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0.1 Preface

Semiconductors are a class of materials with electrical conductivity between that of conductors and
insulators and have profoundly shaped the landscape of modern technology. Their discovery and
development have opened doors to an array of electronic devices that are now an integral part of our
daily lives.

In the mid-20th century, scientists began to explore the potential of semiconductors for electronic
applications. Notably, the invention of the transistor in 1947 by John Bardeen, Walter Brattain, and
William Shockley at the Bell Laboratories, USA revolutionised the field of electronics. Transistors,
made from semiconductors like Si and Ge, replaced bulky and less efficient vacuum tubes, leading to
the miniaturisation of electronic circuits and the birth of the modern digital age. Further advancements
in semiconductor technology gave rise to integrated circuits (ICs) and microprocessors, exponentially
increasing computational power and other complex electronic systems. Semiconductors are now at the
core of diverse technologies e.g. computers, smartphones, medical devices, renewable energy systems,
communication networks, and more.

This evolution and innovations in semiconductor materials and technology, including discovery of
newer material systems like conducting polymers, and new fabrication techniques continue to drive
modern research in quantum computing, nanotechnology, energy research and others. Over the years
significant contributions in Semiconductor Physics and Technology and related areas have been recog-
nised by the Nobel Prize as shown in the table below.

Contribution Recipients Year
Thermionic Phenomenon O W Richardson 1928
Invention of Transistor W B Shockley, J Bardeen, W H Brattain 1956
Tunneling in semiconductors and | L Esaki, I Giaever 1973
superconductors

Electron Microscope Ernst Ruska 1986
Scanning Tunneling Microscope G Binnig, H Rohrer 1986
invention of the integrated circuit J S. Kilby 2000
semiconductor heterostructures for | Z I Alferov, H Kroemer 2000
high-speed & opto-electronics

Conducting Polymers? A J Heeger, A G MacDiarmid, H Shirakawa | 2000
CCD sensor Willard S. Boyle George E. Smith 2009
Blue light-emitting diode I Akasaki, H Amano, S Nakamura 2014
Quantum Dots# M G Bawendi, L E Brus, A I Ekimov 2023

Table 1: Nobel Prizes awarded in areas related to Semiconductor Physics and Technology. # denotes
awards in Chemistry and all others were awarded in Physics

IMPORTANT: These Notes are not intended as replacement of standard textbooks. Consult the
Text and Reference Books for exposure to standard development and also experimental data.

0.2 Syllabus

e Review of Bulk semiconductors: crystals, compound semiconductors, band- structure, density
of states, doping and carrier concentration, Fermi statistics. [4]

e Electrical Transport in Bulk Semiconductors: Drude model, Boltzmann transport; solutions in
electric and magnetic field; moments of transport equation, continuity equation, diffusion, drift,
thermal gradient etc. [6]

e Semiconductor Junctions: Schottky and heterojunctions, role of interfaces, band bending con-
cept, self-consistent band bending equations (Poisson - Schrodinger etc). Band bending near
surfaces and interfaces. Forward and reverse biased diodes. Applications: thermometry, tunnel
diodes etc. [7]



0.3

6.

7.

Optical Properties of metals and semiconductors: Optical interactions in metals and semicon-
ductors, reflection, refraction, optical absorption, free carrier absorption, refraction, Kramers
Kronig relation; classical and quantum mechanical description of optical absorption, excitons;
spontaneous and stimulated emission, Einstein coefficients; Photoluminescence and Electrolumi-
nescence. [7]

Quantum Heterostructures & Reduced dimensional systems: 3D, 2D, 1D electron gas and quan-
tum dot systems; engineering heterostructures and superlattices; optical properties of reduced
dimensional systems; Quantum confined Stark effect. [6]

Screening in 3D and 2D electron systems: Lattice polarisation; screened Coulomb potential,
remote doping and mobility. [3]

Photovoltaic Devices: photoconductors, photodiodes, Light Emitting Diodes, Laser Diodes;
Quantum cascade lasers etc. [3]

Books

. Semiconductor Devices: Physics and Technology, 3rd Edition, SM Sze and M Lee, Wiley India

. John Singleton, Band Theory and Electronic Properties of Solids, Oxford Master Series in Con-

densed Matter Physics, Oxford University Press 2001.
Neil W. Ashcroft & N. David Mermin, Solid State Physics, Sanders College Publishing 1976.

Seeger, K., Semiconductor Physics, Springer-Verlag, 1990.

