can contain variables that represent the number of people in a factory, the number of
machines, the temperature of the rooms, the inventory in each room, etc. The state equation
of this factory can then be written as

—v(t)=A-v(t) (3.1.2)

IThis concept will be further elaborated in Chapter 5.
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It describes the time evolution of the factory. The matrix A describes the coupling between
state variables as they evolve. It bears strong similarity to the time-dependent Schrédinger
equation, which is used to describe the time-evolution of the state function or the wave
function of an electron. In the wave function, a complex number is assigned to each location
in space.

A wig.t)

q

\J

N

Figure 3.1: The state of a particle in quantum mechanics is described by a state function,
which has infinitely many degrees of freedom.

In the Schrédinger equation, the wave function (g, t) is a continuous function of of the
position variable g at any time instant ¢; hence, it is described by infinitely many numbers, and
has infinite degrees of freedom. The time evolution of the wave function (g, t) is governed
by the Schrodinger equation. It was motivated by experimental evidence and the works of
many others such as Planck, Einstein, and de Broglie, who were aware of the wave nature of
a particle and the dual wave-particle nature of light.

3.2 Probabilistic Interpretation of the Wave Function

The wave function of the Schrédinger equation has defied an acceptable interpretation for
many years even though the Schrodinger equation was known to predict experimental out-
comes. Some thought that it represented an electron cloud, and that perhaps, an electron,
at the atomistic level, behaved like a charge cloud, and hence not a particle. The final, most
accepted interpretation of this wave function (one that also agrees with experiments) is that
its magnitude squared corresponds to the probability density function.? In other words, the
probability of finding an electron in an interval [z, 2z 4+ Az] is equal to

(. t)* Az (3.2.1)

For the 3D case, the probability of finding an electron in a small volume AV in the vicinity
of the point r is given by

[W(r, t)[?PAV (3.2.2)

2This interpretation is due to Born.
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Since the magnitude squared of the wave function represents a probability density function,
it must satisfy the normalization condition of a probability density function, viz.,

/dV|z/1(r, 2 =1 (3.2.3)

with its counterparts in 1D and 2D. The magnitude squared of this wave function is like some
kind of “energy” that cannot be destroyed. Electrons cannot be destroyed, and hence, charge
conservation is upheld by the Schrédinger equation.

3.3 Time Evolution of the Hamiltonian Operator

Motivated by the conservation of the “energy” of the wave function, we shall consider an
“energy” conserving system where the classical Hamiltonian will be a constant of motion. In
this case, there is no “energy” loss from the system. The Schrodinger equation that governs
the time evolution of the wave function (r,t) is®

—hiv2 +V(r) | h(r,t) = ih%zﬁ(r,t) (3.3.1)

2m0

The above can be written as

Hip(r,t) = z’hw (3.3.2)

where H is the Hamiltonian operator.* One can solve (3.3.2) formally to obtain

W(r,t) = e~ typ(r,t = 0) (3.3.3)

Since the above is a function of an operator, it has meaning only if this function acts on the
eigenfunctions of the operator H. As has been discussed in Chapter 2, Subsection 2.6.5, it
can be shown easily that if A -v; = \;vy,

exp(A) - v; = exp(\;)v; (3.34)

To simplify the expression (3.3.3), it is best to express 1(r,t = 0) as an eigenfunction
(eigenstate or eigenvector) of H, or linear superposition of its eigenfunctions. If H is a
Hermitian operator, then there exist eigenfunctions, or special wave functions, 1,,, such that

where FE,, is real and 1, (r) are orthogonal to each other for different n. Analogous to the
Hermitian matrix operator, it can be shown that E,, is purely real and that the 1, are
orthogonal to each other. In this case, the time evolution of 1), from (3.3.3) is

B(r,t) = e R, (r) = e i, (r) (3.3.6)

3Please be reminded that this equation was postulated and was not derived.
i ully, one should use the bra and ket notation to write this equation as = th-% 1), In the less
4Rightfull hould the b d ket notati ite thi i H il :t In the 1

rigorous notation in (3.3.2), we will assume that H is in the representation in which the state vector 1 is in.
That is if ¢ is in coordinate space representation, H is also in coordinates space representation.
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In the above, E,, = fiw,, or the energy E,, is related to frequency w, via the reduced Planck
constant h. The reduced Planck constant is related to the Planck constant by h = h/(27)
where h = 6.626068 x 10734 J 5. The fact that E,, is real means that w,, is real, or that the
magnitude squared of these functions are time independent or conserved, as is required by
their probabilistic interpretation.

We can write

G(r,t=0) = cathn(r) (3.3.7)
where ¢, can be found using the orthonormality relation of v,,. Then
P(r,t) = e_%tw(r,t =0)= che_%twn(r) = che_w"tz/)n(r) (3.3.8)

since e~ L1y, () = ety (r). It can be easily shown that the above, which is derived from
(3.3.3) is a solution to (3.3.2). Hence, (3.3.3) is the formal solution to (3.3.2).

Scalar variables that are measurable in classical mechanics, such as p and ¢, are known as
observables in quantum mechanics. They are elevated from scalar variables to operators in
quantum mechanics, denoted by a “*” symbol here. In classical mechanics, for a one particle
system, the Hamiltonian is given by

2
H=T+v=2 4v (3.3.9)
2m

The Hamiltonian contains the information from which the equations of motion for the particle
can be derived. But in quantum mechanics, this is not sufficient, and H becomes an operator

L p2
H=—+YV 3.3.10
o T ( )
This operator works in tandem with a wave function 1 to describe the state of the particle.
The operator acts on a wave function (), where in the one dimensional case and in the
coordinate ¢ representation, is ¢¥(q,t). When (g, t) is an eigenfunction with energy E,, it

can be expressed as

¥(g,t) = Pnlg)e " (3.3.11)
where E,, = hw,. The Schrédinger equation for 1, (q) then becomes®
~2
Hipn(q) = (;n + V) Vn(q) = Enton(q) (3.3.12)

For simplicity, we consider an electron moving in free space where it has only a constant
kinetic energy but not influenced by any potential energy. In other words, there is no force
acting on the electron. In this case, V = 0, and this equation becomes

132

5For the Schrédinger equation in coordinate space, V turns out to be a scalar operator or a diagonal
operator.
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It has been observed by de Broglie that the momentum of a particle, such as an electron
which behaves like a wave, has a momentum

p=hk (3.3.14)

where k = 27/ is the wavenumber of the wave function. This motivates that the operator p

can be expressed by
d

p= Zhdq (3.3.15)
in the coordinate space representation. This is chosen so that if an electron is described by
a state function 1(q,t) = c;€*97%* then pi)(q,t) = hki(q,t). The above motivation for the
form of the operator p is highly heuristic. We will see other reasons for the form of p when
we study the correspondence principle and the Heisenberg picture.

Equation (3.3.13) for a free particle is then

h? >

Since this is a constant coefficient ordinary differential equation, the solution is of the form

Un(q) = e (3.3.17)
which when used in (3.3.16), yields
h2k2
8 = B, (3.3.18)

Namely, the kinetic energy T of the particle is given by

h%k2
T — n

3.3.19
2m ( )
where p = hk,, is in agreement with de Broglie’s finding.

In many problems, the operator V is a scalar operator in coordinate space representation
which is a scalar function of position V(g). This potential traps the particle within it acting
as a potential well. In general, the Schrodinger equation for a particle becomes

[ h? 9?

“oma@ T V(q)] b(g,t) = iﬁ%lﬂ(% t) (3.3-20)

For a particular eigenstate with energy FE,, as indicated by (3.3.11), it becomes

h2 d2
{—mdqg + V(Q)} ¥Yn(q) = Enthn(q) (3.3.21)
The above is an eigenvalue problem with eigenvalue F,, and eigenfunction 1, (q). These
eigenstates are also known as stationary states, because they have a time dependence indicated
by (3.3.11). Hence, their probability density functions |1, (q,t)|? are time independent.
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These eigenfunctions correspond to trapped modes (or bound states) in the potential well
defined by V(q) very much like trapped guided modes in a dielectric waveguide. These modes
are usually countable and they can be indexed by the index n.

In the special case of a particle in free space, or the absence of the potential well, the
particle or electron is not trapped and it is free to assume any energy or momentum indexed
by the continuous variable k. In (3.3.18), the index for the energy should rightfully be k and
the eigenfunctions are uncountably infinite. Moreover, the above can be generalized to two
and three dimensional cases.

3.4 Simple Examples of Time Independent Schrodinger
Equation

At this juncture, we have enough knowledge to study some simple solutions of time-independent
Schrédinger equation such as a particle in a box, a particle impinging on a potential barrier,
and a particle in a finite potential well.

3.4.1 Particle in a 1D Box

Consider the Schrodinger equation for the 1D case where the potential V(z) is defined to be
a function with zero value for 0 < = < a (inside the box) and infinite value outside this range.
The Schrédinger equation is given by

h? d?
—_— =F 4.1

V()| vle) = BY () (3.41)
where we have replaced ¢ with z. Since V' (z) is infinite outside the box, (x) has to be zero.
Inside the well, V(z) = 0 and the above equation has a general solution of the form

Y(x) = Asin(kz) + B cos(kx) (3.4.2)

The boundary conditions are that ¢(x = 0) = 0 and ¢(z = a) = 0. For this reason, a viable
solution for ¥(x) is
P(x) = Asin(kzx) (3.4.3)

where k = nw/a, n = 1,...,00. There are infinitely many eigensolutions for this problem.
For each chosen n, the corresponding energy of the solution is

(hnm/a)?

E:
" 2m

(3.4.4)
These energy values are the eigenvalues of the problem, with the corresponding eigenfunctions
given by (3.4.3) with the appropriate k. It is seen that the more energetic the electron is
(high E,, values), the larger the number of oscillations the wave function has inside the box.
The solutions that are highly oscillatory have higher k values, and hence, higher momentum
or higher kinetic energy. The solutions which are even about the center of the box are said
to have even parity, while those that are odd have odd parity.
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One other thing to be noted is that the magnitude squared of the wave function above
represents the probability density function. Hence, it has to be normalized. The normalized
version of the wave function is

Y(x) = +/2/asin(nrz/a) (3.4.5)
Moreover, these eigenfunctions are orthonormal to each other, viz.,
[ deviia)m(@) = o (346
0

The orthogonality is the generalization of the fact that for a Hermitian matrix system, where
the eigenvectors are given by

then it can be proven easily that
V;r» V= Cjéij (348)
Moreover, the eigenvalues are real.
energy wavefunction
-------- n=3 [.\.7[.\
-------- n= ——e -
________ n=1 Q

Figure 3.2: The wave functions of an electron trapped in a 1D box (from DAB Miller).

3.4.2 Particle Scattering by a Barrier

In the previous example, it is manifestly an eigenvalue problem since the solution can be
found only at discrete values of F,,. The electron is trapped inside the box. However, in an
open region problem where the electron is free to roam, the energy of the electron E can be
arbitrary. We can assume that the potential profile is such that V(z) = 0 for < 0 while
V(x) = Vp for x > 0. The energy of the electron is such that 0 < E < V. On the left side,
we assume an electron coming in from —oo with the wave function described by A exp(ikix).
When this wave function hits the potential barrier, a reflected wave ensues, and the general
solution on the left side of the barrier is given by

wl (x) = Aleiklm + Ble_iklx (349)
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where (hk1)?/(2m) = E is the kinetic energy of the incident electron. On the right side,
however, the Schrodinger equation to be satisfied is

57| 2(0) = (B~ Voo (3.4.10)

The solution of the transmitted wave on the right is
Pa(z) = Age'*2” (3.4.11)

where
ky =+/2m(E —Vy)/h (3.4.12)

Given the known incident wave amplitude A;, we can match the boundary conditions at z = 0
to find the reflected wave amplitude By and the transmitted wave amplitude A,. By eye-
balling the Schrodinger equation (3.4.1), we can arrive at the requisite boundary conditions
are that ¢ and -L4(z) are continuous at = 0. This is because %w(m) in (3.4.1) has to be
a finite quantity. Hence, +L4)(z) and () cannot have jump discontinuities.

Since E < Vp, ks is pure imaginary, and the wave is evanescent and decays when x — oco.
This effect is known as tunneling. The electron as a nonzero probability of being found inside
the barrier, albeit with decreasing probability into the barrier. The larger V{ is compared to
E, the more rapidly decaying is the wave function into the barrier.

However, if the electron is energetic enough so that E > Vj, ko becomes real, and then
the wave function is no more evanescent. It penetrates into the barrier; it can be found even
a long way from the boundary.

-2 0 2
= (Angstroms)

Figure 3.3: Scattering of the electron wave function by a 1D barrier (from DAB Miller).

It is to be noted that the wave function in this case cannot be normalized as the above
represents a fictitious situation of an electron roaming over infinite space. However, the above
example illustrates the wave physics at the barrier.
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3.4.3 Particle in a Potential Well

If the potential profile is such that

1%} if x < —a/2, region 1
V() =< Vo =0 if 2] < a/2, region 2 (3.4.13)
V3 if > a/2, region 3

then there can be trapped modes (or bound states) inside the well represented by standing
waves, whereas outside the well, the waves are evanescent for eigenmodes for which £ < V;
and E < Vs.

The wave function for |z| < a/2 can be expressed as
Yo (z) = Agsin(kaz) + Bs cos(kax) (3.4.14)
where ky = v2mE/h. In region 1 to the left, the wave function is
1 (z) = Are™” (3.4.15)

where ay = 4/2m(V] — E)/h. The wave has to decay in the left direction. Similar, in region
3 to the right, the wave function is

Y3(w) = Bze " (3.4.16)

where az = \/2m(V3 — E)/h. It has to decay in the right direction. Four boundary conditions
can be imposed at = +a/2 to eliminate the four unknowns A, Ay, By, and Bz. These four
boundary conditions are continuity of the wave function ¢ (x) and its derivative diy(z)/dzx at
the two boundaries. However, non-trivial eigensolutions can only exist at selected values of
E which are the eigenvalues of the Schrédinger equation. The eigenequation from which the
eigenvalues can be derived is a transcendental equation.

To illustrate this point, we impose that v is continuous at x = +a/2 to arrive at the
following two equations:

Are=1%% = — Ay sin(koa/2) + By cos(kaa/2) (3.4.17)
Ase3%2 = Ay sin(kya/2) + By cos(kaa/2) (3.4.18)

We further impose that di/0x is continuous at = +a to arrive at the following two equa-
tions:

OélAle_ala/Q = ko Ay COS(]CQCL/Q) + ko Bo sin(kga/Q) (3419)
—agAze 32 = [y Ay cos(kaa/2) — ko B sin(kga/2) (3.4.20)

The above four equations form a matrix equation

M-v=0 (3.4.21)
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where v = [A}, Ay, By, B3]!, and the elements of M, which depend on E (because ko =

V2mE/h, a; = \/2m(Vi — E)/h, and as = v/2m(V3 — E)/h), can be gleaned off the above

equations. Non-trivial solutions exists for v only if
det (M(E)) = [M(E)| =0 (3.4.22)

The above is the transcendental eigenequation from which the eigenvalues E can be derived.
The nontrivial solutions for v are in the null space of M. Having known v = [A;, Ag, Ba, B3],
the eigenfunctions of the Schrodinger equation can be constructed. Notice that v is known
to an arbitrary multiplicative constant. The normalization of the eigenfunction will pin down
the value of this constant.

When the potential well is symmetric such that V3 = V3 = Vj, then the solutions can be
decomposed into odd and even solutions about & = 0. In this case, either Ay = 0 for even
modes, or By = 0 for odd modes. Furthermore, A; = +B3 for these modes. The problem
then has two unknowns, and two boundary conditions at one of the interfaces suffice to deduce
the eigenequation.

The above problem is analogous to the 1D dielectric waveguide problem in classical elec-
tromagnetics. In most textbooks, the transcendental eigenequation is solved using a graphical
method, which can be done likewise here. The plot of the eigenmodes and their energy levels
are shown in Figure 3.4. It is an interesting example showing that a trapped electron exists
with different energy levels. The more energetic (more kinetic energy) the electron is, the
higher the energy level. For the case when E > V|, the wave function is not evanescent
outside the well, and the electron is free to roam outside the well.

Modern technology has allowed the engineering of nano-structures so small that a quantum
well can be fabricated. Quantum well technology is one of the emerging nano-technologies.
It will be shown later in the course that an electron wave propagating in a lattice is like
an electron wave propagating in vacuum but with a different effective mass and seeing a
potential that is the potential of the conduction band. The quantum wells are fabricated
with ITI-V compound, for example, with alloys of the form Al,Ga;_,As forming a ternary
compound. They have different values of valence and conduction band depending on the
value of x. By growing heterostructure layers with different compounds, multiple quantum
wells can be made. Hence, the energy levels of a quantum well can also be engineered so that
laser technology of different wavelengths can be fabricated.®

In the case of a hydrogen atom, the Coulomb potential around the proton at the nucleus
yields a potential well described by —¢?/(e4nr). This well can trap an electron into various
eigenstates, yielding different electronic orbitals. The Schrodinger equation has predicted the
energy levels of a hydrogen atom with astounding success.

3.5 The Quantum Harmonic Oscillator—A Preview

The pendulum, a particle attached to a spring, or many vibrations in atoms and molecules
can be described as a harmonic oscillator. Hence, the harmonic oscillator is one of the most

6J. H. Davis, The Physics of Low Dimensional Semiconductors: An Introduction, Cambridge U Press,
1998.
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Figure 3.4: Trapped modes representing the electron wave functions inside a 1D potential
well (from DAB Miller).

important examples in quantum mechanics. Its quantum mechanical version can be described
by the 1D Schrédinger equation.
The classical equation for a harmonic oscillator is given by

— = —Kz (3.5.1)

The above is Newton’s law, and K is the spring constant, and the force provided by the spring
is Kz. We can rewrite the above as

d2
dT;‘Z S— (3.5.2)

where wg = /K /m, and m is the mass of the particle. The above has a time harmonic solution
of the form exp(+iwgt) where wy is the oscillation frequency. Since the force F = —9V/dz,
the potential energy of a particle attached to a spring is easily shown to be given by

1
V(z) = 5mw322 (3.5.3)
Consequently, the above potential energy can be used in the Schrodinger equation to describe
the trapping of wave modes (or bound states). The kinetic energy of the particle is described
by a term proportional to the square of the momentum operator. Hence, the corresponding
1D Schrédinger equation is

h? d? 1
|~ 3oz 3R 9n2) = B2 (35.4)

with a parabolic potential well. It turns out that this equation has closed-form solutions,
yielding the wave function for an eigenstate as given by

- 1 mwo _ mwg 2 mwo
n(z) =\ goy /e T Ha (’/h z) (3.5.5)
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where H,, () is a Hermite polynomial, and the wave function is Gaussian tapered by e~ m e
The energy of the eigenstate is given by

E, = (n + ;) o (3.5.6)

The energy levels are equally spaced hwy apart. Even the lowest energy state, the ground
state, has a nonzero energy of fiwy/2 known as the zero-point energy. The higher energy states
correspond to larger amplitudes of oscillation, and vice versa for the lower energy states. In
order to kick the quantum harmonic oscillator from the low energy state to a level above, it
needs a packet of energy of fiwg, the quantization energy of a photon. The physics of quan-
tized electromagnetic oscillations (photons) and quantized mechanical oscillations (phonons)
is intimately related to the quantum harmonic oscillator.

It is to be noted that if [1),,(z)|? has the meaning of probability density function, then the
average location, or the expectation value of the location, of the oscillating particle for these
eigenstates is given by

o0
()= [ deslua(a)P (357)
—o0
Since z is an odd function while |1, (2)|? is an even function of z, the above integral is always
zero. Since the potential energy of the particle is proportional to 22, it is seen that

- " a2l ()2 (3.58)

is not zero. Therefore, the potential energy of the particle for each of these eigenmodes is
not zero, while the average location is zero. Moreover, their associated probability density
functions are time-independent. These stationary states hence do not have a classical coun-
terpart, and are termed non-classical states. They are also called the photon-number states
since the n-th state corresponds to having the energy of n photons each with energy of Awy.
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Figure 3.5: Sketch of the eigenstates, energy levels, and the potential well of a quantum
harmonic oscillator (picture from DAB Miller).



36

QUANTUM MECHANICS MADE SIMPLE



Chapter 4

Time-Dependent Schrodinger
Equation

4.1 Introduction

Each eigenstate of Schrodinger equation has its own time dependence of exp(—iw,t). When
we consider one eigenstate alone, its time dependence is unimportant, as the time dependence
disappears when we convert the wavefunction into a probability density function by taking
its magnitude squared. Moreover, the absolute frequency of an eigenstate is arbitrary. Hence,
the probability density function is quite uninteresting. This is an antithesis to the classical
harmonic oscillator where the position of the particle moves with respect to time.

However, when a quantum state is described by a wavefunction which is a linear superpo-
sition of two eigenstates, it is important that we take into account their individual frequency
value and time dependence. The two eigenstates will “beat” with each other to produce a
difference in frequency when we take the magnitude squared of the wavefunction.

4.2 Quantum States in the Time Domain
Consider a quantum state which is a linear superposition of two eigenstates
P(r,t) = coe” ™), (1) + cpe™ WPy (1) (4.2.1)

where ¢, and ¢ are properly chosen to normalize the corresponding probability density func-
tion. Then the probability function is

[9(r, 1) = |eal?[9a(r)[* + es| 16 (1) [* + 2Re | cachtba () (x)e (e men)t (4.2.2)
It is clearly time varying. We are seeing the motion of the particle through the potential well.

37
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Figure 4.1: The time evolution of the linear superposition of the first two eigenstates of the
simple quantum harmonic oscillator. (i) Beginning of a period (solid line). (ii) One quarter
and three quarters way through the period (dotted line). (iii) Half way through the period
(picture from DAB Miller).

4.3 Coherent State

The eigenstates of a quantum harmonic oscillator do not resemble its classical state. First,
its magnitude squared is time independent, whereas a classical harmonic oscillator is time
varying. In order to see the classical state emerging from the quantum harmonic oscillator
eigenstates, we need to take a judicious linear superposition of them. Such a state is called
the coherent state.! The coherent state is given by

7/)N (fa t) = Z CNneii(ndFl/Q)WOtd)n (f) (431)

n=0

where ¢ = \/mwo/hz, and cn, = /N"e=N/n!. 2 Tt forms a time-varying wave packet that
emulates the motion of the classical harmonic oscillators such as a pendulum. The total
energy of this wave packet is given by (N + 1/2)hwq as shall be shown later. The larger N
is, the more energy the particle has, and the closer is the coherent state to a classical state.
A plot of the coefficient |cy,|?> = P, as a function of n is shown in Fig. 4.2. Here, P, is the
probability of finding the state in the stationary state 1,,. Notice the the probability of being
in the eigenstates peak around n = N, the dominant eigenstate of the packet.

IThe state was derived by R. Glauber who won the Nobel Prize in 2005 for his many contributions to
quantum optics.

. . . a2 n
2The coefficient is also written as e~ /2% where N = |a/?.
n:
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Figure 4.2: The plot of |cx,|? = P, as a function of n for different values of .

As shall be seen, as N increases, the coherent state looks more like a localized wave
packet describing a particle oscillating back and forth time harmonically. This is the case for
a particle traveling in a parabolic potential well. Even when a particle is traveling in vacuum,
it should be described by a localized wavefunction, such as a Gaussian wave packet. The
study of the Gaussian wave packet is given in the Appendix. It can be seen that the classical
limit emerges when the momentum of the particle becomes very large.

4.4 Measurement Hypothesis and Expectation Value

The wavefunction of a quantum system can be written as a linear superposition of the sta-
tionary states

G(r,t) =D cn(t)ihn(r) (4.4.1)

where ¢, (t) = c,(0)e~™“nt with E,, = hw,. The magnitude squared of this wavefunction
should integrate to one due to its probabilistic interpretation. In other words,

r,t)|?dr = Cn (T c, *(r)dr = 4.
/V|w<,t>\d /VZ (n(r) 3 o (065 (r)dr = 1 (4.4.2)

n'

Exchanging the order of integration and summations, we arrive at

/V e = 325 e 0 /V (005 (1) (4.4.3)
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Figure 4.3: Coherent state for different values of N (picture from DAB Miller).

Using the orthonormality of the eigenstates, viz., fv Y (2, (r)dr = 6y, we arrive at the
fact that

D e =1 (4.4.4)

Since the squares of the magnitudes add up to one, they can be assigned probabilistic inter-
pretation as well. Hence, P, = |c,(t)|? represents the probability of finding the electron in
eigenstate n.

The quantum measurement hypothesis states that before the measurement, the electron
lives as a linear superposition of different eigenstates. After the measurement, the electron
collapses into one of the eigenstates, say the n eigenstate, with probability proportional to
len ()2

The above can go further by saying that an electron is described by a wavefunction where
its position is indeterminate: it can be found any place where the wavefunction is nonzero.
Its probability of being found is proportional to the magnitude squared of the wavefunction.
However, once the measurement is made to determine the location of the electron, the elec-
tron’s position collapses to one location as is discovered by the experiment. Its position is
determinate after the measurement.

One can think of the electron to be like “ghost” or “angel” which could exist as a linear
superposition of many states before a measurement. After the measurement, it collapses to
the state “discovered” by the measurement.

Due to this probabilistic interpretation, the expected energy of the quantum system is
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given by
(E) =Y EnPy =Y Enlea(t)]? (4.4.5)

The above is the expectation value of E. Notice that for the eigenstate c,(t) o e~*n»? and
hence, |c,,(t)|? is time independent. The above expectation of the energy is a constant. This
means that the quantum system is energy conserving, namely, it cannot lose energy, for
instance, due to radiation. This is because this is an isolated quantum system. In order
for this system to lose energy, it has to be coupled with other quantum systems, which is a
subject of later study.

For the coherent state, the expectation value of E is

> Nne N
(E) =) Ep—— (4.4.6)
n=0 :
. Nme N hwo
n=0
1

where we have made use of the fact that F,, = (n+ 1/2)hwy, and that the above summations
sum to N and 1.3 Hence, the energy of the coherent state is that of N photons. The larger
N is, the closer it is to a classical state.

The above expected energy value can also be found by taking the expectation of the
Hamiltonian operator, viz.,

(E) = / drap* (v, t) Hep(r, t) (4.4.9)

The above equality can be easily shown by substituting (4.4.1) into the right-hand side and
making use of the fact that ¢, (r) is the eigenfunction of the Hamiltonian operator
h2

H=-——V? 4.4.1
SV V() (4.4.10)

In general, a quantity that is measurable, like the energy F, is replaced by an operator H
in quantum mechanics. Such operators are called observables, such as momentum, position,
etc. The relation between the classical value of an observable and its quantum mechanical
counterpart, the operator, is via the expectation relation, viz.,

<A> = / dry* (v, ) A (r, 1) (4.4.11)

31t can be shown easily that >°5° Nn—," = e/N. Using the fact that nN" = NB%N", it can be shown that
S nNY = NeV.
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The above reduces to a scalar number, but it could still be time dependent. It is also the
bridge between classical quantities and quantum mechanical entities.
It is seen that

<H> - /drw*(r,t)ﬁl/}(r,t) ~(B) =Y E,P, (4.4.12)

in accordance with (4.4.5) and (4.4.9). One can also do a direct substitution of (4.4.1) into
the above to arrive at

<FI > = / dr;c; () (r) Zn:cn(t)wn(r) = ;;c:;/ ()en(t)En /V Y () () dr
= lea()PEn =) E.P, = (E) (4.4.13)

where Hi),,(r) = E,1,(r) and the orthogonality of the eigenfunctions have been used. Hence,
the expectation of the Hamiltonian operator with respect to a quantum state is the average
of its eigenvalues with respect to the quantum state.

4.4.1 Uncertainty Principle-A Simple Version

The uncertainty principle is asserted by the fact that Fourier transform of a Gaussian function
is another Gaussian function. For instance, if we have a wave packet that is formed by
superposing waves with different k£ or momentum, we can express it as

Y(z) = [ h O(k)e**dk (4.4.14)
where
B(k) = Ce~ (1) (4.4.15)

The above represents a Gaussian-tapered function with a spread of wavenumbers centered
around k = kg. It can be Fourier transformed in closed form. First, we find the Fourier
transform of a Gaussian, namely,

Py(z) = / e F etk gk = / e (h=i2/2)% ="/ g, — 6722/4/ 67’72d77 (4.4.16)

The second equality follows by completing the square of the exponent. The last equality
follows by a change of variable by letting & — iz/2 = 5. The integration of a Gaussian
function can be obtained in closed form.* Subsequently,

by(z) =e *//x (4.4.17)

4The integral can be evaluated in closed form by using the identity that I = ffow dre=7" = /7. This can

be proved by noticing that 12 = [ dze=*" o dye=v* = e dedye—(#*+v*) = or o pdpe=P" = .
The last integral can be integrated in closed form.
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proving the fact that the Fourier transform of a Gaussian is a Gaussian. The scaling property
of Fourier transform says that

Ps(z) = /_OO Y(k/a)e**dk = a/_oo O(k/a)e'*/ V(K /a) = arp(az) (4.4.18)

The above implies that if ¢(z) is the Fourier transform of ¥(k), then atp(az) is the Fourier
transform of 1(k/a). This together with the shifting property of Fourier transform allows us
to deduce that the Fourier transform of (4.4.15) is

P(z) = 2AkCe™ (Bk2)+ikoz (4.4.19)

The probability density functions are proportional to the magnitude squared of the above. The
first pulse, whose probability density function is given by |1/~J(k)|2 = CQe’(k*kO)z/[z(Akﬁ, has
standard deviation of Ak.> The standard deviation of |1h(2)[? ox e=(2k2)°/2 g Az = 1/(2Ak).
The product of these two standard deviations yields

1
AkAz = o (4.4.20)

or

ApAz = g (4.4.21)

4.4.2 Particle Current

It turns out that even though the state of an electron is defined by a wavefunction, other
equations do not see this wavefunction. For instance, Maxwell’s equations, will produce
electric field from sources, but they will only produce the electric field from the charge cloud
and the current produced by the charge cloud. We see that for stationary states of a trapped
electron in a potential well, the charge cloud is static. Hence, it will not radiate according
to electromagnetic theory. This resolves the conflict in early days as to why the electron,
supposedly “orbiting” around the nucleus of an atom, does not radiate.

However, when an electron is in more than one stationary state, the charge cloud is time
varying, and can potentially couple to an external electric field and radiate.® For conservation
of charge, we have the relation that

Ipp _
T v-J, (4.4.22)

where p,, is the particle density, and J,, is the particle current density. The particle density
pp(r,t) = |(r,1)|*>. We can take the time derivative of p, to yield

oY(r,t)
ot

0 o*(r,t)

a [w* (I‘, t)w(IV t)] = Tw(rv t) + ’(/J*(I', t)
5A Gaussian PDF of the form Ce~%"/(29°) has a standard deviation of o.
SWe will learn how to treat such coupling later on.

(4.4.23)
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We can use Schrodinger equation to replace the time derivatives on the right-hand side to get

o e (e, )] = 3 (0 H ) (14.2)

Substituting in for the definition of the Hamiltonian operator, we have further that

0 it

* _ *v72,/, 2 %
VY] = o (V* V2 — V) (4.4.25)
O 1y __ \Y% V* vV 4.4.26
aw} (r,)(r, )] = o (WY =" VY) (4.4.26)
Hence, we can define the particle current as
Ip =5 (VYT —47VY) (4.4.27)

When a stationary eigenstate is substituted into the above, due to the product of the function
and its complex conjugate above, the particle current becomes time independent. Hence,
stationary states can only give rise to non-time-varying current (static or DC current), and
such current does not radiate according to electromagnetic theory.
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Appendix

A Introduction to Gaussian Wave Packet

In order to relate the wave nature to the particle nature of an object, it is necessary to obtain
a wave packet picture of the object. Experimental observation has indicated that electrons are
highly localized objects, so are photons. A wavefunction with a pure or single wavenumber
k has equal amplitude everywhere. According to the probabilistic interpretation of quantum
mechanics, it is untenable physically to think of a particle as all pervasive and can be found
equally likely everywhere. A photon wave can have many k wavenumbers, and they can be
linearly superposed to form a localized photon wave packet. Since the FE-k relationship of
the photon wave is linear (or almost linear in the material-media case), the formation of such
a wave packet is quite straightforward. It is less clear for an electron wave, since the E-k
relationship is nonlinear.

In this appendix, we will explain the particle nature of an electron in the classical limit
when the momentum of the electron becomes large. One expects that the wavefunction
resembles that of a localized particle in this limit so that the electron is found with high
probability only in a confined location. This understanding can be achieved by studying the
Gaussian wave packet solution of Schrodinger equation.

When the Schrédinger equation is solved in vacuum for electron, the solution is

eik-r
This unlocalized solution means that the electron can be everywhere. A more realistic wave-
function for an electron is a wave packet which is localized. This is more akin to the motion
that an electron is a localized particle. A wave packet can be constructed by linear superpos-
ing waves of different momenta ik or different energies w. We will derive the Gaussian wave

packet solution to Schrédinger equation. This can be constructed by studying the solution to
the wave equation.

B Derivation from the Wave Equation

It is well known that the wave equation

0? 0? 0?
<8$2+6y2+822+k2>¢>(w7y,z)—0 (B1)

admits solution of the form

eiik 22+4y24+(2—ib)?

\/x2+y2+(z—ib)2

¢ (x,y,2z) =C

for

Va4 g2+ (z— i) £ 0 (B3)
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The above corresponds to a spherical wave where the source point is located in the complex
coordinates z = 0, y = 0, and z = ¢b. It was first suggested by G. Deschamps. From the
above, it is quite clear that, after letting z = wvt,

e:l:ik\/ 12+y2+(vt7ib)2

¢ (z,y,vt) = A (B4)
\/xQ + 2 + (vt — ib)®
is a solution to 92 o2 L o2
[ 2 =
(W ozt oE k ) ¢ (z,y,vt) =0 (B5)

The above equation can be factored

(v—lat N a;) (U—lat i k2 o2+ ag) 6 (z,y,0t) =0 (B6)

where 0; = 0/0t, 02 = §%/0x? and so on. In the above, function of an operator has meaning
only when the function is Taylor expanded into an algebraic series. One can assume that
k? — oo, while 92 and 83 are small.” Taylor expanding the above and keeping leading order
terms only, we have ‘

_ . i _ . i N
<v 19, — ik — % (92 + 85)) <v 19, + ik + % (92 + 35)) o (z,y,vt) 20 (B7)

In (B4), we can let® [vt — ib|? > 22 + y? to arrive at the approximation

o (ik(vt—ib)+ik a?4y? )

vt—ib

¢ (z,y,vt) ~ A (B8)

vt — ib

It can be shown that when we pick the plus sign above in the + sign, the above is the exact
solution to

(ulat — ik — i (92 + 85)) o4 (z,y,0t) =0 (B9)
where -
%ty
—A ik(vt—1ib) € — pik(vt—ib) 1
¢4 (2,y,vt) = Ae i) ° ¥ (z,y,1) (B10)
and
ibeik%
1/J(9Uay»t) = _AO (Ut—Zb) (Bl].)
Furthermore, ¥ (z,y,t) is an exact solution to
(v_lat — 2ik ((ﬁ + 8;)) Y (z,y,t) =0 (B12)

7This is known as the paraxial wave approximation. It implies that the variation of the solution is mainly
in the vt direction with slow variation in the z and y directions.
81t can be shown that when this is valid, the paraxial wave approximation used in (B7) is good.
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If we multiply the above by ifiv, the above becomes

; ho o oo

iho; + % (2+02) ) ¢ (2,y,t) =0 (B13)
By letting v = hk/m, the above becomes

. [ 2

which is just Schrédinger equation. Equation (B11) represents the Gaussian wave packet
solution of Schrodinger equation. It can be studied further to elucidate its physical contents.

C Physical Interpretation
In (B11), one can write

B2 4y?) k@ ty?) (ot4ib) k(2P 4y?) a4y

= = C1
2 (vt — ib) 2 (v2t2 4+ b?) 2R w2 (€1)

where . -

vt + b s 2b vt
= =— 14+ — 2
R="TEE w2 (1) ()

Then Gaussian wave packet can be more suggestively written as

A 22452 . 22442 .
O (@,y,t) = ——0 ™ wh ik e ie () (C3)
V14022 /b2
where

©(t) = tan™! (vt/b) (C4)

The above reveals a wave packet which is Gaussian tapered with width W and modulated
by oscillatory function of space and time. However, the width of this packet is a function of
time as indicated by (C2).

At vt = 0, the width of the packet is given by

[2b 1
Wo =7 or bzikWO? (C5)

This width can be made independent of k if b is made proportional to k. Nevertheless, as
time progresses with vt > 0, the width of the packet grows according to (C2). However, to
maintain a fixed-width Wy, it is necessary that b — co as k — co. Subsequently, the effect of
v%t? /b% becomes small in (C2) as b — oo. This means that the width of the Gaussian wave
packet remains almost constant for the time when vt < b, but b is a large number proportional
to k. The duration over which the Gaussian wave packet’s width remains unchange becomes
increasingly longer as k becomes larger.
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In the above, ik represents the momentum of a particle. When the particle carries high
momentum, it can be represented by a Gaussian wave packet that hardly changes in shape
with respect to time. This is what is expected of a classical picture of a moving particle: the
Gaussian wave packet does reproduce the classical picture of a high momentum particle.

It is quite easy to design a wave packet for a photon that does not spread with time by
linear superposing waves with different frequencies. This is because the w-k diagram (or E-k
diagram, since E' = fw) for photons is a straight line. It implies that all waves with different
k’s travel with the same phase velocity. These Fourier modes are locked in phase, and the
pulse shape does not change as the wave packet travels.

Figure C1: w — k diagram for a photon wave which is a straight line.

But for electron wave in a vacuum, the w-k diagram is quadratic. It implies that waves
with different & numbers travel with different phase velocity, giving rise to distortion of the
pulse shape. But if we have a narrow band pulse operating in the high k regime, the w-k
diagram is quasi-linear locally, and there should be little pulse spreading. Hence, one can
construct a quasi-distortionless pulse in the high k regime.

Aw

Ak

Figure C2: w — k diagram of an electron wave in vacuum.
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D Stability of the Plane Wave Solution

It is quite obvious from our understanding of quantum mechanics, wave packets, and coher-
ence, that the plane wave solution e”** is not stable as k — co. One can always express

o0
etk = / dz' e §(x — 2) (D1)
—0o0

If one can think of §(x — 2’) as the limiting case of a wave packet, the above implies that
a plane wave can be expanded as a linear superposition of wave packets at each location x,
but bearing a phase exp(ikz). As k — oo, this phase is rapidly varying among the different
wave packets. Hence, their coherence is extremely difficult to maintain, and upset easily
by coupling to other quantum systems that exists in the environment. In other words, the
particle cannot be stably maintained in the plane-wave state classically: it has to collapse to
a wave-packet state. Consequently, classically, particles are localized when its momentum &
becomes large.
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Chapter 5

More Mathematical
Preliminaries

5.1 A Function is a Vector

A function is actually an equivalence of a vector. In linear algebra, we denote a vector as
v = [v1,v2,03,...vn] A short-hand notation for this vector is v; where j =1,...,N. But
for a function f(x), the countably finite index j in v; is now replaced by an uncountably
infinite (nondenumerable) set of indices denoted by x. Hence, we can think of f(z) as a
vector in an infinite dimensional vector space. An inner product in linear algebra is written
as

N
vl -u:Zv;‘uj (5.1.1)
j=1

The analogue of the above for functions is

o) = [ " def(2)g(a) (5.1.2)

— 00

The above is the inner product between two functions which are actually vectors." The left-
hand side is the compact notation for the inner product between two state vectors known
as Dirac’s bra-ket notation. The (f| is the “bra” while |g) is the “ket”. The “bra” can be
thought of as the conjugate transpose of a vector, while the “ket” is analogous to an ordinary
vector.

The set of functions, just as a set of vectors, can then span a vector Space.2 A vector
space for which an inner product is defined as above is known as an inner product space.

!Tn the mathematics literature, the inner product is often denoted as {f, g) or (f,g)-

2When any vector in the space can be represented as a linear superposition of the set of independent
vectors, the set of vectors are said to span the vector space. They also form the basis set for spanning the
space.

51
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Moreover, an inner product space which is complete is a Hilbert space.? Hilbert spaces can
be infinite dimensional. The above inner product facilitates the definition of a norm since
(f1f) is a positive definite number. Hence, the norm of a vector can be defined to be

£l = (CF1PN2 (5.1.3)

It is the measure of the length of the vector. We can use this norm to define the distance
between two vectors to be

d(f.g9) = —4ll (5.1.4)

In general, if we have a set of orthonormal eigenfunctions, {¢,(z),n = 1,... oo}, that
spans a linear vector space, we can expand an arbitrary function in the same space as

9(x) =Y dpthn(2) (5.1.5)

The set {¢,(z),n =1,... 0o} also forms the orthonormal basis or the orthonormal basis set
for spanning the vector space. A member of the set is known as a basis function or a basis
vector.* Eigenfunctions of an operator can be used as basis functions.

The above can be written using Dirac’s notation as

9) = dulton) (5.1.6)

Inner product the above with (¢,,,| from the left, we arrive at that

<1/}m‘g> = Zdn<¢m‘¢n> (5.1.7)

Using the orthonormality of the eigenfunction such that (¢,,|¢n) = 0nm, the above yields
that

A = (Ymlg) (5.1.8)

Consequently, we have

9) = [tn) (¥nlg) (5.1.9)

We can identify the operator

I=7" ) (al (5.1.10)

31t was studied by David Hilbert (1862-1943). Later Stefan Banach (1892-1945), and Sergei Sobolev (1908-
1989) studied the generalization of Hilbert spaces, which are known respectively as Banach spaces and Sobolev
spaces.

4We will use “function” and “vector” interchangeably since they are the same.
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as an identity operator since when it operates on a vector, it returns the same vector. We
can often construct an identity operator of a vector space once we have identify the set
of orthonormal vectors that spans the space. The product |i,)(¢,| in Dirac’s notation, is
analogous to outer product between two vectors u-v' in linear algebraic notation. This outer
product produces a matrix or an operator.

For instance, if we are in a 3-space (the short for 3D vector space), the unit vectors that
span the 3-space are {d1,ds2,a3}. They are complete and orthonormal. Hence, the identity
operator in a 3-space is®

3
I=) aa; (5.1.11)
i=1

To be strictly correct, the above is an outer product between two vectors, and a transpose sign
should be attached to one of the unit vectors. But it is customary in the physics literature to
ignore this transpose sign. Written in terms of x, y, z notation, the identity operator becomes

I=23%+ 99+ 22 (5.1.12)

One can easily be convinced that I-a = a, confirming the above.®

In an N dimensional vector space spanned by a set of orthonormal vectors {U,,n =
1,..., N}, the identity operator is formed by their outer products; namely,

N
I=> u, uf (5.1.13)
n=1

One can easily show that when I operates on a member of the vector space, it returns the
same member. Namely,

N N
i-v:Zun~uIL~v:Zun(uL~v):v (5.1.14)
n=1 n=1

The last equality follows because the second last term is just an orthonormal eigenvector
expansion of the vector v.

A vector space is also defined by a set of axioms. For u,v,w that belong to a vector

5Throughout these lecture notes, the hat (“*”) symbol is used to denote an operator, but here, it denotes
a unit vector.

61t is to be noted that an outer product in matrix notation is u - v, while in physics notation for 3 space,
it is often just written as EB. In Dirac notation, an outer product is [1)(¢|.



54 QUANTUM MECHANICS MADE SIMPLE

space, the following axioms hold:

Associativity of addition u+(v+w)=(u+v)+w (51.15)
Commutativity of addition u+v=v+u (5.1.16)
Identity element of addition v+0=v (5.1.17)
Inverse elements of addition v+ (-v)=0 (5.1.18)
Distributivity of scalar multiplication over vectors a(u+v)=au+av (5.1.19)
Distributivity of scalar multiplication by a vector (a+b)v=av+bv (5.1.20)
Compatibility of scalar multiplication a(bv) = (ab)v (5.1.21)
Identity element of scalar multiplication lv=v (5.1.22)

5.2 Operators

An operator maps vectors from one space to vectors in another space. It is denoted mathe-
matically as A:V — W where A is the operator, while V and W are two different vector
spaces: V is the domain space, while W is the range space. In linear algebra, the operator is
a matrix operator. In Hilbert spaces, it can be a differential operator such as

d
= — 5.2.1
9(z) = — () (5:2.1)
It can be an integral operator such as a Fourier transform operator
o .
g(k) = / dze™® f(z) (5.2.2)
—o0
In Dirac notation,
l9) = Alf) (5.2.3)
Linear operators are defined such that
L(c1lg1) + e2]g2)) = e1Llgr) + c2Lga) (5.2.4)

It is quite clear that matrix operators satisfy the above, and hence, they are linear. They
are also known as linear maps. In general, like matrix operators, linear operators are not
commutative; namely

AB +# BA (5.2.5)
5.2.1 Matrix Representation of an Operator

An operator equation can be written as”

l9) = Alf) (5.2.6)

"In the mathematics literature, this is often just denoted as g = Af.
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We can convert the above into a matrix equation by inserting an identity operator on the
right-hand side to give

19) = > Altbn) (Wnl f) (5.2.7)

Furthermore, we can multiply the above from the left by the basis vector (¢,,|,m =1,... 00
to yield®

WGmlg) =D (@mlAln) (Walf);  m=1,...,00 (5.2.8)

n

The above is an infinite dimensional matrix equation which can be written as

g=A-f (5.2.9)
where
[A],,, = WmlAln) (5.2.10)
(&l = (¥mlg) (5.2.11)
[f],, = (¥nlf) (5.2.12)

The matrix equation can be solved approximately by truncating its size to N x N, or without
truncation, it can be solved iteratively.

As a simple example of an iterative solution, we write A = D +T where D is the diagonal
part of A while T is its off-diagonal part. Then (5.2.9) can be rewritten as

D-f=g-T-f (5.2.13)
The above can be solved iteratively as
D-f,=g-T-f,_1, n=0,1,2,..., (5.2.14)

until convergence is reached, or that f,, does not change with n. More sophisticated iterative
methods are available in the literature.”
The matrix denoted by

is the matrix representation of the operator A. By the same token, (¢,|g) and (¢, |f) are
the vector representations of the functions g and f respectively.

In the above, we have assumed that the range space and the domain space of the operator
are the same, and hence, they can be spanned by the same basis set. For a Hermitian operator,
this is usually the case. However, for some operators where the range space and the domain
space are different, we may choose to test (5.2.7) with a different set of basis functions.

8This process is called testing or weighting, and ., is called the testing or weighting function.
9 An example is the Krylov subspace method by Aleksey Krylov (1863-1945).
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5.2.2 Bilinear Expansion of an Operator

We have seen how the use of the identity operator allows us to expand a function in terms
of a set of basis functions as in (5.1.9). The same can be done with an operator. Pre- and
post-multiply an operator with the identity operator as given by (5.1.10), we have

A= ZZ |¢n><wn|‘4‘¢m><¢m‘ (5'2'16)

The above can be rewritten as

A=Y 1) Awm (] = DY Avmlton) (Wl (5.2.17)

where A,,,, is the matrix representation of the operator A. The above is the bilinear expansion
of the operator in terms of orthonormal functions. Notice that the expansion of an identity
operator given by (5.1.10) is a bilinear expansion.

5.2.3 Trace of an Operator

The trace of a matrix operator is defined to be the sum of its diagonal elements; namely,
tr (M) = M;; (5.2.18)

If an operator A has matrix representation given by (1b;] A|1);), the trace of the operator A is
defined to be

tr (A) = 3 (il dls) (5.2.19)

%

It can be shown that the trace of an operator is independent of the basis used for its repre-
sentation. To this end, we insert the identity operator

1= 6m) (6l (5.2.20)

into (5.2.19) to get

tr (A) =3 Wildm) (Gl L) (5.2.21)

i m

Exchanging the order of summation above, and the order of the two scalar numbers in the
summand, we have

tr(4) = 32 D" (6l Al (icloin) (5.222)
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The inner summation reduces to an identity operator which can be removed, and the above
becomes

tr (A) = (bl Albm) (5.2.23)

m

This is the trace of A using another basis set that is complete and orthonormal. Hence, the
trace of an operator is invariant with respect to the choice of basis.

If we choose a basis function that is the eigenfunction of A such that AJ;) = As|t;), then
(5.2.19) becomes

tr (A) =D Nwilv) = 3N (5.2.24)

Hence, the trace of an operator is also the sum of its eigenvalues.
It can also be shown that

tr (AB) = tr(BA) (5.2.25)
This is quite easy to show for matrix operators since
i o

Trace is usually used in quantum mechanics as an alternative way to write the expectation
value of an operator. As mentioned before, for a quantum system in a state defined by the
state function |¢), the expectation value of a quantum operator in such a state is

(I Al) (5.2.27)

For denumerable indices, the above is analogous to

ul - Au= Z Zu;Anmum = Z ZAnmumu;‘L =tr (X- u- uT) (5.2.28)

n m

where u,,u} is the outer product of two vectors u,, and u,. Converting the above to Dirac
notation, we have

(W] Alg) = or{Alp) (W[} (5.2.29)
The operator

p =) (5.2.30)

is known as the density operator. It is used in quantum mechanics to denote the state of a
quantum system as an alternative to the state vector.
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5.2.4 Unitary Operators
Unitary operators satisfy the property that
U .U=1 (5.2.31)

Unitary operators are operators that when acted on a vector does not change its length. In
matrix notation, a unitary transform is

U v=v (5.2.32)
The length squared of the new vector v’ is defined to be
vi.T T v=vi.v (5.2.33)
Making use of (5.2.31), the above implies that
viov=vT.v/ (5.2.34)

or that the length of the vector has not changed. Furthermore, it can be easily shown that
unitary transformations preserve the inner product between two vectors, namely,

viiu=vT.u (5.2.35)

N —

For unitary matrix, it is clear that UT = U . The above can be rewritten using Dirac
notation. Since in quantum mechanics, (|1)) = 1, the length of the vector is 1. The time
evolution operator by integrating Schrédinger equation given below

Hi (5.2.36)

B

T=e

where H is the Hamiltonian operator, is a unitary operator, since the state vector it acts on
cannot change its length.

Since many basis set comprises orthonormal basis vectors, a unitary matrix is needed for
the change of basis from one set to another. For example, we can define a Fourier transform

to be -
_ L ikx f
f@—%h/dm F(h).

It is used to transform the momentum representation of a wavefunction to the coordinate
representation. Using the above, we can show that

[ e @ gta) = [ an 7 () 0.

The above can be proved using the fact that

T
o / K =R gy — §(k' — k)

Hence, a Fourier transform operator is a unitary operator that preserves inner products
between two vectors and their lengths.
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5.2.5 Hermitian Operators

Hermitian operators appear frequently in quantum mechanics since they have real eigenvalues.
As such, the expectation value of such operators are real valued, so that it can be connected
to measurable or observable quantities in the real world.

A Hermitian matrix is one where its conjugate transpose (also called Hermitian transpose
or Hermitian conjugate) is itself. For operators, the term “adjoint” is often used. A Hermitian
operator is also called a self-adjoint operator. The notation for this is

Mt =M (5.2.37)
For matrix operator with denumerable indices, the above is the same as
M5 = Mji (5.2.38)
For operators with nondenumerable indices, it is better to define the adjoint of the operator
via inner products. Using the rule for conjugate transpose, we have
(al - M-b)" =b' - M .a (5.2.39)
Generalizing the above to infinite dimensional space, we have

(fIM|g)* = (f|M|g)T = (g|MT|f) (5.2.40)

The first equality follows because the above are scalar quantities: hence, the conjugate trans-
pose of a scalar is the same as its conjugation. To obtain the second equality, we have used
the rule that

(A-B-C)'=C"-B"-A (5.2.41)
in linear algebra, where the matrices need not be square. Hence, A and C can be 1 x N and
N x 1 respectively representing vectors. This identity immediately implies that

(A-B.C)'=c".B".& (5.2.42)

These rules can easily be shown to apply to inner product of operators and vectors under
the Dirac notation. Hence, (5.2.40) defines the adjoint of the operator M when fand g are
arbitrary. It does so by using just inner products.

A Hermitian operator has real eigenvalues and their eigenvectors are orthogonal. The
proof is analogous to the proof for matrix operators, for which we will provide next. Given

M cV; = )\ivi (5243)
M . Vj = )\jvj (5244)

Dot-multiply the first equation by v} from the left, and likewise for the second equation with
T

v,, we have

V;f_ .M - v; = )\ivT. -V (5245)
v, (5.2.46)
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We can take the conjugate transpose of the first equation, using the rule in (5.2.42), the left-
hand side becomes the same as that for the second equation after making use of the Hermitian
property of the matrix M. On subtracting the two equations, the following equation ensues:

0=\ —\)vl-v; (5.2.47)
T

If i = j, on the right-hand side, we have v, - v; = |v;|* which is a positive definite number.

The above can be zero only if A} = A; or that A; is real. On the other hand, if A; # A;, it is

necessary that v;r

‘ 2

-v; = 0. In other words,

The above proof can be repeated using Dirac notation, and the conclusion will be the same.
The eigenvectors of a Hermitian operator are also complete in the space that the operator acts
on. It is obvious in the finite dimensional case, but not so obvious in the infinite dimensional
space.

We can use the rule expressed in (5.2.40) to see if an operator is Hermitian. For instance,
the momentum operator is p. Using (5.2.40), we have

(f1Blg)* = (glp'| /) (5.2.49)

The above defines the adjoint of the operator p = —ihd/dz. Writing the above explicitly in
1D space using coordinate space representation,lo we have on the left-hand side

/ dof(x m ol / dg* (@ (—m;i) @) (5.2.50)

We have arrived at the form of the right-hand side by using integration by parts, and assuming
that the functions are vanishing at infinity. By comparing the above, we identify that
d
p— —ih— 5.2.51
P! T ( )
Therefore, we note that ()" = p implying that it is Hermitian or self-adjoint. The eigenfunc-
tion of the momentum operator is fx(z) o< e'**. It is quite clear that pfy(x) = hkfr(x), and
hence, its eigenvalues are also real, as is required of a Hermitian operator.
The above can be generalized to 3D. It can also be shown that the kinetic energy operator
hV?
2
=p°/2m=——— 5.2.52
#/om = 2 (5:2:52)
is Hermitian. In 3D, p? is proportional to the Laplacian operator V2 in coordinate repre-
sentation. We can use integration by parts in 3D to show that the above operator is also
Hermitian. Using the fact that

V- [f(r)Ve (r)] = f(r)V2g" (r) + Vf(r) Vg (r) (5.2.53)

10A note is in order here regarding the term “coordinate space”, since there is only one Hilbert space. It
is understood that when the term “coordinate space representation” is used, it means that the Hilbert space
is represented in the space where the basis is the coordinate space basis. It is often just called “coordinate
representation”.
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we have in coordinate representation

/drf(r)V2g*(r) =/ dr [V - (f(r)Vg*(r)) = Vf(r)Vg*(r)] =—/ drV f(r)Vg*(r)
|4 14 14

(5.2.54)
The last form is symmetric between f and g, and hence, we can easily show that
/Vdrg*(r)v2f(r) =— /V drVg*(r)V f(r) (5.2.55)
Consequently, we can show that
iy = [ [ arrwviste)
= Vdrg*(r)VQf(r)
= (gIV?|f) (5.2.56)

indicating the Hermitian property of the Laplacian operator. Consequently, the T operator
is also Hermitian or self-adjoint. If we have chosen f = ¢ in the above, (5.2.55) is always
negative, implying that the Laplacian operator is a negative definite operator.

The definition of (5.2.40) can be extended to defining the transpose of an operator. For
matrix algebra,

(a - M-b)' =b'- M -a* (5.2.57)
Generalizing the above to infinite dimensional space, we have

(fIM|g)* = (g"|M*|f7) (5.2.58)

which is the defining equation for the transpose of an operator.

5.3 Commutation of Operators
Operators, like matrices, are non-commuting for most parts. In other words,
AB + BA (5.3.1)
The commutator is defined to be
[A, B} — AB - BA (5.3.2)
If A and B commute, then

[A,B} =0 (5.3.3)
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But for most parts,
[A,B} = iC (5.3.4)

It can be shown easily that C is a Hermitian operator if A and B are Hermitian.
If A and B are commuting, they share the same set of eigenfunctions, but not the same
eigenvalues. Say if |¢,,) is an eigenfunction of B, with eigenvalue B,,, then

From the above, it is clear that A|1/Jn> is also eigenfunction of B with the same eigenvalue
B,,. Therefore, Aly),) is proportional to [¢,), or that Ali),) = A, [¥,). In other words, [,)
is also an eigenfunction of fl, but with a different eigenvalue, since A,, # B,,.

Alternatively, one can argue that if |¢,,) is an eigenfunction of both A and B, the actions of
these operators on their eigenfunctions just produce a scalar number or a c-number (classical
number). In other words,

AB|¢py) = Ay Bn|tn) = BnAplthn) = BAJi),) (5.3.6)

The above applies also to an arbitrary vector expanded in terms of the eigenfunctions shared
by both operators.

As an example, the position operator & = = and the momentum operator p = —ifid/dx
do not commute with each other. It can be easily shown that

[z, p] = ikl = ik

Therefore, they cannot share the same set of eigenfunctions.

5.4 Expectation Value and Eigenvalue of Operators

The expectation value of a random variable is a concept from probability. In quantum me-

chanics, a measurable quantity or an observable in the real world is a random variable. For

each observable in the real world, there is a corresponding operator in the quantum world.
The expectation value of an operator for a quantum system in state |f) is defined to be

<A> - <f ‘A‘ f> (5.4.1)
It is analogous to
fl.A-f (5.4.2)

The above are real value quantities if A and A are Hermitian operators. It is prudent to
understand this expectation value in terms of the eigenstates and eigenvalues of A. Letting

If) = Z [¥n) fn (5.4.3)
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then (5.4.1) can be rewritten as
(4) =2 (o
n m
When v, is the eigenstate of A with eigenvalue A,,, the above can be written as

<> ZZA (nltbm) [ fn = ZA [fal? =) AnPn (5.4.5)

m

Al 6m) fifm (5.4.4)

where |f,,|? = P, is the probability of finding the state in eigenstate n.'! Hence, the above is
the statistical average or the expectation value of the eigenvalue A,. The eigenvalue A,, can
be thought of as a random variable. Hence, the expectation value of an operator is the average
value of its eigenvalue when the quantum state is in state f. Therefore, it is customary is

denote
<A> - <f (A’ f> —(A) =4 (5.4.6)

where the scalar variable A denotes the eigenvalue of A, which is a random variable, while the
angular brackets over A, or (A), indicate statistical average. An overbar in the last equality
above is often used as a short-hand for angular brackets to denote an average of a random
variable.

The above indicates that if we prepare a quantum state that is exactly the eigenstate of
the quantum operator A, then its expectation value in this quantum eigenstate is just the
eigenvalue of the eigenstate. In a sense, we can “measure” or “observe” the eigenvalue of the
quantum operator through such an experiment. Namely,

(4)= .

where A, is the eigenvalue of the eigenstate.

We see in the previous section that when two operators commute, they share the same
eigenfunctions but with different eigenvalues. Therefore, if we prepare an eigenstate shared by
these two operators, their respective eigenvalues can be “measured” exactly. In other words,

(4) = (v

(8) = (v

On the other hand, if the two operators do not commute, they do not share the same set

of eigenstates. If we prepare an eigenstate v, that is the eigenstate of A, but it is not the

eigenstate of B. However, we can expand the eigenstate 1, in terms of the eigenstates of the
operator B; namely,

A’ ¢n> — A, (5.4.7)

A) ¢n> =4, (5.4.8)
B‘ ¢n> - B, (5.4.9)

|¢on) = Za¢|¢>i> (5.4.10)

HBecause in (5.4.3), (f|f) = 1, it implies that > |fn|? = 1. Therefore, |f,|? = Pn, the probability of
finding the particle in state |1y ).
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where |¢;) are the eigenstates of B. We now see that the expectation value of B due to the
eigenstate [1),,) is
(8) = (v

The expectation value of B is due to a range of eigenvalues of B, and not just due to one
pure, single eigenvalue like before. This is the gist of the uncertainty principle. When two
operators do not commute, the precise measurement of the eigenvalue of one operator implies
that the measurement of the second operator will involve a range of eigenvalues.

For example, the eigenfunction of the momentum operator p = —ihd/dx is proportional
to e’k with eigenvalue hk, since pe’*® = hke®. The eigenfunction of the position operator
is 0(z — x) since z0(z — zo) = xod(z — z) where ¢ is a constant. Since

B‘ wn> = Z@‘%(@IBI%) = Z |as)? B; (5.4.11)
17 7

eS)
. . ’
ezk::xv _ / ezkm 5(1, o I/)dl’/
— 00

It is seen that the pure eigenstate of the momentum operator has to be expanded in terms of
infinitely many eigenstates of the position operator. Conversely,

U [
5(;10—95’)22— / @k g,
m
— 00

indicates that the eigenstate of the position operator can be expanded in terms of infinitely
many eigenstates of the momentum operator.l2

5.5 Generalized Uncertainty Principle

We have seen the Heisenberg uncertainty principle expressed for uncertainty in momentum
Ap and position Az as ApAxz > fi/2. In this case, p and = are both observables in the real
world. In quantum mechanics, all observables are replaced by operators. To connect the
operators to real world observables, we take the expectation values of the operators. That is

A= (4) = (fIAlf) (5.5.1)

where A is a scalar variable representing the eigenvalue of A and f is a state vector that
defines that state the quantum system is in. The expectation value of an operator also
gives the statistical mean of the observable expressed as the mean of the eigenvalue of the
corresponding operator. In general,

(1A = (™) (5.5.2)
(IF(A)f) = (F(A)) (5.5.3)

121t is to be noted that the eigenstates e*** and §(x — 2') are both not square integrable, and hence, should
be thought of as limiting cases of some square integrable functions.
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where the left-hand sides are the expectation values of the operators, while the right-hand
sides are the expectation values of their eigenvalues.
We can define the deviation from its mean by the operator

AA=A-A (5.5.4)
On the right-hand side, the first term is an operator while the second term is the mean.!?
The above operator has zero expectation value or zero mean.

A\ 2
We can study the variance of the operator (AA) which has nonzero expectation value.

Namely,

(11825 = (F1(A- A715)
=((4-4)%)
= (A% - 24A + A%)
= (A?) — 24(A) + A2
= (A?) — A2 = ((AA)*) = (AA)2 =0 (5.5.5)

The above is just the definition of variance of random variable A as in statistics. The standard
deviation is obtained by taking the square root of the variance to get'4

o4 =/ (BA)? (5.5.6)

We can derive a similar expression for og, the standard deviation for B.
The generalized uncertainty principle is obtained by using the Schwartz inequality:

’/f*gdx T </|f|2da;> (/|g|2dx> (5.5.7)

We can rewrite the above using Dirac notation to get

[{flo)1* < (f1.f){glg) (5.5.8)

The above is the generalization of the cosine inequality we have for 3-vectors'®

|A-B|* = |A]*|B|?*|cos0]* < |A]*|B|? (5.5.9)

It can be generalized to N-vectors or vectors in N dimensional space, and then to vectors
in infinite dimensional space if the integrals converge. If we define, for a quantum system in
state 1,

1) = (A=) jv) = alw) (5.5.10)

l9) = (B = B) lv) = blv) (5.5.11)
13To be strictly correct, we should multiply the second term by the identity operator, but this is usually
understood.

141t is tempting to denote the standard deviation as AA but this could be confusing in view of (5.5.4).
15The integral for the inner products above can be generalized to 3D space.
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w><¢’(AA)2’w>(AA)2 (5.5.12)

w> = (AB)? (5.5.13)

(@) ((ABP?) = I(wlabl) (5.5.14)

[a,b] = iC (5.5.15)
where C is Hermitian. Furthermore,

ab+ba ab—ba ab+ ba

ab = 5 + 5 =5 +z§ (5.5.16)
Taking the expectation value of the above, we have
. ab + ba .
(ab) = <“ ; a> + %<C> (5.5.17)

Since @ and b are Hermitian, the operator in first term on the right-hand side is also Hermi-
tian. Hence, its expectation value is purely real, while the second term is purely imaginary.
Therefore, the amplitude squared of the above is

<&b;b&>‘ + 0P > FH0)P (5.5.18)

[(ab)[* =

Using the above in (5.5.14), we have

(aa7) (@BF) = J10)P (5.5.19)

The above is the generalized uncertainty principle for two observables A and B. We can take
the square root of the above to get

1 -
oA > 5\(C)| (5.5.20)

Appendix

A Identity Operator in a Continuum Space

We have seen the derivation of the identity operator when the basis functions are indexed
by integers, such as the eigenfunctions of an infinite potential well, or those of a harmonic
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oscillator in a parabolic potential well. In many situations, we are required to work with
indices that are a continuum (nondenumerable) like the coordinate space indices , y, z. When
an electron is freely roaming, its energy values are also a continuum.

We have seen how we have used denumerable eigenfunctions, such as 1, to project a
function into its vector representation. Namely,

Very often, a denumerable basis function is just written as (n|, and the above becomes
fo={nlf) (A2)

Similar, we can think of a coordinate (or position) basis function (p,| whose property is that
its inner product with |f) yields the value of the function f at position z; namely,

f(@) = (pa|f) (A3)

The above is often abbreviated as

f(x) = (x|f) (A4)

Assuming that this basis |z) is complete and orthogonal in 0 < = < a, then we can define
an identity operator such that

I:/0 dx'|z") (' (A5)
so that
= [ aeein = [ aesa) (A6)

Notice that the above is quite different from the identity operator when the basis functions
are denumerable, which is

I=> Ifa){fal (A7)
n=1
Taking the product of (A6) with (x|, we have

lf) = ) = | e’ (afa) f (') (A8)

0

Hence, in order for (A5) to be an identity operator, the basis function must satisfy
(z]a’) = 6(z — ') (A9)

Notice that in the denumerable case, the orthonormal relation of the basis function is ex-
pressed in terms of Kronecker delta function d;;, but in the continuum case, the equivalent
relationship is expressed in terms of the Dirac delta function §(z — z').
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We note that |z) is not orthonormal in the strict sense that (A9) is infinite when x = 2.
The identity operator (A5) is different from (A7) because of the extra weight dx in the
integral summation. One may think that |z)v/dz’ as analogous to the orthonormal vector of
the countable case. So (A5) can be thought of as the limiting case of a countable summation

N
I=> VAz|z)(x;|VAz (A10)
i=1

as Az — 0, so the orthonormal basis is actually v Az|x;). Similar, (A9) as the limiting case
of

<l‘z|.’L‘j> :6ij/A.’)3 (All)

The inner product between two vectors is written as

a

(flo) = [ deisia)telg) = [ da*@)gle) (A2

0

where we have inserted the identity operator (A5) in the first expression above to get the
second expression, and making use of (A4) to get the third expression. Furthermore, we note
that (f|x) is the complex conjugate of (x|f), since (f| and |x) are conjugate transpose of |f)
and (x|, respectively.

A vector |f) can have other representations. For example, we can define a set of “or-
thonormal” vectors (k| such that

(kLf) = f(k), (A13)

where f(k) is the Fourier transform of f(x) via the relationship
/(@) LFMMM> (A14)
x)=— e
2m
— o0

The above can be written as

f@) = {ol) = [ dialb) 1) (A15)
where we have defined the identity operator
= / k| (K (A16)

Comparing (A13), (A14) and (A15), we deduce that
1

(alk) = =

ke (A17)
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In other words, the coordinate representation of the vector |k) is given by (A17). Since
hk in quantum mechanics is related to the momentum of a particle, f(k) = (k|f) is also
called the momentum representation of the vector |f), while f(x) = (x|f) is the coordinate
representation of the vector |f).

From the above, we can derive Parseval’s theorem

(flg) Ofdx flz)(zlg) = f dz f*(2)g(x)
f dk{f k) (Klg) = f dkf* (k)g (k)

(A18)

Parseval’s theorem is the statement that the inner product between two vectors is invariant
with respect to the basis that represent it.

The above can be generalized to 3-space where a position basis function is (r|, with the
property that

fr) = (rlf) (A19)
The identity operator can then be expressed as
1= / dr’|v')(r'| (A20)
%
And the “orthonormality” relationship is
(rlr'y = d(r — 1") (A21)

Similar basis can be defined for the 3D k space.

B Changing Between Representations

If we have an operator equation such as
plv) = lg) (B1)

The above equation is analogous to the equation P - f = g in matrix algebra. The explicit
forms and the representations of the matrix operator P and the vector f are not given. In
order to express the above explicitly, we first insert the identity operator to transform (B1)
to

/ da pl) (x|} = |g) (B2)

Then multiply the above from the left by (2’|, we have
/ dar{a )l = («']g) (B3)
/ dap(a’, o) (z) = g(o') (B4)

The above is the coordinate representation of (B1). It is valid for any operator in a 1D space.
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Bl Momentum Operator

But if p is the momentum operator, we know that the above equation in coordinate space
representation should be

d
~ih () = gl (B5)
Hence we conclude that the coordinate representation of p, which is (a'|p|x) is

p(a’,z) = —ihd(z' — x)% (B6)

Therefore, a differential operator is a highly localized operator, or a quasi-diagonal operator.
Next, we will study the action of the momentum operator p on a momentum eigenstate
|k); namely,

plk) (BT7)

Transforming the above to coordinate representation similar to what have been done above,
we have

(2’ |plk) = /d:r(x’|ﬁ|x><x\k> = /dmé(x' — ) <_Zh;i:> (z|k) = (—zhdil> (2'|k)  (B8)
The expression for (z|k) is given in equation (A17). Hence, the above becomes
(@'[plk) = Rk (2'|k) (B9)
Therefore, we see that |k) is an eigenvector of the momentum operator p. In other words,
plk) = fk|k) (B10)
In fact, any function of p, when operating on a momentum eigenstate gives
f®)|k) = f(hk)[k) (B11)
We can repeat (B2) and (B3) using the basis |k) to arrive at
[ el i) = 19 (B12)
Since |k) is an eigenvector of p, the above becomes
[ k@) 10 = [ arks (e~ R)kl) = B () = (Klg) (B3

which is just a scalar equation. In other words, the momentum representation of (B1) is

(K'plv) = k' (K |¢) = 'y (k) = g(k") (B14)
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B2 Position Operator

Similarly, we can show that the position operator &, when operating on a vector, can be
expressed as

i) = [ dkalk)hlu) = [ di [ dwalo)albyiy) = [ ak [ doala) i) ke)  (B15)

where we have used Z|z) = z|x) to arrive at the last equality. Furthermore, we notice that
zlz)(z|k) = —L L (|2)(z|k)) after making use of (A17). Consequently,

= (=L [astoyen) e = [ae(~2m) o) @10

Taking the inner product of the above with (k’|, we have

Wato) = [[an (=18} o) = [ di (=5 2600 =) vt

/dk6 (k dk¢(k)) (B17)

The last equality follows from integration by parts. Therefore, the momentum representation
of Z|), which is just (k¥'|&]¢), is

(K Jal) =+ ap(h) (B18)

B3 The Coordinate Basis Function

Using the coordinate basis function |r), we can write many of our previously derived identities
in coordinate representation. Say if the functions defined in (5.1.9) and (5.1.10) are functions
of 3-space, indexed by r, then multiplying (5.1.9) from the left by (r|,

(rlg) = g(r) = > (x[von)(tbnlg) = an )(¥nlg) (B19)

n

We can pre- and post-multiply the identity operator defined in (5.1.10) by (r| and |r’) respec-
tively, we can identify the operator

(r||x') = ey = 6 = x') = S (el b’y = 3 () (B20)

where we have noted that (¢, |r') = (r'|1,)* since they are conjugate transpose of each other.
The above is the bilinear eigenfunction expansion of the Dirac delta function. We can also
apply the above to the bilinear expansion of an operator given by (5.2.17). Going through
similar operations, we have

(r

A

) = A(r) = 303 Autoa (1), (1) (B21)
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We have let A(r,r’) be the coordinate representation of the operator A. The above is just
the bilinear expansion in coordinate representation.

We can also choose the momentum basis set |k) (or any other basis sets) and project the
previously obtained identities in momentum representation (or any other representations).

C Time Evolution of the Expectation Value of an Oper-
ator

The expectation value of an operator is given by

(A) = (W) Al (1) (C1)

Taking the time derivative of the above yields
0i(A) = (0 () Al (1)) + ($(8)| Al (t)) (C2)

Assuming that A is time independent, and using the fact that

0L (1)) = O (D)) = HI (1)) (C3)
we have
oAy == ([ro®)] 1A19(0)) - + @)A1 AY(0)
= FWOIHAWE) - 5 (WO AR(E)
= S (WOIHA - AHb (1) (C4)
ihdy(A) = (AH — HA) = <[A, HD (C5)

In other words, if A commutes with H , its expectation value is time independent, or it is
a constant of motion. The operator A in this case represents an observable that is con-
served, such as linear momentum or angular momentum. If such an operator commutes with
the Hamiltonian of the quantum system, the observable that corresponds to the operator is
conserved.

Furthermore, it can be shown that if A is time dependent, we need only to augment the
above equation as

ihd,(A) = <[/1, HD +ih(9, A) (C6)
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C1 Comparison to classical equations of motion

As a simple but illustrative example of the use of equation (C5) we consider the time evolution
of the expectation values of the position and momentum operators, with a 1-D Hamiltonian
of the form H =T +V = % + V(&). Although we do not use the conventional “hat” label
for the potential energy operator in the latter form, it is understood as an operator function
of the position operator . First we consider the time evolution of the expectation of z.
An operator will commute with any function of itself, therefore the commutator of & with
H reduces to [&,T).
(8,T) = 5[0 87 = 5 {857 — 37 8 (1)
To evaluate the last commutator between & and p? one can imagine an arbitrary state that the
commutator acts on and work out everything using chain rule in the position basis. However,

this method is cumbersome and unnecessary since the commutator between & and p is known.
The straightforward way to compute is to take the operator & across p? using [#,p] = ih

&p = ih+ pa (C8)
ipp = [pT+ih]p
= ihp+ plpE + ik]
= 2ihp + ppi
ip? —pPe = 2ihp (C9)

We therefore conclude that the time evolution of the expectation value of Z is governed by:

ou(#) = —{9) (C10)

In the sense of expectation values this equation agrees with its classical counterpart, which is
Newton’s first law. A more interesting case is the time evolution of the expectation value of
the momentum. We would expect to get a quantum mechanical analog of Newton’s second
law. But the calculation shows otherwise.

Now the commutator of interest is that between the momentum operator p and the po-
tential energy operator V(). Since no explicit expression is given for the functional form
of V(&) it is not immediately clear how this can be evaluated. However, recall our result in
equation (C9). Let us recast the formula into a different form. An interesting observation is
that

[&,p%] = 2ihp = [2, ] Opp” (C11)
In the right most part of the above equation we take the derivative of an operator function.

This may be understood by imagining the whole structure operating on an eigenfunction of p
and thus reduces to taking the derivative of an ordinary function. This suggest us to consider
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the following commutator

[p, 2"] pr" —&"p
= [&p—ih)z" "t —2"p
= —nihg" @ — &"p
[p, "] = [p,&] 03" (C12)

Equation (C12) is true for any polynomial function of Z. Given a nice and smooth potential
function V(Z) we can use Taylor expansion to turn it into a polynomial function. Then the
commutator between p and V(Z) can be computed as

[0, V(2)] = —ith 0:V (%) (C13)
The time evolution of the expectation value of the momentum operator is thus governed by
0y (p) = —(0:V (%)) (C14)

We can now take the obvious choice of defining the “force operator” in analogy with the
classical force F(z) = —0,V (x). The “force operator” is again understood to be an operator
function of . Thus we can write the quantum mechanical equation of motion

9y (p) = (F(2)) (C15)

At first sight one might say this is just Newton’s second law. However, due to the expectation
value being taken on the operator function F(#) the time evolution in quantum mechanics
is in general different from that for a classical particle following the classical path defined by
(), ie. (F(@)) # F(()).

It is curious to consider when quantum mechanics agrees with classical mechanics in the
expectation value sense. For this purpose we can expand the “force operator” around the
expectation value of £. We denote this expectation value by &

F(2) = F(z) 4+ 0;F(2)| (2 —2)+ %agp(@) (#—12)>+ HO.T (C16)
: x

When the expectation value is taken, it is clear that the 0-th order and 1-st order terms do
not cause any difference between (F'(Z)) and F(Z). The higher order terms are responsible
for the deviation. If the derivatives are vanishing above the 1-st order then the quantum
mechanical equations of motion for the expectation values of position and momentum are
in complete agreement with their classical counterparts. This corresponds to the case of no
force, a constant force or a linear force.

In terms of potential problems, which is the more natural language for quantum mechanics,
these are the free particle, the constant slope and the quadratic potential. This last potential
will be studied in great detail in later chapters. We will make extensive connections with
classical physics using the quadratic potential, the celebrated potential of the harmonic os-
cillator. These connections between quantum mechanics and classical mechanics are possible
due to the linear nature of the force.
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D Periodic Boundary Condition

One technique often used to create countably infinite modes is to use periodic boundary
condition. In this method, we require that the wavefunction satisfies the boundary condition
that ¢(x = 0) = ¢y(x = L). This can be satisfied easily by a traveling wave

(o) = Cet (D1)
The periodic boundary condition implies that
el =1 (D2)
or that
2nm
k=k,=— D3
B (D3)

where we have indexed k with subscript n, and n is all integer values on the real line from
—00 to oo. Furthermore, we can pick C =1/ V'L to normalize the above function. It is quite

easy to show that with
1 i2nmwx/L
Un(x) = 7€ (D4)

<wn|wm> = 5nm (D5)

Hence, given any function f(z) defined between 0 < xz < L, we can expand

f(l'): Z fnwn(x): Z fn\/Eei%mx/L (D6)

n=—oo n=—oo

then

The above is just a Fourier series expansion of the function f(z). The Fourier coefficient f,
can be found by using the orthonormality of 1, to get

L
fo={Ualf) = \/E/O O 1 €) (D7)

In the above, since ¥, (x) is a periodic function with period L, f(z) is also a periodic function
with period L.

Fourier transform can be derived from Fourier series expansion. To this end, we look
at (D3), and note that the k, values are equally spaced by 27/L on the real k line. The
spacing becomes increasingly small as L — co. We can define the spacing to be Ak = 27/L.
Consequently, in view of changing a summation to an integral, we can rewrite (D6) more
suggestively as

— L /1, 1 & o
fla)y= Y Akfn%\/;eﬂ””/L% > Akf(ky)etnr (D8)
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where we have defined f(k,) = foV/L. From (D7), we have

L
Flkn) = VLS, = / dze™*n f(z) (DY)

0

In the limit when L tends to infinity, Ak — 0, the sum in (D8) becomes an integral; namely

1o~
f@) =5 [ dnfmer (D10)
2 J_
The above is just a Fourier inverse transform integral with f(k) from (D9)
fo = [ doe e s(0) (D11)
0

which is a Fourier transform. Here, f(z) is originally a periodic function, but now the period
L is infinite. Also, if f(z) — 0 when  — oo, then by its infinite periodicity, f(x) — 0 when
x — —oo. We can replace the semi-infinite integral above with an infinite integral:

(k) = /_ " dwe () (D12)

The above, (D10) and (D12), form a Fourier transform pair.



Chapter 6

Approximate Methods in
Quantum Mechanics

6.1 Introduction

There are many problems in quantum mechanics where closed form or simple solutions cannot
be found. What we have shown as examples are usually problems that have simple solutions,
such a infinite potential well, harmonic oscillator, or a finite potential well. Even the case of
finite potential well requires the solution of a transcendental equation. Nevertheless, these
are called textbook problems, because they are wonderful examples in textbooks to teach
beginning students on the subject matter. But in general, most quantum mechanics problems
do not have closed form solution. We have to resort to approximate or numerical methods to
solve such problems.

6.2 Use of an Approximate Subspace
We have seen that in general, a Schrédinger equation problem can be cast into a matrix equa-

tion by projecting it into a space spanned by countably infinite orthonormal basis functions.
With such a basis, we define an identity operator

F=3" ) (0l (6.2.1)

Given a general time independent Schriodinger equation, which is
H|y) = Ely) (6.2.2)

we can first insert an identity operator between H and |1). Then the above becomes

> Hitbn) (Walt)) = Elg5) (6.2.3)

n=1

7
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Testing the above by multiplying it from the left with (1,,], m = 1,..., co, we have'

Z¢m|H|¢n (n ) = E(thpm|tb), m = 1,..., 00 (6.2.4)

The above is a matrix equation of the form

n=1

It corresponds to an infinite dimension matrix, but it can be truncated to form a finite matrix
system

H f=FEf (6.2.6)

The above is a matrix eigenvalue problem that can be solved numerically. If His N x N, it will
have N eigenvalues and N eigenvectors. If we choose our basis functions appropriately, and
are only interested in certain eigenvalues, which represent the energy levels of the stationary
states, we need only to pick a small set of basis functions that approximate these stationary
states well. Therefore, N can be a small number. This is important because the number of
computer operations needed to find the eigenvectors and eigenvalues of the above problem is
proportional to N3.

In solving the above, we will have to form the matrix elements H,,,. For an infinite
potential well, whose well bottom has been distorted, we can use the eigenfunctions of the
flat-bottom well as our basis functions. Then, the matrix elements H,,, are explicitly given
as

Hyp = /OL dav () (—;joj; + V(x)) n(@) (6.2.7)

We can use integration by parts to convert the term that involves second derivative to a form
that involves only first derivatives. That is we let

d d d d
Bz (a) = A [050) 500 (0)] — )0
in the above to arrive at

L
Hmn:_

o Lo (o o) &) + U5V @)

V(@) 5o bn ) —
(6.2.8)

2m, 0

The first term on the right-hand side can be made to vanish by the virtue of the boundary
condition, leaving the second term, which is a more symmetric form.

I This procedure is called testing or weighting in the mathematics literature, (| is called the testing or
weighting function.
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Modern numerical methods have allowed us to use flexible basis set to expand our unknown
functions. For example, we can let

N

where f,(x) need not be orthogonal or complete in Hilbert space, but they can approximate
the unknown function ¥(z) well. Also, f,(x),n=1,..., N spans an N dimensional vector
space that is the subspace of the Hilbert space. We assume that the solution in the subspace
is a good approximation of the solution in the original infinite dimensional Hilbert space.
Examples of such finite basis set are triangle functions shown in Figure 6.1.

Using (6.2.9) in (6.2.2), one gets

N N
S H|f)an=E anlfa) (6.2.10)
n=1 n=1
Multiplying the above from (f,,| from the left, we have
N N
> fmlH| fn)an = EY (ol fa)an (6.2.11)
n=1 n=1

The above is a matrix system of the form
H a=FEB-a (6.2.12)

In the above,
H| = (fulflf)

{E}mn = <fm|fn>
[al, = an (6.2.13)

The equation (6.2.12) above is a generalized eigenvalue problem with eigenvalue E and eigen-
vector a. The difference of it from (6.2.6) is that a matrix B is on the right-hand side.? But
numerical software to seek the eigenvalues and eigenvectors for such generalized eigenvalue
problems are widely available, e.g., in MATLAB.

The approximate subspace method is varyingly known as the subspace projection method,
Galerkin’s method (named after Boris Galerkin, 1871-1945), Petrov-Galerkin method, weighted-
residual method, and the method of moments. The finite element method falls under the same
category.

6.3 Tight Binding Model

The tight binding model is a way to find the solution to two weakly coupled quantum systems
when the solution to each isolated quantum system is known (see Figure 6.1).

2The matrix B is also known as the Gram matrix.
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Figure 6.1: The triangle functions for a piecewise linear approximation of a function. This is
a basis that is not orthogonal but yet can be used to seek approximate solutions to (6.2.12).

To solve this system, we can use the subspace projection method of nonorthogonal basis
to derive the relevant matrix equation. Given the Schrodinger equation

Hy) = E|) (6.3.1)

we let
2
) = aili) (6.3.2)
=1

where [¢1) is the eigenfunction of the ground state of well 1 in isolation and |t2) is the
eigenfunction of the ground state of well 2. Going through the same procedure we have had
before, we arrive at

iai (W] H [ihi) = Eiai (5] i) (6.3.3)
The above is the same as the matrix equation
H-a=FEB-a (6.3.4)
where
H] = il A 1) (6.3.5)
[B], = twilw) (6.3.6)

It is easy to show that H and B are Hermitian matrices.? In the above, we can assume that
|1;) is quasi-orthonormal, so that

(il ;) = by (6.3.7)

3It can be easily shown that the matrix representation of a Hermitian operator remains Hermitian.
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Vv
0
Vier
0
an
E1 \"‘:—_—z-_
Viignt
0
LN
E,
L
T—=——o | == = ———
2AE ey

Figure 6.1: The tight binding model can be used to find the approximate eigenstates of two
quantum wells that are weakly coupled to each other. The eigenstates of the isolated quantum
wells are known (Figure is from DAB Miller).

In other words, the B matrix is unity on the diagonal, and small on the off diagonal terms.
Then we can write the system (6.3.4) as

[AEE%* %ﬂ {Zj =k {A}B* A1B] [Zj (6.3.8)

The off diagonal elements are conjugate of each other because the matrix is Hermitian. More-

over, AE <« E; and AB <« 1. These terms are small because the overlap between the eigen-

functions v and 5 is small. The further apart the wells are, the smaller these terms would

be, as the overlap is smaller. When the wells are infinitely far apart, the off diagonal terms

vanish and the two quantum systems are uncoupled from each other. The two eigenvalues

are then degenerate. To begin, we can assume weak coupling between the modes in the wells.
The eigenvalue of (6.3.8) above is obtained by solving

Ey—-E  AE-EAB]

det | \p _ pAB* B, - E

0 (6.3.9)

or

(B, — E)* —|AE — EAB> =0 (6.3.10)
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Upon solving the above, we have
E=FE, +|AE, — EAB| 2 FE| + |AE, — E1AB] (6.3.11)

Since the FAB on the right-hand side of the first equality above is small, we do not incur
much error by replacing it with £1AB. Another way of saying it is that F ~ F; is correct to
leading order (or zeroth order), and EAB ~ E1AB is correct to second order.

Also, it can be shown that stationary states can be made completely real valued (or equal
phase). Hence, AE and AB can be made to be real valued. Therefore, without the lost of
generality, the above can be replaced with

EFE=2F + (AEl - ElAB) (6312)

Note that the degenerate eigenvalues are now split into two non-degenerate eigenvalues.
The equation to be satisfied by the eigenvectors is

[i(AE - E\AB)  AE - E1AB ] : [al] —0 (6.3.13)

AE — ElAB ﬂ:(AE - ElAB) as

The above equation is correct to first order, as the errors are second order. On solving, and
normalizing,* we obtain that

[2] N % m (6.3.14)

or

{Zj N % [—11} (6.3.15)

The corresponding eigenvectors can be found, and the eigenfunctions are of the form
(W@ +a(e)), b (@)=

= — x x)), _(z)=—
NG 1 2 7/

The eigenfunctions are due to even and odd coupling between the isolated quantum states of
the two wells as they are brought closer together.

Py (z) (¢1(x) = ¢o(x)) (6.3.16)

6.3.1 Variational Method

Given an eigenvalue problem denoted by
Hlg) = E|¢) (6.3.17)
we can convert the above into a matrix generalized eigenvalue problem

H-a=FEB -a (6.3.18)

4The normalization of the eigenfunction in (6.3.2) implies that |a1|? + |az|? = 1.
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We next convert the above into a functional by multiplying it with af to obtain
al - H-a=FEa -B-a (6.3.19)

By setting a = ag + da, F = Ey + JE, where ag and Ej are the exact solution to (6.3.18),
and then taking the first variation of (6.3.19) we have

jaf - H- a0+ag~ﬁ~§a:5E ag'ﬁ'a0+E0~§aT~§~a0

o 6.3.20
+Epa} -B-da ( )
If ag and Ey are exact solution to (6.3.20), they satisfy
ﬁ cag — EO E - ag (6321)
a} -H = Epa) - By (6.3.22)

Then the term multiplied by dat and da cancel each other on both sides and we have, to first
order,

0=0E a}-B-ay (6.3.23)

The above implies that JF is zero. It means that if we were to use (6.3.19) to find F by
writing it as
g Ha (6.3.24)
at-B-a

and if we substitute inexact or approximate value for a = ag + da, the value we obtain for
E is second order accurate since 0F = 0. The above is known as the Rayleigh quotient.’
To begin with, we need an estimate of the solution that is quite close to the exact solution
so that da is small. In other words, it allows one to substitute in approximate value of a
that is just first-order accurate, and yet get an estimate of the eigenvalue or energy F that is
second-order accurate.

A more general form of the Rayleigh quotient is to test (6.3.17) with (¢| and convert it
into a functional. The corresponding Rayleigh quotient is

E= (¢lHls) (6.3.25)

(9l0)

It assumes that |¢) is not normalized. In the above, it can be proved by the same token that
an approximate, first-order accurate value of |¢) can yield a second-order accurate estimate
of . Rayleigh quotient is great for estimating the eigenvalues when only approximate eigen-
functions are known. These eigenfunctions are also called trial functions. A systematic way
to estimate these eigenfunctions is known as the Rayleigh-Ritz method.

5This method is also known as Rayleigh-Ritz method, due to Lord Rayleigh (John W. Strutt, 1842-1919)
and Walther Ritz (1878-1909).
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6.4 Time Dependent Perturbation Theory

In time dependent perturbation theory, the Hamiltonian is perturbed with a perturbing
Hamiltonian that is a function of time. This is contradictory to the requirement that Hamil-
tonian is a independent of time, since it represents total energy. However, we can think of
the Hamiltonian of a closed quantum system that is energy conserving as consisting of three
parts;

ﬁZﬁA+ﬁ]+HB (6.4.1)

The above consists of quantum systems described by H, and H B, and H; accounts for the
interaction between the two systems. Then each of the constituent Hamiltonian above can
be time varying even though the total Hamiltonian is not. Assuming the interaction is weak,
then we can focus on system A, and see what the effect of the interaction Hamiltonian H; is
on system A. To achieve energy conservation, one needs for ascertain the back-action of A
on B, but this is assumed to be small.

Time varying Hamiltonian due to a small perturbation from the interaction Hamiltonian
will be the spirit of the time dependent perturbation theory. The time dependent perturbation
theory is important for studying field-atom interaction. When light impinges on an atom, it
can cause the electron in a stationary state in the atom to be excited to a higher level by
absorbing a photon, or that the electron drops to a lower level by emitting a photon (radiative
transition).

To this end, we assume that the perturbing Hamiltonian is a function of time. In other
words, we have a Schrédinger equation where

0 -
zha |U) = H |T) (6.4.2)
and

H = Hy+~H, (t) (6.4.3)

where H,, (t) is time varying.® Tt can come from an external electric field that is time-harmonic,
for instance. We also assume that we can solve the unperturbed system in terms of stationary
states, namely

Hy|9,) =FE,|¥,) (6.4.4)

The total time dependent wavefunction can be expanded in terms of the stationary states,
namely

W) =) a, (t)e ! |T,,) (6.4.5)

where hw,, = E,, and a,, (t) is a function of time.

STo be precise, the Hamiltonian of a system has to be a constant of motion, since it represents the
conservation of energy. But when a quantum system is coupled to another quantum system to which energy
is transferred, the first Hamiltonian may not be a constant anymore. But we can assume that the perturbing
Hamiltonian is small.
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Substituting the above into (6.4.2), we have

% ) = 3 (n (1) — itwn) e |0,,) :%f[Zan (t) et |, (6.4.6)

n

= Y an () e (B W) By (1) |0,
ih

n

(6.4.7)

where a,, (t) = da, (t) /dt.
Since E,, = hw,, the E, term on the right-hand side cancels the w,, term on the left-hand
side. Finally we have

> an () e W) o Z an (t) e “ntH, (1) |0,,) (6.4.8)
To simplify the equation further, we test it with (¥ | to get

Qg (t) e~ wat —mzan e nt (W | H,(t) |T,,) (6.4.9)

In the above, (¥,| H,(t)|¥,,) is the ¢,n element of the matrix representation of the Hamilto-
nian H, in the basis formed by ¥,,.
The above equation is exact as of this point. To solve it further, we expand

an = a9 + vV 44242 ... (6.4.10)
Using the above in (6.4.9), and matching terms of like orders, we have

a®(t) =0, Vq (6.4.11)

or that a( ) is a constant. This means that if v = 0, or there is no perturbation, then the
only terms that remain are the leading order terms. Since these are stationary states, the
quantum system remains in these stationary states if perturbation is turned off.

By matching terms of the first order, we have

. 1 PWan 2
40 = 5 Sl e W 0)) (6.4.12)

where wgy, = wg —wy. To make things simpler, we can assume that the electron is in the m-th
stationary state before we turn on the perturbation Hy,(t). Namely,

|0) = aDe=mt| @, ) = e"wmt|p, ) (6.4.13)

(0)

In the above, since if only one state exists, an,’ = 1 by normalization. Then, (6.4.12) becomes

. 1 TWg, '}
AP () = —afDem (W | Hy (1) W) (6.4.14)
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We assume the perturbing Hamiltonian to be of the form:

0, t<0
Hy(t) = { Hyo(e™ ™ 4 ei@t) 0 <t <t (6.4.15)
0, t > 1o

so that it is turned on only for a time window 0 < t < to. Then for ¢ > ty, by integrating
(6.4.14), we have

1 [t

A =g | W) et at (6.4.16)
1 . to ; . ,
= £<‘I’q|Hpo)\‘1’m>/ (ez(“’qm*w)t + el@amtw)t ) dt’ (6.4.17)
0

(wgm—w)to __ 1 i(wgm+tw)to _ 1
- ¢ ) (6.4.18)

1 N
vl (

t ~ i(wgm —w)t m — t i(wgm+w)ty | m t
I, |0, [e : osmc<(wq2w)o)+e . osmc((”";“’)oﬂ
1

(6.4.19)

Wgm — W Wgm +w

The probability of finding the state in g-state is
P(q) = |a{M? (6.4.20)

or

t2 ~ ) (Wqm — w)to ) (Wgm + w)to
Pla) ~ o), sine? (Lm0 e (Loam L M0Y ] )
where we have ignored the cross terms since the sinc functions in (6.4.19) are highly peaked
at w = fwgm when ty — oo; and hence their cross terms are small.
The above equation means that the probability of transition from the m to the g eigenstate
is high only if

w = twgm = £(wg — wi,) (6.4.22)
or that
hw = +(hwy — hwy) = +(Ey — En) (6.4.23)

The “4” sign corresponds to when the electron jumps from a low energy E,, to high energy
E, requiring the absorption of a photon with energy w = (E; — Ey;,). The “—” sign in
(6.4.23) corresponds to the electron dropping from a high energy state E,, to a low energy
state B, emitting a photon with energy hw = (E,, — E,). This is called stimulated emission.”
The rule of energy level matching is known as the Fermi’s golden rule (named after Enrico
Fermi, 1901-1954). Moreover, the transition is possible only if the value of the matrix element
|<\Ilq\Hpo)\\Ilm>| is larger than zero. Due to certain symmetry condition, this matrix element
may evaluate to zero, forbidding transition between p and m stationary states.

7Spontaneous emission happens even when there is no field incident on the photon, and this can be
understood by the presence of vacuum field fluctuation to be discussed later.
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Appendix

A Time Independent Perturbation Theory

Figure Al: The infinite potential well on the left represents the unperturbed problem. The
middle figure represents a perturbation due to a tiny electric field. The right figure represents
a perturbation due to imperfection in fabrication or impurities.

Let us assume that we can solve a problem when it is unperturbed, such as the infinite
potential well problem. We like to solve the problem when, say there is a small electric field
in the well indicated by a potential with a gradient, or that the well is imperfect due to some
impurities indicated by a small bump (see Figure Al). The Schrédinger equation for the
perturbed system can be written as

(Ho +~1,)|¢) = E|9) (A1)

where Hy is the Hamiltonian of the unperturbed system whose solution is known, and 'ﬂ:[p
is due to the small perturbation where ~ is a small parameter. Here, Hy can be the Hamil-
tonian of the infinite potential well, for instance. In the above equation, |¢) and E are both
unknowns, but we can write them in a perturbation series or expansion, namely

16) = 16) +716D) +7%16P) + .. (A2)
E=E9 4+yEM 4 2E® 4 (A3)

Upon substituting the above series into (Al), we obtain
(o +78y) (160) +916D) +7216@) + ..
- (E(O) +yEW 4 2E@) 4 ) (|¢<0>> FA]MDY + 426D 4 ... ) (A4)
The left-hand side of (A4) can be expanded and rewritten on a power series in ~y

ao + a1y + agy?: + ... (A5)
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while the right-hand side is similarly written as

bo + bl’y + bz’}/Z + ... (A6)

These two power series in 7 are equal only if a; = b;, i = 0,1, ..., 00.8

Equating the coefficients of the power series on both sides of (A4) we have the following
equations:

Zeroth Order:

Hol¢) = E©[¢(®) (A7)
First Order: R .
HoloM) + Hy|¢'V) = E@pM)) + ED[¢() (A8)
Second Order:
Holp®)) + HylpM) = B¢ + EW|pM) + BE)|g(0) (A9)

We assume that the zeroth order equation is known in terms of an eigenstate |1,,) with energy
FE,,,. In other words
16) = [Ym), EO® =Ep, (A10)

We will use this knowledge to solve the first order equation (A8) above.

Before we proceed further, a note is in order regarding the uniqueness of the eigenvalue
problem (A1l). An eigenvector is known only within a multiplicative factor. Hence, its length
is indeterminate. This non-uniqueness in its length manifests in the non-uniqueness of the
value of the perturbation series (A2) as we shall see later. To achieve uniqueness, it is best
to pin down the length of the total eigenvector given by (A2). We fix the length of the
eigenvector |¢) by requiring that

(Ymld) =1 (A11)

With this requirement, we substitute (A2) into the above. Since (¢,|6(?)) = 1, because
|6(D) = |thn), it is easy to show that (1h,,|¢?) = 0, i > 0. As a consequence, |¢(*)) is
orthogonal to [1),,). The perturbation series is not necessarily normalized, but it can be
normalized later after the series has been calculated.

Al First Order Perturbation

Next, to find the first order corrections to the eigenvalue and the eigenvector, we move the
unknowns |¢(M) to the left of (A8). We then have

(Bo = ) 180) = EO ) = Hylon) (A12)

8This can be easily proved by setting v = 0, which immediately implies that ag = bp. By differentiating
the power series again and let v = 0, we prove that a; = b; etc.
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where we have made use of (A10). Notice that the above equation is non-unique since the
operator (ﬁo — Em) has a null space with a null space vector [¢,,).

Testing the above equation with (1,,|, we have

<wm|ﬁ0 - Em‘¢(1)> = E(l) - <¢m|ﬁp|wm> (A13)

But (¢, (ﬁo — Em> = 0 because ﬁ0|¢m> = E;,|thm). Hence, the above gives

EW = (¢ | Hpltom) (A14)

the first order correction to the energy of the perturbed system.
Therefore, one of the two unknowns in (A12) is found. The remaining unknown |¢(!)) can
be expanded in terms of the eigenfunctions of the unperturbed system, that is

161 =" all|n) (A15)

First, testing the equation (A12) with (¢;|, we have

(Wil Ho — Epn|¢™M) = BN (4]t ) — (i | Hp|th,) (A16)

Upon substituting (A15) into the above, the left-hand side evaluates to

(Wil Bi — Bl D) = (B; — En) > ilalD|wn) = (B; — E)al” (A7)

n

The right-hand side of (A16), for ¢ # m, is just —<¢i|ffp|1/)m>. Hence

W _ Wil Hplvom)
Y% TR _F, i FEm (A18)

When ¢ = m, (Al7) evaluates to zero, while the right hand side of (A16) also evaluates
to zero because of (A14). Hence a'V is undefined. We choose a'y) = 0 for a number of
reasons: It makes the correction term unique since [)() is orthogonal to [¢(?). It makes
the normalization of the eigenvector |¢) accurate to second order even though the correction

is first order. It will also make the second order corrections much simpler to find.

A2 Second Order Perturbation

To find the second order corrections, we rewrite (A9) with the unknown |¢(®)) on the left
hand side. Then (A9) becomes

(Ho = Bn) 6?) = EQ|6) + BED i) - H,[61) (A19)
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Testing the above with (¢,,|, the left hand side becomes zero as before.” Since we have
made |¢1)) orthogonal to [t),,), on the right-hand side, only the last two terms remain.
Consequently,

0=E® — (| Hyl¢) (A20)
or
E® = (4| Hy V) (A21)
Letting
6®) = aPlvn) (A22)

and substituting it into the left side of (A19), testing with (¢;|, we have
(B = En)a;” = EO (il¢M) + E® i — (Wil Hylo ™) (A23)
Therefore, for i # m,

V16 1)
aEZ) <¢E1JHP|¢E‘ > _5 azE (A24)

When i = m, both sides of (A23) vanish, and ag) is undefined. Again, we pick ag) =0 to
obtain a unique solution.

A3 Higher Order Corrections

The above procedure can be generalized to arbitrary order. By induction, we notice that the
equivalence of (A9) to p-th order is

f{o\d?(p)> + gp‘¢<p71>> - E(O)‘¢(p)> + E(1)|¢(”*1)> N E(p)|¢(0)> (A25)
The above can be rewritten as
(1310 _ E<0>) 6@ = EO|p@=D) ... 4 E@)|pO) — fI |pP-D) (A26)
Testing the above with (1,,| gives
E®) = (| Hy| 6"~ D) (A27)

Letting

6@) =" alP [ypy) (A28)

9 Again, the above is non-unique for the same reason cited for (A12).
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in (A25), and testing with (¢;|, one can easily show, for i # m, and after noting that
EO© = E,,, |¢(9) = |4,,), that

al(_p) -z 1 = (<¢i|f{p|¢(p—l)> _ E(l)az(_f’*l) _ E(2)Q§P*2) 4= E(P—l)a§1)> (A29)
m — L
It is to be noted that with modern advent of computer technology, and given the avail-
ability of numerical methods, the calculation of perturbation theory to very high order is
laborious and not necessary. However, a perturbation correction can give us insight on how
a small change in the Hamiltonian can change the solution.
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Chapter 7

Quantum Mechanics in Crystals

7.1 Introduction

The quantum mechanics of an electron in a crystalline lattice is becoming increasingly impor-
tant because of the advent of nano-technology. If a crystalline material is perfect, in principle,
an electron can move about in it with no resistance. But this is not true. The electron wave
function interacts and scatters off the crystalline lattice due to non-ideal crystalline structure
and its thermal vibration.

Also, the electron wave function will lose phase coherence as it travels due to its interaction
with its environment such as lattice vibration and impurity scattering. The time for which
a wave function loses phase coherence is the phase relaxation time. The distance for which
the electron travels before it loses phase coherence is the coherence length. If the coherence
length is much larger than the de Broglie wavelength of the electron, the electron can be
approximately described by a particle.

Moreover, there are impurities or defects that would scatter the electron, or electron wave
causing it to lose momentum. The distance that an electron would travel without experiencing
scattering is called the mean-free path of the electron. If the bulk material is much larger
that the mean-free path, then an electron will experience much scattering as it travels from
one end of the bulk material to the other end. However, if the bulk material is small, so that
the electron can travel from one end to the other without experiencing scattering, we call
this ballistic transport. In this regime, the wave nature of the electron is important, and it is
expedient to study an electron as a wave that propagates through crystalline materials.

When the bulk material is much larger than the mean-free path and the coherence length,
we are in the regime of macroscopic transport where the electron behaves like a particle. Scat-
tering events are important, and the electron motion is hindered by them. These scattering
events develop into resistance for the electrons. The transport of the electron at the macro-
scopic level can be described by the drift-diffusion equations, which follow from Boltzmann’s
transport equation. The currents due to electron and hole movements are:

Jo(r) = —qunn(r)VV(r) + ¢D,Vn(r) (7.1.1)
Jp(r) = —qupp(r)VV (r) — ¢D, Vp(r) (7.1.2)

93
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where ¢ is the charge of the particle, u, and p, are the mobilities of the electrons and
holes respectively, n and p are their densities respectively, and D,, and D,, are their diffusion
coefficients. Since —VV gives the electric field, the first term represents the current due to
the electric field called the drift current, while the second term expresses that the particle
will move from region of high concentration to low concentration, a diffusion effect.

In this chapter, we will discuss mainly on mesoscopic transport regime where the bulk
material is much smaller than the mean-free path of the electron. The movement of electron
on the lengthscale of an atom is called microscopic transport regime as when an electron moves
through a crystalline lattice. The wave nature of electron is important in these regimes.

In a crystal, the atoms are located in a periodic lattice. Hence, when an electron wave
propagates on a lattice, it is propagating in a periodic structure. However, the real world is
not that simple. Usually, there are more than one electron traveling in a lattice. The electrons
see each other’s electric field or potentials. There will be electron-electron interaction that has
to be accounted for. Moreover, electrons are fermions meaning that they obey Pauli exclusion
principle. Two electrons cannot be in the same state simultaneously. There are many-body
effects, but we will ignore them here. The many-body effect can be lumped approximately
into an effective potential. We will assume that the effective potential is still periodic. This
is true when the system is in equilibrium or quiescent state, and may not be true when the
electrons are not in equilibrium with respect to each other.

Another effect is that as an electron moves through a lattice, the attractive force between
the electron and a nucleus of the atoms distorts the lattice locations. This gives rise to lattice
vibrations called phonons. We will ignore electron-phonon coupling here.

In a periodic lattice, the atoms are located at the lattice points given by

Ry = nja; + neas + nzag (713)

where a;, as, ag are lattice vectors, and ny, ng, n3 are integers. Every lattice point can be
related to every other lattice point by a proper choice of ny, ng, and ngs.
Assuming that an electron sees a periodic potential in a lattice, then

VP(I‘ + RL) = Vp(r) (714)
The single electron sees this periodic potential and its wavefunction satisfies
o,
% V=4 Vp(r)| ¥(r) = EY(r) (7.1.5)
e

We will study next the kind of wave that can propagate in this periodic potential, known as
Bloch-Floquet waves.! The Bloch-Floquet wave analysis will also explain the formation of
band structures, such as valence and conduction bands, in crystalline solids.

7.2 Bloch-Floquet Waves

2

n the subsequent discussions, we will replace m. with m, with implicit understanding that this is the
mass of the electron.
2Named after Andre Bloch (1893-1948) and Gaston Floquet (1847-1920).
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Let us study the case of a wave propagating in a 1-D periodic structure, where V(x) may
look like that of Figure 7.1.

V(x)

——a——

Figure 7.1: A 1D periodic structure of a potential profile for V' (z) where a Bloch-Floquet
wave can travel on it.

The periodicity of the potential is a. Let us assume that the wave that can exist on such
a structure is of the form

Y(k,z) = e u,(x) (7.2.1)
This wavefunction must satisfy the 1-D Schrédinger equation that
h? d?
T om de? + Vp(z) | Y(k, z) = Ep(k, 2) (7.2.2)

In order for ¥ (k,x) to satisfy the above, u,(x) has to satisfy a certain condition. Since the
above is a periodic structure, if one translate the coordinate such that x = x + na, then
Vp(x) = Vp(x 4+ na) = Vp(z) which remains unchanged. Letting z = = + na in (7.2.1), we
have

Y(k, ) = Yk, x +na) = ek % ( + na) (7.2.3)

This new wavefunction must be a solution of Schrédinger equation as well. In order for it to
satisfy (7.2.2), we require that

up(x + na) = uy(x), for all n. (7.2.4)

In other words, u,(x) is a periodic function of z. Since e?*"® is just a constant, it is clear

that ¢ (x + na) satisfies the same equation as (7.2.2). Hence, the form of (7.2.1) that satisfies
(7.2.2) has to be such that u,(z) is a periodic function. Equation (7.2.1) represents a traveling
wave modulated by a periodic function u,(z). However, u,(x) is more rapidly varying than
e’ Such a wave is a Bloch wave or a Bloch-Floquet wave. It is to be noted that u,(z)
is a function of k as well, and we should have written u,(k,x), but we assume that the k
dependence is implied.

Since u,(x) is periodic function with period a, it can be expanded as a Fourier series,
namely

up(z) = Y ane®m/e (7.2.5)

n=—oo
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Noting that the second derivative of (7.2.1) is given by

d2

P [ upy(2)] = —k*™upy () + 2ike™™ ) () + e u)) (2), (7.2.6)
substituting (7.2.1) into (7.2.2), and using the above, we have
h2 2 1o,/ "
™ [—k2up () + 2ikuy, (z) + w) (x)] + Vy(2)up(z) = Euy(z) (7.2.7)

In the above, if V,(z) = 0, a simple solution to the above is u,(x) a constant with E =
(hk)?/(2m). Then the Bloch-Floquet wave becomes a simple traveling wave. Otherwise, we
can rewrite (7.2.7) as

{_QFZ [;; + 2ik% _ kQ] + Vp(:z:)} () = Buy(x) (7.2.8)

with u,(z) satisfying the periodic boundary condition within period a.
The above is a simple eigenvalue problem with eigenvector u,(x) and eigenvalue E. We
can use matrix method to convert the above into a matrix equation

> Huynan =EY_ Bupan (7.2.9)

N
by letting u,(x) = > an¢n(z), and testing with ¢, (z). One also ensures that the choice of
n=1

basis is such that the periodic boundary condition is satisfied. Here, ¢,,(x) are not necessarily
orthogonal. In the above,

Hmn = <¢'m|f{;v|¢n>7 an = <¢m|¢n> (7210)
where
. h? [ d? L d 2

Notice that I:Ip is a function of k, and so H,,, is a function of k. It is to be noted that H is
a Hermitian operator since we have shown that —ihd/dz is a Hermitian operator in (5.2.51)
in Chapter 2, so is d?/dz?.

Therefore, (7.2.9) can be written as a generalized eigenvalue problem

H(k)-a=E(k)B-a (7.2.12)

with real eigenvalues. In the above, we have explicitly denoted that H(k) is a function of k.
Hence, we have to fix k in order to solve the eigenvalue problem (7.2.8), or the generalized
matrix eigenvalue problem (7.2.12). Therefore, the eigenvalue E obtained is also a function
of k, the wavenumber in the Bloch-Floquet wave (7.2.1). In general, a E(k) plot will look like
that in Figure 7.2.
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Figure 7.2: The E-k diagram or band structure diagram of a Bloch-Floquet wave propagating
in a 1D periodic structure.

7.2.1 Periodicity of E(k)

For each k value, there are many possible values of E. Also, in (7.2.1), if we let k = k + 2%”,
where p is an integer value, then, (7.2.1) becomes

b (k) = ¥ (k+ 2pr/a, z) = e*¥u, (z) e o " = i, (x) (7.2.13)
Notice that e+ is a periodic function; hence, it can be lumped with u, (z) to form a
new i, (x) periodic function. They both satisfy the same equation (7.2.8) with the same k
value. Therefore, u, () and @, (x) share the same set of eigenvalues. Consequently, E (k) is a
periodic function in k£ with period %’T Each of this period is called the Brillouin zone (named
after Leon Brillouin (1884-1969)). The zone that is centered about the origin is called the
first Brillouin zone.

7.2.2 Symmetry of F(k) with respect to k

Furthermore, since every term in the operator of (7.2.2) is real, ¥*(k, x) is also a solution of
it whenever ¥(k, x) is a solution. But
V¥ (k,z) = e *oy () (7.2.14)

p

is also a Bloch-Floquet wave with —k wavenumber. In fact, uy;(z) remains a periodic function
that satisfies an equation that is the conjugate of (7.2.8) but with the same eigenvalue E.
Therefore, E(—k) = E(k).

Another way to see this is that if we were to set k = —k in (7.2.12), then assuming that
@n(x) is real without loss of generality, then we have

H(-k)-a=H (k)-a=E(—k)B-a (7.2.15)

since E(—k) is real. It is easy to see that this equation is just the complex conjugation
of the original equation (7.2.12), and hence, share the same set of eigenvalues. Therefore,
E(—k) = E(k).
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7.3 Bloch-Floquet Theorem for 3D
In three dimensions, the Bloch-Floquet wave looks like
Y(k,r) = e®Tu,(r) (7.3.1)

with the property that
up(r +Rp) = up(r) (7.3.2)

It is to be noted that u,(r) is a function of r as well. We can expand wu,(r) as a generalized
Fourier series

up(r) = Zageic'r (7.3.3)
G

where G represents points on the reciprocal lattice denoted by

G = l1by + lI3bs + I3bs (734)
with the property that
e'GRL — (7.3.5)
where
R, = nia; + noas + nsasg (7.3.6)

In the above, I; and n;, i = 1,2,3 are integers. The above property indicates that u,(r) in
(7.3.3) is periodic as indicated by (7.3.2). The summation in (7.3.2) is over all possible values
of G or ll, 127 and 13.
One can solve for by, by and bg to yield
ag X asg

b= 279 or by=
aj - (32 X a3)

az X ap a; X ag

. by=—22%2 o (7.3.7)

2w
aj - (a2 X ag)

aj - (ag X a3)
for this G. Then by back substitution, (7.3.5) is satisfied. Futhermore,
Y(k + G,r) = TG Ty, (r) (7.3.8)

where
eiG (r+Rr) _ iGer (7.3.9)

Since it is a periodic function on the lattice, the e’G* term can be lumped with the unit cell
function w,(r); therefore, the new Bloch-Floquet wave is

Y(k+ G,r) = ™, (r) (7.3.10)

It is of the same form as (7.3.1); and hence will yield the same set of eigenvalues as 9 (k,r).
Consequently, the lattice points are defined by the lattice vector R, and the reciprocal lattice
points are defined by the reciprocal lattice vector G. The Brillouin zone is defined by the
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Figure 7.1: The first Brillouin zone of the FCC (face centered cubic) lattice (from Wikipedia).

Figure 7.2: The band structure diagram of Silicon along prescribed lines in the first Brillouin
zone (from Warwich Physics Dept.).
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reciprocal lattice points. The first Brillouin zone is the first unique zone centered around the
origin. These zones in 3D can be quite complicated as shown in Figure 7.1.

The band structure diagram is rather complicated and is usually plotted with E versus k
vector along prescribed lines in the first Brillouin zone as shown in Figure 7.2.

We can take yet another viewpoint of the existence of band structure in a crystal. We
have studied the tight-binding model of two identical quantum wells. This can be extended to
two identical atoms as shown in Figure 7.3. The figure shows how the energy of the trapped
modes of the atoms are split versus the spacing of the atoms (as we have found on our tight
binding model in the previous chapter). The closer the spacing, the stronger is the coupling
between the modes, and the larger is the split in the levels of the degenerate modes.

— distance A=—B

Figure 7.3: The energy levels of two atoms versus the atomic spacing. (from Seeger, Semi-
conductor Physics).

If we have a system with billions of atoms, each atom has its energy levels due to trapped
modes in the atom. If the inter-atomic distance is large, there is no interaction between
the atoms, and energy levels will be many billion times degenerate. However, when the
interatomic spacing becomes smaller, the wavefunctions from one atom will overlap with the
neighboring atoms through tunneling. The interatomic coupling, like the example of the
tight-binding model, will split the energy levels and make them into a continuous band of
energy. This give rise to energy band where energy states exist and energy band where no
states exist, yielding the band structures we have seen.

As we have seen in the simple case of the tight-binding model study of two quantum wells,
the degenerate modes split into even and odd mode coupling between them. In one case,
the modes are in phase, and the other case, the modes are out of phase with respect to each
other. When multitude of mode coupling prevails, there could be infinitely many possible
phase relations between the atomic modes, giving rise to Bloch-Floquet wave with different
exp(ik - r) phase variations across the lattice. The Bloch-Floquet wave establishes the phase
relationship between different trapped modes of the atoms as they couple to each other.
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Figure 7.4: The genesis of band structure as the interatomic spacing of the atoms of the
lattice becomes smaller and smaller. (From M. Fox, Quantum Optics.)

7.4 Fermi-Dirac Distribution Function

Now that we know how band structures come about, it will be prudent to introduce the
Fermi-Dirac distribution function. We will first present this function and derive it later in
the course. The Fermi-Dirac distribution function, also called the Fermi-Dirac function, is
derived based on Boltzmann law and the Pauli exclusion principle for fermions since electrons
are fermions. The Pauli exclusion principle states that no two identical electrons can be in
the same state simultaneously. But they are non identical if they have different spins. Hence,
each state can admit a spin-up electron, and a spin-down electron.
The Fermi-Dirac distribution function is given by

1
HE) = T m w0

(7.4.1)

where Iy is the Fermi level also called the chemical potential. Ey is actually a function of
temperature, but if we assume it to be a constant, f(E) for different 7’s looks like those
shown in Figure 7.1. In the above, kg = 1.380650 x 10~2% joules/Kelvin, the Boltzmann
constant. The value kT = 25.6 meV at room temperature of 25° C or 298° K.

The Fermi-Dirac function gives the probability that a state with energy E is being oc-
cupied. Hence, 0 < f(E) < 1. For T' = 0, it has a binary value of 1 for E < Ey and 0
for E > Ef. So all energy states below Ey are occupied and unoccupied for £ > Ey. For
T > 0, due to thermal agitation, some electrons are removed from E < E; and moved to
E > Ej states, giving rise to the distribution as shown. Therefore, as electrons are added
to the crystalline material, the low energy states will be filled first, followed by high energy
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LGN
T=0

>0

Figure 7.1: The Fermi-Dirac distribution function at 7= 0 and at T" > 0.

states. By the Pauli exclusion principle, each energy state can admit at most two electrons,
one with spin up, and the other with spin down. Their probability of occupying the state
is in accordance with Fermi-Dirac distribution function. The Fermi energy, as we shall see
later, is defined to be the Fermi level at zero temperature.

7.4.1 Semiconductor, Metal, and Insulator

E E E
Conduction Band
Conduction Band Conduction Band £
———————— f
————————— E
L Y E,
Valence Band Valence Band Valence Band
Semiconductor Metal Insulator

Figure 7.2: The relationship of the Fermi level to the conduction and valence bands for
semiconductor, metal, and insulator.

In a semiconductor, Ey is sandwiched between the conduction band and the valence
band. At T = 0, the valence band is completely occupied, and there are no electrons in the
conduction band. Therefore, no conduction is possible. For T" > 0, or at room temperature,
the band gap is not large (typical 1 eV) compared to kgT so that some electrons can jump
from the valence band to the conduction band according to Fermi-Dirac distribution function.
The electrons in the conduction band start to conduct. Moreover, empty states are left behind
in the valence band known as holes, and they can also conduct electricity.
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For a metal, the Fermi level is in the conduction band. So even if T" = 0, there are
electrons in the conduction band allowing the flow of electrons. For an insulator, the band
gap is relatively large (typically 4 eV) compared to kT at room temperature, and the
Fermi level is far from the conduction band, giving zero probability that an electron is in the
conduction band. Hence, it cannot conduct electricity.

In semiconductors, the Fermi level moves toward the conduction band when the material
is doped with n type impurity since more electron carriers are generated. Conversely, the
Fermi level moves toward the valence band when the material is doped with p type impurity
since more holes are generated.

7.4.2 Why Do Electrons and Holes Conduct Electricity?

E+AE

Figure 7.3: When the quantum system of a crystalline material is in equilibrium, the Bloch-
Floquet modes correspond to +k are equally likely compared to —k. Therefore, there is no
net momentum, and hence, no net movement of electrons. However, in the partially filled
conduction band, the electrons can readjust themselves so that some have larger +k values
compared to —k values, giving rise to a net momentum, and hence movement of the electrons.

In some courses, we are told that electrons conduct electricity because there are empty
sites so that electrons can move about and hence gives rise to conduction. But the wave
picture of an electron implies that it can be simultaneously everywhere. From a wave picture
viewpoint, this story can be quite different. In the valence band, for every electron that has
a hk momentum, there is a state with a —Ak momentum. The net momentum is always zero,
and a fully filled valence band cannot conduct electricity. But in the conduction band, when
an electric field is applied, some electrons can move to a higher energy state F + AFE with
k + Ak, while others can move to £ — AFE with —k + Ak. Hence, there is a net gain of
2hAE in the total momentum of the electrons giving rise to electron flow. Similarly, if empty
states are created in the valence band, the states can rearrange themselves so that there is a
net momentum for the electrons, and hence electricity flows. This is the wave picture of how
electrons and holes conduct electricty.
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7.5 Effective Mass Schrodinger Equation

The effective mass Schrédinger equation is yet another approximate picture of an electron
in a crystalline lattice. It has been used with astounding success for physical phenomena
prediction, and gives rise to many new technologies.

The bottom of many conduction band is parabolic. In the vicinity of £ = 0, we can write
the E-k relation as

h2k?
- 2m.

Ej, +V (7.5.1)

where m,. is the effective mass chosen to fit the curvature of the parabola, and V' is the energy
at the bottom of the conduction band. It is to be emphasized that this V is very different from
the V), that has been discussed earlier. Here, V' is slowly varying over the lattice structure
while V}, varies on the length scales of the lattice constants.

We can write a wave packet as a superposition of waves with different energies or k values,
namely

P(r,t) = cpur(r)e™Te T hwy = By (7.5.2)
k

We are interested in electrons near the bottom of the conduction band where k ~ 0. Then
we can approximate

ug(r) >~ up(r) (7.5.3)

This can be seen from (7.2.8) also when k& — 0; namely, ug(r) is weakly dependent on k when
k is small. Then

P(r,t) = ug(r) Z cpe’kTeTiwnt
k

= ug(r)te(r,t) (7.5.4)

where . (r,t) is the slowly varying envelope function. In other words, it changes little over
many lattice constants. One defines

Ye(r,t) = cheik're_i‘*”“t (7.5.5)
k
We can show, using Ej, = fwy, and (7.5.1), that
. 6we(rat) ik-r—iwgt
ZHT = g CkEke k

21.2
h k 4 V eik‘!‘—iwkt
2me,

:;ck<

292
= (— ZTZ + V) Z cpe T TIwRt (7.5.6)
€ k
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or

O (r, 1) h2v?
th—————= = | — v r,t 7.5.7
by s+ V) w(r.) (75.7)
The above is the effective mass Schrodinger equation. It is valid when k is small, or e’*T is
slowly varying compared to the lattice spacing a. In the above, we can assume that V(r) is
slowly varying, and that the effective mass m.(r) is also a slowly varying function of r. Then
the above can be correctly written as

S )+ V) = i (755

-——V.— r r r,t) = ih—.(r 5.

2 me(r) e 9 € I at € 9
The essence of the above approximation is that if the material properties are slowly varying
with respect to the lattice spacing, an electron “sees” locally an environment of an infinite
lattice. Consequently, if there are two domains with different V' and m., the above equation
induces the boundary conditions at the interface of the domains as

'L/)el(r) = %2(1‘), recs (759)
1 0 1 0
miel%wel(r) = 5, Ve2(r); rES (7.5.10)

where S is the interface separating the two domains and 9/9n refers to normal derivative.
Even though V(r) and m.(r) have jump discontinuities at such an interface, we assume that
the discontinuities are still slowly varying compared to the lattice spacings.

It is to be noted that the particle current that we have defined earlier in (4.4.27), Chapter
4, is proportional to

_1
me(r)

Ve (r,t)Vipe(r, t) (7.5.11)

Hence, the boundary conditions (7.5.10) and (7.5.10) correspond to the continuity of the
normal component of the particle current across an interface. The normal component of the
particle current is given by

1

me(r)

(e, DR - Vibe(r, 1) (75.12)

which is proportional to the terms in (7.5.10) since 7 - V = 9/dn.

7.6 Heterojunctions and Quantum Wells

When two identical semiconductor crystalline materials are joint together, but doped differ-
ently, the junction is known as a homojunction. However, when the two crystalline materials
are different, we have a heterojunction. We now know that an electron propagating in a semi-
conductor crystalline lattice resembles an electron in vacuum, except that it has a different
effective mass, and it sees a potential that is the bottom of the conduction band. Hence, when
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Figure 7.1: Heterojunctions where the energy levels can be aligned using Anderson’s rule.
Multiple heterojunctions can be used to make quantum wells.

two different materials are joint together to form a junction, we can use Anderson’s rule to
line up the energy level. Anderson’s rule requires that the vacuum levels of the two materials
be aligned. But the conduction band of the two materials need not be aligned, since the two
materials can have different electron affinity x. The electron affinity x is the energy needed
to lift an electron from the bottom of the conduction band to the vacuum level.

Because the electron follows the bottom of the conduction band, it will see a quantum
well when more than one heterojunctions are used. However, Anderson’s rule is not perfect,
as the effective mass model is only good for infinite lattice and imperfections can exist at the
heterojunctions. Therefore, the rule is used as a guide.

In order to grow one material on top of another material without defects, the lattice
constants of the two materials have to be matched. A popular alloy compound for such
growth is alluminum gallium arsenide, Al,Gaj_,As, where x denotes the percentage of Al
in the alloy. The lattice constant remains invariant as x is varied, but the bandgap of the
compound changes.

In the early days, vapour-phase epitaxy (VPE) and liquid-phase epitaxy (LPE) were used
to grow semiconductor crystals. Later, metal-organic chemical vapor deposition (MOCVD),
and molecular beam epitaxy (MBE) were used. The latter technologies allow the crystalline
structure grown layer by layer. Many new technologies ensue in this area: heterojunction
bipolar transistor (HBT), high electron mobility transistor (HEMT), multiple quantum well
(MQW) lasers, as well as light emitting diode (LED) and laser diode (LD). Nick Holonyak
(1928-) plays a major role in the development of LED and heterojunction semiconductor laser.
He also recently developed the transistor laser with Milton Feng (1950-).

The use of heterojunctions confines the electrons and photons to a potential well, allowing
for the making of the first room temperature semiconductor laser. A Nobel Prize was awarded
to Herbert Kroemern (1928-) and Zhores Alferov (1930-) in 2000 for their contributions in
this area.

7.7 Density of States (DOS)

The density of states is a function of energy E that gives the number of states per unit
energy interval. It is important for studying the optical transition probability and optical
absorption spectral of materials. As can be seen, when tight binding model is used to model
the energy levels of a cluster of atoms, many more energy levels are generated due to inter-
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atomic coupling. When one has an infinite number of atoms, a continuum of energy levels
are generated. Then the DOS becomes a continuum function of the energy. The density of
states g(E) can be neatly written as

g(E) =Y 6(E - E.) (7.7.1)

The above resembles the spectrum of say the hydrogen atom with energy levels for different
FE,, when the density of states is very sparse. These energy levels are discrete and countable
at this point. The above is valid even when the number of levels per unit energy is very high.
Moreover, the number of states between Ey and Ey + AF is given by

Eo+AE

Nag = / g(E)dE (7.7.2)
Eo

The above fits the definition of DOS.

To find the DOS a bulk material, its energy levels can be first studied as the energy levels
of an electron bounded in a cuboid box. We can use periodic boundary condition to discretize
the k£ vector in the Bloch-Floquet wave so that it is countable, or that
2 2w 21,

+lo—ao 4+ l3—as (773)

ky, =1,—
L 1L1a1 Ly Ls

In 1D, it is
2
ko = l% = IAk (7.7.4)

where Ak = 27" When we count the number of discrete modes, we have 1 mode per Ak on

the k; real line. Or the density of states is
g1p (k) =1/Ak = L/2m (7.7.5)

The number of states is proportional to the length of L. In 2D, the density of states can be
easily derived to be
g2p (k) = L1 Ly/ (27)° = A/ (27)° (7.7.6)

In 3D, it becomes
gsp (k) = L1LyLs/ (27)° = V/ (2n)° (7.7.7)

We can normalize the density of states with respect to length L, area A, and volume V for
1D, 2D, and 3D, respectively. Then

gip (k) = 1/2, gap (k) = 1/ (27)%, gsp (k) = 1/ (27)° (7.7.8)

We may want to count the density of states per unit energy instead as shown by the above
FE-k diagram. Even though the states are evenly spaced on the k line, they are not evenly
spread on the E line, thereby, altering the density of states per AFE. In general, we can write,
in 3D,

93p (E) dE = 2g3p (k) d°k = 2g5p (k) Ank>dk

7.7.9
— 8mgsp (k) K2 25 dE (7.7.9)
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0 Kk k kK, k

Figure 7.1: If every state on the k line corresponds to a state on the E line, then the density
of states per unit length on the E line is different from that on the k line.

where g3p(F) is the density of states per unit energy, while gsp (k) is the density of states
per unit wavenumber. We put a factor of 2 for two electron states per energy state.
Therefore, the relation between DOS on the E line and the k line is

dk

g9sp(E) = 877931:)(1?)]‘?2@ (7.7.10)
Since
h2k?
E= 711
2me, tv (7.7.11)

for a free electron in 3D, we have

k=vE— V7v2h””‘e (7.7.12)

dk Me 1

R (ke 7.1
dE 212 JE —V (7.7.13)
and
1 /2m.\?
Me 1
g9sp(E) = %2( = ) (E-V)2 (7.7.14)

The above is the DOS in the conduction band of a bulk material. A plot of this DOS is given
as solid line in Figure 7.3.
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7.7.0.1 Fermi Level and Fermi Energy—An Application of DOS

The electron density in a bulk material is given by
N = / 9sp(E) f(E)dE (7.7.15)
0

where f(FE) is the Fermi-Dirac distribution function given in (7.4.1). When T' changes, the
electron density remains constant, but f(E) changes in shape. Therefore, F¢ in (7.4.1) has to
change to maintain the constancy of N: Ey is a function of temperature T". The value of Ef
at T'= 0 is known as the Fermi energy Er. In this case, the integral above can be truncated
abruptly at & = Er, we can rewrite it as

Er
N = / g3D(E)f(E)dE (7.7.16)
0

From knowing N which can be ascertained by counting the number of conduction electrons,
we can obtain the value of Er, the Fermi energy, from the above equation.

7.7.1 DOS in a Quantum Well

In a 1D quantum well, the potential varies as a function of z, but is independent of x and y.
Then the effective mass Schrodinger equation becomes
h? 1

_?vme(z)

Vi(r) + V(2)(r) = E¢(r) (7.7.17)

We can further separate the z variation from the x and y variations to get

S VEUE) = G 5 ) + V(U () = B (7.7.18)

2 2
where V2 = 2 + Ba—yg.

By separation of variables, we let

P(r) = thn(2)ths(rs) (7.7.19)
where ry, = 2z + §y. Then, we can show assuming m,. is constant, that?
7 Vs (rs) = Esths(rs) (7.7.20)
2m. °
and
—h;jmiejz%(z) + V(2)¥n(2) = Enthn(2) (7.7.21)

3When me is not a constant, the problem is still separable, but the solution is more complicated.
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In the above
E=FE,+F, (7.7.22)

Equation (7.7.21) can be solved for the eigenvalues E,,. For example, it can be the 1-D finite
potential well problem, or the infinite potential well problem. Alternatively, it can have a
complicated V' (z) and an m.(z) that are amenable to numerical methods only.

In the z-y direction, we let

P(rs) oc etk (7.7.23)
where k, = 2k, + gk,. Then,
h2k?
Es = Qms (7.7.24)

where k2 = k2 + k2. To make the solution simple, it is better to assume that m, is constant.
Therefore, the total E-k, diagram looks like that shown in Figure 7.2

E

Figure 7.2: The subband E-k; relation of a quantum well.

In general, gop(ks) = ﬁ We need to transfer this from the variable k, to variable E
using (7.7.24). And we have

dks
ggD(ES)dES = 292D(ks)27rksﬁdEs (7725)

Finally, we get the DOS in terms of F; as

me
920 (Es)

T w2

which is a constant independent of F;. But the total E — k, diagram is shown in Figure 7.2.
We can then express the DOS in terms of variable F.

Hence, if we march along the E-line from 0 upward, the DOS as a function of total F is
shown in Figure 7.3. We pick up density of states contribution from subband n as E > E,.
Hence, the total DOS can be written as

920(E) = =5 3 6(E ~ E,) (7.7.27)

(7.7.26)
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0.8
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Figure 7.3: The density of states of a 2D quantum well compared to that of a 3D bulk
material.

If the 1D quantum well is an infinite potential well, the energy is given by

2 w2
B, = (—) 7.2
"= o \ T (7.7.28)
But density of states for a 3D bulk material is
(B) = L (2me %E% (7.7.29)
93D =952 72 e
If we evaluate this at F = E,,, we have
me (MY n
93p(En) = —s (f) =907 (7.7.30)

where gap here refers to the value in (7.7.26). Therefore, when we plot gop(E)/L versus E,
where gop(F) is as given in (7.7.27), it touches the g3p at E,, values as shown in Figure 7.3.
In other words, every time a new subband is encounter when FE is increasing, the value jumps
by g2p/L.

When L becomes large, so that the quantization level in the quantum well becomes finer,
the DOS plot versus total F is shown in Figure 7.4. The DOS for a quantum well resembles
that of a bulk material.

7.7.2 Quantum Wires

Quantum wires can be made by etching a quantum well until the electron is confined in a
rod-like region, like a dielectric rod waveguide. In this case, the wavefunction satisfies the
following equation
h? 1 h? 02
—5 Vs Vs ¥(r)

2 M B 2me, 922

(r) + V(z,y)v(r) = E¥(r) (7.7.31)
Similar to separation of variables, we assume that

1/)(1“) = eikzzwmn(xa y) (7732)
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Figure 7.4: The density of states of a 2D quantum well compared to that of a 3D bulk material
when the width of the quantum well L is large.

Substituting (7.7.32) into (7.7.31), we have

K2 1
_? Vs E Vs w(rs) + V(rs)wmn(rs) = Emnwmn(r) (7733)
12k
Epn =B = 5= (7.7.34)

We can assume m, to be constant to make the solution simple. The above form gives us

2
k= ;”e E — Emn (7.7.35)

For infinite rectangular potential well case, an E,,, can be found in closed form yielding

B, = | 2+ nr\’ (7.7.36)
mn — I, I Lo -l

where L; and Ly are the two sides of the rectangular rod. We can get the density of states as

dk: o 1y2me 1
dE"" " 7 h JE—Emy

where g1p = 1/(27). The factor of 4 after the first equality comes about because for every
energy state, two electrons can occupy it, and that there are two k, states, corresponding to
+k, states, for every energy state. Consequently,

1v2me 1
T h VE—En,

which is singular at £ = F,,,,. The reason is that the F — k., relationship in (7.7.34) is
parabolic, and the mapping at the bottom of the parabola compresses the density of states
into a high value.

Gip(E) =

(7.7.38)
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Figure 7.5: The density of states of a quantum wire showing the effect of the subbands plotted
on different scales.
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When many subbands are included the DOS is
142
- Z

g1ip(E) = O(E — Epnp) (7.7.39)

“VE - Emn

where 6 is a unit step function. The plot of density of states versus E is shown in Figure
7.5. When the size of the quantum wire becomes large, the DOS resembles that of the bulk
material.

When we have quantum dots, the density of states will have spikes or delta functions at
the resonant energy of the dots. It makes quantum dots behave like artificial atoms.

The density of states is important for determining the absorption and conduction prop-
erties of semiconductor materials. The availability of electron states indicate the number of
electrons that can participate in electricity conduction. For instance, the number of electron
in the conduction band is given by

N = / ~ (B f(E)dE (7.7.40)
E.

where E. is the bottom of the conduction band, g(E) is the DOS, and f(F) is the Fermi-Dirac
distribution.

The availability of states in different subbands affects the optical absorption property of
quantum wells as shown in Figure 7.6. The first peak corresponds to the absorption from the
first subband, and the second peak corresponds to the second subband absorption.

In this chapter, when we discuss the propagation of an electron in a crystalline lattice, we
have ignored the many-body effect, or the inter-electron effect. Each electron has a Coulomb
potential around itself, and it will affect the nearby electrons. But this many body problem is
a very difficult to solve, and is usually handled with the density function theory, introduced
by Kohn and Sham. Walter Kohn was awarded the Nobel Prize in 1998 with John Pople on
this work.
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Figure 7.6: The density of states of a quantum well affects the intersubband optical absorption
of a quantum well.
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Chapter 8

Angular Momentum

8.1 Introduction

In quantum mechanics, we learn that travelling wave e*** carries a linear momentum propor-
tional to hk. Hence, the more oscillatory the wave is, the higher the momentum it carries.
However, when an electron is trapped inside the potential of an atom, the wave is not a lin-
early travelling wave, but a wave that swirls around the nucleus of the atom. Hence, the wave
carries mostly angular momentum. The magnitude of this angular momentum, intuitively, is
proportional to the angular variation of the wavefunction.

If we take Schrodinger’s Equation in free space, it is given by

h2
—5— V() = Ey(r) (8.1.1)

2mg

We can rewrite this as
(V?+k3) () =0 (8.1.2)

where k = 2mgE/h?. The above is the Helmholtz wave equation (named after Herman von
Helmholtz, 1821-1894) whose solution is well known. In cylindrical coordinates, it is

1 8 0 1 92 82
- 4 — = 1.

where p = /22 + y2, ¢ = tan~!(y/x). In spherical coordinates, it is

10 ,0 1 9 .9 1 82
(28 54’77'281119@&116%4'7‘2&11 06¢2 +k0) ¢(T79,¢)—0 (814)

where 7 = /22 + 32 + 22, 0 = cos™!(2/r), ¢ = tan"! (y/x).

111
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8.1.1 Electron Trapped in a Pill Box

We will first solve the above equation in cylindrical coordinates to gain physical insight into
the wave-angular momentum relationship. Hence, we study the case of an electron trapped
inside a pill box. The solutions to Helmholtz equation can be found by the separation of
variables. For example, to solve (8.1.3), we let

Y(p, ¢,2) = R(p)®(d)Z(2) (8.1.5)
Using (8.1.5) in (8.1.3) yields
10 0 1 02
¢(¢)Z(Z);%P%R(P) + R(P)Z(Z)ﬁaf&‘b(@
82
+ R(p)2(9) 55 2(2) + kg R(p)®(9)Z(2) = 0 (8.1.6)
To solve the above, we propose two eigenvalue problems,
82
@Z(z) = —k2Z(2) (8.1.7)
52
572 2(0) = n°2(0) (8.1.8)
The solutions to the above are easily found:
Z(z) = eFik=2 (8.1.9)
B(p) = etn? (8.1.10)

By so doing, Equation (8.1.6) becomes

1d d n?
- R(p) — —R(p) + k2R(p) = 111

where
k2= kg — k2 (8.1.12)

Equation (8.1.11) is the Bessel equation (named after Friedrich Bessel, 1784-1846) where solu-
tions are Bessel function J,,(k,p) and Neumann function Y, (k,p) (named after Carl Gottfried
Neumann, 1832-1925). Here, n is the order of these functions. So the general solution (8.1.5)
becomes

V(p, ¢, 2) = [Ady(kyp) + BY,(k,p)] e5m0 k== (8.1.13)

We can now put an electron in a pill box whose wall is an infinite potential as shown
in Figure 8.1. Since Y,, (k,p) — oo, when p — 0, we set B = 0 to eliminate the Neumann
function. Also, 1(p, ¢, z) has to be regular and finite inside the pill box. Matching boundary
conditions at the two ends of the pill box, we have

QZ} (p7 (bv Z) = AJn (kpp) eiin(b sin (%2) (8114)
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Figure 8.1: The geometry of a cylindrical pill box where an electron is trapped.

Table 8.1: The first few zeros of Bessel functions:

m COm Clm C2m CSm §4m <5m

1 | 2.4048 3.8317 | 5.1356 6.3802 7.5883 8.7715
2 | 5.5201 7.0156 | 8.4172 | 9.7610 11.0647 | 12.3386
3 | 8.6537 | 10.1735 | 11.6198 | 13.0152 | 14.3725 | 15.7002
4 | 11.7915 | 13.3237 | 14.7960 | 16.2235 | 17.6160 | 18.9801
5 | 14.9309 | 16.4706 | 17.9598 | 19.4094 | 20.8269 | 22.2178

where k, = pr/L, for all integer p.
The boundary condition at p = a is that ¥ (a, ¢, 2z) = 0, or that

In (kpa) =0

The zeros of Bessel functions are tabulated and given by
In (Cnm) =0

The first few zeros are given in Table 8.1. Hence, we obtain that
k, = Cum/a

So (8.1.14) becomes
_ P\ ting .. (PT
¢ (pv ¢a Z) - AJn (Cnma> € Sin (—L Z)

(8.1.15)

(8.1.16)

(8.1.17)

(8.1.18)

In the above, we see a standing wave sin (prz/L) in the z direction, a standing wave repre-
sented by J, (Cnmg) in the p direction, and a travelling wave e***? in the ¢ direction. The



114 QUANTUM MECHANICS MADE SIMPLE

L L
0o 5 10 15

Figure 8.2: The Bessel function of different order as a function of its argument. Notice that
the higher the order, the smaller the Bessel function is at the origin.

larger n is, the more rapidly varying is the travelling wave as a function of ¢, and the more
angular momentum it carries.

In fact, plots of J, (z) versus x for different n is shown in Figure 8.2.> We notice that
the larger n is, the more rapidly varying e*""¢ is, and the more the Bessel function .J,, (2) is
pulled away from the origin. This is characteristic of a particle swirling around in a circle.
The centrifugal force is keeping the particle away from the origin.

From the fact that

2 2 2moE
k§=k§+k§:<c’;’”> +(p%) = ng (8.1.19)

we can derive that the energy levels of the trapped electron are given by

2 2
= 22 ()5

Hence, the energy levels of the trapped electron assume quantized values. This is the char-
acteristic of the wave nature of the electron.

(8.1.20)

8.1.2 Electron Trapped in a Spherical Box

To obtain different physical insight with different wavefunctions, next, we place the electron
in a spherical box with infinite potential at the wall. We also solve this problem by separation
of variables by letting

Y (r,0,6) = R(r)O(0) P (6) (8.1.21)

IWays to compute Jp(z) is well documented and is available in programming toolbox like Matlab.
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Figure 8.3: Legendre Polynomial with argument cos 6 plotted for [ = 5 and different m values.
Notice that as m increases, the z component of the angular increases, and the wavefunction
spirals away from the z axis, due to the centra-fugal force of the electron. Also, the 6 variation
of the wavefunction slows down, indicating a lesser component of the angular momentum in
the transverse direction.

Using (8.1.21) in (8.1.4), we have

0 (0)® (¢) 5 2r2ZR(r) + R(r) ® (¢) =252 (sin 020 (0))

2 8.1.22
FR(1) 0 (0) by 20 (6) + BR(NOO) D (9) =0 &1
We propose another eigenvalue problem such that
) (5.1.23)
95 = 1.

Using the above in (8.1.22), ® (¢) can be canceled in the equation. Then we propose another
eigenvalue problem such that

2
L0 nelo@ -

sind 09" 98 ©(0)=-1(1+1)0(0) (8.1.24)

sin® 0
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The solution to (8.1.23) is eT¥™¢ while the solution to (8.1.24) is in terms of associated
Legendre polynomials, P/™ (x) (named after Adrien-Marie Legendre, 1752-1833), or in terms
of 6,2

©(0) = P™(cosl), —-I<m<l (8.1.25)

Eventually, the equation for R (r) is

11+1)

Ldodpoy, {kg_ . }R(r):o (8.1.26)

ﬁ%r dr

The last equation is the spherical Bessel equation whose solution is
R (r) = Aji (ko) + Bh{" (kor) (8.1.27)

In the above, j; (x) represents a spherical Bessel function of order I, which is regular at = = 0,

while hl(l) (x) represents a spherical Hankel function of the first kind of order [ (named after
Herman Hankel, 1839-1873), which is singular at = 0.

When we put this solution inside a spherical box, we set B = 0 since hl(l) (kor) is singular
at r = 0. Then the general solution to (8.1.4) inside a box is

U(r, 0, ¢) = Aji(kor) P (cos §)eFm?, —-l<m<gl (8.1.28)
Assuming the radius of the sphere is a, to satisfy the boundary condition, we require that
Ji(koa) =0, (8.1.29)

Since ji(¢ip) = 0, we deduce that kg = (jp/a. The first few zeros of the spherical Bessel
functions are given in Table 8.2.

Table 8.2: The first few zeros of the spherical Bessel functions:

COp Clp <2p CSp <4p
3.142 | 4493 | 5.763 | 6.988 | 8.183
6.283 7.725 9.095 10.417 | 11.705
9.425 10.904 | 12.323 | 13.698 | 15.040
12.566 | 14.066 | 15.515 | 16.924 | 18.301

NNV O

Therefore, the general solution becomes
P(r, 0, ¢9) = Aj (pr) P"(cos f)e=™m?, —l<m<! (8.1.30)
a

In the above, e*™® represents a traveling wave in the ¢ direction, P/"(cos @) represents a
standing wave in the 6 direction. When [ becomes large, P/ (x) is a higher order polynomial

2The other solution to (8.1.24) is the associate Legendre function of the second kind, Q7 (cos6) but this
function is singular for 0 < # < 7, and hence, is not admissible as a solution.
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and P"(cos§) is a rapidly varying function of §. In this case, etm® 1 < m <1 could also
be a rapidly varying function of ¢ implying the presence of high angular momentum. From
Figure 8.3, it is seen that the larger m is, the more slowly varying is the associated Legendre
polynomial. The variations from P/"(cosf) and e*"™? compensate each other for a fixed [ so
as to keep the “sum” of the angular momentum a constant when [ is fixed.

The function j;(z) is well known and is plotted in Figure 8.1, showing that when n is
large, the centrifugal force of the particle pulls it away from the origin as in the pill-box case
in cylindrical coordinates. From the fact that

2
2 QJ - QmoE
k3 = ( » ) == (8.1.31)

we deduce that the energy levels of the trapped electron are

2
Ey = e <Q”> (8.1.32)

2mgo \ a

This is again quantized due to the wave nature of the electron.

The above cases illustrate the trapping of an electron by a pill box and a spherical box.
In nature, the positive charge of a nucleus forms a potential that can trap an electron. In
the case of the hydrogen atom, closed form solutions can be obtained for the trapping of
an electron by the Coulomb potential of the positive nucleus. This has been documented in
many quantum mechanics books.

8.2 Mathematics of Angular Momentum

100

ost )

Figure 8.1: Spherical Bessel function of different order versus its argument. The higher order
functions are smaller around the origin.
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We have shown previously that an electron trapped inside a pill box or a spherical box
does display angular momentum. Next, we derive the operator that is related to angular
momentum. In classical mechanics, the angular momentum is given by

L=rxp (8.2.1)

where p is the linear momentum. Notice that by taking the cross product of p with r, only
the circumferential component of the linear momentum is extracted. Written explicitly, it is

Lac = YP> — 2Py, Ly = ZPx — TPz, Lz = TPy — YPx (822)

We raise these to operators, and write them as, in coordinate space representation,

. 0 0 A 0 0 A 0 0
L,=—-ih|y=— —2—),Ly=—ih|z——o— |, L, =—ih|lo— —y— |, 8.2.3
! <yaz Z@y) Y ! (Zﬁx x@z) ! <$8y y@x) ( )
x,Y, 2z can be raised to be operators as well, but in coordinate space representation, they are
just scalars. Actually, we can write (8.2.1) as the operator

~

L=%xp (8.2.4)

The hat signs above indicate that they are operators and not unit vectors. The coordinate
space representation of the r operator is just r. The coordinate space representation rep-
resentation of the momentum operator p has been derived before. Consequently, the above
operators can be shown to satisfy the following commutation relations

[ﬁm,ﬁy}::ihﬁz, [ﬁy,ﬁz}::ihﬁm, [iz,ﬁr]::ihiy (8.2.5)
The L? operator is defined as
L*=L-L=12+12+12 (8.2.6)

8.2.1 Transforming to Spherical Coordinates

The above can be transformed to spherical coordinate system. To show this, we write (8.2.4)
in coordinate representation yielding 3

o . (.0 1 0
L——zthV——zh( %_esinﬁ&b> (8.2.7)

The last equality can be obtained by writing gradient operator V in spherical coordinates.
Then

. .z f. ~0 1 9
L,=2%-L=—ih (Jj Pap — T osinG 8¢> (8.2.8)
But 2-¢=—sing, 4-0 =23 - pcos® = cos ¢cosf. Then (8.2.8) becomes
L, =ik ( sin ¢2 + cot 0 cos ¢2 (8.2.9)
e 00 d¢ -

3We will use the &, 4, 2, 7, é,q@ to denote unit vectors in the respective directions.
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Similarly,
. . ~ 0 ~ 1 0
=g L=—in(j 0l 54— 2.1
v = ih (y 6 Y esinﬁaqﬁ) (8.2.10)
with g - (,zAS =coso, 7 6 = sin ¢ cos 0, we have
L, =ih cosgé(9 —|—cot9<:os<j)a (8.2.11)
v 00 0¢ -
Similarly,
. ~ 1 0 0
L,=1ihz-6 — = —ith— 2.12
N oo} ‘ d¢ (8 )
The eigenfunction of the L. operator is ® = e*™% so that
L.®(¢) = mhd(¢p) (8.2.13)
For L? operator, we have
=R (rxV) (rxV) (8.2.14)

Using a vector identity that (a x b) - ¢ =a-b X ¢, we rewrite the above as
L? = —h*r -V x (rx V) (8.2.15)

By expressing the Vx operator in spherical coordinates, and that r x V can be expressed as
n (8.2.7), the above becomes

. 1 0 3 o 1 0
2 _ 32 9 9
L7==h sin 6 (89 s1n9 ¢ sin 0 6(;5) (8:2.16)

The above is just the circumferential part of the Laplacian operator in (8 1.4). Tt is quite
easy to show that the above commutes with L.. Hence, L? commutes with L. By symmetry,
L? also commutes with L, and L .

We can find the eigenfunctions of the L? operator. Traditionally, this eigenfunction and
eigenvalue problem is expressed as

L2Y1n (0, 0) = R2I(1 4+ 1) Y1 (0, 6), —I<m<l (8.2.17)

where [ is the orbital angular momentum quantum number and m is the azimuthal angular
momentum quantum number. Its solution is similar to the method of solving for the solution
of Helmholtz wave equation in spherical coordinates. By the separation of variables, the
solution is

Yim (0, 6) = CP™(cos §)e™?, —1<m<l (8.2.18)

which can be normalized to yield

(21 +1)( -

Yim(0,0) = (=1)™ Tl 4 ) )Pl " (cos )™, —-1<m<l (8.2.19)
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In Hilbert space, this eigenfunction is denoted as |, m). We can define another operator

L2=1P-12=L2+1; (8.2.20)

It is quite clear that L, commutes with ﬁf, and L? commutes with IZ% Hence, iz, ﬁf and
L? are mutually commutative, and share the same eigenfunctions |I,m). Therefore,

L3|1,m) = R*[I(1 4+ 1) — m?]|l,m) (8.2.21)

A pictorial illustration of this concept is given in Figure 8.2. It is to be noted that this
picture can be drawn because L., 12, and L? are mutually commutative. For the common
eigenfunction |/, m), their eigenvalues can be “observed” uniquely and simultaneously.* The
corresponding increase of L, and decrease of Ly also correlate with the wavefunctions shown
in Figure 8.3.

However, I:Z does not commute with IA@ or ﬁy Therefore, for an eigenfunction |I, m) that

gives the value of (L.) precisely, the value of (L) (L,) are indeterminate. In fact, from the
picture of |Y,,|?, the function is completely indeterminate in the ¢ direction.

8.3 Field-Atom Interaction—A Simple Introduction

Previously in the section on time-dependent perturbation theory, it was seen that an external
electric field applied to a quantum well can change the potential distribution, and hence,
gives rise to a change or a perturbation of the Hamiltonian. It can be shown that when
electromagnetic field is present, the classical Hamiltonian is

_ 1 _ 2
H—%(p qA)* +qo (8.3.1)

where A and ¢ are electric vector and scalar potentials, respectively, and the corresponding
electric field E = —A — V¢, and magnetic field B = V x A. The presence of the electric
potential gives rise to a potential in the Hamiltonian V(r) = ¢¢(r). In general, V(r) =
Vo(r) + g¢(r) where Vy(r) could be the Coulomb potential from the nucleus of the atom.
Then the classical Hamiltonian becomes

H= ﬁ(p —qA)? +V(r) (8.3.2)

One can expand above squared term to obtain

1
H= %(p2 —2qp- A+ ¢*A - A)+V(r) (8.3.3)

The above can be written as Hy + H, where Hy is the unperturbed Hamiltonian when the
external field is zero, or

1
Hy = %pQ + Vo (r) (8.3.4)

4We are actually drawing the eigenvalues of Ls = 1/L2 + ﬁg and I = /L2 + ﬁ% + L2, but they are still

mutually commutative.
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L, axis

+2h

T8 /S ——

» | axis

Figure 8.2: A picture showing the angular momentum components, L, and L, for different
tilt angles of the total angular momentum L.

and H), is the perturbing Hamiltonian given by

1
Notice that H, = 0 if the field is not turned on. When the field is weak, the quadratic term
A - A can be ignored, and

H, ~ —%p~A—|—q¢ (8.3.6)

For the case of light-atom interaction, one can generate a plane-wave light field such that
V- A =0 with ¢ = 0. In that case, the above becomes

H,~ —%p ‘A (8.3.7)
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In the quantum world, the the momentum p is elevated to be a momentum operator p, and
the corresponding Hamiltonian is

2 q . q .
Hy~——p-A(t)=—-——A()- 8.3.8
e W UESEINOR (338)
where p = —ihV in coordinate space. Moreover, since V - A = 0, the p operator commutes

with A(r) and therefore the last equality in the above. In the above, we did not elevate A
to be a quantum operator, and had left it as a classical field.> This is also known as the
semi-classical approximation.

For a plane wave, without loss of generality,

A(t) = Agcos(k - r —wt) = Ag cos(wt) (8.3.9)

The last approximation above follows if the size of the atom is much smaller than the wave-
length in question so that k-r is a small number. Then above Hamiltonian can be used in the
time-dependent perturbation theory to ascertain the radiative transitions in an atom when it
is excited by a light field.

8.3.1 Magnetic Field and Zeeman Effect

When an atom interacts with a low-frequency or static magnetic field, the vector potential
can be expressed as

1

It can be shown that, if B is a constant, that V x A = B and V - A = 0 satisfying the
Coulomb gauge. Using the above in (8.3.7), one gets®
~_ 1 p=_21p. - :
H, ~ 5 Bxr-p 2mB rxp 5 B-L (8.3.11)

Again, in the quantum world, the above can be elevated to be a quantum operator yielding

A q A
H,~—-——B-L 8.3.12
P 2m0 ( )
For a static or low-frequency magnetic field, the number of photons involved is infinitely or
almost infinitely large. Hence, the graininess of the field is unimportant. For a magnetic field
pointing in the z direction, namely, B = 2B, ,the above becomes

~ q ~
H,~——B,L, 8.3.13
p 2m0 ( )

5The treatment of A as a quantum observable is important when the “graininess” of electromagnetic field
is indispensable, so that the photon picture or the particle picture of electromagnetic field is important. This
is the case when the frequency of the field is high so that hw is not trivial, such as in optics, or when the
number of photons involved is a small number.

SHere, mg is used to denote the mass of the electron to distinguish it from m, the azimuthal angular
momentum quantum number to be introduced later.
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The Hamiltonian is then

Hy(x) = (Ho + Hy)b(r) = Bt (r) (8.3.14)

where H, = % +Vy. If Hy is axially symmetric, and since flp ~ 0%5, then [fIO,Hp} = 0.
Then it is possible that ¢(r) is both the eigenfunction of both Hy and ﬁp. Therefore,

1 pi -7
—%Bszdj(r) T B,mh(r) (8.3.15)

If the unperturbed Hamiltonian yields eigen-energy Fj, then the the perturbed Hamiltonian
yields

E=FEy— f:%Bzmh (8.3.16)

The shift in energy level is due to the coupling of the orbital angular momentum to the
perturbing magnetic field. The shift is proportional to the azimuthal angular momentum
quantum number m. In the unperturbed Hamiltonian, these eigenfunctions with different
m’s have the same eigen-energies (eigenvalues), and hence they are degenerate. After the
application of the magnetic field, the eigen-energies split and become non-degenerate. This
is known as the Zeeman effect, named after Pieter Zeeman (1865-1943).

Appendix

A Infinitesimal Translation

From Taylor series expansion, we have

2

fe+a) = f@)+af@)+5
d 2 2

= regtgae | f@

= % f(z) (A1)

HOR

The exponential to an operator is interpreted as a Taylor series when it needs to be evaluated.
The above can be written with a momentum operator (assuming that i = 1)

fla+a)=e?f(z) (A2)

or in Dirac notation o
|fa) = €"P|f) (A3)

where |f,) is the state vector representation of the function f(x + a). If a Hamiltonian is
translational invariant, it will commute with the translation operator, namely

He'P|f) = e P H|f) (A4)
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" [ewﬁ,ﬁ] =0 (A5)

For example, if the Hamiltonian is such that —1d?/dz?, then it is quite clear that the left-hand
side of (A4) is

1 d* . 1 d? 1
_- 8 iap e S —— A
3o () = 5 o f(e - a) = — 5 (e + ) (46)
The right-hand side of (A4) is
T 1 d? s | 1 1
wp |- 7 _ ptap | _ " - _Z 1" A
ot |- gz )| = -3 = 31w +a) (A7)
which is the same as the left-hand side.
By assuming that €?? ~ 1+ iap + - - -, the above also means that
Hp=pH, [H.5]=0 (A8)

This means that p is a constant of motion as shown in Chapter 5, Appendix C, or

d{p)

=0 A9

p (A9)

In other words, momentum is conserved in a system where the Hamiltonian is translational
invariant.

B Infinitesimal Rotation

Similarly, the L, operator is fi% which is a generator of rotation,’

F(¢+a) = 5 f(¢) = L= f(9) (B1)

Going through the derivation as we have before, for a Hamiltonian that is rotationally sym-

metric about the z axis, then it commutes with e*Z=. In this case

el f] =0 (B2)

or Taylor series expanding the above, we derive that

(L2, H] =0 (B3)

Hence, the Z component of the angular momentum is conserved for a system that is rotation-
ally symmetric about the z axis.

The above has been motivated by L. that follows from the orbital angular momentum,
whose form has been motivated by the classical angular momentum. What if the angular
momentum has no classical analogue like the spin angular momentum? Or the state vector

7Assume again that i = 1.
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may not be written using wavefunctions at all. In this case, we can postulate a generalized
generator of rotation of the form

e’ j) (B4)

The above will take the angular momentum state |j) and generate rotated state about the z
axis. We postulate the above form for three reasons:

1. The generator of rotation for orbital angular momentum is already of this form. It must
be the special case of the above form.

2. If the above generator commutes with the Hamiltonian with similar rotational symme-
try, this component of angular momentum will be conserved.

3. The rotation will cause the expectation value of the angular momentum vector, an
observable, to rotate according to a coordinate rotation about the z axis.

It is easy to see that the expectation value of the J, operator remains unchanged under
this rotation. We can easily show that

(jle7 "= J etz |5) = (j]J.]4) (B5)

In the above, functions of operator J. commute with each other, a fact that can be easily
proved by expanding the functions as a power series. The conjugate transpose of et ig

e~z gince J, is Hermitian because it represents an observable. Hence, the last equality in

(B5) follows.

C Derivation of Commutation Relations
In general, we can define the angular momentum operator to be
J=1iJ, +jJ, + kJ. (C1)

The above is an observable so are the components of the operator in the x, y, z directions.
Hence, the expectation value of the above with respect to the state |j) gives rise to

3y = i) +j(J,) + k() =iJ, +jJ, +kJ. =T (C2)

where we denote the expectation values of J; with scalar number J;, and that of J with J. We
will test point 3 above with respect to this vector J. This vector will have to rotate according
to coordinate rotation as the state vector is rotated according to (B4).

If e’*/= is a generator of rotation about the z axis, it will leave .J, unchanged as shown
above. But it will not leave J, and J, components unchanged. Now, we can find the expec-
tation value of J, under rotation about z axis, or that

Jo = (Glalg),  Jh = (jleT" ) Tpe' ) (C3)
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Before rotation, this would have represented the expectation values of the x component of J,
the angular momentum. After rotation,

J=1J.,+§J +kJ. (C4)

and J. will contain both the z and y component of J. When we rotate the state vector by
angle «, the expectation value of the vector J will rotate by « in the same direction. But
from the Figure C1, it is clear that

Jl, = Jycosa+ Jysina (C5)

The equivalence of rotations in (C3) and (C5) can be proved by lengthy algebra. To simplify
the algebra, we can show the equivalence for infinitesimal rotation. To this end, we assume
that o is small so that we keep only the first two terms of the Taylor expansion for e’/ or
eieds 1 4 iad,. Then,

For small «, (C5) becomes
Jo 2 T, + ady (C7)
But (C6) can be written as
o= (G113 = ia (Gl Jede = JoJ25) (C8)
" Y
: A
L\
\\\.\
A !
\ v
\\ //_1,-/
\\ -//,./-
\.\ //_’,-/
\\ ) "”a
— >

Figure C1: Coordinate rotation of the xy plane about the z axis by angle a.
Comparing (C7) and (C8), we have

Jody — Jpd. =i, (C9)
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We can let i # 1 to arrive back at the previously postulated commutator relations. The
above is arrived at using only rotational symmetry argument that the angular momentum
operator is a generator of rotation. The other commutation relations for angular operators
can be derived by similar arguments. In general, for all operators that represent angular
momentum, we have

{jgc,jy} —ihJ., [JUJ} — i, [jz,jx} —ihJ, (C10)

From the above, we can define raising and lowering operators and use the ladder approach to
derive the properties of the eigenstates of angular momentum operators.
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Chapter 9
Spin

9.1 Introduction

Spin is a special property of atomic or subatomic particles that has no classical analogue.
Electron has spin. We can think of it as being due to the self spinning of the electron, but
we should not let our imagination run further than that. Spin of an electron gives it a spin
angular momentum in addition to the orbital angular momentum it possesses. The spin also
endows an electron with a magnetic dipole moment that causes it to interact with a magnetic
field.

The spin of some particles is found to have binary values of “spin up” and “spin down”
experimentally by the famous Stern-Gerlach experiment in 1922 by Otto Stern (1888-1969)
and Walter Gerlach (1889-1979). This binary nature, as we shall see, fits nicely in the math-
ematical structure of angular momentum in quantum mechanics, but it cannot be described
by a wavefunction or wave mechanics. Instead, it can be represented by matrix mechanics.

9.2 Spin Operators

We have seen that the z component of the orbital angular momentum, represented by the
operator ﬁz, is quantized to be mh where —I < m < [, [ being an integer related to the total
angular momentum square operator L? with eigenvalue [ (I + 1)h2.

It can be shown that the relationship between the total angular momentum number [ and
the z-component of the angular number m is not restricted to orbital angular momenta. It
can be established for all quantum mechanical angular momenta, as is shown in Appendix
A. A generalized angular momentum can be J =L+ S, J =Ly + Ly, or J =S; + Ss. Like
linear momentum, angular momentum can be added like vectors. Also, they are conserved
quantities. In the quantum world, these observables will be elevated to become operators.

A more general framework for angular momentum is that for J? = j%—l—jg—l—jf, an operator

that represents the square of the total angular momentum, and J,, Jy, J,, operators that
represent the z, y, and z components of angular momenta, then

J2|J, M) = J(J +1)h%|J, M) (9.2.1)

129
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Jo|J, MY = MR2|J, M), —J<M<J (9.2.2)

We have proved the above results for orbital angular momentum by using wave mechanics
and wavefunctions, but they can be proven for general angular momentum by using rotational
symmetry of 3D coordinate space, and mathematics of raising and lowering operators (see
Exercise at the end of the Chapter).

Spin angular momentum operators also fit under the framework of general angular mo-
mentum operator, and can be thought of as a special case of the above framework. Hence,
the above can also be applied to spin 1 angular momentum where J = 1, —1 < M < 1. The
values of M has to be spaced by value one apart, hence, M = 43 L

For spins, we let S represent the total angular momentum operattor7 while S, represents
the z component of the spin angular momentum. Applying (9.2.1) and (9.2.2) to spin %
angular momentum, we have

$|3h) = 0 [had), J=d M-z (923)

5.[3.44) = 4403, 2) (9:24)

As a result, the corresponding z component of the spin angular momentum, represented

by the operator S, has only two eigenvalues and two eigenstates: an up state with angular
momentum of 1 5h and a down state with angular momentum of —lh 1

The correspondmg z and y components of the spin angular momentum can be represented
by operators S, and S Together with S, they satisfy the following commutation relations,

{Swsy] — ih&., [Sys] — ihS,, {SSI} = ih8, (9.2.5)

The above is similar to the commutation relations satisfied by Ly, f/y, and f/z, where they
have been motivated by wave mechanics. However, as has been shown in Appendix A, that if
an operator is to represent an angular momentum, then their x, y, and z components have to
satisfy the above commutation relations by rotational symmetry of the 3D coordinate space.

It is expedient at this point to define Pauli spin matrices, introduced by Wolfgang Pauli
(1900-1958), and given by

S, (9.2.6)
with the commutation relation
(62,6, = 2i6., [6y, 0] = 216y, [62,04] = 2i6, (9.2.7)

Since there are only two spin states, they can be represented by a two dimensional column
vector. Hence, we have

It = H = m (9.2.8)

IThis was discovered in silver atoms by the famous Stern-Gerlach experiment.
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The spin operators can in turn be represented by 2 x 2 matrices. Then, the matrix represen-
tation of &, is

. 1 0
G, = [O _1} (9.2.9)
such that
o=, el=-I (9.2.10)
The raising and lowering Pauli matrices can be easily constructed as
. 0 2 . 0 0
Oy = [O 0} ) 6_ = [2 O] (9.2.11)
1, 1.
o=, se M= (9.2.12)
By using the the relationship that 6+ = 6, £ i, the other Pauli matrices can be found to
be
. |01 . |0 —2
e L 0} , Oy = [Z 0} (9.2.13)

It can be shown that any 2 x 2 matrix can be expanded in terms of the Pauli matrices and
the identity matrix; namely,

K = 0,15'33 + ag&y + (13('3'2 —|— CL4i
Furthermore, it can be shown that

)

0, =0

:&321:{10} (9.2.14)

2
v 0 1

Hence, we can define a 62 operator such that
6°=062+46,+062=31 (9.2.15)
By the same token, the 52 operator, from (9.2.6) and the above, can be evaluated to be

N . N N h? 3 _
S?=52+5. 452 = 1&2 = (9.2.16)

It can be shown that the eigenvector of the &, operator is

1 1 1
d=—s| 1 | =5 In+1a

while that for the &, operator is

1 1 1 .
=5 1| =50
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It indicates that the state vector that represents a spin pointing in the z or y direction is
a linear supposition of an up spin state vector and a down spin state vector with different
phases.

In the above, the quantum mechanics of spin half particle such as an electron is described
by matrix mechanics.

9.3 The Bloch Sphere

We have seen that the eigenstates of &, are

T)H], |¢>[H (9.3.1)

In the two dimensional space in which spin states are represented, these two states are or-
thonormal and complete. Hence, the eigenstates of the ¢, and &, operators can be expanded
as well in terms of [1) and |]) states. Consequently, a general spin state can be written as

) = en it +a 1) =cos (5 ) 1)+ esin (5 ) 1) 93.2)

We have chosen a4 and a| judiciously so that the wavefunction is clearly normalized, namely,
lat|? + |ay|> = 1. The relative phase between a4 and a; is in €'’ as absolute phase is
unimportant. Let

o =16, + 36, + ko, (9.3.3)

be an operator that represents a vector of the spin angular momentum, where 2, 3, and k
are unit vectors in the x, y, and z directions. Then the expectation value of this operator
for a given quantum state |s) in (9.3.2) should point in a vectorial direction. This is a basic
tenet of quantum mechanics since o represents angular momentum, which is an observable.
Consequently, we find the vector

P, = (s|o|s) =1(s|d5|s) +2(s|dy|s) +k(s|F.]s) (9.3.4)
After substituting |s) from (9.3.2) into the above, we can show that
P, =1sinfcos ¢ + 3sinfsin ¢ + k cos (9.3.5)

The vector P, maps out a sphere called the Bloch sphere? with corresponding 6 and ¢ values
as shown in Figure 9.1.

The above analysis shows that by superposing the up and down spin states judiciously,
the observed spin vector, which is the expectation of the vector spin operator, can be made to
point in any directions in the 3D space. This feature has been of great interest in constructing
a quantum computer and storing quantum information.

2Named after Felix Bloch (1905-1983).
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Figure 9.1: The Bloch sphere showing the vector Ps.

9.4 Spinor

In general, we need a two component vector to describe both the wavefunction and the spin
state of an electron, namely,

9= | 0 | =1 | g ]+ Waount | (9.4.1)

w)down

These wave functions with two components are known as spinors. The vector space for
spinors consists of the vector space for the electron wave function multiplying with the two-
dimensional vector space for the spin. This is known as a direct product space.

9.5 Pauli Equation

Before deriving the Pauli equation, it is useful to derive the Hamiltonian for the Zeeman
effect using heuristic arguments. The Zeeman effect is due to the coupling of the magnetic
field to the orbital angular momentum while the Pauli equation accounts of the coupling of
the magnetic field to the spins.

The classical angular momentum of a particle moving in a circle is

L = mgur (9.5.1)
which can also be written as a vector

L=rxp=rxmgv (9.5.2)
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If this particle is an electron, it will complete an orbit in 27r /v time, and we can denote the
current due to this orbiting electron as

ev
[=—— 9.5.3
2mr ( )

A circulating current loop produces a magnetic dipole moment
py=1Ia (9.5.4)

where |a| is the area of the current loop, the vector a points in the direction normal to the
surface |a|. For circulating electron, this moment is

ev 2 eur

lal = o T T (9.5.5)
We can then write
er X v el
By = — 5 = _Tmo (9.5.6)

The interaction energy of a magnetic dipole and a background magnetic field B is given by

E,=—-p; B (9.5.7)
Assume that B = 2B, then
e e
E,=—B,L,=—B.,mh 9.5.8
2m0 2m0 m ( )

since the eigenvalue of L. is mh and the expectation value of L, can be precisely mh. Equation
(9.5.8) can also be written as

E, =mugB, (9.5.9)

where pp is a Bohr magneton defined to be

eh

- 9.5.10
S (9.5.10)

KB

The Hamiltonian of quantum mechanics is inspired by the classical Hamiltonian mechanics.
The Hamiltonian represents the total energy of the system. If an applied external magnetic
field contribution to a small change in the total energy, we can add a perturbation Hamiltonian
in accordance to (9.5.8) and let

. B, .
=221, (9.5.11)

B 2m0

Originally, for angular momentum with number [, the z component of the angular momentum
is mh with (20 + 1) values for m that are degenerate. The applied B field will split this
degeneracy into 2[ 4+ 1 distinct energy values. This is known as the Zeeman effect.
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Equation (9.5.11) can be written as

~ e -~
H,=—UL-B 9.5.12
p 2m0 ( )

When the spin angular momentum is added, the perturbing Hamiltonian becomes

~ e
p = 5 —

L+¢S)-B 9.5.13
5o (Lt g8) (95.13)
where g is the g-factor which is approximately 2. It can be determined from Dirac’s equa-
tion, but quantum electrodynamic correction has determined this factor to extraordinary
precision.?

In general, the Hamiltonian for an electron in the presence of a magnetic field is

~ 1 ~
H=—p"+Vo+-——(L+¢S) B (9.5.14)
m m

The above Hamiltonian is again motivated by the Hamiltonian for classical mechanics for an
electron in the presence of an electromagnetic field, which is

. 1 2 e N
H=—1Ip A \% —9gS-B 9.5.15
o P T A+ Vo(r) + 5 g ( )
The above is also known as the Pauli equation. The Hamiltonian of the Pauli equation can
also be expressed as

o ﬁ(a@wm))? T Vo(r) (9.5.16)

9.5.1 Splitting of Degenerate Energy Level

The interaction of spins with magnetic field can cause the degenerate energy levels of a
quantum system to split. If no magnetic field is present, the spin up state and the spin
down state can share the same wave function with the same energy level, and hence, they are
degenerate. In the presence of a magnetic field, the state where the spin is parallel with the
magnetic field is of lower energy compared to the case where the spin is antiparallel to the
magnetic field. This causes the splitting of a degenerat energy level as shown in Figure 9.1.
This fact can be used to design interesting spin devices.

9.6 Spintronics

Some materials are highly magnetic because there are many unpaired electrons in these ma-
terials. These unpaired electrons give these materials magnetic dipole moments, such as

3In 1985, Richard P. Feynman (1918-1988) wrote in “QED, The Strange Theory of Light and Matter,”
that this factor has been determined to the precision of a few hair lines if one were to err from the travel from
New York to Los Angeles. In 2012, Daniel F. Styer (1955-) wrote that the precision of this constant has been
improved to a few hair lines from the distance of the Earth to the Moon.
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Edown

Figure 9.1: The splitting of degenerate energy level when the spin of the electron interacts
with an ambient magnetic field.

ferromagnetic materials. In ferromagnets, the magnetic dipoles of the same orientation clus-
ter together to form microscopic domains that are random on a macroscopic scale. These
domains can be aligned macroscopically by magnetization, making these materials into mag-
nets. Fe, Co, Ni and their alloys have this property.

The conduction property of these materials can also be affected by remnant magnetic
field in the domain, or externally applied magnetic field. This can be explained by the DOS
diagram. The electrons in a magnetic material see a self field that affects their energy levels:
electrons that are aligned with the magnetic field are in the lower energy states compared
to the anti-parallel electrons. Hence the DOS of a ferromagnets is different for up and down
spins compared to normal metals.

E E E
%‘ E¢ ‘%? E¢ ‘% E¢
DOS «——+—— DOS DOS+————+—— DOS DOS+——F——» DOS
Normal Ferromagnetic Ferromagnetic

Figure 9.1: The shifting of the energy levels of the up and down spins states in the DOS plot
due to different ambient or external magnetic field. The left half is for DOS of down spins
and conversely for the right half.

Now, the conduction electrons available for up spins do not exist, but occur in abundance
for the down spins. (The skewness in DOS can be further affected by an externally applied
magnetic field.) This gives rise to conductivity that is spin dependent, or spin polarized
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transport. Also, electrons that pass through a ferromagnets become spin polarized. Devices
of high resistance and low resistance can be made by sandwiching three layers together of a
normal metal between two ferromagnets layers as shown in Figure 9.2. Such phenomenon is
known as giant magneto-resistance (GMR).

Moreover, the external magnetic field can alter the resistance of the device using it to
sense magnetic field or store information in magnetic field. Hence, such devices can be used
as magnetic read head or non-volatile memory as shown in Figure 9.4.

Exercise 2

In the Appendix, we have derived the commutation relation for general angular momentum
in equation (B.3.9). Use the same technique, derive the other commutation relations for
angular momentum in (B.3.10).

1. The raising and lowering operators in angular momentum are defined as
Jy = JptiJy
Using the commutation relations in (B.3.10), show that
Jydi = J2 + JoEilJy, Jy)
P =0+ I+ J2 = JpJe + J2ERJ,

(s, J.] = FhJs
[J2,J.] =0
[J2a J:I:] =0

The above means that Ji shares the same eigenfunctions with J2 but not with J,.
However, J2 shares the same set of eigenfunctions with J,.

2. Denoting the eigenfunctions of J? and J, as
|J, M)
where
J2\J, M)y = J(J + 1) h?|J, M)
J|J, M)y =hM|J, M)
and J and M are integers. Show that
JJL |, M) =”h(M +1) Jg|J, M)
3. By using the fact that
(J,M|J+Jx|J, M) >0

show that
—J<M<J

The wonder of the above is that it could be derived from commutation relations alone,
and the explicit form of |.J, M) need not be known.
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Spin bottleneck magnetoresistance
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Figure 9.2: The sandwiching of a normal metal between two ferromagnets can give rise to
high or low resistance depending on their relative orientations (from G.A. Prinz, Science, v.
282, 1660, 1998).
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High resistance

Low resistance

Figure 9.3: Schematic representations of channel transport that is parallel to the plane of
a layered magnetic metal sandwich structure for aligned (low resistance) and antialigned
(high resistance) orientation. The resistance of the channel can be altered by changing the
magnetization of the sandwiching layers (from G.A. Prinz, Science, v. 282, 1660, 1998).
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Figure 9.4: When a GMR read head passes over magnetic domains of different polarization in
a storage media, the leakage field in between the domains can be detected, as the resistance
of the GMR is affected by such leakage field (Gary A. Prinz, Science v. 282, 1660, 1998).



Chapter 10

Identical Particles®

10.1 Introduction

The physics of identical particles is another intellectual triumph in quantum mechanics where
the phenomenon is not observed in the classical world. When particles are identical or in-
distinguishable, their wavefunctions have to assume a certain form to satisfy a certain sym-
metry when the positions of the two particles are swapped. In quantum mechanics, it is the
magnitude squared of a wavefunction that has physical meaning. If the particles are indistin-
guishable, the magnitude squared of a wavefunction does not change when the two particles
are swapped.

The many-particle problem cannot be solved in closed form, but we can use a variational
method such as the Rayleigh-Ritz method to find an approximate eigenvalue of the system
as described in Section 6.3.1. To this end, we have to construct basis functions for identical
particles. These basis functions can be constructed from the single-particle solutions when
the particles are non-interacting with and isolated from each other.

First, we can consider the particles to be non-interacting and isolated. If there are two
non-interacting particles, we can write down two independent equations for them, namely

Hibue) = [0 + V(00| bule) = Buta(e) (101.)

Hay(rz) = [—:mV% + V(ra)] P(r2) = Eyihy(r2) (10.1.2)

In the above, the two particles share the same potential function V, but are in different
worlds. Alternatively, we can write down the equation for the entire quantum system which
is the sum of the two quantum systems, namely

(Hy + Ha)a(r1)¥p(r2) = (Eo + Ep)tba(r1)ts(r2) (10.1.3)

We use a direct product space consisting of 1,(r1)1(r2) to expand the eigenfunction of the
system. This is alright if the particles are non-interacting, but if they are interacting, the

*This chapter can be skipped on first reading.
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issue of identical particles and their indistinguishability emerges. The wave function has to
be constructed with caution.
In general, we can write the general wavefunction for two particles as

Yip(r1,12) = c12Va(r1)Yp(ra) 4 c210a(r2) s (r:) (10.1.4)

where 9, (r;) is a one-particle wavefunction for a particle in state n described by coordinate
r;.

But when r; = ro, the assumption is that the magnitude squared of the wavefunction
remains unchanged, since these particles are indistinguishable. Namely,

[Wp(r1,12)[* = [thip(r2, 1) (10.1.5)
which means that
Yip(r1,12) = Yy (12, 171) (10.1.6)
where v = e?. Using (10.1.4) in (10.1.6), we have
c12%a(r1)p(r2) + c21ta(r2)p(r1) = v [e12¢a(r2)dn(re) + c21a(r)ep(re)]  (10.1.7)
From the above, we get
C21 = 7YC12, C12 = YC21 (10.1.8)
Consequently,
c12 = yen = 721 (10.1.9)

or 72 =1, vy = %1, ¢o1 = %12, and

Yip(r1,12) = c12 [Ya(r1)¥p(r2) £ Pa(r2)in(r)] (10.1.10)
When the “+” sign is chosen in (10.1.10), it corresponds to the wavefunction of two identical
bosons. When the “—” sign is chosen, it corresponds to the wavefunction of two identical

fermions.

10.2 Pauli Exclusion Principle

For fermions, the two-particle wavefunction is given by

Yip(r1,12) = ¢ [Va(r1)p(r2) — Va(r2)ip(ry)] (10.2.1)

when a = b, the above vanishes, meaning that two fermions cannot be in the same state.
The above vanishes when r; = ry, meaning that two fermions cannot be in the same position
simultaneously. This known as the Pauli exclusion principle. No two identical electrons can
be in the same state nor the same position simultaneously. However, two electrons with
different spins, up spin and down spin, are considered different, and they can be in the same
state, like in the same orbital in an atom. Also, the sign of the total wavefunction, ¢, (ry, r2),
changes sign when the positions of the two particles are swapped.



IDENTICAL PARTICLES 143

10.3 Exchange Energy

When we have two electrons, each will see the Coulomb potential of the other electron. Hence,
the Hamiltonian is given by

2 2 2

~ h e N N e
H=— VZ4Vi4Vi4+ Vo) b ———— =H +H+—«—— (1031
2me ( 1t Vet 2)+47T60|I‘1—I‘2| 1+ 2+47T€0 |r1 — 1o ( )

where V4 = V(r1), Vo = V(rz) and V7 is the Laplacian operator expressed in the i-th
coordinate. The two particles are in the same environment and their wavefunctions can
overlap. The two-particle fermion wavefunction can be written as

1
V2
1

where = ensures that [thp) is also normalized. In the above, |i,7) is the Hilbert space

Vi) = —5 [11,a) [2,0) —[2,a) |1, )] (10.3.2)

representation of the wavefunction v, (r;). The above does not solve the Schrédinger equation
corresponding to the above Hamiltonian, but it can be used to estimate the eigenvalue or the
energy of the Hamiltonian in the spirit of the variational method described previously, using
the Rayleigh quotient.

To find the corresponding expectation value of the energy, we evaluate

Since the function is normalized, the above is also the Rayleigh quotient for the energy. When
expanded to four terms, gives

1

(B) =

[<l,a| (2,6 H |1, a) |2,) + (2, a] (1,b] H |2,a) |1,b)
~ (Lal (2,6 T [2,a) [1,6) = (2,a] (1,6 H [1,a) 2,5)| (10.3.4)
The first two terms above are equal to each other. Specifically,

(L,a| (2,6 # [1,a)[2,b)

= <1va’| <27b| 1311 |17a> ‘Zﬂb> + <1aa| <2ab| ﬁQ |1aa> |27b>
2

(&

+(1,al (2,0 [1,a)|2,0)

4’/T60 |I‘1 — I‘2|
= <17a'| FIl |1aa> + <2ab| f{2 |2ab>

62

+ (1,a| (2,0 ] [1,a)|2,b)

471'60 |I‘1 —
=FEo+ Epy+ Erpab (10.3.5)

FE, is the energy of particle 1 in state a, while E} is the energy of particle 2 in state b. The
ErE,q term is the interaction energy that can be derived explicitly to yield

2 "2
Ewm:ez/drdr”\% ()" | ()] (10.3.6)

dmeq |r — 1|
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This is exactly the same as the potential energy from the second term on the right-hand side
of (10.3.4) if we were to write it explicitly. Consequently, we have

1 N .
Ea + Eb + EIE,ab = 5 |:<1,CL| <2ab| H |1aa> |27b> + <270’| <17b| H ‘25a> |1ab> (1037)

However, the third and fourth terms on the right-hand side of (10.3.4) have no classical analog.
They are there because of the presence of the second term in (10.1.10) be it for bosons or
fermions. The second term is needed because the particles are indistinguishable or identical
if we exchange their positions.

Due to the Hermiticity of the Hamiltonian operator, the fourth term on the right-hand
side of (10.3.4) is the complex conjugate of the third term. Consequently, these two terms
can be written as

Epx,ab = —% (L0l (2,81 71 [2,0) [1,6) + ({10l (2,0 2,0} [1,5)) ] (10.3.8)
= e | [ ardr's; 005 () Fron () 0 ) (10.3.9)

The exchange energy is proportional to the overlap between the wavefunctions v, (r) and
¥p (r). This term is non-zero even if the Coulomb interaction is absent, but the wave-
functions overlap and are non-orthogonal. When their wavefunctions overlap, the issue of
indistinguishability arises, and the exchange term can be non-zero even for non-interacting
particles.

10.4 Extension to More Than Two Particles

In the following, we will discuss methods to construct basis functions for different kinds of
particles. These basis functions does not solve the Schrodinger equation yet, but they have
to satisfy certain symmetry conditions depending on the kind of particles they represent.
The basis functions can be used in the Rayleigh-Ritz procedure to estimate the energy of the
system. We can use the eigenstates of the isolated particles to construct basis functions.
1. Non-identical Particle Case:
Let us assume that we have N particles, and M modes to fit this IV particles. We can
construct a state for non-identical particles that looks like
[Yaie) = |1,a)|2,b) [3,¢) ... [N, n) (10.4.1)
In terms of basis function, we may express the above as

|wab-~~n> = ‘17a>|2’b>|376>"'|N7n> (1042)

or

Yapom (T1,T2, -+ ,TN) = Vo (r1)p(r2) - - Y (rn) (10.4.3)

We can fit the N particles in M modes, and these M modes can be repeating or non-
repeating. In other words, a,b,c,...,n are chosen from M eigenstates with energy
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values F1, F, E3, ..., Ey with possibility of repetition. For non-repeating case, it is
necessary for M > N.

However, the above wavefunction cannot be used for bosons and fermions, as we will
get a new wavefunction when we swap the positions of two particles. But bosons and
fermions are indistinguishable particles. We will consider them separately.

2. Boson Case:

For the N boson particle case, we can write the legitimate wavefunction, which can be
used as a basis function, as

|widentical—bosons> X Z P‘la a>|27 b>|3v C> e |N7 TL> (1044)
p

where P is a permutation operator, and the above summation is over all possible permu-
tations of the coordinate r; over the one-particle eigenstates a,b,c,--- ,n. Repetition
of these energy eigenstates is allowed since more than one particle can be placed in
one energy state. The above wavefunction remains unchange when we permute the
positions of two particles, because for every |1,a)---|i,I)---|4,p) - |N,n), there is a
[1,a)---|7,01) -+ |i,p) - - - |N,n) in the above summation. Hence, swapping of ¢ and j will
not change the sign of the above wavefunction. The above can also be written as a basis
function as

[Wabn) o< Y Pl1,a)[2,b)[3,¢) -+ [N, n) (10.4.5)
P

3. Fermion Case:

For the N fermion case, we can write the wavefunction, which can be used as a basis
function, as

1 N!

|widentical—fermion> = ﬁ Z :|:P|17 a’>|27 b>‘37 C> o ‘Na n> (1046)
P=1

where the “4” sign is chosen for even permutation while the “—” sign is chosen for odd

permutation. A permutation involves a unique pairwise exchange of two particles . The

permutation is even or odd depending on the number of pairwise exchanges that have

taken place.

Therefore, given a term |1, a) - - |i,0) -+ |j,p) - - - [N, n), there always exists another term:
—|1,a)---|7,0)---|é,p) - - - [N,n) in the above summation since they differ by one per-
mutation. If ¢ = j, implying that r; = r;, the two terms cancel each other implying
that they cannot be in the same position. Likewise all the terms in the sum cancel each
other since every term that contains 7 and j can be paired up with every other terms in
the sum. Moreover, If [ = p, all terms in the summation above cancel as well implying
that they cannot be in the same mode or state. Therefore, the above is a legitimate
basis function that represents the fermions as it obeys Pauli exclusion principle. Also,
there is a sign change when the position of two particles are swapped.
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Another way of writing the fermion case is

|17a> |23a> |N,CL>
|widcntical—fcrmion> == \/ﬁ - (1047)

The above is known as the Slater determinant. When two particles are in the same
position, two columns are the same, and the above determinant is zero. When two states
are the same, two rows are the same, and the determinant of the above is again zero,
implying that these two cases are not allowed. Also when two columns are swapped,
the sign of the determinant changes, because it corresponds to two particles exchanging
positions. In terms of basis function, we can express the above as

1 N! )
|Pap..n) = 7 g_:lj:Pl,a>2,b>|3,c> -+|N,n)
1,a) |2,a) --- |N,a)
_ 1 |Inh b (VD) (10.4.8)
|17n> ‘2,7L> |N,TL>

10.5 Counting the Number of Basis States

Usually, the one particle eigenfucntion has infinitely many possible states. In the finite basis
method, we may want to choose a subset of this eigenstates, say M states. At this point, if
we have N particles and M states to put this N particles in, it may be prudent to count how
many possible basis states there are. Such counting scheme will also be used in the appendix
to derive the thermal distribution functions.

1. Non-identical Particles:

The first particle has M state to choose from in (10.4.2), the second particle also has M
states to choose from, and eventually, there are M" states possible for (10.4.2), since
repetition of the states is allowed.

Nbasis = MN (1051)

2. Identical Bosons:

In this case, the number of particles that can be put into one state is not limited. Since
we need to permute the state (10.4.2) to arrive at new states to be linear superposed in
the manner of (10.4.5), the ordering of the particles within the states is not important.

We will first derive the number of permutations when ordering is important. One can
imaging the M states to be equivalent to M bins. The first particle has M possible
bins to fit into. However, once the particle is put into one of the bins, since ordering
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is important, repetition is allowed, there are two ways to put in the second particle in
the same bin, before or after the first particle. In other words, the first particle splits
the bin into two compartments, allowing two ways to put two particles in the same bin.
Together with the other M — 1 bins, there are M + 1 ways to insert the second particle
into the bins. In other words, adding a new particle always adds a new compartment
for the next particle to fit in. By the same token, the third particle has M + 2 ways to
fit into the bins etc. Finally the number of possible ways is

M(M + 1) (M +2)...(M + N — 1) (10.5.2)

One can verify that the above gives the correct answer of N! if only one bin is available
for N particles. Since ordering is unimportant, we have

(M + N —1)!

N asis —
b NI(M = 1)!

(10.5.3)

3. Identical Fermions:

For fermions, the first particle has M states to choose from. Since each state can only
admit one fermion particle, it is necessary that M > N. The second particle has M — 1
states to choose from, since repetition is not allowed. Also, ordering is not important
since all permutations are used in the summation (10.4.8). Consequently,

M!
Nbasis = N'(M — N)' (1054)
10.6 Examples
1. Non-identical Particles:
Say if we have two electrons with different spins, the distinct states are

The above is in agreement with M =2, N =2, MY =22 = 4.

2. Identical Bosons:

Consider the * He (helium four) atoms which are bosons. Then the possible boson states

are
1
I1,a)|2,a), |1,b)]2,0), —=(|1,a)|2,b) + |1,)[2,a)) (10.6.2)
V2
Again this is in agreement with M =2, N =2, {LTHI=0t = 3 =3,

3. Identical Fermions:
If we have two identical fermions, the only state is
1
V2
M! 2!

Again this is in agreement with M =2, N = 2, NTQMI=N)T = 2001 =

(‘1aa>|2’b> - |17b>‘25a>) (10-6-3)
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In the above simple examples, we see that for the boson case, there are more states with
particles in the same state compared to the other cases. In the boson case, there are two out
of three states where the particles are in the same state (see (10.6.2)). In the non-identical
particle case, there are two out of four such states. In the fermion case, there is none. This
is indicative of the fact that bosons like to cluster together.

10.7 Thermal Distribution Functions

There are some important thermal distribution functions in understanding semiconductor
physics. These are the Maxwell-Boltzmann distribution, the Fermi-Dirac distribution, and the
Bose-Einstein distribution. These distribution functions are derived via statistical mechanics,
and the results will just quoted here. The first-principles derivations are given in Appendix
10.7.

1. Maxwell-Boltzmann Distribution:

For this distribution, the number of particles N(E) in a given energy state is given by

—(E—p)

N(E) = ¢ Fs7 (10.7.1)

where p is the chemical potential, kp is the Boltzmann constant, and T is temperature
in Kelvin.

2. Fermi-Dirac Distribution:

This is given by

1
N(E) o e% (10.7.2)
This is the most important distribution function for semiconductors. The chemical
potential p is loosely called the Fermi level. To be precise, p is the same as the Fermi
level at absolute zero temperature. When T is zero, the distribution function looks like
as shown in Figure 10.1. The electrons are frozen into the ground state for £ < pu.
When T > 0, some of the electrons from the states where £ < p are dislodged by
thermal agitation into states where E > u. This phenomenon is more pronounced as T’
increases. This distribution also explains the physical character of semiconductors.

In semiconductors, the Fermi level is midway in between the valence band and the
conduction band. When T = 0, all the electrons are frozen in the valence band, and the
semiconductor cannot conduct electricity, as there are no free electrons in the conduction
band. When T" > 0, some electrons in the valence band are dislodged into the conduction
band. This gives rise to electrons in the conduction band, and holes in the valence band.
They contribute to the flow of electric current and the semiconductor starts to conduct.
The conductivity of the semi-conductor material increases with increasing temperature.

3. Bose-Einstein Distribution:
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Figure 10.1: Fermi-Dirac Distribution for changing temperature 7.

The Bose-Einstein distribution is for bosons, and it is given by

1

e(E—n)/(ksT) _ ] (10.7.3)

N(E) =

This distribution has a divergence when F = pu. It also reflects the fact that bosons
like to cluster together. When the temperature is low, they condense to around the
chemical potential p.
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Figure 10.2: Comparison of different thermal distribution functions. For high energy states,
they are similar to each other (from DAB Miller).
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Appendix

A  Quantum Statistical Mechanics

We would like to derive Maxwell-Boltzmann, Fermi-Dirac, and Bose-Einstein distributions.
It is based on statistical mechanics that assumes that all identical energy levels have equal
likelihood of being occupied. Only the counting is based on quantum mechanics.

We consider a quantum system with energy levels Fy, Fo, Fs3, ---. Each level E; could
have degeneracy of d;, © = 1, 2, 3, ---, and is filled by N;, i = 1, 2, 3, --- particles. When
the system is coupled to its environment, energy will be exchanged with its environment via
collision, vibration, and radiation. At thermal equilibrium, there is no net energy flowing into
and out of the system. We expect that

E = i E,N, (A1)
n=1

to be a constant due to energy conservation. Also we expect the number of particles to remain
constant, or that

N=>Y N, (A2)

due to particle conservation.

The particles will acquire energy from their environment due to energy exchange, and dis-
tribute themselves across the energy levels subject to the above constraints, but also according
to the availability of energy levels. Energy levels with higher degeneracies are more likely to
be filled. We will consider three different cases: (i) when the particles are distinguishable, (ii)
when they are identical fermions, and (iii) when they are identical bosouns.

A1 Distinguishable Particles

We will find the configuration function Q(Ny, Na, N3, - --) whose value equals the number of
ways that there are N7 particles in Fq, No particles in Fs, N3 particles in E3 and so on. In
order to fill energy level E; with N; particles, the number of ways is

(J]vv> - Nué-v—m (A3)

If F; has degeneracy di, all the degenerate levels are equally likely to be filled. Then there
are d{vl ways that the Ny particles can go into E; level (see Section 10.5). Hence, the number
of ways that E; can be filled is

NldM

@ = 3 (N —Ny)!

(A4)
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En dn, Nn
E3 d3, N3
Ez d2, NZ
E1 dl, Nl

Figure Al: Particles are distributed among different energy levels according to quantum
statistics. An energy level is denoted with F; with degeneracy d; and INV; particles occupying
it.

The number of ways that Ey can be filled is

(N — Ny)ldy?
- A5
@ Nyl (N = Ny — N)! (45)
Then the total number of ways
Q(Nla NQ; N37 o ) = QE1QE2QE3 ce
_ N (N — Ny)ld}" (N =Ny = Np)ldg®
Ni!(N = N)! No! (N — Ny — No)! N3! (N — Ny — Ny — N3)!
Ay dydy® - o din
—NIZL 2 73 _ NI n A
Ni!No!Ns! - 1;[1 N,! (46)

Notice that the above is independent of the order in which the levels are filled, as expected.
The above can also be interpreted in a different light: There are dY» ways that N,, particles
can fit into the F,, energy level. But order is unimportant and a division by N, ! is necessary.
But there are N! ways that these distinguishable particles can be selected in an ordered way,
and hence, a prefactor of N! is needed in the above.
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A2 Identical Fermions

Due to Pauli exclusion principle, each energy level can admit only one particle. In this case,
the number of ways energy E,, can be filled is (see Section 10.5)

dy!

R ATCAE Y

dn > N, (A7)

(The above has value 1 when d,, = 1.) The total number of ways is then

o0 dy!

Q (NlaNQaN?n ) = nl;llm

A3 Identical Bosons

For bosons, repetition for filling a given state is allowed, but the particles are indistinguishable
from each other. Then when N,, particles are picked to fill the d,, degenerate E,, levels, the
first particle from N,, particles has d,, slots to fill in, while the second particle has d,, + 1 slots
to fill in, and the third particle has d,, + 2 slots to fill in and so on, since repetition is allowed.
That is the new particle can take the position of the old particle as well. So the number of
ways that E,, with d,, degeneracy can be filled is (see Section 10.5)

dp (dn+1)(dy +2)...(dy + N, — 1)

Qp, = N (A9)
(N, +dy, — 1))
= N (dn = 1) (410)
Therefore
< (N, + dy, —1)!
Q(Ny. Na. Ny, ) = ] ¢ ) (A11)

n=1 Np!(d, —1)!

Unlike the distinguishable particle case, no prefactor of N! is needed for the identical
particle case, since the order with which they are selected is unimportant.

B Most Probable Configuration

A way of filling the energy levels {E, Ea, Es, ...} with {Ny, Na, N3, ...} is called a configura-
tion. The most likely configuration to be filled is the one with the largest @ (N1, Na, N3, ...).
At statistical equilibrium, the system will gravitate toward this configuration. Hence, to find
this configuration, we need to maximize @ with respect to different { Ny, N2, N3, ...} subject
to the energy conservation constraint (A1) and particle conservation constraint (A2).

We use the Lagrange multiplier technique to find the optimal @ subject to constraints
(A1) and (A2). We define a function

Gan+a{N§Nn}+ﬁ[E§NnEn] (B1)
n=1 n=1
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The optimal @ value is obtained by solving
oG oG o~ oG =

Notice that the constraint conditions for particle and energy conservations are imposed in the
second and third equations above.

B1 Distinguishable Particles

In this case,

oo
G=InN!+ > [N,Ind, —InN,!] (B3)
n=1
[ee] [ee]
+a[zv— an] +ﬁ[E— ZNnEn] (B4)
n=1 n=1
We use Stirling’s formula that
In(z!)~zlnz—z (B5)
Consequently,
G =3 [N,nd, — NyInN, + N,, — aN,, — BE,N,,] (B6)
n=1
+InN!'+aN +BE (B7)
From the above
oG =Ind, —InN, —a—BE, =0 (B8)
As a result, we have
Ny = dye-(eiE0) (B9)

The above is the precursor to the Maxwell-Boltzmann distribution from first principles.

B2 Identical Fermions

In this case

G = i In(d,!) — In(N,!) — In((dy, — No))] (B10)
+a N—iNn +5 E—iNnEn (B11)
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After applying Stirling’s formula to N,, dependent terms, we have

G= Z Ind,! — N,InN, + N,, — (d, — N,,)In(d,, — N,,) + (d,, — N,,) — aN,, — BN, E,,]

n=1

(B12)
+ aN + BE (B13)
From the above,
oG
oN. —InN, +In(d, — N,)—a—-8E,=0 (B14)
or
dyn

In the above derivation, we have assumed that d,, is large so that N, is large since N,, < d,
in (A7). The above is the precursor to the Fermi-Dirac distribution.

B3 Identical Bosons

In this case

G =Y I((Ny+dn—1)!) = In(N,!) = In((dy, — 1)!)] (B16)
n=1
+a|N=Y Ny|+B8|E-) N.E, (B17)
n=1 n=1
With Stirling’s approximation to the V,, dependent terms,
G = Z[(Nn +d, —1)In(N, +dp, —1) = (N, +d,, —1) = N,In N,, + N, (B18)
n=1
—In((d, = 1)) — aN, — BN, E,] + aN + SE (B19)
Then
oG
AN In(N,+d, —1) —In(N,,) —a—BE, =0 (B20)
yielding
dp—1 dn
aneoH»ﬁEnfl ’;’ea+ﬁEn71 (B21)

where we assume that d,, > 1. The above is the precursor to the Bose-Einstein distribution.
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C The Meaning of a and [

We will apply the above to a simple quantum system in order to infer what o and S should
be. To find them, we need to solve the constraint equations (A1) and (A2) that follow from
the optimization of (B1). To this end, we need to find the degeneracy per energy state, dy of
a quantum system.

We consider N electrons inside a bulk material describable by a single electron in an
effective mass approximation. In such a case, the kinetic energy of the electron is described
by

27.2
Ek:hk

(C1)

2m

If we assume periodic boundary conditions on a box of lengths L,, Ly, and L,, then

Wy 2n,m\ > 2n.m\ >
k* = z Y z C2
()« (o) + (% ©
In the k space, there is a state associated with a unit box of volume

() _ 8x®
L,LyL. 'V

AV, = (C3)

where V is the volume of the box of bulk material. In k space, in a spherical shell of thickness
Ak, the number of states in the neighborhood of & is

Ark2 Ak Vo,
= = — kA 4
dy; AV, 27r2k k (C4)
Then the total number of particles is, using (B9) for Maxwell-Boltzmann,
V
_ —(a+BEL) __ —a 2 —BE
N=> dye ’“)—ﬁe >k Ake PP
k k
|4 —a > —BR2k2/(2m) 1.2
=;5e€ e k*dk (C5)
271— 0

By using the fact that

Y . T Ay S B RV
117/0 W=~ | ek = g = ga (C6)

the above integrates to

o

o m
N ="Ve <27r5h2) (C7)

Similarly, the total E is given by
d

—(a+BEx d ~(a
E=) BeNi=) Budpe™ 0 = =53 dpe” T8 = —EN(B)  (C8)
k k k
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It can be shown that

From the equipartition theorem of energy from statistical mechanics we know that
% - ngT (C9)
Hence, we conclude that
[ (C10)
kT
It is customary to write
T
a= —% (C11)
so that for Maxwell-Boltzmann distribution,
N,, = d,e~En=1)/(ksT) (C12)

where p(T) is the chemical potential. When normalized with respect to degeneracy, we have
Ny = e~ (En=1)/(keT) Maxwell-Boltzmann (C13)

Fermi-Dirac and Bose-Einstein distribution become Maxwell-Boltzmann when (8E, +
a) > 1. So they have the same « and 8. Therefore,
1

e e B L (€14

1
T eEBn—w/(ksT) _ 1’

Npe Bose-Einstein (C15)

When (E,, — p) > kpT the above distributions resemble the Maxwell-Boltzmann distri-
bution. This is because n becomes small per energy level, and the indistinguishability of
the particles plays a less important role. When (E,, — ) < 0, the Fermi-Dirac distribution
“freezes” to 1 for all energy levels below p, since the Pauli exclusion principle only allows
one fermion per level. When (E,, — u) < kgT, the Bose-Einstein distribution diverges, im-
plying that the particles condense to an energy level close to p. This condensation is more
pronounced if kg7 is small.

For photons in a box, the number of photons need not be conserved as photons can freely
the box than entering the box. Hence, we can set a or p, the chemical potential, to zero. In
this case, the Bose-Einstein distribution becomes the Planck distribution.

1

Npl = m y Planck (016)
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Chapter 11

Density Matrix

11.1 Pure and Mixed States
Given a quantum state described by

) = a1]yr) + azi2) (11.1.1)

which is a linear superposition of two states, the interpretation of quantum mechanics is that
the particle is in a linear superposition of the two states, and one does not know what state
the particle is in until the measurement is done. The measurement collapses the particle into
one of the two quantum states. For instance, the two states could be the spin states of an
atom. The famous Stern-Gerlach experiment separates the spin states into the up state and
the down state. Such a state indicated in (11.1.1) is known as a pure quantum state. The
phase relationship between a; and ay is maintained precisely. When the quantum state is in
such a state, we say that the two states are coherent.

The above interpretation of quantum mechanics is known as the Copenhagen school of
thought, lead by Niels Bohr. The probabilistic interpretation of quantum mechanics was
fraught with controversies in its early days. Many physicists, including Einstein, cannot bring
themselves to term with it. “God does not play dice!” was one famous saying of Einstein. He
posited that “a quantum system is already in a known state before the measurement” with
the hidden variable description. However, experimental findings are with the Copenhagen
school for coherent quantum states. For incoherent quantum states, they are with Einstein’s
position.

Nevertheless, it is difficult for a particle to be in a pure quantum state if it involves a linear
superposition of many quantum states unless the quantum system is completely isolated.
Coupling to the thermal bath can destroy the coherence between these states. Hence, there
are states for which partial coherence still exists, and the linear superposition of quantum
states de-coheres with respect to each other, before the linear superposition of states becomes
entirely a mixed state. Coherence lifetime is used to measure when a linear superposition of
quantum states, which starts out being a coherent sum, becomes an incoherent superposition.

However, there are states where the particle has already collapsed into state 1 or state 2
even before the measurement. Or these two states are entirely uncorrelated or incoherent.

159
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The particle is either in state 1 or state 2. The probability of finding the particle in state 1 is
|a1|? while that for state 2 is |ag|?. The phase relationship between a; and ap is completely
random or incoherent. States for which there is no coherence between a; and as are known
as mixed states. If we take an ensemble average of the measurement outcomes of the mixed
states, they satisfy the aforementioned probability property.

The probabilistic interpretation of quantum mechanics cannot be verified by a single
experiment, but an ensemble of measurements whose setups are identical to each other. An
ensemble average® of an experimental outcome is the average over these outcomes over the
identical ensemble of measurements. It will be prudent to find a way to describe a quantum
system that is related to its ensemble average and its experimental outcome.

11.2 Density Operator

An elegant way to represent a quantum state that is either in the pure state, mixed state, or
partial coherent state, is via the density operator

b= [l (11.2.1)

We can easily show that the expectation of the operator A in this state is
() = (lAl) = tr (4p) (11.2.2)

This has been shown in Section 5.2.3. Therefore, knowing the density operator is equivalent
to knowing the quantum state of a system which is denoted by state [1)). We can calculate the
trace of an operator in terms of the sum of the diagonal elements of its matrix representation.
Hence,

tr (4p) = Y- (6uldplon) (11.2.3)

n

We show that the above is basis independent by inserting the identity operator I = Yo |Om) (Dl
twice in (11.2.2), to yield

WA =3 (1160 ) (dnl Al dm) (D] t) (11.2.4)

n,m

Since the factors in the summand are scalars, we can rearrange them to give

(WIA[) =D (D) Wldn) (Gl Aldm) =D pmnAum = tr (5 A) (11.2.5)

n,m n,m

where pp., is the matrix representation of p while A, is the matrix representation of A.
The above is clearly independent of the orthonormal basis we choose.

*An ensemble average of a random variable is the average of the variable over its different outcomes for
the same system or identical systems.
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Say if we start with (11.1.1) for a quantum state, using it in (11.2.1) will yield

p = la1P[v1) (V1] + |aa|[tha) (o] + aral|in) (o] + asa|ihe) (1] (11.2.6)

Notice that only relative phases between a; and as are needed to form the above. Absolute
phase has no meaning in quantum mechanics.

For a mixed state, we assume that the off diagonal terms involving ajas and aja; will
either time average or ensemble average to zero since they are incoherent.! Hence, we suppose
that

p = lar|?|v1) (W] + |az|?|th2) (¥
= p1|1) (1| + p2lw2) (e (11.2.7)

The form (11.2.7) can be thought of as having been ensemble averaged or time averaged. For
a general mixed state we can further write the density operator as

H = ij|¢j><¢j\ (11.2.8)

where |1;) are pure quantum states but not necessarily stationary states nor orthogonal, and
pj is the probability of finding the quantum system in state |¢;). Hence, 3, p; =1

When we find the expectation value of an operator A with a mixed state, it can be thought
of as having been ensemble averaged. For example,

(4) = tr(4p) = ijtr(x‘ililw(%l)
Z (W31 ALl;) (11.2.9)

The trace of the matrix representation of an operator is independent of the basis states
chosen to represent the operator as explained in Chapter 5. It will be interesting to see how
the density operator changes under the change of basis state. To this end, we let

[5) = > P (1)) (11.2.10)

When the quantum state is a function of time, but the relevant operator is time independent,
this picture is known as the Schrédinger picture of quantum mechanics. The basis state |¢y,)
however, can be time independent. Using this in (11.2.8), we have

P—Zp ZC(] P} (| ()"
—Z|¢n %\ZPJ 9 (e (11.2.11)

TStatistical processes whose time average and ensemble average are equivalent to each other are known as
ergodic processes.
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We can find the uv element of the matrix representation of p as

= (dulplow) = Zp] D] =Cucs (11.2.12)

where the overbar stands for ensemble average. From the above, it is quite clear that

Puv = Pa (11.2.13)

or that the density matrix is Hermitian. The Hermiticity property of the density operator is
obvious from (11.1.1) and (11.2.8). Furthermore,

r(D) =Y puu=y piy [P =) p=1 (11.2.14)
u j w 7

The second last equality follows from the normality of |¢;) in (11.2.10). Since a trace of an
operator is independent of the basis state in which it is represented, the trace of the density
operator is defined as

tr(p) = > _(bulpldu) (11.2.15)

u

where ¢,, constitutes an orthonormal basis.
For a pure quantum state,

7 = ) Wl (] = [) (] = 5 (11.2.16)

Therefore,
tr(p?) = tr(p) = 1 (11.2.17)
The trace of the above is 1 is obviated by setting Ato1lin Equation (11.2.2). The above
shows that the trace of a density operator is always one irrespective of it is for a pure-state

or a mixed-state quantum system. But this is not true for the trace of the p? operator.
For a mixed state

0" = ZZPMWQWH%)@/’H (11.2.18)

Taking the trace of the above, we have

tr(p?) =D (dnlp’én) = Zzzwmmwwwm

- ZZMM%I%W < Zzpipj - (Zp) =1 (11.2.19)

In the above, we did not assume that |1;) are orthogonal, but they are normalized. The
inequality follows from that |(1;]1;)|? < 1. Hence, the trace of the density operator has the
property that

tr(p?) <1,  mixed state (11.2.20)
1, pure state (11.2.21)
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11.3 Time Evolution of the Matrix Element of an Oper-
ator

The matrix representation of an operator is given by

A () = (P (£)| Al (1)) (11.3.1)
Taking the time derivative of the above, assuming that A is time independent, we have
O A (t) = {0 (o ()| LA () + (W0 (£)| ADy [0 (1)) (11.3.2)
Now, using the fact that
O m (1)) = H|om (1)), hOu(tom (8)] = (o ()| H (11.3.3)
we have
0 A1) = T (D FF AL (1)) — (4o () A1 (1)
_ %(wm(t)\ﬁfl — AH|n (1) (11.3.4)
or
ihO A (t) = (AH — HA)py = [A, H} . (11.3.5)

The algebra above applies to the expectation value of A as well, as shown in Chapter 5, where
(A) = (L) Al (1)) (11.3.6)

and

ihdy(A) = (AH — HA) = <[/1, HD (11.3.7)

In other words, if A commutes with H , its expectation value is time independent. In the
above derivation, we have assumed that A is independent of time, but the functions Ui (t)
are functions of time. This is known as the Schrodinger picture in quantum mechanics.

The time evolution of the density operator can be derived, similar to the time evolution
of the expectation value of an operator. However, the density operator is in general time
dependent, whereas operators considered previously are time independent; and hence, the
derivation is slightly different. Given

p =) (11.3.8)

then

Ohp = (0e])) (0] + 1) (] (11.3.9)
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Using (11.3.3), we have

:
h
There is a sign difference between (11.3.7) and (11.3.10). The above holds if p is in a mixed
state as well

0up =~ Bl) (| + 7 )Wl = 1 [pr — Fip] =+ [, 1] (11.3.10)

p= ijhbj)(%‘\ (11.3.11)

This follows from the linearity of the above equations and that p; is time-independent.

Equation (11.3.10) can be easily generalized to matrix elements when the basis functions
used for seeking the matrix representation are from time-independent basis. Or the matrix
representation of (11.3.10) can be directly derived. Then,

1

8tprnn = A

{ﬁﬁ[ - ﬁﬁ] =2 {,a, H} (11.3.12)
mn h mn

where Ay (t) = (G| A(t)|dn), and ¢y, is from a time-independent basis. By inserting identity

operator defined using the same basis set, we can convert the above into wholly a matrix form:

op = % [, H] (11.3.13)

where p and H are the matrix representations of p and H , respectively. We often do not
distinguished the matrix representations p and H, and operator representations p and H , as
mathematically, they are the same. The above equation replaces the Schrodinger equation as
the equation of motion for the quantum system.

11.4 Two-Level Quantum Systems

Two-level systems are encountered in nuclear magnetic resonance when the spin states of
a particle interact with a magnetic field. They can also be used to study the Josephson
junction effect in superconductive devices. Many more complex systems, for simplicity, can
be approximated by a two-level system. When an electric field (optical field) interacts with
an atom and causes an atomic transition between two energy levels, while the other energy
levels are far away, the system can be approximated by a simpler two-level system. Also,
approximate two-level systems are often used to represent the value “0” and “1” in quantum
computing as we shall see later. One can start with Schrodinger equation which is the equation
of motion for a quantum system:

ihdy ) = H|w) (11.4.1)

By making a finite basis approximation, where the state function is approximated by

) = a1(t) 1) + az(t)[¥2) (11.4.2)
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where |11) and [1)2) are time independent. Then one can show the equation of motion can be
approximated by a much smaller system. A simple two-level system can be described with
something that resembles coupled-mode equation;

ihatal(t) = Elal(t) + Kag(t) (1143)
ih@tag(t) = E2a2(t) + Kal(t) (1144)

where if K = 0, the two states will be stationary states evolving independently of each other.
When K # 0, their time evolution will be different evolving according to the coupled-mode
equation. We will discuss how to find K.

11.4.1 Interaction of Light with Two-Level Systems

For an optical system, one assumes that before it is perturbed, the atom (or quantum well)
is described by a simple two-level system with two stationary states bearing energies £ and
FE5. The unperturbed Hamiltonian can be described by

- [By 0
HO{O Ez] (11.4.5)

In the above, we assume that the Hamiltonian operator and its matrix representation are
the same. In this case, the perturbing Hamiltonian due to an electric field pointing in the z
direction with strength E, is assumed to bet

H,=ezE, = —E.[i (11.4.6)

where i = —e2.% The matrix representation of the dipole moment in terms of two stationary
states before perturbation is given by¥

Hann = —€(Vm|2]Pn) (11.4.7)

where 2 is the position operator, and

(ﬁp) = Hp,mn = —FE.tmn (11.4.8)

In the above p11 = po2 = 0, so are Hpi1 = Hpao = 0, because ¢, and 1, have different
parities. In other words, if one of them has odd parity, the other one has even parity. Then
in the coordinate representation, the function |¢;|?2 will have odd parity, and its integral
evaluates to zero. But for the off diagonal elements, the integrands will have even parity,
and their integrals evaluate to nonzero values. The matrix elements above are formed with

$This can be derived using the length gauge (see Gerry and Knight, Introductory Quantum Optics, p. 76).

8The coordinate representation of 2 is just z.

9 This is an approximation since after perturbation, the quantum state is not necessarily describable by just
two stationary states. We saw that in the time-dependent perturbation theory, all eigenstates of the system
was necessary to approximate the perturbed system.
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stationary states, and pj12 can be made pure real so that pijo = po1 = pg. Hence, the
perturbing Hamiltonian becomes

T 0 _Ezlid

H,= l:_Ez,Ud 0 } (11.4.9)

The above can be simplified to, and approximated by a two-level system with the use of
simple matrix mechanics. This is also very much in the spirit of a finite-basis method or
reduced-basis method, where a small number of basis can form a good approximation of the
quantum system. The unperturbed Hamiltonian, H, is assumed to have eigenvalues E; and
FE5 with respect to these two stationary states. The total Hamiltonian is then

Eq _Ez/féd:|

11.4.10
_Ez,ud E2 ( )

ﬁ:m+m:[
The equation of motion according to Schrodinger equation is

ihdy|p) = H|w) (11.4.11)

In the above, the perturbing Hamiltonian introduces the off diagonal terms which are the
cross-coupling terms in coupled-mode theory. They are responsible for causing the transition
of eigenstates between state 1 and state 2. If the off diagonal terms are absent, the stationary
states will remain in their respective states without transition. In the above finite basis
approximation to the Hamiltonian, the basis used consists of the two eigenstates of the original
unperturbed problem. This is also a subspace approximation method, whereby an infinite
dimensional Hilbert space has been replaced by a two-dimensional subspace.
The density matrix which is the matrix representation of the density operator isll

A P11 P12
= 11.4.12

p [le ,022} ( )
Equation (11.2.6) expresses the density operator as operator. But by finding its matrix
representation in terms of the two states assuming that they are orthonormal, the density
matrix is

[ a®P  a(tas(t)
a [az(t)a"{(t) |a2(t)2|2 } (11.4.13)

In (11.2.6), we assume here that the two states are stationary states (they need not be),
and the time variations of the states have been put into a;(t) and as(t). Hence, the off
diagonal terms can be rapidly varying functions of time due to the interference between the
two stationary states.

Next, we derive the equation of motion for the density matrix. Since

dp Q.. -
& h - H}
at  h [p P
_ i (o pio E; —E.pa| | Er —L.pa| (P11 P12
h\|p21 p22| |—E:pa E, —E.paq E, P21 P22
i [ —E.pa(pra — p21) —E-pa(pin — pa2) + (B2 — El)m?} (11.4.14)
ho|=E.pa(p22 — p11) + (E1 — E2)pn —E.pa(p21 — p12) o

I Again, we ignore the difference between operator and its matrix representation and use the same notation.
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From the above

d 7 . uglE
gil = [(p11 — p22) Bz pta — (B2 — Ev)pa1] = —iwa1pa1 + 1“2 Ap (11.4.15)

where fiws; = Eo — E is the same as the resonant frequency of the two-level system according
to the Fermi’s golden rule, and Ap = p11 — pa2 where Ap is the proportional to the population
difference between the two states. We need not write down the equation for pis since p1o =
P31-
From (11.4.14)
dp11 ) dp22 )

=—-_F, — ; =—_F, — 11.4.16
1 3 pa(p12 — p21) at h pa(p21 — p12) ( )

From them, we get

dAp d ) 24
—_— = — _— = —7EZ _— _— = 7EZ _— *
dt di (p11 — p22) n pa(piz — p21 — p21 + p12) n pa(p21 — psr)

—4

since p12 = p5;.

The density matrix method can be used to describe an ensemble of identical atoms. In
this case, we implicitly assume that the density matrix has been ensemble averaged. If this
system models an ensemble of identical atoms, Ap is proportional to the population difference
of atoms in states 1 and 2. The above equations, (11.4.15) and (11.4.17), form two coupled
equations from which the unknowns, Ap = p11 — pa2 and pio can be solved for.

It is noted that if no external field is applied, there is no change of the population densities
in the two states. Moreover, if the external field is switched off, then (11.4.15) evolves in time
according to exp(—iwqit). Since these are stationary states, their phase relationship for an
ideal quantum system remains locked in this manner. The driving term, the last term in
(11.4.15), due to the electric field being on will cause it to veer away from this phase-locked
relationship.

At his point, we are going to add phenomenological terms to the above equations to make
them agree with experimental observations. The above two level system, so far, has been
isolated from a thermal bath or interaction with other atoms. It more aptly describes the two
level system of a single atom in isolation. In actuality, there will be a collection of atoms that
will be similarly excited by the electric field. These atoms will be coupled to other thermal
sources such as by collision with other atoms or with the wall of the container.

As mentioned before, the density matrix can be used to represent the ensemble averaged
state of the collection of these atoms. Here, for a collection of atoms, p11 — pao is the fractional
population difference in electrons of the atoms between state 1 and state 2. But when coupled
to a thermal bath, there will be some electrons excited to level 2 even in the absence of an
external electric field. Hence, we modify (11.4.17) to account for the coupling to a thermal

bath to become
d 2 Ap — Ap,

—Ap=—FE.pq(pa — p51) — o

11.4.18
dt h ( )
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where Ap, = (p11 — p22), is the quiescent steady state value of Ap in the absence of external
driving field. The transient value Ap is assumed to relax to the quiescent value Ap, in time
Ti. The last term above is added phenomenologically in order to match experimental data.

Also, pa1 = C e~ ™21t in the absence of external driving field and if we have a pure quantum
state which is a linear supposition of two quantum states in quantum coherence, or in locked
phase with respect to each other. But if the two level system is coupled to an external heat
bath, the phase coherence between the two energy states will be lost and average to zero. We
can describe this by adding a term to (11.4.15) to account for dephasing, or

dp21
dt

T, is the dephasing time which is usually shorter than 7). The first term on the right-hand
side of the above gives rise to a resonant solution if the other terms are absent. The second
term is a driving term due to the presence of the electric field and the population difference
between states 1 and 2. The last term is an attenuation due to the decoherence between the
two quantum states. If the two states are entirely incoherent or uncorrelated, po; = 0. The
above implies that if the exciting field E, is zero, the coherence between the two states will
eventually become zero or lost due to dephasing and coupling to a thermal bath (noise bath).
At this point, it is prudent to discuss the role of the exciting field, which is of the form

= w1 por + Z%E Ap— P2 (11.4.19)

E, .. .
E. (t) = E,coswt = - [f + e (11.4.20)

When Ap is slowly varying in (11.4.19), the driving term, which is the second term on the
right-hand side in (11.4.19) has two rotating signals e*? and e~**!. The response, p2; will have
two rotating signals as well. Hence, pa; = Cy e~ Cy et when driven by a sinusoidal source
(11.4.20). In the above, (11.4.19) has a resonant frequency in the vicinity of woy. If w & woy,
then Cy; > C5 because C7 corresponds to the amplitude of the resonance solution which
becomes very large under sinusoidal excitation at a frequency close to resonance. Therefore,
we define

P21 (t) em = Cl + CQGQth ~ 01 = ﬁgl (t) (11421)

where C} is slowly varying so that 21 (¢) is slowly varying when we ignore the rapid term.
Using this in (11.4.18) and making us of (11.4.20), and keeping only the slowly varying terms,
we have

d i . Ap — Ap,
@AP = ﬁEon (B21 — Bia) T,

In the above, we have kept only the slowest varying term of the first term on the right-hand
side. The rapid term is assumed to only result in a small response in Ap. This is known as
the rotating wave approximation.

From (11.4.20), we deduce that

(11.4.22)

dpo () [d o Y
pzllt( ) _ thﬁm (t)} e Wt Wy (t) et (11.4.23)
Consequently, (11.4.19) becomes
d , g Fo P21
— =i A Ap — — 11.4.24
dtﬂm i Aw Bo1 +1 on NPT ( )
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where Aw = w — wa1, and we have kept only the slowly varying terms.

In steady state, dAp/dt = 0 in (11.4.22), or Ap — Ap, in (11.4.24), or it is a constant.
Hence, (11.4.24) has a particular solution and a homogeneous solution. The homogeneous
solution is transient and will die out in the steady-state limit. The particular solution is
driven by a constant term, and hence, is a constant of time. Therefore, 821 must tend to a
constant in steady state with df21/dt = 0.

Next, the steady state solution of the above equations can be sought. Defining 2 =
waEo/ (2h), where E, is the electric field amplitude, we have from (11.4.24) and (11.4.22)
that

0= iAWB21 + ZQAP - ﬂgl/TQ (11425)

0= —498m (621) - (Ap - Apo) /T1 (11426)
Taking the real and imaginary parts of (11.4.25), we arrive at

0=—-AwSm (621) — Re (521) /T2 (11.4.27)

0= AwRe (B21) + QAp — Sm (Ba21) /T (11.4.28)

Equations (11.4.26)-(11.4.28) constitute three equations with three unknowns Ap, Sm (821),
Re (S21), from which they can be solved for. Therefore, in the steady state,

1+ Aw?T?
Ap = Ap, 11.4.29
P= P AT + AT T, ( )

AwQTENAp
R = — 2= o 11.4.30
6(521) 1+AW2T22 +4QQT1T2 ( )

QTQA[)O
& =— 11.4.31
Sm (B21) = “7 AT 4P, (11.4.31)

If there are N atoms, then we define

AN =NAp, AN,= NAp, (11.4.32)

and | AL2T?
AN = AN, + oWl (11.4.33)

]. + AUJQTzQ + 4QZT1T2

We would eventually like to use the above calculation to ascertain the effect of the electric
field on the ensemble of atoms. The result is to polarize each atom yielding a dipole moment
producing a polarization current. To this end, we will find the dipole moment produced. The
expectation value of the dipole moment is

() = tr(pfr) (11.4.34)

where

A=Y

ﬂ_[Pu /)12} {0 Md}_[ﬂm,ud P11Md] (11.4.35)
p21 p22| |[pa O Paopid  P21f4d
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Hence
() = pa(prz + p21) = 2paRe(pi2) (11.4.36)
because p12 = p3;.
After making the rotating wave approximation that pia = B12e™?, pa1 = Pore” ™t we
arrive at
(1) = pa (pr2 + pa1) = pa (Br2e™" + Bare™™") (11.4.37)

after using (11.4.21). Also, (fi) has to be a measurable, observable, real-valued quantity, and
that is what the above shows. Therefore,

(1) = 2pq [Re (B21) cos wt + Im (B21) sin wi] (11.4.38)

since 21 = Bf5. In general, it is not in phase with the exciting electric field, having in-phase
and quadrature components.
In electromagnetics, it is customary to write a relationship in the frequency domain using
phasors, or we have
P =¢,XE (11.4.39)

where A indicates that A is a phasor quantity, and P, ¥, and E are their phasor representations
in frequency domain. The corresponding relationhsip in the time domain is

P(t) = Re [eo (x' +ix") Eoe ']
=€, (X' coswt + x" sinwt) E, (11.4.40)

But also, from the above calculation using density matrix method,
P(t) = N (1) (11.4.41)
From (11.4.38), we have
P(t) = 2N pq [Re (B21) cos wt + Im (B21) sin wi] (11.4.42)

Comparing (11.4.40) and (11.4.42), we have

2N pq
/
= R
X o e (Ba21)
2TAN, AwT:
— _Hal2 2 (11.4.43)
€N 14 (Aw)* TF + 4027\ T,
2N
Y= Sm ()
2T, AN, 1
= £d-22-% (11.4.44)

ol 1+ (Aw)® T2 + 4021 T
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where §2 is proportional to the strength of the externally applied electric field. When the
applied electric field is small, we can ignore the 4Q2T,Th term to get

_ /J%TQANO (w21 — UJ) T2
eoh 1+ (UJ — WQ1)2 T22

X' (w) (11.4.45)

_ IuiTQANO 1
€oh 1+ (w — WQ1)2 T22

X" (w)

(11.4.46)

Figure 11.1: Plots of x’ and x” according to (11.4.45) and (11.4.46) (from DAB Miller).

Note that in this analysis, the perturbing field need not be small. The approximation we
have made is the two-state approximation. This is a decent approximation if the other eigen-
states are far away from these two states in terms of energy levels. The other approximation
is the rotating wave approximation which is good if the exciting frequency of the electric field
is high and is much faster than the relaxation times 77 and 75, and that it is close to wo;.

Since this analysis is not a small perturbation analysis, €2 above, which is proportional to
the exciting electric field, can be large. When it is large, we note from (11.4.29) and (11.4.33)
that the fractional population difference approaches zero, or that p;; = pas. In this case, the
absorption transition is equal to the stimulated emission. From (11.4.44), when Aw = 0, or
w = wy1 We can express the denominator as

I
1+40°T Ty, =1+ T (11.4.47)

S
where I is the field intensity, and I is the saturation intensity, since I is proportional to the
square of the electric field. The saturation intensity is defined to be the intensity at which
the absorption peak of x” will drop to half of its value compared to the weak excitation case
where [ is very small.
Equations (11.4.22) and (11.4.24) are also known as the optical Bloch equations. These
equations were first used to analyze another two-state system, the nuclear magnetic resonance
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system. With a magnetic field pointing in the z direction, when the nuclear spins are pointing
upward and aligned with the magnetic field, they are in the lower energy state. However,
when they are pointing anti-parallel to the magnetic field, they are in a higher energy state.
RF (radio frequency) field can be used to flip the spin states, and similar equations as above
can be derived to describe the spin dynamics.

Exercise 3

A Josephson junction can also be described by a two-level quantum system where a Cooper
pair (quasi-particle) is trapped on either side of a thin insulating junction. The Hamilton
operator of the system can be described by

- E, K
H= [K EJ (11.4.48)
where F; and E5 are the potential energy at the bottom of the conduction band, according
to the effective mass theory for such quasi-particle. By connecting the two regions of the
superconductor to a voltage source, a difference in the potential energy between the regions
can be created, yielding Fy — E1 = —qV where ¢ = —2e for Cooper pairs, and V is the voltage
of the source.

Superconductar L/VL

LA

J\J\,

Tunnelling of Cooper Pair's

Use the two-level quantum system theory, where

pi1 = la1]?, pa2 = |az|?, p12 = ara} = |as|az]e’® %) = p3, (11.4.49)

Show that

p12 = \/pripze (11.4.50)

where d = 05 — 0,. Next show that the current flow through the Josephson junction is equal

to
d 2K
J= % = S VPripzsing (11.4.51)
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Hence, the current flow between the two regions is proportional to the sine of the phase
difference between the wave functions of the two regions. Furthermore, show that

d
a\/,@:o (11.4.52)

and that
d(p12 + p21)
dt
From the above, show that the phase difference can be affected by the applied voltage, and
that the rate of change of the phase difference is given by

= iw21(p12 — p21) (11.4.53)

§ = —(By— E1)/h=qV/h (11.4.54)
Deduce that .
5(t) = 6o + %/ V')t (11.4.55)
0
If
V =V + v cos(wt) (11.4.56)
then q g
d(t) = 0o + ﬁVot + " sin(wt) (11.4.57)

Since A is small, the above gives rise to rapidly varying phases, and the associated current
cannot be measured, or averages to zero. Using

sin(z + Az) = sin(z) + Az cos(x) (11.4.58)

Show that the current is now

Jrdolsin( + Lvot) + L sin(wt) cos(do + Lit)] (11.4.59)
h hw h
Explain how you would pick the frequency w so that a measurable DC current ensues.
Because of the sensitivity of the Josephson junction to an applied EMF, it can be used
to sense magnetic field in a SQUID (superconducting quantum interference detector). The
magnetic field through the ring in the above figure generates a difference in the EMF and
therefore, a phase difference on the two arms of the ring superconductor with Josephson
junctions in them. The interference pattern of the output current is very sensitive to the
magnetic field, and hence, can be used to detect small field differences.
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Chapter 12

Quantization of Classical Fields

12.1 Introduction

The quantum harmonic oscillator is extremely important for the quantization of classical
fields, be it electromagnetic, acoustic, or elastic in nature. Classical fields can be thought of
as due to a set of coupled classical harmonic oscillators. In the case of electromagnetics field,
these classical harmonic oscillators are dipoles in space polarized by the electric field. In the
case of acoustic or elastic field, they are due to coupled atomic or molecular vibrations in a
medium. Many experimental evidence suggest that there are photon particles associated with
electromagnetic field, and phonon particles associated with vibrations of atoms or molecules
in crystalline solids.

When the classical harmonic oscillators are replaced by quantum harmonic oscillators,
the classical field becomes quantized as shall be seen. The energy that can propagate and
associated with the field is quantized, as in the case of the quantum harmonic oscillator. In
classical electromagnetics when we calculate energy, e.g. as stored energies

1 1
W, = §e|E\2, W), = §M|H|2 (12.1.1)

we think of W, and W}, as a continuum, capable of assuming all values from zero to a large
value. Also, the power flow by a plane wave

1 2
S=—|E 12.1.2

assumes continuous values in classical electromagnetics. As shall be shown, this cannot be
the case if the electromagnetic field is due to a set of coupled quantum harmonic oscillators.
The energy carried by a plane wave is also quantized corresponding to packets of energy.
The quantized nature of electromagnetic radiation has been observed historically. This
was first suggested for explaining black-body radiation and deriving the Planck’s radiation law
in 1900. Later, it was used by Einstein to explain experimental findings in the photoelectric
effect. From the experimental data, it was deduced that the packet of energy associated with

175
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electromagnetic field is
Ephoton = Iw (12.1.3)

This quantized energy is very small when w is small but sizeable in the optical regime. The
grainy nature of electromagnetic field is unimportant at radio frequency (RF), and microwave
frequencies, but is important at optical frequencies. We shall show that this is the case when
the electromagnetic field is quantized when the classical harmonic oscillators are replaced by
quantum harmonic oscillators.

To introduce the quantized nature of electromagnetic field, one way is to regard the field
in a resonant cavity or a box with periodic boundary condition. The electromagnetic field
in such a system oscillates harmonically. We can replace the classical harmonic oscillators
associated with such a system with the quantum harmonic oscillator; and hence, quantize the
amplitude and the associated energy of the electromagnetic field.

We will first revisit the quantum harmonic oscillator because of its importance here. Next
we study the wave on a linear atomic chain, first as a classical wave, and then as a set of
coupled quantum harmonic oscillators. Then we study the quantization of electromagnetic
wave field along similar spirit.

12.2 The Quantum Harmonic Oscillator Revisited

The governing equation for the quantum harmonic oscillator is
. R? 4 1
Hw=< o+ qu>¢:E¢ (12.2.1)

where ¢ has been used to denote the displacement from the mean of this simple harmonic
oscillator. We divide the above by hw to make the operator and the eigenvalue dimensionless.

Letting £ = /"¢, a dimensionless quantity, the above becomes
1 d? 9 E
el = — 12.2.2
2 ( dg? +¢ ) v hw¢ ( )

The above looks almost like A2 — B? with the exception that operators are involved instead
of scalars. One can show that

529 HE ) el o

Furthermore, it can be easily shown that

(dgg gdg) (12.2.4)

Hence,

O SEAC I e
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We define
al = 1 (—d + f) creation or raising operator (12.2.6)
NG dé ) g op -
a L ( d + f) annihilation or lowering operator (12.2.7)
=— | = , ilati werl 2.
V2 \dé g op

It can easily be shown by integration by parts that af is in fact the conjugate transpose
operator of a.
Consequently, from (12.2.1) and (12.2.2), we have

1 E
ata+ =)= — 12.2.
(a a-+ 2) P hww ( 8)
and )
H = hw <a*a + 2) (12.2.9)
Since )
E, = (n + 2) Fw (12.2.10)

from our previous knowledge, we conclude that

ata|vn) =n i) (12.2.11)

In other words, if |¢,,) is an eigenstate of (12.2.1) or (12.2.8), the above must be true. We
define a number operator
n=a'a (12.2.12)

such that
o |thn) =1 |ibn) (12.2.13)

One can also show by direct substitution using (12.2.6) and (12.2.7) that
la,a'] =aa" —ata=1 (12.2.14)
One can easily show, using the commutation relation, that
ataav,) = (aa' — 1) alv,) = a(afa — 1) [n) = (n — 1) aly,) (12.2.15)

Therefore
a |1/Jn> = An |'(/}n71> (12.2.16)

Hence, a is a lowering operator. Similarly, using the commutation relation,
ataal [in) = a' (14 a'a) [¢n) = (n + 1) a' |1y,) (12.2.17)

Therefore
a' [hn) = Bui1 [thnt1) (12.2.18)
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Hence, @ is a raising operator. Testing (12.2.16) with (¥,,_1|, and (12.2.18) with (1, 11/, we
have
<77[}n—1| a W/n> = An ) <'l/)n+1‘ al |d)n> = Bn+1 (12-2-19)

By comparing the two equations in (12.2.19), taking the transpose of the second equation,
and let n + 1 — n, we deduce that

(n-1la@|n) = By, (12.2.20)
It is clear that
A, = B, (12.2.21)
Since
ita [1hn) = Anal [hn_1) = AnBy ) (12.2.22)
= |An|? [thn) = n[¢n) (12.2.23)
We conclude that
A, =+vn (12.2.24)

to within an arbitrary phase factor. But the phase factor can be absorbed into the definition
of the eigenfunction |1,,) since it is defined to within a arbitrary phase factor. Therefore, for
simplicity, we assume that A, and B,, are both real. Therefore

altn) = Vnln-1) (12.2.25)
Al [¢n) = Vn+ 1 |¢n41) (12.2.26)

12.2.1 Eigenfunction by the Ladder Approach

With the raising operators, we can construct the requisite eigenfunctions if we only know the
ground state eigenfunction. The ground state eigenfunction satisfies

ale) =0 (12.2.27)
Written explicitly in coordinate space representation we have
1 d
ﬁ <d§ + §) Yo () =0 (12.2.28)
We can solve the above ordinary differential equation to get
b (€) = #6—52/2 (12.2.29)

We can also verify that g (£) satisfies (12.2.28) by direct substitution. Consequently, one
can show that

()" [bo) = Vnl[iby) (12.2.30)
or that the n-th eigenstate is

[¢n) = — (a")" |vo) (12.2.31)

1
Val



QUANTIZATION OF CLASSICAL FIELDS 179

12.3 Schrodinger Picture versus Heisenberg Picture

At this juncture, it is prudent to discuss the difference between the Schrédinger picture

versus the Heisenberg picture of quantum mechanics. In the Schrédinger picture, the time

dependence is in the wavefunction or the state vector |1)) = [¢)(¢)); whereas in the Heisenberg

picture, the time dependence is in the operator that represents an observable which is a

measurable quantity. As shall be seen, the Heisenberg picture is closer to the classical picture.
The Schrodinger equation is given by

H|1p) = ihdy|) (12.3.1)

The formal solution to the above in operator form can be written as
[ (t)) = ™ 71|y (12.3.2)

where [¢hg) = [1(0)) is the state vector at ¢ = 0 which is independent of time, and H in
(12.3.1) is time independent. The expectation value of an operator O, which represents an
observable or a measurable quantity, is

(0) = ((1)|O (1)) = (WoleF O e #|4) = (1| Opr ()[tho) (12.3.3)
where
On = en 1O et = [T (1)OU (1) (12.3.4)
and
Ut) = e #Ht (12.3.5)

Here, U(t) is the propagator or the time evolution operator. It is clearly unitary since
Ut)u(t) = 1.

In the above, O is time independent in the Schrédinger picture, but On (t) is time depen-
dent in the Heisenberg picture. Hence, in general, the relationship between an operator in
the Schrodinger picture and in the Heisenberg picture is given by

Ou(t) = er It ge (12.3.6)

where the subscripts “H” and “S” mean the Heisenberg picture and the Schrodinger picture
respectively. Clearly, Og = Og(t = 0). It can be shown easily that

dOy T [~ A A i Ta A
H _ L (FOy - O H):{H,o } 12.3.7
dt  h ( o H h " ( )
This is the Heisenberg equation of motion for quantum operators.
For the simple quantum harmonic oscillator,

H = hw <a*a + ;) (12.3.8)
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It can be shown easily that

[Ha} = —hwa (12.3.9)
or that
‘;—z = —iwa (12.3.10)

after using the commutation relation for that aafa = (f —ata)a. Consequently, solving give
a(t) = a(0)e ™! (12.3.11)
Similarly, one can show that
at(t) = a'(0)e! (12.3.12)

The above are the annihilation and creation operators in the Heisenberg picture.

12.3.1 Quantum Hamiltonian Mechanics

We can derive the quantum version of Hamiltonian mechanics.* In the Heisenberg picture,
the operators which represent observables are functions of time, and the equations of motion
for the observable operators in Heisenberg picture evolve as

% _ _% [q,f{} , % - —% [ﬁ, H} (12.3.13)

The basic commutation relation is
[G,9] = Gp — pg = ihl (12.3.14)

Equation (12.3.14) above can be easily verified in the Schrédinger picture because the coor-
dinate representations of p and ¢ are

p=—ihd, = —ih— G=q (12.3.15)

Hence, (12.3.14) can be easily verified by substituting the above into it. In other words, they
follow from de Broglie and Schrodinger postulates, which are the fundamental postulates lead-
ing to quantum mechanics. In contrast, some schools assume that the commutation relation
[4,p] = ihl as the fundamental quantum postulate, and that de Broglie and Schrédinger pos-
tulates being derivable from it.f Some authors refer to this as canonical quantization, where
the classical variables p and ¢ as canonical variables that are elevated to be quantum opera-
tors, and the commutation relation between them as canonical commutation. The two views

*This section is extracted from Chew, Liu, Salazer-Lazarus, and Wei, “Quantum Electromagnetics: A New
Look,” to be published in IEEE J. Multiscale Multiphysics Computation.
TThis is a view promulgated by Dirac also.
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are largely equivalent, but we favor the historical development over the formal commutation
relation.

Having verified (12.3.14) in Schrédinger picture, it can be easily verified in the Heisenberg
picture as well, namely

[(t), (1)) = ihl (12.3.16)

The above is also known as the equal time commutator.
It can be shown by the repeated application of the commutator in (12.3.16) that

[5,4"] = —ing" " 'h (12.3.17)

Note that the above is derived without applying calculus, but only using (12.3.16). Never-
theless we can borrow the calculus notation and rewrite the above as

[6,q"] = —ing"~'h = —ih ((%q“‘) (12.3.18)

As has been seen before, the derivative with respect to an operator has no meaning unless
the operator acts on its eigenvector. Consequently, the above can be rewritten as

9 9
Ao _ _sman—1 — _imon—1 — ~Z.n — o
[D,3"]lq) = —ing" " hlq) ing"" " hlq) zh<aqq ) lq) ih <aqq ) lg)  (12.3.19)

In the above |g) is the eigenvector of the position operator ¢ with eigenvalue ¢, namely, that
dlg) = qlg). It is to be noted that the d; operator above acts only on ¢”, and nothing beyond
to its right.

One can expand

H(p,4) = Ho(p,0) + Hi(p,0)d + Ha(p,0)¢* + H3(p,0)¢> + - (12.3.20)

then it is clear that

s L0 A
[p, H} = ~ihg H (5. d) (12.3.21)
Similarly, one can show that
[(j H} — il a1, (12.3.22)
) 8}3 )

Hence, (12.3.13) can then be rewritten as

9§ OH(p,q ap  OH(p,q
9 _OHG.q) O OHb.4) (12.3.23)
ot op ot ok}

The above are just the Hamilton equations for a quantum system: they bear striking similar-
ities to the classical Hamilton equations of motion. It is to be noted that the above equations
(12.3.23) do not involve ki, but & surfaces in the coordinate representation of the operator p
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in (12.3.15). In addition, one needs to take the expectation value of (12.3.23) to arrive at
their classical analogue.

Therefore, the procedure for obtaining the quantum equations of motion is clear. First,
the classical Hamiltonian for the system is derived. Then the conjugate variables, in this case,
position ¢ and momentum p, are elevated to become quantum operators ¢ and p. In turn,
the Hamiltonian becomes a quantum operator as well. Then the quantum state of the system
evolves according to (12.3.1) and (12.3.2).

More important, in the Heisenberg picture, the quantum equations of motion have the
same algebra as the classical equations of motion as in (12.3.23). A summary of this quanti-
zation procedure is given in Figure 12.1.

Classical Hamiltonian Quantum Hamiltonian

H V. Qs . R . i ~
(I)J q.i} H(p;,d;), [q;,pk,] — 'lh(5jk1
v 1G53 d5)116) = ihid )
Classical Equations of Motion A"
dg; OH dp; oW

o W ET *E Quantum Equations of Motion

ot ap;T ot O

Figure 12.1: (Left) The classical Hamiltonian and the classical equations of motion. (Right)
The quantum Hamiltonian and the quantum equations of motion. The quantum Hamiltonian
is obtained from the classical Hamiltonian by elevating the conjugate variables p; and g¢; to
become quantum operator, and endowing them with a commutation relation. The commuta-
tor induces derivative operator, making the quantum equations of motion strikingly similar
to the classical ones. The figure is for many particle system, but it can be specialized to one
particle system by letting i = j.

12.4 Quantization of Waves on a Linear Atomic Chain—
Phonons

When a particle is in simple harmonic motion, quantum mechanics allows us to quantize its
motion using Schrodinger equation for the harmonic oscillator. When we have an atomic
chain, there will be coupling forces between the atoms. When one of the atoms is set into
simple harmonic oscillation, the whole chain will be in simple harmonic oscillation due to
coupling between them. Since the energy of one single particle is quantized in the quantum
realm, we expect that harmonic oscillation of the whole chain to be quantized in energy as
well. This is a much easier notion to accept if we accept that the energy of one particle is
quantized.

Before proceeding further, it will be prudent to visit the physics of coupled LC tank
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circuits. A lone tank circuit has only one resonant frequency. As soon as we put two tank
circuits next to each other, the coupled system has two resonant frequencies. A chain of tank
circuits coupled together will have many resonant frequencies or modes. A continuum of tank
circuits forms the transmission line which has infinitely many propagating modes (see Figure

B 2 2

Figure 12.1: A transmission line of infinite length allows the propagation of a traveling wave
of any frequency on it. It can be considered as due to a chain of coupled harmonic oscillators.
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Figure 12.2: The linear atomic chain (redrawn from Haken).

For atoms on a linear atomic chain, assuming only nearest neighbor forces between the
particles, the equation of motion, according to Newton’s law, is

moGe(t) = flaes1(t) — qe(t)] — f lae(t) — qe—1(1)]
= flae+1(t) — 2qe(t) + qe-1(t)] (12.4.1)

The left-hand side is the inertial force needed to accelerate the atom at position ¢. The
right-hand side is the force exerted on the same atom in accordance to Hooke’s law.

The above equation of motion can also be derived from the Hamiltonian of the system.
First, one notes that the kinetic energy of the system is

N N 2
7= 2pg=\" 1 12.4.2
Z 2 ¢ 2mo ( )
=1 =1
while the potential energy
1N
2
V= if; (qe — qe+1) (12.4.3)
such that the force on the /-th atom is
0
Fp=——V (12.4.4)
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The classical Hamiltonian of the system is then

2

N
HT+V2

1, )
+ 5 f20 (g0 — qet1) (12.4.5)
12 0 2 /=1

Furthermore, we impose the periodic boundary condition so that

Qe = qe+N De = De+N (12.4.6)

so that the above summations need only be over one period of the linear atomic chain.
The equation of motion (12.4.1) can also be derived from the above using Hamilton equa-
tions of motion derived previously, and reproduced here as

qe = O0H/Opy,  pe =—0H/0qu (12.4.7)

It is to be noted that H(q1,qs,...,qn;P1,D2,--.,Pn) is a functional.¥ Moreover, since the
conjugate variables for different atoms are independent of each other, the sifting property
ensues, namely,

Ope/Oper = 60,00 (12.4.8)

Taking the first variation of the Hamiltonian with respect to the first variation of the
conjugate variables p, and ¢4, one has

N De N
OH = Y ~—0dpe+ f> (qe — qes1) (0ge — dqes1) (12.4.9)
=110 =1

Dividing the above by dpy and dqp respectively and letting these variations tend to zero,
then

oH pe(t apz ( 9 Oqeya > }

= — _— — 12.4.10
3or E { e + f (g — qet1) Bpr  Ope ( )
OH pe(t 3;04 ( 9 5Qe+1) }

= — - 12.4.11
o Z{ e + f (a0 — qe41) 90 Oao ( )

It is clear that due to the independence of ¢, and py, and that these are independent particles,

Ope _ Oq _ Sor 9q0 _ Ope _
Ope  Oqu Ope  Oqu

(12.4.12)

where g is the Kronecker delta function. Upon carefully applying the sifting property of
the Kronecker delta function, and the Hamilton equations of motion (12.4.7), one has

qer (t) = miope' ), pe ()= flge+1 () = 2q0 (t) + qor-1 ()] (12.4.13)

Combining the above, (12.4.1) is recovered.

fA functional is a function of functions. The functions here are the vectors q = [q1,¢2,...,qN], P =
[p1,p2;- .-, PN]-
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12.4.1 Quantization: A Direct Approach

In the direct quantization approach, first, the conjugate variables, p, and ¢, are first elevated
to be operators, py; and g,. Then the classical Hamiltonian is elevated to be a quantum
Hamiltonian, namely,

b e Nopr 1 N
H=T+V =73 ——+-f> (4~ det1) (12.4.14)
i=12mo 275

Furthermore, p; and ¢, are now endowed with a commutator
(G, per] = ihI600 (12.4.15)

The above equal-time commutator induces similar algebra as in the lone (single) quantum
harmonic oscillator case, but with the presence of the Kronecker delta function d;; implying
further that the oscillators i and j are independent of each other. Similar to the lone harmonic
oscillator case, it can be shown that

) X .
[per, )] = —indep @y 'h = —ih H = ihpe () (12.4.16)

5o = [m,ﬁ} — 2

Oqe
P I I PR [N < R S
[der, Py = ndgpp,~ h = ih—p) = {(M/,H} =ih—H = ihge (1) (12.4.17)
’ Ope Ope
As is seen, the above yields the same algebra as the classical Hamiltonian case, yielding
the quantum Hamilton equations of motion very similar to (12.4.7), but with the conjugate

variables replaced by operators. Going through the same algebra, the quantum equation of
motion can be derived:

mode(t) = f [de+1(t) — 24e(t) + de—1(2)] (12.4.18)

The above operators are in the Heisenberg picture, and they operate on a quantum state
[10). Better still, they can be converted to observable quantities if their expectation values
are taken with respect to a quantum state |1)g).

12.4.2 Quantization: Mode Decomposition Approach

In the spirit of separation of variables, an eigenmode of (12.4.1) or (12.4.13) is of the form
qe(t) = queBy(t) (12.4.19)
where
B,(t) = —wlB,(t) (12.4.20)

which is the equation of motion of a simple harmonic oscillator. Upon substituting the above
into (12.4.1) gives rise to

—mow2que = flque+1(t) — 2qu0(t) + que—1(¢)] (12.4.21)
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The above is a finite difference equation, which is an approximation to —k?qy(x) = %qk ().
Hence, (12.4.18) admits traveling wave or eigen solution of the form

1 )
Qi = —\/ﬁel’“”é“ (12.4.22)

Furthermore, the periodic boundary condition is imposed so that

Qut = Qu o+ N (12.4.23)
Consequently, due to this boundary condition,

2um

y = — 12.4.24
Na ( )

where v is an integer ranging from —oo to co. Since k, is countable, we will replace the
subscript v with k£ as an index. In other words, v — k and k, — k. Furthermore, upon
substituting the eigenmode solution (12.4.22) into (12.4.21) gives

, ) . ka
—mowzqk7g =f (e“m -2+ e_“m) qre = —Af sin? <2) . (12.4.25)
yielding the dispersion relation, a relation between frequency wy and the wave number k, as

w2 = e (ka) (12.4.26)

mo 2

If the inner product between two eigenmodes is defined to be

N
(Gesaw) =D G (12.4.27)
=1
then they are orthonormal as
- 1 iK' —k)la _
) ;q n ik = EZI e = Gpp (12.4.28)

If go(t) is expanded in a single mode only, it can be shown that

qe(t) = qe1(t) = (qre — o) Bi(t) = (1 — €*) qi ¢ Bi(t) = —2ie™**/? sin(ka/2)qr, Bx (t)
(12.4.29)

Now, if g is expanded in terms of sum of the eigenmodes, or

Z Q.0 B (t Z as ¢ Bi (t) (12.4.30)
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where the second equality follows because gp(t) is real. Then the potential energy part of the
Hamiltonian, after using (12.4.3), (12.4.29), and (12.4.30) is

P&
4 ) Z (qc — qe+1)2
=1
P&
=3 Z <Z —2ie™*/2 sin(ka/2)qr 1 B (t > (Z e~ @/ sin(k'a/2)qy Bl (t ))
=1 \ k o
:g Z 4e™/2 sin(ka/2)e " 9/ sin(k'a/2) <Z T 1T, ) (t) By (t)
ke k!
zg Z 4etkal2 sin(k:a/2)e_ikla/2 sin(k’a/2)dkx B (t) By ()
k!
f m
:§;4sm (ka/2)|B(t)|* = -0 Zwk|Bk (12.4.31)

where (12.4.28) has been used above. Similarly, for the kinetic energy part of the Hamiltonian,
it is

N

N
3 Smod? = > Lo > ok O B0
% Mo ;;Bk VB (£)S — 7m0 Z | By(t) (12.4.32)
Consequently,
H = Smo > (1B + w3 Be)?] (12.4.33)

where the first term in (12.4.33) corresponds to the kinetic energy while the second term cor-
responds to the potential energy of the k-th mode. A closer inspection of the above indicates
that each of the modes behaves like a simple harmonic oscillator. Hence, the Hamiltonian of
each mode resembles that of a simple harmonic oscillator. The total Hamiltonian is just the
sum of the Hamiltonian of each simple harmonic oscillator coming from each mode.

12.4.2.1 More on Traveling Wave Modes
The general solution to (12.4.20) is
By(t) = By ye “rt 4 By et (12.4.34)

Thus, from (12.4.30), after using (12.4.20)

qu ZBk \/*Z Bk: e —dwpt zk2a+B _ezwkt 1kZa> (12435)
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Since w_p = wy from (12.4.26), the first and second sums physically represent plane wave
modes propagating in all directions, and hence, only one of the two sums suffices to express
the modal expansion of a general traveling wave solution. Therefore, when only one sum is
needed to capture this physics, and it can be expressed as

1 , ,
@(t) = —= Y Br(0)e riethte (12.4.36)
vN
k
Alternatively, the above can be rewritten as

1 _ _ . .
“t) = 57 " [Br(0)e ekt 1 By (0)etrte k0] (12.4.37)
k

The second term comes from that the left-hand side of (12.4.36) is real-valued, hence taking
its complex conjugation yields the same value. The factor of 1/2 can be removed if we only
sum over positive k’s. The last form is preferred so as to keep each mode real-valued. So
for a traveling wave mode, the amplitude By(t) = By (0)e~™*! is a rotating wave. Moreover,
using the above gives |By|? = w?|Bg|?> and hence, the Hamiltonian is always constants of
time. Notice that the kinetic energy and the potential energy are equal to each other, a mark
of an simple harmonic oscillator.

In this case, under the rotating wave picture, where By (t) ~ e~ **t the Hamiltonian of
the k-th mode is

Hy, = mowi| Br(t)|* = mowi| B (0)? (12.4.38)

where |B(t)|, and hence the Hamiltonian, is time independent. Using Euler’s identity for
ekt = cos(wyt) + 7 sin(wyt), one lets

vV 2mokak (t) = Pk (t) + iqk (t)

2mowr| Br()* = pi(t) + ¢k (1) (12.4.39)

Hy, = — [pp(t) + ai(t)] (12.4.40)

In the above, pi(t) and ¢x(t) are sinusoidal functions in quadrature phase. The above is
identical to the Hamiltonian of a classical harmonic oscillator for normalized coordinates and
momenta. We can think of pg(t) and g (¢) to be the in phase and quadrature component of
the displacement of the harmonic oscillator. Each of them is time dependent, but the sum of
their squares is not time-dependent.

The reason why the above simple form ensues is:

1. By imposing periodic boundary condition on the linear atomic chain, only countable,
discrete modes with wavenumber k are allowed to propagate on the linear atomic chain;
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2. Only a single mode is allowed to propagate on the linear atomic chain so as to make
the solution and the corresponding Hamiltonian very simple.

The physical picture we shall have of the above is that because only one mode exists, all
the atoms on the chain are oscillating at the same frequency and in unison except for a phase
lag. So each of them is in a simple harmonic motion. Since we have learned how to convert
a classical harmonic oscillator to a quantum harmonic oscillator, the same principles can be
applied to turn the above into a chain of coupled quantum harmonic oscillators.

To convert the above into a quantum harmonic oscillator, we elevate the above amplitudes
to operators, namely

A w R ~
o, = 7’“ (72 +4?) (12.4.41)
where
e = —ih- 7 = q} (12.4.42)
Pk qua gk 4 s

in coordinate space representation. We can further define dimensionless entities

. d
& =aqr/Vh, T =pp/Vh= ~ige (12.4.43)
k
so that
. howy, d? 9 hwy,  ~ 9 9
H. =—F [ -2 = —°(II 12.4.44
=t (i 8) - e (12.4.44)
(12.4.45)
The above is the quantum analogue of (12.4.40). Furthermore, we can show that
1 . R
il =— (—mk + fk)
2
1 N ~
an(t) == (iM1(0) + &) (12.4.46)
(ﬂk(t)aék(tD (12.4.47)
Hence, by direct use of the above, we can show that
- hw
i = =% (afan + anaf) (12.4.48)

The above can be transformed to the Heisenberg picture using the unitary transformation of
the time-evolution operator yielding

= % [l (Dar () + ax(®)al o] (12.4.49)
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In the above, the operators are in the rotating wave picture, with time dependence propor-
tional to e, Hence, &L (t) and a(t) are the quantum analogue of By (t) and Bj(t) which
are also expressed in the rotating wave picture. Therefore, we can rewrite (12.4.38) more
suggestively as

Hy = Lo (B () Balt) + Be(1) B (1) (12.4.50)

The quantum analogue of the above is to elevate the By and Bj to operators or

. 1 A ~ ~ ~
Hy = mowf [B,L(t)Bk(t) + Bk(t)Bli(t)} (12.4.51)
We can identify that
. hoo
By(t) = s (t)
. hoo
Bj(t) " al () (12.4.52)

by comparing (12.4.51) with (12.4.48).
Had we assumed that the solutions are summation of different k¥ modes, then (12.4.37),
after elevation to quantum operators, becomes

. 1 o ikeas
Ge(t) = Z 3 mowkNe Fage(t) + c.c. (12.4.53)
k
1 /R
=y i3 mo“’“ e*e (1) + c.c. (12.4.54)
k

The annihilation operator for the k-th mode is shown to have the time dependence of
exp(—iwt) in (12.3.11). Hence, the above can be rewritten as

1 h
Q(t) = 5 ethla=ionts, 4 cc. (12.4.55)
k

3
£
=

>t
3
S
&
:r

zkéa Twit

ax + c.c. (12.4.56)

N)M—l

N

where G, = dk(O).

The above can also be directly derived from the quantum equation of motion, (12.4.18).
It also represents a multitude of propagating modes with different k¥ wavenumbers. They can
come together to form a wave packet that more realistically represents a wave that propagates
on an infinite linear atomic chain. A packet of energy then satisfies locality and causality if
it is associated with a wave packet.
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12.5 The Continuum Limit

In the continuum limit, we let

mo = pa (12.5.1)
Then (12.4.1) becomes
62
pad(x,t) = fazﬁq(x,t) (1252)
or
, 0?
pi(z,t) = g5 5a(z,1) (12.5.3)

where g = fa. Defining the momentum density to be
m(x,t) = pg(z,t) (12.5.4)
then a Hamiltonian that will lead to (12.5.3) is
L L 2
H= 2ip O 72z, tydz + g /O [aqgi’ﬂ dz (12.5.5)
The Hamilton equations of motion in the continuum limit has to be expressed with functional
derivatives. Analogous to the discrete case expounded in (12.4.7), they are

dq(x,t)  6H or(x,t) 0H
ot on(x,t)’ ot 6q(xz,t) (12:56)

The above are the Hamilton equations in the continuum limit expressed in terms of functional
derivatives. Furthermore, analogous to (12.4.12) for the discrete case, the continuum case
becomes

0q(z,t) _ or(x,t) _
oq(z’',t)  om(x,t)

dq(z,t) B om(x,t) B

oo - ), om(z',t)  dq(a’,t)

0 (12.5.7)

To obtain the functional derivatives, one takes the first variation of (12.5.5) to get

1 [k L dq(x,t) 06q(x, t)
H=- L 12.5.
1) P/o dzr(z,t)om(z,t) +g/0 dx o o (12.5.8)
After using integration by parts then
1 L L 2
0H = 7/ dar(z,t)om(x,t) — g/ dxwéq(x,t) (12.5.9)
PJo 0 O

Dividing the above by the first variations in 7(x,t) and g(x,t), respectively gives rise to

0H 1 [ om(x,t) L 92q(x,t) 0q(z,t)
Fran i ;/0 dwﬂ(m’t)i&r(x’,t) —g/o dx 907 dn(a 1) (12.5.10)
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0H 1 [t om(x,t) L 92q(x,t) dq(x,t)
i — 12.5.11
D "y T 9], o s ) .
Making use of (12.5.6) and (12.5.7) yields
2
0q(x,t) _ mw(x,t) on(z,t) _ g8 q(z,t) (12.5.12)

ot p ot 2

Combining the above gives rise to (12.5.3).

12.5.1 Quantization in the Continuum Limit

In quantization, the conjugate variables m and ¢ are first elevated to be quantum operators.
Then the Hamiltonian also become a quantum operator, namely,

S g [*(0q(z.t)\
H=— [ #*(z,t)dz+ 2 ——=) d 12.5.13
5 | P+ g [7 (P50 a0 (125.13)
The conjugate variables are endowed with the commutator:

[#(x,t), G(z 1)) = ihd(x — 2') (12.5.14)

where the Kronecker delta function becomes a Dirac delta function in the continuum case.
With this commutation relation, similar to the discrete case in (12.4.16) and (12.4.17), it is
quite easy to show that

[7(z',t),§"(x,t)] = —ihd(z — 2")ng" *(x,t) = —iﬁm
= [ﬁ(x/,t),ffz} - —m% — il (2, 1)
(12.5.15)
[G(z' ), 7" (x,1)] = ihd(x — 2" )na" (a,t) = zh(m
= [cj(x',t),f[} = Zh(;ﬁ((sj ) = ihq(z',t)
(12.5.16)

where the functional derivatives of operators have meaning only when they act on the eigen-
vectors of these operators. With the use of the above, one arrives at the quantum equation
of motion:

2 .
pi(x,t) = g5 5d(2,1) (12.5.17)
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12.5.1.1 Expansion in terms of traveling wave modes

As before, the field can be expanded in terms of traveling wave modes, and the solution of
the quantized fields can be written as

pwi L

fa,t) =iy 5/ T’“peb’m—’“ktak +ee. (12.5.19)
k

To obtain the above from the discrete case, one needs to replace mg = pa, N = L/a, and
la = .

1 b
Gz, t) = 5 ——ethrioty 4o cc. (12.5.18)
k

12.6 Quantization of Electromagnetic Field

For electromagnetic field, the harmonic oscillators are dipoles in a medium that are polarized
by an electric field. In general, the electric flux in a medium is given by

D= ¢E+P (12.6.1)

The first term is the contribution to the electric flux D due to vacuum, while the second term
is the polarization density contributed from dipoles polarized in a material medium by an
electric field. It is customary to write P = ¢y xE to indicate that the polarization density is
proportional to the electric field.

The time variation of the electric flux, 9;D, is instrumental in giving rise to displacement
current, and hence, yielding a propagating wave. This electric flux exists even in vacuum.
Hence, we can imagine that even vacuum is polarized by an electric field to produce dipole
density. In other words, the oscillating electric dipole will produce a magnetic field creating
an inductive effect. Together, they can form a resonating system behaving like a harmonic
oscillator. They resemble a tiny LC tank circuit.

Maxwell’s equations are

V x E = -9,B, lV xB=gD+J (12.6.2)
L

V-B=0, V-D=p (12.6.3)

where B = pgH and D = eE. We can assume that € is a constant representing a homogeneous
medium, as the mathematics is not any more difficult. With the potential approach, one lets

B=VxA, E=-A-V0o (12.6.4)

81t is debatable as to what gives rise to these dipoles in vacuum. It could be electron-positron pairs that
are embedded in vacuum. When vacuum is bombarded with an energetic photon, it is known to produce an
electron-position pair.
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When the first equation above is substituted into the first equation in (12.6.2), the second
equation in (12.6.4) above for E is obtained. The above can be substituted into the second
equation in (12.6.2), and with the use of Lorenz gauge that

VA= —pped (12.6.5)
then one arrives at
V xV xA(r,t) = V(V-A(r,t)) + poed? A(r, t) = poJ(r,t) (12.6.6)

With the second equation in (12.6.4) substituted into the second equation in (12.6.3) plus the
use of the Lorenz gauge, then

poed2®(r,t) — V2®(r,t) = o(r,t) /e (12.6.7)

In the case where the sources are at infinity, the & = 0 gauge can be used. In this case, the
Lorenz gauge is the same as the Coulomb gauge, namely, V - A = 0.

12.6.1 Hamiltonian

Before quantizing Maxwell’s equations, the Hamiltonian of the system should be derived. In
general, the Hamiltonian represents the total energy of the system, and it is given by

H= /dr%(r) (12.6.8)
where
1 2, 1 oo
H(r)==|cE°+— B (12.6.9)
2 Ho
In the potential formulation, the above becomes
1 . 1
H(r) =5 {e(A)2 + (V x A)Q] (12.6.10)
0

As in the linear atomic chain case, we will treat a one dimensional equivalence of the above
to arrive at

L
H = / das {e(AZ)2 + L (azAz)ﬂ (12.6.11)
o 2 o
The conjugate momentum can be defined to be II, = €A, and the above becomes
L
101 1
H :/ dz= | =(I1)% + — (9, A.)* (12.6.12)
o 2le o

With the mapping

1
€= p, ™ =g, Il.==m A, =q (12.6.13)
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the above is entirely analogous to the linear atomic chain case. The equation of motion for
A, can be derived as

D2A, = pgeA, (12.6.14)

Hence, quantization follows the same path as before, and one obtains

A 1 h A dkr—iw
Az t) =) 54/ e ke ko—iwt | o ¢ (12.6.15)
k

Then the electric field E, can be derived yielding

. 3 hw .
B.(x,t) = %, /L—E'gék(t)e”“ +c.c. (12.6.16)

Similarly, the B, can be derived giving

. ; howr 1 . .
By(x,t) =) %\ / LT';E&ke“““”” + e (12.6.17)
k

The above can be generalized to a plane wave mode propagating in arbitrary direction, namely,

~ ) hw . .
E(r,t) =) %«/V—:)es&k,selk""*“’kt tee. (12.6.18)
k,s

» i hwy; 1 ~ ik-r—iw
B(r,t) =) 5/ V—E’;Eek X eyl T 4 e e, (12.6.19)
k,s

where e, is a unit vector denoting the polarization of the electric field, and ey is a unit vector
pointing in the k direction. Hence, the above is orthogonal to the k vector. It can be either
linearly polarized or circularly polarized. In the linearly polarized case, e, is either vertical
or horizontal. In the circularly polarized case, e, is either right-hand or left-hand circularly
polarized. In the above, we have defined the Hamiltonian as an integral over a volume V', and
hence, the normalization above is with respect to V. The above equations are constructed
so that if their expectation values are found with respect to a quantum state |ig), they yield
real value fields. Hence, these field operators are Hermitian operators.

The multitude of modes above allows a photon that is emitted by an atom, say by spon-
taneous emission, to form a wave packet that is localized in time and space. This makes the
photon emission a causal event. Moreover, this wave packet propagates through space with
the speed of light. Also, this wave packet zips through space with the aid of the coupled
quantum harmonic oscillators.

It is seen that if the photon is purely monochromatic, it will be non-causal, and cannot
represent the emission from an atomic transition. Hence, it is more appropriate to think
of a photon as quasi-monochromatic with a linear superposition of modes with different
wavenumbers k, allowing a localized wave packet to be formed. The fact that photons are
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particles cannot be demonstrated by the mathematics expressed in the above equations. It is
experimental evidence that has demonstrated that photons are particles, as much as electrons
are particles.

A photon can be thought of as a “particle” possessing an expected or average packet of
energy hw., but it exists as a linear superposition of different modes with different k’s, each
of which zips through space with the velocity of light. Each mode can have a energy hwy
associated with it, but as the particle is a linear superposition of different modes, hw, is the
expectation value of the photon energy when the photon is in a superposition of different
quantum modes.

It is interesting to note that even though both electrons and photons display wave-particle
duality, but the discovery of their wave-particle duality nature follows a different path. Elec-
trons were thought to be particles very early in time, but compelling experimental evidence
showed that they possessed wave-like properties. On the other hand, photons, first mani-
fested as light, were first thought to be wave, but compelling experimental evidence showed
that they possessed particle-like properties. Now photon is accepted as one of the elementary
particles, or quantum particle, displaying quantum properties.

From the above equations, it can be shown easily that

N £~ 1 ~ A
V x B(r,t) = —9,B(r, 1), . V x B(r,t) = 8;,D(r, 1) (12.6.20)
0

where D(r,t) = eoE(r,t). The above are quantum Maxwell’s equations where the classical
fields are replaced with field operators.

12.6.1.1 Quantized Maxwell’s equations to photon versus Schrédinger equation
to electron

It is often asked if Maxwell’s equations to photon is the same as Schrédinger equation to
electron. They are not exactly identical, or in a sense, this is like comparing apples and
oranges. Both Maxwell’s equations and Schrodinger equation endow their corresponding
particles with wave nature. Both equations associate the particles with a wave field which
displays wave physics. Both particles, photon and electron, are quantum particles subject to
quantum interpretation.

The field operator, for example, E, is associated with a mean and a standard deviation
or fluctuation. The mean, for example, is obtained by taking the expectation value of the
field operator by (7,[10|]:]|1/10> where |1g) is the quantum state of the photon For non-classical
photons, such as those in the photon number state, this value is always zero. To obtain
non-zero value, the photon can be assumed to be in the coherent state. On the other hand,
the Schrodinger field of an electron does not have a mean or a standard deviation.

An electron can be detected by its scattering or interaction with a Coulomb potential
for instance. But a photon is unaffected by a Coulomb potential, and its detection is by its
interaction with other dipoles, such as a dielectric medium or an atom. The probability of
detection of an electron at location r can be associated with |¢y(r)|?. By the same token,

9This section is written with input from E. Kudeki and A.Y. Liu.
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the probability of detecting a photon at r by dipole interaction is proportional to <1/Ji|ET(I‘) .
E(r)|¢;) where |;) is the quantum state of the photon (see Gerry and Knight, Chapter 5).

The wave nature of their detection will emerge due to the nature of the associated wave
fields, e.g., in the double slit interference experiment. Otherwise, these are quite different
wave fields. Moreover, when the photon wave field operator acts on a quantum state E|\IJO>,
it gives rise to an infinite dimensional state vector which still bears quantum information.

The quantization of electromagnetic field, also called quantum electrodynamics (QED),
stimulated the growth of quantum field theory and particle physics. The Schrédinger theory
of electron and the pertinent quantum mechanics is called first quantization theory, while the
quantum field theory of electron is called second quantization theory. Hence, QED can be
thought of as a second quantized version of photon theory, and there has been interest in
finding the first quantized version of photon theory, very much akin to Schréodinger theory is
for electron (see O. Keller, Quantum Theory of Near Field Electrodynamics).

12.6.2 Multimode Case and Fock State

When polarization is considered, we may write the Hamiltonian for a single mode photon as

. R 1
Hy = ZHKS - Z huwy (agsak,s + 2) (12.6.21)

where s stands for either horizontal or vertical polarization. The above can be easily derived
by considering the electric field with both polarizations present.
In the above, we can denote eigenstate of the Hamiltonian asl

¥) = Inv) ) (12.6.22)
or better still
¥) = |, nn) (12.6.23)

where v stands for vertical polarization and h stands for horizontal polarization. In the
above, there are n,, photons in the vertical polarization state and there are nj;, photons in the
horizontal polarization state.

When many modes are considered simultaneously, it can be shown that the corresponding
Hamiltonian is

A 5 4 1
H=> Hqo=) hw (aLsak,s + 2) (12.6.24)
k,s k,s

The eigenstate of the above Hamiltonian can be written as

) = [T Ircs) (12.6.25)

IWhen the Hamiltonian consists of sum of the Hamiltonians of two quantum systems, the states of the
Hamiltonian operator can be represented by the product space of the states of the individual quantum system.
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The above can be written alternatively as

|1/}> = H |nk1,5>|nk278>|nk378> = H |nk1,sv Nko,sy Nkg,sTky,s ** > = H |{nk,s}> (12626)

S

or better still

) = {nk}) (12.6.27)

where & stands for all possible combinations of k, s. The above are eigenstates of the corre-
sponding Hamiltonian operator. A general quantum state can be expanded in terms of the
eigenstates of the system as

) = ZGM{”/@D (12.6.28)

The previously mentioned eigenstate is known as a Fock state or the occupational number
state. It is customary to leave out the states where the occupational number is zero, listing
only the states with non-zero number of photons. For example

1) = [3ks,00 2k 1 Lo ) (12.6.29)

indicates a quantum eigenstate with three V (vertical) polarized photons in k; mode, two H
(horizontal) polarized photons in ky mode, and one V polarized photon in k3 mode.

12.6.3 One-Photon State

The understanding of the one-photon state is important because of its usefulness in quantum
information, quantum communication, and quantum cryptography. It is prudent to elaborate
on it further. For example, when only one k mode is present, to denote a photon in the vertical
polarization state, and no photons in the horizontal polarization state, the state vector should
be

) = [1,)[0n) (12.6.30)
or just
) = |1, On) (12.6.31)
Often, this is just written as
) = [1v) (12.6.32)
where the second part is understood. For a photon in arbitrary polarization, it is written as
V) = ay|1y) + an|lp) (12.6.33)

The above denotes a one-photon state where the photon is in the linear superposition of two
orthonormal one-photon states. Hence,

las|? +lan]® =1 (12.6.34)
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Since a photon is a package of energy propagating through space via coupled quantum har-
monic oscillators, the above is subject to quantum interpretation. The photon is in the linear
superposition of two quantum states |1,) and |1).

Often, photons are generated by atomic transitions whereby the electron changes from a
high energy state to a low energy state giving rise to one or more photons. Since this is a
causal event, the wave field associated with a photon is a localized wave in space time. The
localized wave is formed by linear superposing wave field with different k values. For instance,
a localized one-photon, vertically polarized state is a linear superposition of a number of one-
photon states with different k values as follows:

W) = a0l licw) (12.6.35)
k

The wave field associated with the above state can be localized in space time, and the wave
field satisfies causality.

It is to be noted that (12.6.24) is a quantum Hamiltonian involving the sum over individual
Hamiltonians of different quantum systems. The quantum system arises from a set of spatially
coupled quantum harmonic oscillators. The choice of appropriate modes “diagonalizes” the
system, giving rise to apparently uncoupled systems. When a photon is in a quantum state,
it can be in a linear superposition of different quantum states of these different quantum
systems. Therefore, one-photon states (12.6.33) and (12.6.35) should be thought of as a linear
superposition of different quantum states, subject to the quantum interpretation of quantum
mechanics. The particle is in a linear superposition of states before the measurement, and it
collapses to one of the states after the measurement.

Even though a photon is associated with a packet of energy, when it is detected with a
polarizer (that detects it either in the vertical or horizontal polarized state), it is found either
in one state or the other. The packet of energy is never split between the two states indicated
by (12.6.33). Hence, experiment evidence suggests that a photon is a quantum particle in the
sense that an electron is a quantum particle at the quantum level. The same interpretation
applies to (12.6.35). The subject of quantum interpretation will be discussed later.

12.6.4 Coherent State Revisited

The expectation value of the annihilation and creation operators with respect to the photon
number states is always zero. Therefore, the expectation value of the field operators, which
are proportional to the annihilation and creation operators, is always zero. Hence, the photon
number states are non-classical. To arrive at an expectation value of field operators that are
non-zero, and resemble a classical field, one has to work with the coherent states.

We have studied the coherent state previously. It is defined to be the eigenstate of the
annihilation operator. Namely, if ) represents a coherent state, then

ala) = ala) (12.6.36)

where we have used the eigenvalue « to index the coherent state. Since the number state |n)
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is complete, we can expand the coherent state in terms of the number state, or

oo
) = Culn) (12.6.37)
n=0
When the annihilation operator is applied to both sides, we obtain
dlay =" Cnaln) = Cnaln) = Couv/nln—1) =Y Cppvn+1ln)  (12.6.38)
n=0 n=1 n=1 n=0

where we have used @|0) = 0, a|n) = /n|n — 1). Equating the above with a|a), we have

> Cnpvn+1n) =a  Culn) (12.6.39)
n=0

n=0

By the orthogonality of the number states, matching the coefficients, we have C,y1 =

aCp/vVn+1, or
Cp = Ch_10//n = Cp_20?/\/(n(n — 1)) = Coa™ /Vn! (12.6.40)

Consequently,
o0 an
ay=C —|n 12.6.41
) = Co 32 =i (12:6.41)

The above can be normalized to show that Cy = exp(—|a|?/2).
The photon number operator is 7 = afa. It can be shown that the average number of
photons associated with a coherent state is given by

(A) = n = (a|n]a) = (a|a’d]a) = |of? (12.6.42)
where (alat = (a|a* is used. Moreover
(A?) = (a|d?|a) = (alatadtdla) = (ala’a’aa + aala) = |a|* + o> =%+ (12.6.43)
where we have used aa’ — afa = 1. Then
An = /(a2) — (R)2 = a'/? (12.6.44)
The above is characteristic of a Poisson process. The probability of detecting n photons in a

coherent state is

RS (o]
P, =|(nla))* =e TR (12.6.45)

typical of a Poisson distribution.** The fractional uncertainty in the photon number is
An 1
n Va

(12.6.46)
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Figure 12.1: Two typical Poisson distributions. Case (a) has 7 = 50 while case (b) has
7 =200 (from Haus).
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On the other hand, for a photon number state |n’), it can be shown that
Py = [(nfn)* = s

The above distribution has zero standard deviation. A light with photon distribution narrower
than a Poisson distribution is known as sub-Poissonian. It illustrates the quantum nature of
light. On the other hand, light with photon distribution broader than a Poisson distribution
is known as super-Poissonian. It illustrates the incoherent nature of light since coherent light
has Poissonian distribution.

12.6.4.1 Time Evolution of the Coherent State

In the Schrodinger picture, the time dependence is with the eigenfunctions; hence, the time
dependence of the coherent state is

—i(n+1/2)wt
o, t) = e~ 3lol’ Z a’e n) (12.6.47)

n=0

The above follows from that the time dependence of the photon number state, which is an
eigenstate, is exp(—iFE,t/h) with E,, = hw(n 4+ 1/2). The above can be rewritten as

oo

a,t) = zwt/2 7—|a\2 (046
o, 1) ;7%?

**An example of a Poisson distribution is a shot noise source, producing 7 photons in interval 7. The
probability of find n photons in this time interval follows the Poisson distribution.

7iwt)n

In) = e ™2 qem i) (12.6.48)
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The above can be derived in an alternate way. In the Heisenberg picture, the coherent
state is time independent, and time-dependent eigenstate can be obtained by applying the
time evolution operator

|Oz,t> _ 71Ht/h|a —1|al? Z 7iﬁt/h|n>

2 ad a”
:67%|a\ § 67i(n+1/2)wt‘n>

|

n—0 n:

zwt

_ —zwt/2 - |a| Z >_e—iwt/2|ae—iwt> (12649)

It can be further shown that the above can be summed in terms of a “Gaussian pulse”
indicating that this pulse evolves in time without shape distortion.

<_,JL(_>

Figure 12.2: The time evolution of the coherent state. It follows the motion of a classical
pendulum or harmonic oscillator (From Gerry and Knight).

The expectation value of the field operator in the Heisenberg picture with respect to the
coherent state is then

. 1 [hw o
E(r,t) = (afB(r,la) = 3 51/ o eslalansla)e™ ™ +cc.
k,s
1 [hw r_i
= Z = —kesak,se“"r_“‘”“t +c.c. (12.6.50)
ks 2 V€0

In the above, it is assumed that the coherent state is a product state of the coherent states
of each individual mode, namely,

=[] lew.s) (12.6.51)

11t is to be noted that the Gaussian pulse we refer to is with respect to the displacement of the quantum
harmonic oscillator, not with respect to the direction of propagation of the photon.
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Figure 12.3: Evolution of the coherent state as a function of time. The left figure is for « = 5
while the right figure is for o = 10.

so that

(ala,s|o) = (ouc,s|au, sl on,s) = aes (12.6.52)

Similarly,

B(r,t) = (a/B(r,t)|a) = Z V—Eogek X ey (M TR e e (12.6.53)

The above certainly look like a classical field where a, s are complex numbers.

Appendix
A Thermal Light and Black-Body Radiation

Coherent state is a state where all the photon number states are in phase and in quantum
coherence. Hence the density representation of the coherent state is

| a|—e MQZZ n;

n=0n'=

In ('] (A1)

ﬁ
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This is indicated by that the off-diagonal elements of the density operator multiply |n){n/|
where n # n’ are non-zero due to coherence.

When a quantum harmonic oscillator is in thermal equilibrium with its environment, it
absorbs energy from its environment causing it to be in the linear superposition of |n) photon
number states. The state vector can be expressed as

%) = anln) (A2)
n=0

But these states are incoherent with each other since they are randomly excited by a thermal
bath. This is the nature of thermal photons. The density operator for such a state can be
written as

pr =)W =" lan|*n)(n| (A3)
n=0

where the off diagonal terms ensemble average to zero.
According to Boltzmann’s law, at thermal equilibrium, the probability of finding a system
to be energy state F,, is

o—En/kpT
Py = (A1)
where
(oo}
2= e FulkoT (45)
n=0
and Z is the partition function. It is clear that Y -  P(n) = 1.
For photon, E, = (n + %) fw. Hence,
L /kpT = hw/kpT L /kpT = e~ 3hw/knT
_ — 5 hw —nhw/Kk _ — 5w n __
Z =e 2 B Zoe B = 2 B Zox _71_67}%)/]@371 (A6)
where z = e~ "/*8T and from (A4)
P(n) _ efnhw/kBT(l . efhw/kBT) (A?)
The mean photon number is
B e’} oo z 1
n:ZnP(n):ch”(l—x): T = SRk ] (A8)
n=0 n=0

The probability distribution given by (A7) definitely has a broader spread compared to the
case for coherent state, which has a Poissonian probability distribution. Light of this nature
is termed super-Poissonian.

We can use the above to explain black-body radiation. From the above, we deduce that
the average energy of a quantum harmonic oscillator is

hw

<E> = nhw = ehw/ksT _ ]

(A9)
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In the limit when i — 0, the above becomes (E) = kgT as predicated by the equi-partition of
energy theorem that each degree of freedom of a particle absorbs energy equal to k57/2 when
the particle is at thermal equilibrium with its environment. A classical harmonic oscillator
has two degrees of freedom, one for kinetic energy, and one for potential energy.

To understand black-body radiation, consider a cuboid of dimensions L, x L, x L,. Ap-
plying periodic boundary condition, discrete plane-wave modes exist in the cuboid. In the &
space, each mode occupies a volume of

(27)*/(Ly Ly L) = (27)°/V

where V' is the volume of the cuboid. Hence, in a spherical shell in the k£ space, the number

of modes is

Vank?Ak

The 2 factor is due to two polarizations per mode. For photons, kK = w/¢, and the above can
be rewritten as density of states per unit volume by dividing the above by V,
2
w?Aw
We can convert the above into energy density since we know the energy per each quantum
harmonic oscillator, or

_ w?Aw fuw
AE = ANnhw = 55 gholheT ] (A12)

Consequently, the energy density per unit frequency is

dE _ «*
dw - ’/T203 ehw/kBT -1

Uw) = (A13)
Since a black-body is in thermal equilibrium, the energy it radiates is proportional to the
energy density. Hence, the black-body radiation spectrum is proportional to the above ex-
pression. It indicates that the radiation from a black-body is small when the frequency is
small, and increases as the frequency increases, but diminishes again when the frequency is
high, in agreement with experimental observation. The initial increase with w is because the
density of states increases with w. However, as hw increases, the quantization energy level
increases in the quantum harmonic oscillator. According to Boltzmann’s law, only the low
photon number states are likely to be occupied, decreasing the average number of photons
with high w. This gives rise to the decreased radiation with increasing frequency. Moreover,
the frequency where the peak radiation occurs also becomes higher (shorter wavelength) as
the temperature increases.
When A — 0, the above becomes

2

Uw) =
(w) a2c3 B

The above is Rayleigh-Jeans law of radiation. It predict large radiation with increasing
frequency called the ultra-violet catastrophe. This problem is remedied by the discovery of
Planck’s law.
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Figure Al: According to Planck’s radiation law, body of different temperature will radiate
with different colors with increasing order of hotness from red to green to blue.

When Aw > kpT, or when the temperature is low,

3
Ulw) ~ 2L e=hwknT (A14)

m2e3

This is Wien’s law.

The average energy per unit volume is obtained by integrating over all frequencies

— o hoo [ widw
U :/0 U(w)dw = 1203 /0 ehw/ksT _ |

ho (kgT\"' [ 23dx
w23 ( h > /0 et —1 (A15)
It can be shown that (Gradshteyn and Ryzhik, p. 326, Eq. 17)
o 3 4
[P "
o e —1 15
Then
—_ 7T2 (]CBT)4
U= Al7
15¢3  h3 ( )

The above is the Stefan-Boltzmann law.
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Figure A2: Different radiation laws are the special case of the Planck’s radiation law, which
takes into account of quantum mechanics.

B Vacuum Fluctuation and Casimir Force

The energy of a harmonic oscillator is given by

E, = hw (n + ;) (B1)

The vacuum state corresponds to n = 0 is equivalent to the absence of electric field or photons.
It can be shown that even though the mean of electric field is zero for the vacuum state, the
mean square of the deviation of the electric field is non-zero. This is known as vacuum
fluctuation. Even in vacuum with “no” electric field or photon, there is always a fluctuating
electric field!

This fluctuating electric field between two parallel plates gives rise to a force known as the
Casimir force. Consider a parallel plate resonator making up of two square plates of length L
separated by distance d and then terminated by conducting walls on the side. The resonant
frequencies are given by

oo =e|("7) "+ (7) "+ (57) " (B2)
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Figure B1: In the model for the calculation of Casimir force, we assume two square metallic
plates enclosed by a square L x L cylinder. The two plates are freely movable within the
square cylinder, and we calculate the work done needed to bring the two metallic plates from
infinite separation to a separation d.

The zero point energy (ZPE) of the modes in the parallel plate resonator is given by

Eo(d) = Z /(2)%hwmnp (B3)
T ma 2 na 2 N\ 271/2
S () (5 -

~ he (ﬁ)zi/om dk, /OOO dk, [k§+k§+ (%)2]1/2 (B5)
=

When L — oo, the modes in the m and n directions become indenumerable, the summation
over m and n can be replaced by integrals. The above has a physical picture of a plane wave
bouncing between two infinitely large parallel plates. The modes can be decomposed into TE
and TM to z modes. But when p = 0, the TE modes does not exist as it is shorted out. Then
only TM mode exists. For all the other p’s, both TE and TM modes exist. Hence, there are
two polarizations for each mode except for the first mode. That explains the factor of 2 in the
above summation. Therefore, the prime in the above indicates that the first term is weighted
by a factor of 1/2. If the plates are very far apart, we have

2 o0 oo oo
Eo(c0) = he (L) 9/ dkz/ dky/ dk. [k2 + & + k2]'/? (B6)
T ™ Jo 0 0

The potential energy of the system is the energy needed to move the plates from infinity to
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separation d. Hence, the potential energy

U(d) = Eo(d) — Eo(0)

L\ 2 o ! roo S pr\271/2
:hc<> / dkx/ dky [K2+ k2 + (=
T {; 0 0 y[ Y (d)} (B7)
—é/ dkx/ dky/ dk, [k§+k§+k§]1/2}
™ Jo 0 0

Converting the above into cylindrical coordinates, and noting that we are integrating only
over a quadrant of the plane, we have

U(d)hc( ) {Z/ amle+ (5) ]2 [T [ anaer +<’2>1/2} (BS)

By letting n? = (g)zw, and ¢’ = (n/d, the above becomes

p=0
th(ﬁ)z( ) iF )/OoodCF(c) (B9)
p=0
where
F(¢) = /Ooo dw(w + ¢*)1/? (B10)

The above derivation follows that of Milonni and Shih, and also discussed in many text books
including Milonni, and Gerry and Knight. The above consists of divergent integrals and
summation. But the integrals and summation can be tapered by windowing so that they
will converge. The window can be chosen so that the values of F'(¢) and its derivatives are
not altered so that the Euler-Maclaurin formula can be used to estimate the difference in the
above.

In general, the Euler-Maclaurin formula estimates the difference between an integral and
its trapezoidal rule approximation. This difference is given by

N-1 N
A= {; PO+ )]+ 3 P - | d<F<<>} (B11)
= By _
Z%[F(W@ D(N) — P 1)(0)} +R (B12)

k=

—
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When the integrand vanishes at the upper limit of integration, it simplifies to

1 = >
A= {2 PO+ Y F) - dCF(C)} (B13)
P 0
B
=S [P + R (B14)
2k!
k=1
where R is the residual error which can be made small by choosing K properly, and B; = —%,
By = %, B3=0, By = —%7 --+. The superscript 2k — 1 indicates derivatives with respect to
the argument of the function. Consequently,
A=—Lpo)+ L Fro) (B15)
12 720
With F’(0) = 0 and F"’(0) = —4, then
4B, 1
and oy
mhe
d) = — 2 B1
Ud) 720d3 (B17)

Since this is the work done in bringing two plates from infinity to a separation d apart, the
force per unit area on the plate is

2
F(d)=U'(d m_he

()= - (B18)

which is the Casimir force due to zero point energy or vacuum fluctuation.



Chapter 13

Schrodinger Wave Fields™

13.1 Introduction

We notice that electromagnetic field can be viewed as a collection of photons each with an
field attached. These photons collectively form the coherent state that produces a wave field
that is analogous to the classical electromagnetic wave field. Photons are bosons whose wave
field satisfies Maxwell’s equations.

Similarly, if a boson wavefunction satisfies Schrodinger equation, a collection of bosons
gives rise to a wave field that satisfies Schrodinger equation. Similarly, a collection of fermions
gives rise to a wave field that satisfies Schrodinger equation if each individual particle wave-
function satisfies the same equation. We will call such fields Schrédinger wave fields.

‘We have seen that the number of bosons in an electromagnetic wave field can be tracked by
the annihilation and creation operators; similar operators are needed for tracking the particle
of a Schrédinger wave field. The wave field can be a collection of bosons or a collection of
fermions. Eventually, the bookkeeping of the many-particle system becomes simpler.

For Schrodinger equation, this is the second quantization. The first quantization was the
discovery that electrons can be associated with a wavefunction, and the trapped modes in
potential well are quantized. The second quantization refers to the fact that the Schréodinger
wave field, which can be treated as a continuum, can be made granular or quantized. This is
the advanced way of expressing the wave-particle duality concept inherent in a wave field.*

13.2 Fock Space for Fermions

For fermions, each eigenmode or eigenstate is either occupied or unoccupied. In general, there
will be infinitely many modes that the fermions can occupy. We could denote a two-particle
state as

|¢2p>:|"',0,1m,0,"'70,1v,0,"'> (1321)

*This chapter can be skipped on first reading.
*The quantization of classical fields is also known as first quantization for them.

211
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where only the m and v modes are occupied and the rest of the modes are unoccupied. The
notation above is cumbersome, and it is common to denote the two-particle fermion Fock
state as

|thap) = |m, v) (13.2.2)
where for fermions, it is necessary that
|m,v) = —|v, m) (13.2.3)
We define a fermion creation operator such that
IAJL|m7n> = |k,m,n) (13.2.4)

The newly created particle always occupies the first space in the Fock state vector. By
definition then

bibL| ) = |1k, ) (13.2.5)
BRBI [+ = [yl ee) = [k, o) = =bfbf[ ) (13.2.6)
Therefore
bibl + 6] =0 (13.2.7)
Similarly, we can show that
biby + biby, = 0 (13.2.8)

or that the above is the Hermitian conjugate of (13.2.7). To show (13.2.8) more rigorously,
we start with a fermion Fock state

|w>:|’lvk’> (1329)

This state acquires a minus sign when we permute two of the particles. Finally, we can have
a state such that

W) =Lk, ) = —|k,1,--) (13.2.10)
An annihilation operator can be defined such that
bill ks -) = [k, -) (13.2.11)
It can be shown that
bpbi|vr) = bib|l ke, ) = blk, ) = --+) (13.2.12)
Similarly,

—i)li)k|’l/)p> = (;ll;k|k,l, . > = Elll, - > = |> (13.2.13)
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Therefore,
biby + biby, = 0 (13.2.14)
The above equations (13.2.7) and (13.2.14) imply that if & =1,

bibl =0 (13.2.15)
brby = 0 (13.2.16)

It means that no two particles can be created in the same mode k or no two particles can be
annihilated from the same mode k.
By the same token, we can show that for k # [,

biby + bib) = (13.2.17)
When k = [, we have a state |k,---) and then

(b + Bk, +-) = Bk, + Beb. )
T
k

= I|k,---) (13.2.18)
In conclusion,
biby + bib}, = S 1 (13.2.19)
In summary,
[0} b = by bib], = o] (13.2.20)
[i);, ISZ] L= bibl +bjbl =0 (13.2.21)
{l}k,lﬂ L= e biby =0 (13.2.22)

where [A, B], = AB + BA. These commutation relations, as we shall see, do wonders in
simplifying the book-keeping of many particle problems.

13.3 Field Operators

Just as in the case of electromagnetic field operators that represent many photons which
are bosons, we can define field operators for fermions and bosons in general. A one-particle
Schrédinger field operator is defined such that

d(r) = Z@(ﬁj(r) (13.3.1)
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where ¢; is an eigenmode from a complete set of orthonormal functions. It may or may not be
the j-th eigenstate of the quantum system governed by the one-particle Schrédinger equation.
The above field operator acts on a state vector in the Fock space. For instance,

)b,10)
=" ¢;(x)b;bl, |0)

= ¢ (r)]0) (13.3.2)

where the commutation relation (13.2.20) has been used. Notice that the above field operator,
when operating on a Fock vector with a m-th mode occupied, produces a vector tagged with
the spatial dependence of the m-th eigenmode.

After using the completeness property of the orthonormal basis, plus the use of commu-
tation relations for the annihilation and creation operators, the field operator can be shown
to satisfy the following commutation relations:

[0 = ) + 9 () = 6 ) (13.3.3)
). )] | = B ) + ) ) = 0 (13.3.4)
[0, 9] | = D)) + b)) = 0 (13.3.5)
As an extension, one can define two-particle field operator
¥ (ry,rg) = % ;; by by, by (T1) By (12) (13.3.6)

where the factor 1/4/2 is needed for normalization. Here, ¢,,, (r1) and ¢y, (r2) may or may
not be eigenstates of the one-particle Schrédinger equation. The requirements on them are
that they are complete and orthonormal. In the above, the ny = na terms vanish because
bnb, = 0. It can be shown easily that
- N ara 1
W (r1,12) [I,m) = 9 (r1,12) bjb],, [0) = 7 (91 (1) drm (r2) — &1 (v2) ¢y (r1)] ]0)

= dum(r1,12)[0) (13.3.7)

where ¢y, (r1,r2) is a two-particle wave function satisfying the symmetry requirements for
fermion particles. It is to be noted that the above is zero when r{ = ry. It is a consequence
of the field operator operating on the two-particle Fock state, and the commutation relations
for fermions. A three-particle field operator is defined to be
N 1 PO
¥ (ri,r2,13) = e D bugbnybn, 6, (1) by (r2) Py (r3) (13.3.8)

' ni,n2,ng
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In the above, none of the ny, na, ng can be repeated for the reasons of (13.2.15) and (13.2.16).
Then, using the commutation relations derived in the previous section, (13.2.20) to (13.2.22),
it can be shown that

Z/AJ (ry,ro,13) [l,m,n) = T/AJ (ry,ro,13) Eji)jni)jl 0)
= = (00 (00) o (12) 6 (1) + 61 (£2) 6 (19) 01 (1)
+ ¢1(r3) G (r1) D (r2) — @1 (T1) B (1'3) Pra (12)
—¢1 (r2) ¢ (1) P (r3) — @1 (r3) D (T2) D1 (r1)]]0)
= Qimn(r1,T2,13)[0) (13.3.9)

where @pmn(r1, re, r3) is the three-particle wave function with the requisite symmetry require-
ments. In general, an N-particle field operator is

z&(rl,rz,m,rm:% Do bus e busbny Gy (11) Gy (r2) - dny (rn)  (13.3.10)

‘ni,ng, N

In the above sum, only terms where ni,ns, -+ ,ny are distinct are contributing for the same
reason given in (13.3.8). It is seen that

Unp (r1,T2, -, oN) = \/%Z/;lp (rn)---P1p (r2) P1p (r1) (13.3.11)

where 1[)1 p is a one-particle field operator while z/} N p is the N-particle field operator. However,
the used of such factorized form has to be handled with caution, as each one-particle operator
has to operate on distinct modes in order for the product of factors to be non-zero.

A general Fock state for IV fermion particles can be written as

@) = b, oL b - bl 10) = [n1,n2,n, - n) (13.3.12)

ns ny
In the above, the state vector changes sign when any two of the annihilation operators swap
position, and that the state vector is zero if any two of the modes are identical.

When the Fock state is operated on by the N-particle field operator, the coordinate space
representation of the N-particle fermion state is obtained as shown by (13.3.7) and (13.3.9).
This approach avoids the cumbersome use of Slater determinant in the book-keeping of the
N-particle fermion states. In general

Unp (r1,T2, -, TN) [ON) = b (1,10, -+, ) |0) (13.3.13)

The above is an elegant and compact way to express an N-particle fermion wave function.

13.4 Similarity Transform

It is prudent to note from the above that one can change between coordinate space basis
and Fock space basis via the algebra shown. This allows us to effect a change of basis for a
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complex quantum system. Some quantum systems, when expressed in the Fock space basis, is
a lot simpler than the coordinate space basis. This was first shown for electromagnetic field.
It can be shown for other quantum fields. Hence, it is worthwhile to review the mathematics
of similarity transform next.

We can view the change of basis as a similarity transform when we change from eigenfunc-
tion space or coordinate space representation to Fock space representation. Given a matrix
equation

A x=)Xx (13.4.1)
we can define a new representation for the unknowns as
x=8S-y (13.4.2)

In the above, S is unitary since the length of the vectors does not change. The above equation
becomes

A-S-y=XS-y (13.4.3)
Multiplying the above by §T, we have
S'A.S.y=x5".S.y=)\y (13.4.4)
where the unitary property of the S operator has been used. Hence,
A y=)y (13.4.5)
where
A, =S .A.S (13.4.6)

Equation (13.4.6) is in the form of a similarity transform.

13.5 Additive One-Particle Operator

We can consider a simple identical many particle Hamiltonian where the particles do not
interact with each other, say via the Coulomb potential. For instance, for fermions, the only
way they interact is via Pauli’s exclusion principle. An example of such a Hamiltonian for N
particles, in coordinate space representation, is

N
H.=> H, (13.5.1)
i=1

where )
. I

H,=——YV24+V(r; 13.5.2

5 ViV () (13.5.2)
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As an example, consider the three particle case. The three-particle wavefunction in coordinate
representation is

Gtmn(r1,T2,T3) = % (@1 (r1) ¢ (r2) D (r3) + 1 (r2) P (13) D (11)

+ @1 (r3) b (1) D (r2) — G1 (r1) Pi (T3) D1 (12)
— 1 (r2) O (r1) G (r3) — @1 (r3) Py (T2) Py (11)] (13.5.3)

If the eigenmodes above are the eigenmodes of the H,; operator, then

N
Hr¢lmn(r1a ry, 1‘3) = Z Hri¢lmn(r1; ra, 1‘3) = (El + Em + En)¢lmn(rl7 ra, I‘3) (1354)

i=1

The above approach gets unwieldy as the number of particles increases. However, if we were
to test the above equation with ¢, ., (r1,r2,r3) and integrate over space, we have

/drlerdr3¢7mn(rla ry, rB)I:Ir(blmn(rl» ra, I‘3) = (El + Em + En)él’lém’mén’n (1355)

The above indicates that the matrix representation of H, is diagonal and very simple despite
the complicated nature of the wave functions. It signals an alternative simpler representation
of the N-particle Hamilton. This simplication can be achieved by the change of basis using
the identity in (13.3.9) to obtain that

(n',m! U'|H|l,m,n) = (E; + Epm + Ep)0110mmnrn = (0',m/ U|(Ey 4+ Em, + Ey)|l,m, n)

(13.5.6)
where
H= /drldrgdrgﬁﬁ(rhrg,rg)ﬁﬂﬁ(rl,rg,rg) (13.5.7)
By inspection, if we let
H =" "E,blb, (13.5.8)
P

it will have the same matrix representation as (13.5.6) above. But we can also derive the
above by a lengthier exercise starting with (13.5.7).

In general, for a simpler approach, we can perform a change of basis or similarity transform
on the original Hamiltonian. The new Hamiltonian is

N
H= /Z%Tvp (r1,12,- ,vn) Hythnp (r1,12,- - vy drydry - - dry (13.5.9)
i=1

The operator above now acts on a vector in the Fock space, and transforms it to another
vector in the same space.



218 QUANTUM MECHANICS MADE SIMPLE

Equation (13.5.9) can be written, after using (13.3.11), as

ﬁ=1i/z@* (e el o0 | [ aesbl o) B 1)
N! g 1p\TN 1p Il iW1p (Li) HriP1p (T
”(/A)lp(l‘l)'“N"'i/Ale(I‘N)dI‘lﬂ'N"'dI‘N (13.5.10)

where the ~ sign implies that r; is excluded from the sequence. We can move 1&1 p (r;) and
t1p (r;) as there are an even number of sign change as we anti-commute the field operators
inward.

13.5.1 Three-Particle Case

It is quite complex to sort out the algebra of the above system. Much insight, however,
can be gotten by studying a simpler three-particle case. In this case, a typical term of the
transformed Hamiltonian is

- %/J)IP (r3) Pl p (r2) [/drlﬂp (r1) Hy1dbip (r1)
1/3113 (ra) z@lp (r3) drodrs + - - - (13.5.11)

where the 4 - - - above refers to other two terms where r; = ro and r; = r3, and r; here refers
to the coordinates for the term inside the square brackets.

The space-dependent parts involving ¢, (r;) in the field operators can be grouped together
and the spatial integrations can be performed first. These modes are orthonormal giving rise
t0 Opyny, and Oy, which can be used to reduce double summations into single summations.
Finally, one obtains

N 1 A A A
_ AN
H=2 > bhbhy | D b HL L by | bugbag + - (13.5.12)

n2,n3 nl,nl

The general case where ¢, (r1) is not an eigenstate of the Hamiltonian H'rl is assumed here.
Hence,

HY = (¢ |Hr|bny) (13.5.13)

ny,ni1
In the event that ¢, (r1) is an eigenstate of ﬁrl, the above becomes

HY = Ep o, (13.5.14)

'nlvnl
To evaluate the action of the above operator in (13.5.12) on the three-fermion-particle

state |l,m,n) = 5}5%5“0), one needs to first show that

na b} b, 01[0)

m-n

5nn3bjbjn T R 5mn313;6}) 10) (13.5.15)

l;n3|l,m,n> =

I
P g->
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1, m,n >

Figure 13.1: The three annihilation operators Z)nli)nzi)m acting on the three-particle state
|I,m, n) produces six threads that eventually gives rise to six terms.

Next, one can show that
brag by |1, 0, 1) = (5ln35mn213; — B1ny BT Oy — Gty Oy O,

0 Sy Orma + Oty Dl Gy — D G 5nn3) 10) (13.5.16)
Finally,

gnléngijng |l7 m, n> = (6ln35mn2 5nn1 - 5ln3 6mn1 5nn2 - 5ln2 5mn35nn1
+5ln1 5mn3 6nn2 + 5ln25mn1 5nn3 - 5!711 5mn2 5nn3) |0> (13517)

A total of six terms is found. In the above 5n3, operating on the three-particle state, produces
three terms each of which is a two-particle state as shown in Figure 13.1. Next, Bm operating
on them will produce two terms per each term of the two-particle state, producing a net of
six terms of one-particle states. The final operation l;nl produces one term for each particle.
In general, if we start with an N-particle state, the operation of l;nl by, ~ on it will produce
N! terms.

The bt operators in (13.5.12) anti-commute with each other. Hence, ZA)ILd EILQ can be moved
to the right of the Hr(;)m element, together with the summations. Therefore, we finally need
1
to evaluate
> b8 bl bbb, |, m, ) (13.5.18)

n3 n2
n2,n3

The above can be shown to evaluate to

> 5Bl b bs b |, 2) = 2 (8 B1BE, + O, DLy, + G 5157 ) 10)
n2,n3

= 2b,,,bib} bl 10) = 2b,,, |1, m, n) (13.5.19)

The first equality above can be obtained by using (13.5.17). The second equality follows from
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(13.5.15). The above can be generalized to the N-particle case yielding'

> bl bbby byl I = (N = Db, [l D) (13.5.20)
n2, NN
Consequently,
. 1 . s
H|l,m,n) = S b HS ballmon) + - (13.5.21)
n’,ny

The other two terms indicated by the + --- would contribute to exactly the same expression
as they are from indistinguishable particles. Finally, we have

Hllm,n)y = > b, HY | by, [1,m, ) (13.5.22)

’
ny,n1

In general, the additive one-particle operator in Fock space is

H=>"0H by (13.5.23)

The above can be used for the N-particle case as long as they are indistinguishable. It can
be shown to yield the same matrix representation using Fock state vectors, compared to the
case in coordinate space representation. It can be easily validated using the two-particle or
three-particle state vectors.

For the case when the one-particle eigenstates are also the eigenstates of the I:Im operator,
the above matrix becomes diagonal yielding,

H=> Eublb, (13.5.24)

The above means that if we have an N-particle fermion field, it can be represented by the
physics of one-particle Hamiltonian if the eigenstates chosen for the similarity transform are
also the eigenstates of the one-particle Hamiltonian. Also, the above Hamiltonian is very
similar to the Hamiltonian for photons derived in the previous chapter, except that photons
are bosons and the above derivation is for fermions. A similar derivation for bosons shows
that the Hamiltonian is similar to the above.

The above Hamiltonian (13.5.24) does not distinguish between one particle or N particles.
This difference of the quantum systems is expressed by the Fock states of the particles.

13.6 Additive Two-Particle Operator

In general, the N particles in a Schrédinger wave field will interact with each other. They may
interact pair-wise, for instance, via Coulomb potential other than just the Pauli’s exclusion

TFor the fermion case, since n1,--- ,nxy are distinct, we can anti-commute the operators to arrange them
in pairs of bTh and arrive at (13.5.19) and (13.5.20) more succinctly.



SCHRODINGER WAVE FIELDS 221

principle. An example of an additive two particle operator in coordinate space is

2
e
V = 13.6.1
(rh r2) 471'60 |I‘1 — I‘2| ( )
This will be part of a two-particle Hamiltonian
2
Hy(ri,r0) = —5— (Vi+V3) +V(ri,r2) (13.6.2)

When N-particle Hamiltonian is considered, the Coulomb interaction appears as

1
V=> V()= 3 > V(i r)) (13.6.3)
i<j 2
For N particles, there are N (N —1) terms in the above summations. Again, we can transform

the above from coordinate space representation to Fock-space representation as before arriving
at

TR 1 X R
V:§E E N 1/JIP(FN)"'N"‘7/JIP(I'1)
i=1 j=1,j#i

[ deate e eV e )
Urp (ry) -~ yp (ry)dry - ~ - dry (13.6.4)

where the ~ indicates that r; and r; are excluded from the sequence. Without loss of gener-
ality, we can focus on the term where r; = r; and r; = ry. Then, the above becomes

V=g [ e ew) -l ) [ [ il a2l eV e rzmlp(rlwlp(rz)]

d1p (r3) - Yip (rn) dry - dry + -
(13.6.5)

where + - - - above implies the rest of the terms; there are altogether N(N — 1) terms. Per-
forming the dr; - - - dry integrations first, making use of mode orthonormality, we arrive at

A 1 " N
— ot
V=g 2 Hhobls

n3, NN

STb e v by by by (13.6.6)

’
n5 ny o ni,n5,mi1,ma
’ U
ny,ni,Ny,N2

where

Vo s = / drydesly (11)6h, (£2)V (11, 72) b, (1) 6, (12) (13.6.7)
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The above needs to operate on an N-particle Fock state, namely,

Vi, ly) = 2N' Z bl |

n3,:

£ 1,2 o r -
Z b:L bj”blVTEl,n)Q nl,nabnlbnz bna"'bnw‘llv"' aZN> +e

(13.6.8)
The right-most term that acts on the Fock state is of the form
Y N PR 65 (13.6.9)
The above yields N! terms similar to (13.5.17). But BT ‘ I;T commutes with bLZbILl
(13.6.6) above. We can then move I;LN . bT to the rlght of Vn ‘ntnynge Lhen we need to

evaluate

> bl bbby byl i) = (N = 2)lb, byl ) (13.6.10)

nz, NN

The above equality can be proved by induction from the three-particle case or from equations
(13.5.19) and (13.5.20). As a result,

N 1 1,2 7
Vi, - vy = sr =T o LB VR babasll, i)+ (13.6.10)

’ ’
ny,M1,No,N2

There are N (N —1) terms of the similar kind in the +--- above. Summing them up, we have

N 1 PN
Vi, lv) = 3 SToobh v b bagll ) (13.6.12)

n2 n1 nl,n2 ,n1,n2
/7 !
ny,mi,Nny,n2

In general, the additive two-particle operator in an N-particle fermion field is given by

y_ 1 AR I
V=3 > by, b Vo b,

nl n2 ni,n2

[ =ptd
3
¥

(13.6.13)

’ ’
ny,n1,Ng,MN2

The above can be easily validated to produce the same matrix representation compared to
the coordinate representation using the two-particle or three-particle state vectors.

The above derivations for fermions can be repeated for the boson case. In this case, we
will have a field of bosons. It is pleasing that by starting out with the N-particle coordi-
nate space representation of the Schrédinger equation, one arrives at a much simpler Fock
space representation of the same equation. It allows one to treat IN-particle problems more
succinctly using such a representation.
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13.7 More on Field Operators

The above shows that the one-particle additive operator is independent of the number of
particles. So what distinguishes one-particle quantum system from a two-particle one is in
the Fock state: the first one will have a Fock state for one particle while the latter will have
a Fock state for two particles.

A general one-particle Fock state is

) = > cubl,|0) (13.7.1)

When the one-particle field operator acts on the above, it projects the coordinate space
representation of the one-particle wavefunction. Namely,

D)) =Y € (®)]0) = ¥(r)[0) (13.7.2)

The above one-particle state is in a linear superposition of different eigenstates. Hence, it can
constitute a wave paucketﬁt
Also, from (13.3.1), we can easily show that

b= [ 6,003 e (13.7.3)

On combining with (13.7.3), we have

) =Y e [ 6u(x)d! ()arl0)

-/ [Zcuasu(r)] 3 (x)dr 0)

= / F(x)dT (r)dr|0) (13.7.4)

Therefore, a general one-particle state can be written as a linear superposition of the one-
particle field operator ¢ (r) weighted by f(r). It is clear that f(r) satisfies the one-particle
Schrédinger equation.

For a general two-particle state in Fock space,

() = D bl b, 10) (13.7.5)
K142

upon substituting (13.7.3) into the above, we have

) = / (Z Gpir (1) P (r2)0u1,u2> 1 (r1) 9 (r2)drydra|0)

H1p2

- / F(r1,w2) i (00) 8 (r2) v o 0) (13.7.6)

¥See the appendix of Chapter 4 for a discussion of wave packets.
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where

f(ri,r2) = Z Gpr (T1)Ppus (T2) i - (13.7.7)

M2

For fermions, it can be easily shown, using the commutation relations for the field operators,
that

f(ri,r2) = —f(ra2,r1) (13.7.8)

The above implies that c,, ,, = —Cu,,u,- The above satisfies the two-particle Schrodinger
equation. It can be generalized to N particles, yielding

) = /f(l‘hrz,--- eN) T (1) 9T (r2) - T (r) drydry - - dry [0) (13.7.9)

13.8 Boson Wave Field

The results for fermion wave field in the previous section can also be derived for boson wave
field. The difference is that more than one boson can occupy a given state: The Pauli exclusion
principle does not apply to bosons. A boson state involving two modes can be denoted as:

1Y) = [N, o) (13.8.1)

where there are n,, particles in mode m, and n, particles in mode v. Since ordering is
unimportant, it is necessary that

[T, M) = |y, M) (13.8.2)
A boson creation operator can be defined such that
dL|nk,nm7nv> = Chpt1nk + 1, My Mgy (13.8.3)
It raises the number of bosons in state k& by one. By definition,
&Idlmk,nl, oy =Cnot1Cnyrrlne + Lng +1,--+) (13.8.4)
atal (g, g, ) = Coyy1Cpgr |l + Ling +1,---) = alal ng, g, - - (13.8.5)
The last equality follows since ordering is unimportant. Consequently,
alal —ajal =0 (13.8.6)

Similarly, one can define annihilation operators for bosons that have the opposite effect as
the creation operators. Hence, going through a similar process, one also has

axa; — aia =0 (13.8.7)
From definition,

afln) = Cpyarln +1) (13.8.8)
dlny = Bpln —1) (13.8.9)
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Furthermore, from (13.8.9), we have
(n+1laf|n) = Cpy1,  Cryy = (nfaln+1) = Buys (13.8.10)
Then, we can show that

ajaglng,ni, ) = C Cpgalng, — Ling +1,-++) (13.8.11)

dkdﬂm,nk, .- > = Cf”Hanml +1,ng—1,-- > (13.8.12)
If C), is a real number, then when [ # k,
ara) —aja, =0 (13.8.13)

For the case when | = k, we can drop the subscripts k and [ and look at

ataln) = C2|n) (13.8.14)
aa'|n) = C2_ 4 |n) (13.8.15)

If 2., — C2 =1, then
aat —afa =1 (13.8.16)

Then above implies that C2 = n, since Cy =0. Also, C,, = \/n. In summary, for bosons,

alal —alal =0 (13.8.17)
iy — agag =0 (13.8.18)
G (13.8.19)

The above is derived without resorting to the use of the quantum harmonic oscillator, but
the assumption that C,, is real and that C2 = n. One can further conclude that

ataln) = nin) (13.8.20)

which is the number operator, which has been derived using a different approach.

13.9 Boson Field Operators

Similar to fermions, we can define field operators for bosons, so that

d(r) = Z@j¢j(1‘) (13.9.1)

In gereral, for N particles,

d}(rlver”' arN):

Dy dn (1), (02) O (ry) (1392)

n1,n2, NN

=
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We can illustrate with a three-particle field operator:

W(ry, 12, 13) = \/3— D Gy liny G, $(r1)B(r1)(r2) $(r3) (13.9.3)

ni,n2,n3

When this operates on |1;,1,,,1,) where the three particles are in different modes, we get
(13.3.9) except that — signs are now replaced by + signs. If we have a state denoted by

120, 1) = % (aj)zamm) (13.9.4)

then

1[)(1‘1, ra, I‘3)|21, 1m>

= \/21,—3, [261(r1)Pm (r2)1(r3) + 261 (r2) P (r3)di(r1) + 2¢1(r3) P (r1) B2 (r2)] [0)  (13.9.5)
It can be shown that the above is the correctly normalized wavefunction. If the state is
13,) = % (a})?’ 10) (13.9.6)
then
D vz x)lB) = 2 0r(r1)n(r2)n(r) ) (13.9.7)

The above is in fact normalized.

13.10 Additive One-Particle Operator

In this case, we can illustrate with the three-particle case for bosons, arriving at an expression
similar to (13.5.12)

- 1
H= 6 Z &L3AL2 Z ATlHr(Ll)nldnl d’ﬂz&nz + e (13101)
na,n3 n/,n

where
1)
H’r(Ll ny <¢TL |HT1 ‘¢n1> (13102)
When the three particles are in the |1;, 1,,, 1,,) state, (13.5.17) follows for bosons except that
we replace — signs with + signs. Equation (13.5.19) follows similarly for bosons, so does

(13.5.21) and (13.5.22). When two of the particles are in the same state as (13.9.4), we have

&nl &nz d’ﬂg ‘Qla 1m> = @(6ln3 6mn25ln1 + 6ln3 6mn1 6ln2 + 5ln2 6mn3 6ln1)|0> (13103)
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Similar to (13.5.19), we need to evaluate

/\T /\T ~ ~ A~
Z ), ah Qn Gy g |21, 1)

nz,n3

=2 (zalmajain + 5mn1a2a}) 10)
2
= V2, (a}) al 10) = (21)én, |20, Lpn) (13.10.4)

The first equality is established using (13.10.3), while the second equality is obtained by

2
working backward using commutation relations to expand @, (d;) al |0). When the three

particles are in the same state as indicated by (13.9.6), we have

Qi Gy iy |31) = (31)%/ 28111, 1y O, |0) (13.10.5)
and
Z dj’bgdilg&nldn2dn3|3l>
nans
1\3/2 . 2 1 1\3/2 2 ot 3 NA
= (30)%2 6, (al> 0) = 5(3)*/2an, (al) 10) = (20, |31) (13.10.6)
In general,
Z dLgdLanI&WZ&RS ‘¢3p> = (2!) dnl ‘¢3p> (13-1()'7)
naz,n3

where |1)3,,) is the three-particle Fock state of either
110 Loy Ln) s 1205 1) 5 [30) (13.10.8)

or other combinations. The proof for the rest follows that of fermion particles of (13.5.21) to
(13.5.24). In general, the Hamiltonian for N bosons is given by

o= Z Hy ndl i, (13.10.9)

n’.n

For the diagonal case, it becomes
H =" Epalan (13.10.10)
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Chapter 14

Interaction of Different
Particles™

14.1 Introduction

In the previous chapter, it was shown that the Hamiltonian of a many particle system can
be written succinctly using Fock space representation. This opens up the study of com-
plex systems, such as excitons that involve the interaction of electron-hole pair, as well as
superconductivity that involves the interaction of electrons with phonons. In this chapter,
we will study the interaction of the electron of an atom with photons of a cavity using the
many-particle formalism.

14.2 Interaction of Particles

Say if we have two quantum systems that are initially non-interacting, incoherent, and inde-
pendent, their individual quantum systems can be described by eigenstates that satisfy

H, [Y1) = Eq |¢1) (14.2.1)
H, [t2) = Es |t)2) (14.2.2)

Even though the two systems are entirely non-interacting with each other, nevertheless, we
can combine the two systems together and write

Ho ) = (i + H ) 1) la) = (B + E2) [9a) [2) = E [) (14.2.3)

where [¢1) |¢2) represents a state in the direct product space. It can be used to represent
the eigenstates of the combined system. Equation (14.2.3) is entirely equivalent to (14.2.1)
and (14.2.2). In the above, H; acts only on |¢1) and Hs acts on |¢)2). The above allows

*This chapter can be skipped on first reading.
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us to add an interaction term between system 1 and system 2, and the same direct product
space can be used to span the solution space. By using Fock space representation, the above
Hamiltonians can be written in terms of annihilation and creation operators for a system
consisting of fermions and bosons,

Hy =Y Eblh;,  Hy=_ hwralan (14.2.4)
J A

where H; can be the Hamiltonian for electrons, and H, can be the Hamiltonian for photons
where the %th term or the zero-point energy has been ignored. This term will just introduce
a phase shift in the solution.

When electric dipole interaction exists between the electron of an atom and the electro-
magnetic field, the interaction Hamiltonian may be written as

Hegr=cE-r (14.2.5)

The above has been added as a perturbation to the unperturbed equation (14.2.3) where the
electric field is treated classically in a previous chapter. We have enough knowledge now to
treat both E and r quantum mechanically. Here, r represents the position of the electron.
For the electron in the i-th atom, the above becomes

Hoe, =ie Y (an =)/ 5un () (14.2.6)
A

We have used a quantized cavity mode electric field in (14.2.5) to arrive at the above. Also,
r in coordinate space representation remains unchanged. When N atoms are present,

A N h(&)
Heqr = Ziez (dA - flir\) \/ 26, ™ (ri) -1 (14.2.7)
i=1 A

A similarity transform of the above Hamiltonian can be performed with the N particle field
operator to yield

H.q = /'([}}.vp(rlv"' oN)Hegrbnp(ry, - oy)dry - -dry (14.2.8)

As mentioned in the previous chapter, since only one-particle interaction is involved, the
above can be transformed with the one-particle field operator yielding

Hea =" Heapgabbe (ar — ) (14.2.9)
Jyk A

hw
Heaxjr = ie\/;/drqb;(r)m\(r) “Top(r) (14.2.10)

In the above, j, k represents the orbital wave functions of the atomic energy states with energy
E; and Ey, respectively, and A denotes the electromagnetic mode.

where



INTERACTION OF DIFFERENT PARTICLES 231

14.3 Time-Dependent Perturbation Theory

In the time-dependent perturbation theory, we first seek the solution of the unperturbed
system. The eigenstate of the unperturbed system is defined as

I:IO |me;me> = Em |me,;me,> (1431)

where |N s Nym) stands for a vector in the direct product space of fermions and bosons:
Ny stands for the m-th state of the fermions, while Ny, stands for the m-th state of the
bosons.

When the system is perturbed, we denote the solution |1) as a linear superposition of the
eigenstates of the unperturbed solution. That is

lv) = Z cm () e tmt |me§ Nim) (14.3.2)
where fw,, = E,,. The state [¢) evolves in time according to the equation

m% ) = (ﬁo + Flp) 1) (14.3.3)

Applying the time-dependent perturbation method as we have done previously, and testing
the equation with (Nyq; Np,| gives

: 1 — (W —w )
Ct(zl)<t) ~in chg)e (m =gt (Nygs Nog| Hp [N gm3 Nom,) (14.3.4)
If the starting state is assumed such that cé‘” = 1, and all other states are zero, then the
above becomes )
AN (1) = =" (N 3 Nog| Hy [ N7 Nos) (14.3.5)
with . . "
Hy=Ha=Y Heapsublb (aA - ai) (14.3.6)
GokoA

14.3.1 Absorption

The electron in an atom is assumed to have two states: a lower energy state E;, and an upper
energy state Fo. We assume a photon in mode A; in the cavity. Then the starting state can
be written as

|Njs; Nos) = blal, |0) (14.3.7)
with energy
E, = By + hwy, (14.3.8)
Consequently,
Hy|Nfsi Nog) = S Heap bl (aA _ ai) blal. |0) (14.3.9)

Jiks A
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It can be shown that

bl (aA - ai) blal, 10) = 6116a0, b5 10) — sriblalal J0) (14.3.10)

In order for (Nf,; Nyg| Hy |Njs; Nps) to be nonzero, it is necessary that |Nyq; Nog) contains
b1 |0) or blalal, [0). If

| Nfq; Nig) = bF [0) (14.3.11)
then F, = Ej;, and
1 -

e (t) = %ez(w—wl—ml)t > Heax jk0k10an, (0 b;0510) (14.3.12)

¢ Jyk,A

1 i(w~—w —w )t
= %Ze T Hea,ny ja (14.3.13)

j

where hw; = E;. The above is an oscillatory function of ¢ unless w; — w; —wy, = 0.
When this happens, égl)(t) will integrate to a large value, indicating the high likelihood

of transition to his eigenstate. Therefore, for this to happen, we need
Ey — By = hwy, (14.3.14)

In this process, we start with the electron in F; and a photon in the cavity, and end up with
the electron in Fy and no photon as indicated by (14.3.11).

If we integrate the above equation, a sinc function results, which can be approximated by
a delta function for long integration time, as was done previously. One can show that

2m
|C((11)|2 ~ ?to |Hed)\1,2,1|2 §(Ey — By — hwy,), to — 00 (14.3.15)

One can derive the transition rate as before to arrive at

27
wy = 5 | Heax, 2.1 |? 6(B2 — By — hwy,) (14.3.16)

In the above, the other possibility is for the final state to be

| Ntq; Nog) = blalal, |0) (14.3.17)
with energy
E, = Ej + hwy + hwy, (14.3.18)
Hence
Ey—FE,=FE; — By + hw,, (14.3.19)

and B, — E, = 0 in order for transition to occur or c((]l) to be large. However, (14.3.19) cannot

be zero. If E; = E5, E, — E, > 0 always. If E; = Eq, then iwy > 0. What this means is that
it is not possible to start with an electron in the ground state and a photon in the cavity to
end up with the electron in the excited state with the emission of a photon.
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14.4 Spontaneous Emission

In the case of spontaneous emission, we assume that the starting state of the electron is in
the excited state with energy Fs. Then, F; = E5 initially and

|Nys: Nos) = b510) (14.4.1)
Then
Ny Now) = > Heagon bibe (@ - al ) o) (14.4.2)
FokA
The above can be reduced to
Hy|Nyoi Nus) = = 3 Heapn g 02:0503[0) (14.4.3)
kA

Therefore, for (Nyy; qu\flp|Nfs; Nys) to be nonzero, we need

N yq; Nog) = blal [0) (14.4.4)
with
E, = E; + hwy (14.4.5)
Therefore
E,— E, = E; — Ey + hw, (14.4.6)

In order for a sizeable cél), we need E; = Ey, and then

Ey — Ey = hwy, (14.4.7)
Then electron starts with the excited state Fs, spontaneously emits a photon, and drops to

lower state F7. Then energy of the emitted photon satisfies (14.4.7) by energy conservation.

14.5 Stimulated Emission

In this case, the electron in an atom is in the excited state. The presence of a photon in the
cavity stimulates the emission of another photon from the electron. The initial state is

[Nfo; Nys) = bial [0) (14.5.1)
with

E, = Ey + hwy, (14.5.2)
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We can show that

Hy|Nyg; Ni) = Z Heg o jk Dby (dA - dir\) 3£&§1|O> (14.5.3)
A
= Z Heax gk Ok2 (5»\15; - Bj»&idf\l) |0) (14.5.4)
A

In order for the above to transition to the final state, or one requires a non-zero result for
(Nyq; Nog|Hp|Nys; Nos)

it is necessary that

| Ntq; Nog) = blalal, [0) (14.5.5)
with energy
Eq = Ej + hwy + fLOJ)\l (1456)
or
E,—E,=E; —Ey+hwy=0 (14.5.7)

In other words, the only possibility is for F; = F4, yielding
FEy — FEy = hwy, (14.5.8)

The above is just the spontaneous emission of a photon with the above energy, regardless if
we already have a photon with energy Awy, in the cavity. So it is not the most interesting
case.

Next we consider the case when A = A\;. Then

|Ntq; Nog) = %B} (&11)2 10) (14.5.9)
with
Eq = Ej + 2hwy, (14.5.10)
Consequently,

X T on s /e \2
(N33 Nog Hy Ny Nos) = Heani (0] an,)*8585 (ad, ) 10)
1 . A 2
= @Hedm,m(mﬁ(axl)%jjbj (aL) 0)
= V2Heg x50 (14.5.11)
The /2 factor is important implying that the transition is two times more likely to occur

compared to the previous case. This is peculiar to stimulated emission where the emission of
a photon is enhanced by the presence of a photon of the same frequency.
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14.6 Multi-photon Case

In the multi-photon case, the transition rate for stimulated emission can be shown to be

2
Wy = E(n)\l + 1)|H€d7,\1,172|2(5(E1 — FEy + hwh) (14.6.1)
implying that the presence of ny, photons in the cavity enhances the emission by (ny, + 1)
times.
The spontaneous emission, however, is not affected by the presence of photons of other

frequencies in the cavity. For the absorption case, it can be shown that the formula is

2
wy = EnAJH@d,)\hu\zé(Eg — By — hwy,) (14.6.2)

14.7 Total Spontaneous Emission Rate

When an electron emits a photon into the cavity, there are many modes with the same
frequency that the emission can occur. In general, the total spontaneous emission rate is

2w
Wipon = 3wy = - > [Hean2*6(Er — Bz + hw) (14.7.1)
q A

where in the above summation, we have replaced ¢ with A since X is the index for the pho-
ton mode that the quantum state transition to in the spontaneous emission of one photon.

Furthermore,
. Jhw N
Hunsaz = iey[ 5 [ 65(0)lus(e) -rion(e)dr
hw
~ ey —Au,\(ro) Tk (14.7.2)
260
where

= [ 6o (14.7.3)

We have assumed here that uy(rp) is slowly varying compared to ¢;(r), | = j, k, and that
¢i(r) is highly localized around an atom.

The modes in the cavity can be made countable by imposing a periodic boundary condition
arriving at

1 .
uy(r) = e——eT (14.7.4)

N

where we have denoted the index of k by A where ordinarily, it is omitted or implied.
The summation over different electromagnetic modes then becomes

Vi Vi
;%ZZ%ZZ@#AkZZI/(%Sgdk (14.7.5)

pol k pol k



236 QUANTUM MECHANICS MADE SIMPLE

9 12»
T

Figure 14.1: The vectors in the polarization of the emitted photon are aligned to simplify the
calculation (from DAB Miller).

In the k space, the spacings between the modes are given by (2w/L,,2n/L,,2r/L,). Hence,
each mode occupies a volume of (27)3/V;, where Vj, = LyLyL., and the number of modes in
dk is dV;/(2m)>dk.

We can also pick the polarization such that one of them is always orthogonal to ris, so
that

uy(rg) - r12 = up(ro)rizsiné (14.7.6)

The above is also equivalent to making rqs to coincide with the z-axis of a spherical coordinate
system, so that the radiation problem is axi-symmetric.

Consequently,
2 Vi hwg, 1 ?
i b . k ik-r .
Wpon = — | =3 |iey/ e——=€"" 0| 6(E, — Ey + hwy)dk 14.7.7
D W Gn) ie 5, \/Vbe 719 Sin (Ey 2 + hwg) (14.7.7)
or
N €2|T12|2 .2
Wepon = 45— [ wksin 00(Ey — Ey + hwy)dk
87T €0
_ 62|7"12|2 <7 s - 3972
= wrd(Ey — By + hwy) 2w sin® 0k*d0dk (14.7.8)
8m%€0 Jr—=0Jo—o

In the above, w, = ck, or hck = hwy. Then

62|T'12|2

WS on = T aiA
P 4dmegc3 hA

/ / (hwy )8 (Ey — By 4 hwy) sin® 0d0(huwy )% d(Tiwy,) (14.7.9)
k=0 J6=0
Since

™ 1
4
/ sin® 0df = 7/ (1 —cos?f)dcosf = — (14.7.10)

6=0 -1 3
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then,

e*|r12Pwiy

Wepon = 3meghcd

(14.7.11)

where Awis = E5 — E;. The life time of a state is then 7 = W1

spon*

14.8 More on Atom-Field Interaction

It is shown that when an electron is in the presence of a field, the classical Hamiltonian for
an atom is

1
Hy=o—[p+eA(r, ) — ed(r,t) + V(r) (14.8.1)
m
Lorentz force law can be derived from the above. For quantum mechanics, we elevate p to
P = —ihV to become an operator arriving at

1
Hy=o—[p+ eA]” — e® + V(r) (14.8.2)

The scalar potential ® and vector potential A describe an electromagnetic field, where

E(r,t) = —V® — 8,A(r, ?) (14.8.3)

B(r,t) = V x A(r, 1) (14.8.4)

The definitions of A and ® are not unique. It is common to apply the radiation gauge where
V-A=0,® =0, where E = —9;A(r,¢).* In this gauge, E and A are linearly related,
V -E =0, and it works for a source-free medium. Consequently,

Hay= ﬁ b+ eAl” +V(r) (14.8.5)

In the long wavelength approximation, we let A(r,¢) = A(t) be independent of r. In this
case we can show that

(p+eA) e FADT(r 1) = e FADTpo(r, 1) (14.8.6)
(D +eA)’ e FAOTY(r 1) = e FAOTH2g(r, 1) (14.8.7)
But
9 _ e QA(t)

—e AU TH(r 1) = -rp(r,t) + e_%A(t)'rath(r, t) (14.8.8)

ot

h Ot

*This is Coulomb gauge with & = 0.
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Given the original Schrédinger equation of the form

Had'(r,t) = (27171 b+ eA]” + V(r)) ¢ (r,t) = ih%qb’(r,t) (14.8.9)

with the following transformation
¢ (r,t) = e FADTH(r 1) (14.8.10)

and making use of (14.8.6) to (14.8.8), it becomes

[;nf’z +V(r) - e A(t) r] ¢(r,t) = ihdy(r, t) (14.8.11)
Using the fact that E = —0; A, the above becomes
{2;?2 +V(r)+eE- r} o(r,t) = ihdyd(r, t) (14.8.12)

The above is equivalent to performing a similarity transform to the Hamiltonian Hy as

HY = e®AOTH e FAOT (14.8.13)
or a change of basis from '
¢ (r,t) = e~ TADTH(r 1) (14.8.14)
However, the total Hamiltonian of the atom-field system is
H=Hj+ Hp (14.8.15)
where A 1 . L
Hp = ; Shwala + axa] (14.8.16)

In a fully quantum system A — A or fields are elevated to operators in Hy or in (14.8.5).
It can be shown that the above similarity transform works ever if we include Hp part in the
Hamiltonian. After the similarity transform, the above becomes

H = Hypo+ Hy + H} (14.8.17)
where
. f)2
and . .
Hj=¢eE r (14.8.19)

HY, retains the form similar to Hr.! The above manipulation is also known as the electric
field gauge or E-gauge.

tSee C. Cohen-Tannoudji, J. Dupont-Roc and G. Grynberg, Photons and Atoms: Introduction to Quantum
Electrodynamics, Wiley Professional, Feb 1997.
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Another way to derive the dipole interaction term is to rewrite (14.8.5) as

N D2 eA - p e2A - A
p Py +

e S V() (14.8.20)

where we have assumed that p- A = 0 because V- A = 0. Since p acts on the atomic orbital
wave functions, which are rapidly varying, we can assume that p > eA. Then (14.8.20)
becomes

Hy

gﬁ ¢cA-p
o m

. +V(r)+ (14.8.21)

The above requires no similarity transform. When the field Hamiltonian is added, and all
fields are elevated to operators, we can write the total Hamiltonian as

H = Hao+ Hp + Hy (14.8.22)
where H 4 is as defined before in (14.8.18), and

. AP
a, =P

14.8.23
= (14.8.23)

14.8.1 Interaction Picture

If the quantum system is initially described by a Hamiltonian H’O, and with the addition of
the interaction Hamiltonian H;, we can write the exact solution of the quantum system in
terms of the interaction picture. For Schrodinger equation

L 0 . .
ihs ) = (Ho+ Hi) [0) (14.8.24)
we first let o
[p) = e~ 70 g) (14.8.25)
Then 5 5
ih— = g _%I:‘,Uti
iz ¥) = Holy +e 511 (14.8.26)
Using the above in (14.8.24), we have
iﬁ%lqﬁ) — et ot f o= 0t | ) (14.8.27)

The above equation can be integrated formally to yield

) t A S ST i Fro4!
|p(t)) = exp (—;/ dt' entlot [ = Hot > 19 (0)) (14.8.28)
0
If instead we use a perturbation concept and let

)= 3 [ + D @)] 1om) (14.8.29)

m
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Using the fact that dycly) = 0, O¢|dm) = 0, because |¢,,) is a stationary state with no time
dependence, from (14.8.27), we have

in Y V) =3 ek ot fiem kot ) (14.8.30)

Assuming that cS,OL) = Osm, i.e., the quantum system is in only one initial state, then testing
(14.8.30) with |¢4) where |¢,) is a final stationary state, we have

ihéy!) = ' @amwI g | Hilgs) (14.8.31)

The above is the same as the one derived from time-dependent perturbation theory.

14.8.2 E-r or A - p Interaction

To find the time evolution of the quantum system due to interaction between the atom and
the field, we need to evaluate

(0q|Hiles) (14.8.32)
However, the interaction Hamiltonian can be written as
Hi=eE r (14.8.33)

in one case, and A .
H;=eA - -p/m (14.8.34)

in another case. In order to reconcile the difference, we note that in (14.8.14), ¢’ and ¢ are
related by a transform. When this transform is accounted for, the difference disappears.?

fFor details, see M.O. Scully and M. Suhail Zubairy, Quantum Optics,CUP, 1997.



Chapter 15

Quantum Interpretation and
Quantum Information

15.1 Introduction

Before the 1980s, the interpretation of quantum mechanics has been fraught with contro-
versies. The two main schools of thought was one that followed the Copenhagen school led
by Niels Bohr (1885-1962), and the other one that followed Einstein’s school led by Albert
Enstein (1879-1955). It was not until 1982 that Alain Aspect (1947-) did some conclusive
experiments in favor of the Copenhagen school. Single photon sources were not created un-
til 1974 by John F. Clauser (1942-). It was not until then that experiment could confirm
that photon behaves like a quantum particle. Then photon can be used to test the tenet of
quantum interpretation.

One important tenet of quantum mechanics is that one does not know what the state
of the system is until one performs a measurement. Before the measurement, the quantum
system is described by a state that can be in a linear superposition of different states. After
the measurement, the system collapses to the state that is “discovered” by the measurement.
It is the existence as a linear superposition of states that greatly enriches the information
content of a quantum system. The possibility of a system to be simultaneously in different
states is peculiar to quantum mechanics. Objects in the classical world cannot be in such a
state. It puts quantum systems in the realm of “ghosts” and “angels” in fairy tales and ghost
stories of different cultures; these ghosts and angels can be simultaneously in many places or
in different states. This “spookiness” of quantum mechanics is only recently confirmed by
experiments in the late 70’s and early 80’s. It is because of these “ghost-angel” states, that we
can have quantum cryptography, quantum communication, quantum circuits, and quantum
computing.

An uneasiness about the philosophical interpretation of quantum mechanics is that one
does not know what state the quantum system is in before the measurement. This has
prompted Einstein to ask,“Is the moon there if you don’t look at it?” The uncertainty of
the state applied to quantum mechanics is only true for a linear superposition of coherent

241
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quantum states, which I term the ghost-angel state. This state has not been found to exist
for macroscopic objects.

However, if one insists that, “One does not know if the moon is there before one looks at
it.” as a true statement, it cannot be refuted nor confirmed by experiments. The mere act
of an experiment already means that we have “looked” at the moon. The same claim goes
that “If I saw a fallen tree in the forest, it did not necessary follow from the act of falling
before I arrived there.” Alternatively, “If we found dinosaur bones, it did not necessary mean
that dinosaurs roamed the earth over 200 million years ago.” We believe that the moon is
there even if we do not look at it, the tree fell because it went through the act of falling,
and that dinosaur bones were found because they roamed the earth 200 million years ago,
because we believe in the realism of the world we live in. This realism cannot be proved but
is generally accepted by those who live in this world. Hence, it is this surreal interpretation of
quantum mechanics that causes the uneasiness among many physicists. But the interpretation
of quantum mechanics is slightly better than the above: a pure quantum state is in a linear
superposition of states, the precise one of which we are not sure of until a measurement is
performed. However, this surrealism of this ghost-angel state exists in our minds in fairy
tales and ghost stories of many cultures. Experimental effort has agreed with the surreal
interpretation of quantum mechanics in terms of the Bell’s theorem, that will be discussed.

The ghost-angel state of a quantum system is what enriches the information in it. However,
for a quantum system to be in such a state, the linear superposition of states must be coherent
with each other. Quantum coherence is the largest stumbling block to the construction of
quantum computers; however, rapid advances are being made, and one day, it can be a reality.

15.2 Interpretation of Quantum Mechanics

As mentioned before, quantum mechanics has the basic tenet that a quantum state is in a
linear superposition of states before a measurement. A measurement projects a quantum
state into one of the states. The ability of a quantum state to be in a linear superposition
of states is surreal, and it has bothered a great many physicists. In the classical world, a
system can only be in one state or the other, but not in a linear superposition of states. Only
the world of ghosts and angels can we imagine that an object is in a linear superposition of
states.

In the coordinate space, an electron, represented by its wavefunction, can be simultane-
ously at all locations where the wavefunction is non-zero. In the Young’s double slit experi-
ment, the electron, represented by its wavefunction, can go through both slits simultaneously
like a wave.*

When the ghost-angel state concept is extended to classical objects, such as a cat, it gives
rise to the ludicrous result: the story of the Schrédinger cat. The Schrodinger cat is a linear
superposition of a dead cat and a live cat. To understand why the Schrédinger cat does not
exist, we need to understand the concept of quantum coherence.

Two states are in quantum coherence if the phase relationships between them are deter-
ministic and not random. When this coherence is lost, the phase relationship between them
is lost. The quantum system has already collapsed into one of the two states. Hence, in

*Or the apparition of the ghost-angel state.
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practice, a measurement is not always necessary before the quantum system collapses into
one or more of the quantum states. The interaction of quantum system with its environment
can cause such a collapse. These are called mixed states in the language of density matrix.

From a statistical physics viewpoint, it is impossible for a quantum system to be completely
isolated. Almost all systems are in a thermal bath of the universe with which they are
seeking equilibrium. Macroscopic objects cannot be in a pure quantum state which has the
characteristics of the ghost-angel state. It is impossible for the huge number of atoms in the
Schrodinger cat to be coherent with respect to each other.

The density matrix is a nice way of representing a state of a quantum system where
the physics of quantum coherence surfaces explicitly. This concept is expressed in the off-
diagonal terms of the density matrix. If one allows time average or ensemble average! to the
density matrix, when the system is expressed by quantum states that are not coherent, the
off-diagonal elements will average to zero. The system is in a mixed state rather than a pure
quantum state. The system is similar to the local hidden variable theory: the state of the
quantum system is already predetermined before the measurement.

15.3 Entangled States

A photon has to be a causal wave packet since it could be emitted by say, spontaneous emission
from an atomic transition. The spontaneous emission gives rise to a packet of energy zipping
through space at the speed of light. Since this packet of energy has a beginning and an end,
it can be described by a wave packet. The particle that is associated with this wave packet is
a photon, carrying a quantum of energy equal to hw. Since a photon is necessary localized,
the wave packet cannot be purely monochromatic, but it has to be quasi-monochromatic, or
it consists of many modes.
A multi-mode photon can be described by the following field operator

n 1 hwk ~ ik-r—iw
E(r,t) = kz X /V—mesakse ker=iwt 1 cc (15.3.1)
with the corresponding Hamiltonian given by

H= Z Hy.. (15.3.2)
k,s

with the Fock state given by

[9) = ][ Inw.s) (15.3.3)
k,s

For a quasi-monochromatic case, when only one frequency component is important, the dom-
inant mode above can be kept, and the electric field operator can be approximated by

N 1 hw . .
E(r,t) =Y 31 /V—e’;esakﬁelk'rwt +ce (15.3.4)

TProcesses for which time average is the same as ensemble average are known as ergodic processes.
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with the corresponding Hamiltonian being

H= Z His = Hyo+ Hip = Hyor + Hy gy (15.3.5)

S

Since any two orthogonal polarizations represented by

E(I‘, t) ~ evdkw + epax h = €y ax, + enax (15.3.6)

are complete (ignoring the c.c. part) to represent the field, one can pick any two orthogonal
polarizations. If only one photon is present, then it is in the linear superposition of these two
orthogonal states as a quantum particle. The corresponding Fock state is

[9) = ] ] Inw.s) (15.3.7)

Hence, the single photon Fock state that the field operator acts on can be denoted by
1) = Cy |10} [0k,n) + CnlOk,0) | 1ic,n) = Cor|licwr) Ok, nr) + Chr|Osc,0r) [ 1ac ) (15.3.8)

For simplicity, the unoccupied number state is usually omitted, and the above can be written
as

[¥) = Cy|lkw) + Crllikn) = Cor|[liwr) + Chr[Linr) (15.3.9)

The above denotes a photon in a purely monochromatic k state with a linear superposition
of two orthogonal polarizations. It has a packet of energy E = hwy. However, a photon with
a purely monochromatic k state is not localized. But a photon generated by a source like an
atomic transition must be causal, and hence, localized. A localized wave packet describing
this photon field can be constructed by using a linear superposition of wavenumber k or
frequencies. For high frequency photons, this localized state can have a center frequency with
a small spread of frequencies around the center frequency. The single-photon Fock state can
hence be written as

W) = ch,v|1k,v> + Ck,h

k

Licn) (15.3.10)

For quasi-monochromatic photons, the above will be dominated by one frequency term and
we can denote this photon approximately with the state vector (15.3.8).

With the above picture in mind, we can think of two localized, quasi-monochromatic
photons traveling in different directions. A direct product space can be used to represent the
eigenstate of these two photons:

|w>ab = |1ka7v>a|1kb,v>b (15311)

For simplicity, we denote these two-photon eigen state as

V)12 = [V)1[V)2 (15.3.12)
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laé (1 r) © a@\

Figure 15.1: Two photons traveling in different directions.

for subsequent discussion representing two photons zipping in different directions.

If the two photons are generated from the same source, entangled photon states may
result. Entangled two-particle states are those that cannot be written as a product (outer
product or tensor product) of simpler states. An example is the EPR (Einstein, Podolsky,
and Rosen) pair

1

[©F)12 = ﬁ(|H>1|H>2 +V)i[V)a) (15.3.13)
Other entangled states are
o1 B
|27 )12 = ﬁ(\H>1|H>2 V)1]V)2) (15.3.14)
W) = %(\HM‘% V) HY) (15.3.15)
U )10 = = ([HR V) — [V)]H)2) (15.3.16)

S

2

The above four states are also called the Bell states. They are usually generated due to the

particle pair needing to satisfy conservation of angular momentum. For instance, two photons

are generated by atomic transitions where the initial angular momentum of the system is zero.
An angular momentum conserving state with two counter-propagating photon is

_ b
V2

where R and L stand for right-handed and left-handed circular polarizations, respectively.
By letting

|®) (IR)1|R)2 + |L)1]L)2) (15.3.17)

|R)1 = ([H)1 +i[V)1), |R)2= (H)2+1ilV)2) (15.3.18)
L)1 = ([H)1 —i[V)1), [L)2 = (|H)2 —i|]V)2) (15.3.19)

which is a change of basis, the above becomes
|®) = —L(IH>1IH>2 —V)|V)2) (15.3.20)

V2

one of the Bell states.
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The entangled states are bewildering because it means that for two counter-propagating
photons, if one measures one photon is in |H) state, the other photon immediately collapses
to an |H) state as well, regardless of how far apart the two photons are. Whereas before the
measurement, the photons are in a linear superposition of a |H) and |V) states.

15.3.1 EPR Paradox

The interpretation of quantum mechanics went through difficult times. The fact that a particle
can be in a superposition of many states before a quantum measurement, and the probabilistic
interpretation of a quantum measurement behooves the challenge by many great physicists,
especially Einstein. The most severe challenge of quantum mechanics and its interpretation
comes from the EPR (Einstein, Podolsky and Rosen) paradox. To describe it simply, we
imagine a m meson that decays into an electron-positron pair:

7 —=e +el (15.3.21)

The 7 meson originally has spin zero. So for conservation of angular momentum, the electron-
positron pair will have opposite spins: spin up and spin down. Since the total angular
momentum is zero, they are in the singlet state which has total spin of zero, or

_ b
V2

The electron-positron pair is in the linear superposition of two states, but the electron and
positron are flying in opposite directions. According to the interpretation of quantum mechan-
ics, one does not know the spin state of the electron nor the positron before the measurement.
After one measures the spin state of, say the electron, irrespective of how far the positron
is away from the electron, we immediately know the spin state of the positron according to
the above equation. The spins of the two particles are always opposite to each other. This
notion is unpalatable to many physicists, and hence, is called “spooky action at a distance”
by Einstein. Information cannot travel faster than the speed of light. How could the state of
one particle be immediately determined after a measurement is made at another particle far
away? This paradox attempts to prove that quantum mechanics is incomplete by reductio ad
absurdum.

W) = —= (It-dy) — 14)) (15.3.22)

15.4 Bell’s Theorem?

Quantum measurements are known to be random, and the data can only be interpreted
probabilistically. If one were to measure the spin of one of the particle, it is equally likely
to be in the spin up or spin down state randomly according to (15.3.22). In the hidden
variable theory, it is suggested that the outcome of the experiment is already predetermined
even before the measurement. The outcome is determined by a hidden random variable
A. It is the randomness of this variable that gives rise to the randomness of the outcome in
quantum measurements. This is contrary to the now accepted quantum interpretation® where

¥This section is written with important input from Y. H. Lo and Q. Dai.
§This was espoused by the Copenhagen school.
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one does not know what state a quantum system is until after a measurement is performed.
Before the measurement, the quantum system can be in a linear superposition of states. The
measurement collapses the quantum system into the state “discovered” by the measurement.

Many hidden variable theories were proposed shortly after the EPR paradox was published.
In 1964, John Steward Bell (1928-1990), in the spirit of proving the correctness of the hidden
variable theory, came up with an inequality that showed the incompatibility of quantum
mechanics and the hidden variable theory. If hidden variable theory is correct, the inequality
will be satisfied, but if quantum mechanics is correct, the inequality is violated. This is known
as Bell’s theorem.

We can discuss the derivation of the Bell’s theorem in the context of the two-photon
experiment, since the experiment that verifies the theorem has been done using photons. The
actual experiment is quite complex, but we will reduce it to a simplified case. The simplified
experiment involves a photon source that produces an entangled photon pair, each of which
is traveling in opposite directions. The photon pair is in one of the Bell state, say the EPR
pair:

1

V2

In the above state, if one of the photons is measured to be V (vertical) polarized, the other
photon must be V polarized. However, if one photon is measured to be H (horizontal)
polarized, the other photon must be H polarized. We will detect the photon state with a
simple polarizer. In the above state, which is a linear superposition of two states, the photons
are equally likely to be found in the first state, |V;V5), or the second state, |HyHsz). The
polarizer will detect an H or a V polarization with equal likelihood, but the moment that
one photon is determined to be H polarized, the other photon is immediately known to be H
polarized, and vice versa. This is the “spookiness” of quantum interpretation.

Imagine an atomic source that generates two photons propagating in opposite directions.
The atom initially has zero angular momentum, so that the two photons are either both
horizontally polarized or both vertically polarized. Hence, the photon can be described in
one of the Bell states or an entangled state as shown in (15.4.1).

W) (IViVa) + [H1Hz)) (15.4.1)

P1 4 a 1 Photon Source 2 P2
< . >

v

Figure 15.1: Experimental verification of Bell’s theorem

15.4.1 Prediction by Quantum Mechanics

First, we will predict the experimental outcome by invoking the quantum measurement hy-
pothesis and quantum interpretation. Photon 1 is measured with a polarizer P; with vertical
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polarization pointing in the a direction. If P; measures a V polarization, we set A(a) = 1, and
if P; measures an H polarization, we set A(a) = —1. Here, A(a) denotes the measurement
outcome, and it is completely random according to quantum mechanics.

Similarly, polarizer P, has its vertical polarization oriented in the b direction. When it
measures a V polarization, we set B(b) = 1, and when it measures an H polarization, it sets
B(b) = —1. Again, B(b) is completely random. In the above, we set A and B to be functions
of a and b respectively, as the experimental outcomes are expected to be functions of the
orientation of the polarizers.

If a = b, we expect that

(A(a)B(b)) = E(a,b)=AB =1 (15.4.2)
If alb, if P| measures a V polarization, P, will measure a H polarization, we expect that
(A(a)B(b)) = E(a,b) = AB = —1 (15.4.3)

Even though A and B are random, their products are deterministic in the above two cases.

An interesting case ensues if a and b are at an incline with respect to each other. This
shows the distinguishing feature of a quantum particle subject to quantum interpretation. In
this case, we know by quantum mechanics that

[V = cosO|V), —sinb|H), (15.4.4)
|H)q = sinb|V), + cos 0| H)y (15.4.5)
a
A

Figure 15.2: The case when the two polarizers are at an incline with respect to each other
for proving the Bell’s theorem.

If P, measures an outcome with A(a) = 1, then the photon that propagates to P, must
be polarized in the a direction. However, according to (15.4.4), for Py, such a photon has the
probability of cos? @ being detected in the V polarization, and the probability of sin® # being
detected in the H polarization. Hence, the expectation value of B, or (B) a—; = cos? 6 —sin? 6.
The above can also be written as

(B)az1 =) P(BI[A=1)B
B
=P(B=1A=1)—-P(B=-1|A=1)

= cos? f — sin® 0 (15.4.6)
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where B = 41, P(B=1|A = 1) = cos?#, and P(B = —1|A = 1) = sin? 6.
If P, finds that A = —1, by similar arguments, the expectation value of B or (B)a—_1 =
sin® § — cos? 0, or similar to before,

(B)a——1 =Y P(BJA=-1)B

—P(B=1|A=—1)— P(B=—1]A=—1)
= sin? 6 — cos® 0 (15.4.7)
where P(B = 1|A = —1) = sin®#, and P(B = —1|A = —1) = cos?#. Then using Bayes’

theorem, it can be shown that

)=> P(A,B)AB =Y P(B|A)P(A)AB = ( P(B|A) >AP(A)
A,B A,B

A
=P(A ZP BI[A=1)B-P(A=-1)) P(B|A=
B
=P(A= )(B)A:1 — P(A=-1)(B)a=—1 (15.4.8)
where (15.4.6) and (15.4.7) have been used in the above to evaluate to

E(a,b) = (A(a)B(b)) = [P(A =1) + P(A = —1)] (cos® § — sin” §)
= cos? 0 — sin? § = cos(26) (15.4.9)

since P(A =1)+ P(A = —1) = 1. Notice that the above reduces to the special cases of: (i)
when the polarizers P; and P, are aligned, namely when 6 = 0°, as in (15.4.2), and (ii) when
the polarizers are perpendicular to each other, with 8 = 90°, as in (15.4.3).

15.4.2 Prediction by Hidden Variable Theory

In the hidden variable theory derivation, a particle is assumed to be already in a polarization
state even before a measurement. A and B are random, but they are predetermined by a
hidden random variable A\. We let

Ala,\) = +1 (15.4.10)

B(b,)\) = +1 (15.4.11)
Here, A and B hence flip-flop between +1 entirely due to randomness of the variable A. This

theory predicts the randomness of quantum mechanics experiments nicely. The expectation
value of AB then is

E(a,b) = (AB) = / p(\)A(a, \) B(b, \)dA (15.4.12)
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where p()) is the probability distribution of the random variable A. The above is a very
general representation of the hidden variable theory where we have not explicitly stated the
functions p(A), A(a, ) nor B(b, \).

If a = Db, then
A(a,\) = B(a, \) (15.4.13)
and the above becomes
E(a,a) = /p()\)AQ(a,)\)d)\ = /p(/\)d/\ =1 (15.4.14)
Same as we would have found in (15.4.2).
If alb, then
A(a,\) = —B(b, \) (15.4.15)
and (15.4.12) becomes
E(a,b) = — /p(A)A2(a, N)d\ = —/p()\)d)\ =-1 (15.4.16)

as would have been found in (15.4.3). Hence, hidden variable theory is in good agreement
with quantum mechanics interpretation of (15.4.2) and (15.4.3).

So far, everything is fine and dainty until when a and b do not belong to any of the above
category, but in general are inclined with respect to each other. If a = b in general, then the
hidden variable generates random A and B in such a manner that

|E(a,b)| < 1 (15.4.17)
The above is less than one because now a and b are not exactly correlated or anti-correlated.
This is quite different from why (15.4.9) is less than one when 6 # 0. As we shall see, this

gives rise to quite a different nature for E(a,b) for hidden variable theory.
To this end, we can show that

E(a,b) — E(a,c) = / [A(a, NB(b, \) — A(a, ) B(e, A)]p(\)dA (15.4.18)
Since A(a, A)B(a, ), B(a, A) can be removed from the above and it can be rewritten as
E(a,b) — E(a,c) = / [A(a, ) A(b, \) — A(a, A)A(c, \)p(A)dA
_ / Aa, A)A(b, V[1 — A(b, A)A(e, \)]p(\)dA (15.4.19)

A factor A%(b,\) = 1 has been added to the above so that it can be factorized. Also, it can
be seen that

—1> A(b,\)A(c,\) <1=1— A(b,\)A(c,\) >0 (15.4.20)
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Bab) — Ba,o) < [ |4(a,N)Ble )] 1 = Alb. V) Ale, V] pN)ax
_ / [ — A(b, ) A(c, A)] p(\)dA (15.4.21)
where |A(a, A\)B(c,\)| =1 has been used. The above implies that
|E(a,b) — E(a,c)| <1— E(b,c) (15.4.22)

which is the Bell’s inequality. A more elaborate CHSH inequality is derived in the Appendix.
It can be easily shown that it cannot be satisfied by quantum mechanics that predicts (15.4.9).

Figure 15.3: The case for a, b, and ¢ where the quantum mechanics prediction violates the
Bell’s inequality.

Say if we pick a, b, and ¢ as shown in the Figure 15.3, then according to quantum mechanics
or (15.4.9),

E(a,b) = cos(90°) =0 (15.4.23)
o 1

E(a,c) = cos(45°) = 7 (15.4.24)
E(b, ) = cos(45°) = —— (15.4.25)

,c) = =% A.

Then in (15.4.22), we have

‘01‘0707@10293 (15.4.26)

7|0 =0. A.

V2

In experimental tests of Bell’s theorem, quantum mechanics triumphs over hidden variable
theory so far.Y Hence, the spookiness of ghost-angel states will prevail in quantum mechanics.

91n 1982, Alain Aspect (1947-) performed an experiment to confirm this.
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15.5 Quantum Cryptography

Quantum cryptography can be used for secure quantum communication. It is secure because
a quantum state cannot be replicated without disturbing the quantum state. Hence, whoever
wants to replicate a quantum state to steal the data will be easily detected. The property of
non-replication follows from the no-cloning theorem.

15.5.1 A Simple Quantum Encryption Algorithm

Let us assume that Alice and Bob communicate by the use of simple photon polarizers. When
Alice sends out a |V) state photon, it represents a “1” and similarly, an |H) state photon
represents a “0”. If Bob receives with a similarly aligned polarizer, he receives the information
correctly. (We call this the VH mode.) If Alice aligns her polarizer at 45° and Bob follows
suit, he continues to receive the information correctly. In this case, the +45° state represents
a “1” and —45° represents a “0”. A plausible experimental set up is indicated in Figure 15.1.

PBS
> '$ > CODl

O+,

D2

Figure 15.1: Polarization of the incident photon can be detected with a polarizing beam
splitter (PBS) and single photon detectors (from Quantum Optics, M. Fox).

However, if Alice is in the VH mode and aligns her polarizer vertically, meaning that Alice
will send out a |V) state photon to represent a “1”, and Bob is in the 45° mode, and aligns
his polarizer at +45°, the bit information received by him is correct only 50% of the time.
This is because a |V') photon

1
V2

which can be written as a quantum linear superposition of two quantum states in the | 4 45)
and | — 45) states. Similarly, if Alice transmit an |H) state photon to represent a “0”,

V) (|+45) — |—45)) (15.5.1)

1
V2

Bob receives the bit of information correctly only 50% of the time.

|H) (|+45) + |—45)) (15.5.2)
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Alice Bob
(1) |V) —"" |V) ="

‘H) =ng" |H> —ngw

G i1

‘_45) — "0" — uou
(iii) |Vy ="1n
: |+45) —mn
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K] 45
- i |_45) — ngn
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K 45°
- E ‘_45) — g
H

Figure 15.2: Communication between Alice and Bob using single-photon source and simplified
polarizer measurement schemes (from DAB Miller).

Similarly, if Alice is in the 45° mode, and transmits with her polarizer aligned in the
+45° angle, and Bob receives with polarizers in the VH mode with H and V polarization,
he receives the polarization of |H) and |V) with equal likelihood (50% chance) regardless of
what polarization Alice sends. This is because the |+45) state and |—45) state are expressible
as a linear superposition of the |H) and |V) states.

1
|[+45) = ﬁ(|H> + (V) (15.5.3)
|—45) = ——(|H) - V) (15.5.4)

V2

By the tenet of quantum measurement, these states are measured with equal likelihood of
being [H) or |V).
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Now if Alice decides to use her polarizer randomly, and Bob receives with the polarizer
randomly so that they are equally likely to use VH mode or 45° mode. The probability that
their polarizers are aligned is correctly 50%. During this time, they communicate with no
error. The other 50% time, when their polarizers are misaligned, they communicate with 50%
error. Hence, 25% of the data are wrong.

After a preliminary quantum communication, Alice and Bob can communicate the infor-
mation about the alignments of their polarizers, say, by a phone call. Bob will then retain
only the data when their polarizers are correctly aligned and discard the rest. For the pre-
liminary communication, they can compare their data over the aligned case, and there should
be error free in principle.

If an eavesdropper, Eve, attempts to steal the information, she does so by using a polarizer
to intercept the photon. If Eve knows that Alice is using the VH mode, Eve aligns her polarizer
in the VH mode. After Eve has received the data, she can retransmit the data to Bob, thus
stealing the data. However, if the polarization used by Alice is random, Eve’s polarizer is
not aligned with Alice’s half the time. Eve would have corrupted her data making the wrong
transmission 50% of the time. This would increase the error in transmission of the data from
Alice to Bob making it wrong 25% of the time. If Alice and Bob communicate by a phone
call to check the security of their data transmission and found that it is wrong approximately
25% of the time, they would have suspected an eavesdropper.

Notice that Eve has to collapse the state of the photon sent out by Alice into one of the
two states of Eve’s polarizer before she can duplicate the photon and send it to Bob. Because
of the no-cloning theorem to be discussed next, Eve cannot duplicate the state of the photon
that Alice has sent without measuring it.

In a secure communication system, Alice and Bob do not send the real message in pre-
liminary testing of the security of time channel. Alice will first send Bob the secret key and
test if the channel is secure. If it is a secure channel, then she would send the rest of the
information. The above is known as the BB84 protocol, attributed to Bennett and Brassard’s
work in 1984.

Also, notice that the above secure communication system does not work in a classical
optical communication channel where a bunch of photons is sent. If a bunch of photon is sent
by Alice to denote a V or an H polarization to send “1” and “0”, when Eve eavesdrops with
her misaligned polarizer by 45°, she would have noticed that equal number of photons are
emerging from her two orthogonal polarizations. By checking the phase of the two streams
of photons, she can easily duplicate a classical photon bunch and send it to Bob, meanwhile
stealing the data off the communication channel. Hence, the security of the quantum com-
munication channel comes from the interpretation of quantum mechanics: a particle is in the
linear superposition of quantum states before the measurement. A measurement collapses
the quantum state into one of the states “discovered” by the measurement.

The above discussion of a secure channel is based on ideal single-photon sources. In prac-
tice, non-ideality will give rise to communication errors. Quantum error correction schemes
have been devised to minimize the errors in a quantum communication channel.
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15.5.2 No-cloning Theorem

First we assume that a quantum operator can be designed such that it can clone a quantum
state without measuring it. But such a capability will violate the principle of linear superpo-
sition, as we shall show. Therefore, such an operator cannot be designed. This is a proof by
contradiction.

A quantum system is described by a quantum state that evolves from an initial state to
a final state following the laws of quantum mechanics. An example of such an evolutionary
operator is

T=e'n (15.5.5)
The above quantum operator is a unitary operator as well as a linear operator. First, assume
that it has the capability of replicating a quantum state in system 2 to be identical to the

state in system 1 after acting on such a quantum system. It does so without altering the
quantum state of system 1, e.g., by a measurement. We denote this by

T|W,)2|Wa)1 = [Wa)2|Wa)y (15.5.6)
By the same token, it should replicate
TIW)a|Wp)1 = [Ty)2|Ws)y (15.5.7)

Now if the state to be replicated is

W) = = [Wa)1 + [94)1] (15.5.8)
Then
T )| ,)y = % [719,)21Wa)s + T19,)2190):
= L T [T [ W] £ [T)a| ) (15.5.9)

V2

Clearly, the above violates the principle of linear superposition if the last equality is true.
Hence, such a cloning operator is impossible due to the violation of the principle of linear
superposition. The above proves the no-cloning theorem.

15.6 Quantum Computing

The distinguishing feature of quantum computing is quantum parallelism. Again, this follows
from the tenet of quantum measurement. A quantum state can be in a linear superposition of
many states before the measurement. After the measurement, the quantum state collapses to
one of the quantum states. The prowess of quantum computing, as mentioned before, comes
from the “ghost-angel” state of a quantum system.
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15.6.1 Quantum Bits (Qubits)

A quantum bit or a qubit is a bit in a quantum state that is in the linear superposition of
two eigen states representing the |0) bit and the |1) bit. Namely,

) = Co|0) + C1 [1) (15.6.1)

where [Co|* 4+ |C1|> = 1. The two states [0) and |1) can be the vertical and horizontal
polarization of a photon. Alternatively, it can be the up and down state of a spin, or any two
energy levels of a multi-level system.

The richness of quantum information is already manifested in this very simple example.
Unlike classical bits in classical computers, which can only have binary values, a qubit can
have multitudes of possible values depending on the values of Cy and C7. A two-level quantum
system, as has been shown in the spin case, can be represented by a Bloch sphere. Every
point on the Bloch sphere represents a possible quantum state due to the linear superposition
of two eigen states, depending on Cy and C;. Hence, there could be infinitely many states
that follow.

15.6.2 Quantum Gates

Analogous to classical logic gates, there are quantum gates that manipulate the |0) and |1)
states of a qubit. A qubit as indicated by (15.6.1) can be represented by a column vector of
length two. For example, the qubit in (15.6.1) can be represented by [Co, C1]", which is the
vector representation of the quantum state. A quantum gate transforms the quantum state
[Co, C1]" to another state [C4, C1]". Such a matrix

C) My M| |Co| _ 57 |Co

= =M- 15.6.2
M [le M| |y c (156.2)
has to be unitary. The matrix M can be regarded as the two-state representation of the
time-evolution operator described more abstractly by

M = it (15.6.3)

In the above, the Hilbert space is replaced by that of a two-level system, so by subspace

projection, the operators become two-by-two matrix operators. Moreover, they are easily

proved to be unitary, a must for an operator constructed from the time-evolution operator.
Examples of quantum gates, expressed in their matrix representations, are

X = {(1) (ﬂ (15.6.4)
7 — B _OJ (15.6.5)

H- L [1 ! ] (15.6.6)
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Co ’0> + O ’1> X C110) + Co |1)
Co |0) + C1 (1) Z Co |0) — Cy [1)
Col0Y+C1 |1 2 [0)+]1) |0)—[1)
0]0) +C1 1) H Co™L + ¢ B

Figure 15.1: Some single qubit gates showing their input and output states.

X represents the NOT gate while Z represents one that flips the sign of |1) bit. H is called
the Hadamard gate that is almost like a “square root” gate. The above matrices can be easily
shown to be unitary.

When these quantum gates operate on the qubit denoted by (15.6.1), the results are as
follows:

1) = Co|0) + C1[1) (15.6.7)
X[ip) = C10) + Co|1) (15.6.8)
Z|1h) = Col0) — C1|1) (15.6.9)
16y = <2 1oy + 1) + <L (o) - 1)) (15.6.10)

2 2

X2=7*=H*=1 (15.6.11)

<[Co]l _ [C1]
X _CJ = [Co_ (15.6.12)
Z[Co] _ [ Co ]
Z CJ = |:_Cl_ (15.6.13)
—C] Co+C1]
H {0(1) = [C"ﬁa (15.6.14)
d 2

In addition to one qubit gate, there are also two qubit gates. In this case, there are two
input bits for these gates. They can be arranged as |0,0), |0,1), |1,0), and |1,1) as the four
input and output states. A very important one is the CNOT gate shown in Figure 15.2. The
upper line represents the first bit which is also the control bit, while the lower line represents
the second bit, whose output is the target bit. The @ symbol represents addition modulus 2.
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Hence, its transformation matrix is given by

1 0 0 O

o 01 0 0 I 0

UCNOT: 00 0 1 :[0 z ] (15.6.15)
0 0 1 0

The above can also be implemented with a unitary transform.

|A) |A)

1B) [B©A)

Figure 15.2: A quantum circuit of a two-qubit gate representing the CNOT gate. It takes
two input streams, and has two output streams. The @ symbol represents an exclusive or
operation, or addition modulus 2 (redrawn from Quantum Optics, M. Fox).

15.6.3 Quantum Computing Algorithms

As mentioned before, the most important aspect of quantum computing algorithm is quan-
tum parallelism. We will illustrate this with the simple Deutsch algorithm. This algorithm
assumes a two-qubit system, so that it has a two-qubit input and two-qubit output. It can
be implemented with the quantum circuit shown below:

Input Output

) =10 — g [y

Uu
N o=l /2
|q2) = [1) H v f(x))

] ]

|P0) |U1) 2) |[3)

Figure 15.3: The implementation of the Deutsch algorithm with quantum gates and circuits
(redrawn from Quantum Optics, M. Fox).

We start with a state representing the two qubits in the input as

|vbo) = 10)[1) = |0,1) (15.6.16)
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At stage [i1), we have

j2) = Hlar) = —=(10) +[1) (15.6.17)
) = laa) = —=(10) = |1) (15.6.18)

Hence, the quantum state representing the two-qubit system at this stage is

1) = [x)ly) = %(|0> +11)(10) = [1)) = %(\0>0> —10,1) +11,0) = [1,1)) (15.6.19)

The unitary operator @ has no effect on the = qubit, but performs the operation y & f(x) on
the y qubit. The function f(z) takes input x which is either 0 or 1. It produces an output
which is either constant or balanced, but the output is either 0 or 1.

Hence, according to the rules above, the quantum state |¢)2) of the two qubit system is

[1h2) = |2)y @ f(x)) (15.6.20)

)
Substituting the state |x) and |y) from (15.6.17) and (15.6.18) gives rise to

th2) = |2}y ® f(z)) = % (o) +11) (0@ f(z)) = 1@ f(x)))
(15.6.21)

Multiplying out the above, with the rule that f(x) always takes its argument from the |x)
bit, then

|th2) = % (10, £(0)) = 0,1 & f(0)) + [1, (1)) = [1, 1@ f(1))) (15.6.22)

with the further rule that 0@ f(x) = f(x) has been used.
If f(z) is a constant function, then f(0) = f(1), and the above becomes

[¥2)const = 5 ([0, £(0)) = 0,1 f(0)) +[1, f(0)) — [1,1 & £(0)))

(10) + 1)) (1£(0)) = L@ £(0))) (15.6.23)

| = Do =

2
With the Hadamard operation on the upper qubit, we have

1
|¥3) const = |O>ﬁ (17(0)) = [1® f(0))) (15.6.24)
If for the balanced case, f(0) # f(1), hence f(1) =1@® f(0). Then

1

[th2)bar = 5 (10, £(0)) = 10,16 f(0)) + [1,1& £(0)) — [1, f(0)))

(10) = 1) (1£(0)) = 1@ £(0))) (15.6.25)

N = N
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After the H gate operation, we have
1
V2

The above shows the prowess of quantum parallelism with just one operation, one can de-
termine if a function f(x) is balanced or constant by observing the |¢;) value of the output
qubits. A constant coin can represent a fake coin, while a balanced coin represents a real
coin. With one operation, one can determine if the coin is real or fake without having to
check both sides of the coin.

More sophisticated algorithms exploiting quantum parallelism, such as the Shor’s algo-
rithm and the Grover’s algorithm, have been devised. The Shor’s algorithm can perform a
Fourier transform in (log N)? operations rather than the classical N log N operations. The
Grover’s algorithm can search a data base with N data in VN operations rather than the
classical NV operations. Because of quantum parallelism, quantum computer can also perform
quantum simulation of quantum system which is not possible on classical computers.

[93)bal = [1)—= (1f(0)) — [T @ f(0))) (15.6.26)

15.7 Quantum Teleportation

Quantum teleportation is the idea of Alice being able to send a photon of unknown state to
Bob, without having to perform a measurement on this photon, nor disturb its state. We
denote the photon, called photon 1, in the unknown state by

[¥)1 = Co|0)y + Cr 1), (15.7.1)

In the beginning, this photon is only accessible to Alice. Alice, however, is accessible to
another photon, called photon 2, of an entangled Bell state. The other photon of the Bell
state, photon 3, is not accessible to Alice but is accessible to Bob.

We can define the state of the three photons by the direct product state

1
‘\I’>123 = ﬁ (CO |O>1 +Ch |1>1) (|0>2 |1>3 - |1>2 |O>3) (15~7-2)
where the Bell state is assumed to be

)5 = 5= (1002 1) = 1) 10),) (15,73

Expanding (15.7.2) gives rise to
1

|‘I’>123 :\/5

(CO |0>1 |0>2 |1>3 —Co |0>1 |1>2 |0>3
+C1 1)1 [0)5 [1)5 = C1 (1) [1)5[0)5) (15.7.4)

The four Bell states are complete and orthogonal, and the states of photon 1 and photon 2
can be expanded in the four Bell states; namely

1
’(I)+>12 = E (10)1 10)5 +11); [1)5) (15.7.5)
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Classical

. ‘ Output photon
information v
@) 107 Y ¥ =
o o o) 1)
* BOB
ALICE
A' .\@9 ®
Input photon el
) EPR source

Figure 15.1: A teleportation experiment setup with photons. Alice makes measurement on
the two photons accessible to her using the Bell state measurement device, and communicate
the outcome to Bob via a classical channel. Bob then performs a unitary transformation on
his photon to obtain the input photon state. (From M. Fox, Quantum Optics.)

@), = % (10, 1005 — 1), 1)) (15.7.6)
[0F), = % (10), 11)5 +11)1 10),) (15.7.7)
97) 1, = —= (10), [1), — [1), [0),) (15.7.8)

1225

Projecting (15.7.4) onto the four Bell states, and subsequently expanding (15.7.4) in terms
of them, we have

|\I’>123 H(I) > CO|1> _Cl|0>3)
+[27) 1, (Coll)s + C10);)
+ [T, ( Co\0> +C1[1);)
— |97, (Col0)s + Ch [1)5)] (15.7.9)

In the above, the first two photons, photon 1 and photon 2, are grouped into different Bell
states. Moreover, the state of photon 3 resembles the state of the original photon 1. The
quantum system now is in a linear superposition of different Bell states.

The Bell state measurement device projects the first two photons onto a Bell state. The
Bell state measurement device collapses the quantum system into one of the four Bell states.
For example, when Alice finds that the first two photons are in the Bell state |®1),,, then
the third photon must be in the state

[¥), = Co|1); — C1 |0), (15.7.10)
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Bob can apply a unitary operator, similar to qubit gate operators described in the previous
section, to obtain the original state of photon 1.

The above does not violate the no-cloning theorem, because the original state of the
photon 1 is destroyed, and its semblance is reproduced in photon 3.

15.8 A Final Word on Quantum Parallelism

Quantum interpretation gives rise to the spookiness of quantum mechanics, in a way giving
it the capability that empowers ghosts and angels. Quantum parallelism is such an empower-
ment. It reminds me of a novel that I have read when I was young on the Monkey King. This
Monkey King is of Indian origin, but has permeated Chinese culture to take on a different
persona. He is known as Hanuman in India. According to the story in The Journey to the
West, this Monkey King had unusual capabilities. One of them was that he could pull a
strand of hair from his body, and with a puff of air, he could turn it into many duplicates of
himself. He could then fight his enemies from all angles and all sides. He thus made himself
invincible.

He was arrogant, mischievous, and wreaked havoc in the Heavenly Palace where the other
gods lived. Finally, he could only be tamed and subdued by Lord Buddha, summoning him
to accompany and protect the monk Xuan Zang in his treacherous journey to collect the
Buddhist Sutra from the West (in this case India).

Oh Lord, if we were to empower ourselves with the capabilities of ghosts and angels, who
1s there to curb our power!

Appendix

A Derivation of the Clauser-Horne-Shimon-Holt Inequal-
ity
In addition to the Bell’s inequality, a more elaborate Clauser-Horne-Shimony-Holt (CHSH)
inequality can be derived. To this end, we can show that
E(ab) - B(a,b) = [ [A(a)B(b.Y) - A(a, VB, Ap(N)dA (A1)
The above can be rewritten as
E(a,b) — E(a,b’) = /A(a, A)B(b,\)[1 £ A(a’, \) B(b', \)]p(\)dA

- / A, \)B(b', M)[1 4 A(a, ) B(b, )]p(\)dA (A2)
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We have just added and subtracted identical terms in the above. After using the triangular
inequality

|E(a,b) — E(a,b’)| < /|A(a, A)B(b, \)||1 4 A(a’, \)B(b', \)|p(\)d\
+/ |A(a, \)B(D', \)||1 £ A(a’, \) B(b, \)|p(\)dA (A3)
Using the fact that
|AB| =1, 1+ AB>0 (A4)
we have

|E(a,b) — E(a,b')] < / [+ A, \)B(b', \)]p(\)dA

+/[1 + A(a’, \)B(b, \)]p(\)dA (A5)
The above is the same as
|E(a,b) — E(a,b')| <24 [E(a’,b’) + E(a’,b)] (A6)
It is of the form
I X|<2+Y (A7)
which implies that
|IX|+Y <2 (A8)
or
IX+Y|<|X[+|Y|<2 (A9)
Consequently, we have
|E(a,b) — E(a,b’) + E(a’,b") + E(a’,b)| < 2 (A10)

which is the Clauser-Horne-Shimony-Holt (CHSH) inequality. In (A6), if a’ = b’ = ¢, then
(A6) becomes

|E(a,b) — E(a,c)| <2+ [E(c,c) + E(b,c)] (A11)

From (15.4.14), E(c,c) = 1. We pick the smaller of the right-hand side of (A11) and arrive
at

|E(a,b) — E(a,c)| < 1— E(b,c) (A12)

The above is the previously derived Bell’s inequality.
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Figure 15.1: The Monkey King sending replicas of himself against his enemy, defeating ev-
eryone in his path.