. Fox, M., Optical Properties of Solids, Oxford Master Series in Condensed Matter Physics, Oxford

University Press 2001.
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1

Basics of Semiconductors

1.1 Carrier concentration and doping

At T = 0 in a pure semiconductor, the conduction band (Cp) is empty and the valence band (Vg)
is full. A completely full or a completely empty band cannot conduct current. We will see soon that
under these circumstances the Fermi energy (Ey) lies in the bandgap (E,) between the valence and
conduction band. The density of states at the Ey is zero. The semiconductor is an insulator at this
point. In reality there are no qualitative distinction between semiconductors and insulators, but arises
from the difference in F; between the two. FEj; of an insulator is large, e.g. Silicon oxide has F, ~
9eV, Diamond has E, ~ 5eV and so on. In contrast F, of typical semiconductors is in the range of
nearly zero to < 4 eV. At very high temperatures, if an insulator hasn’t already melted, it will act as
a semiconductor. Carriers in a semiconductor’s bands come from two sources:
1. Thermally excited electrons in conduction band and the corresponding vacancies left behind in the
valence band.
2. Some suitable foreign atoms called dopants which can put some electrons in CB or capture some
electrons from VB. Sometimes crystal defects can also play the role of foreign atoms.

Consider a group V atom like Phosphorous replacing an atom of group IV Silicon in the lattice.
P has one extra electron compared to Si. We keep aside the question about how to get the P atom
to replace the Si for the time being - but that is not a trivial question. A "dopant" will not work
as a dopant if it does not sit in the right place. It is possible for a P atom to somehow go in as an
"interstitial", that will not work. Also the same atom may act as an acceptor or a donor in some
cases. For example if Si is incorporated in GaAs lattice, replacing a Ga atom, it will act as a donor.
If it replaces an As atom it will act as an acceptor. You can figure out the reason. P can act as a
donor in the Si lattice if the binding energy of that extra electron becomes very low. We discuss a
very simplified model - usually called the "hydrogenic impurity model". Assume that the outermost
electron in P behaves as if it is tied to a hypothetical nucleus - that is the P* ion core. The binding
energy and Bohr radius of an H atom (1s state) is

4

me
EF=—-——— 1.1
8e3h? (L.1)

h2
=4dre—5 1.2
ap e 3 (1.2)

Now we make two crucial claims. Inside the "medium" the free electron mass would be modified
such that m — meysy and €9 — ege,. Typically €. ~ 10 — 15 for most semiconductor lattices and
meyfp ~ 0.1m. That means the binding energy would reduce by a factor of 1000 and the Bohr radius
would increase by a factor of about ~ 100. So instead of E = 13.6 €V the binding energy will be a
few 1-10 meV, the Bohr radius will increase from 0.5 A to 50 A. This means that the electron will
be exploring something of the order of lattice units. This in retrospect justifies the use of the lattice
dielectric which is a quantity meaningful only if averaged over sum volume of the lattice. Also the
fact that the electron gets spread over a large area, means that replacing the free electron mass with
the band effective mass can be justified. If the binding energy drops to a few meV, it is clear that at
room temperature (kpp = 25meV’) these can be almost fully ionised. The order of magnitude of these
numbers ensure that semiconductors can be useful at room temperature.

3



Table 1.1: Vital Statistics of Si, Ge, GaAs and ZnO

‘ Properties ‘ Si ‘ Ge ‘ GaAs ‘ Zn0O ‘

Atomic Density (x10%?cc™1) 5.0 4.4 4.4

Crystal Structure Diamond Diamond Zincblende Wurtzite

Density (gm/cc) 2.33 5.33 5.32 5.606

Dielectric constant 11.9 16 13.1 8.3

Electron affinity (eV) 4.1 4.0 4.1 4.29

Band gap at 300K (eV) 1.12 0.66 1.42 3.3

Excitonic binding energy (meV) 14 2.7 4.2 60

electron meyy (Xme) 0.98 1.64 0.067 0.27

hole mef¢ (Xme) 0.16, 0.49 0.044, 0.28 0.082, 0.45

Effective density of states in Cg 2.8x10% 1.04x10% 4.7x10%7 4.8x1018

Ne¢(ee™t) at 300K

Effective density of states in Vg 1.04x1019 6.0x1018 7.0x10'%® 4.8x1018

Ny (ce™1) at 300K

Intrinsic carrier concentration 1.5x1019 2.4x10'3 1.8x106 -

n(ec™!) at 300K

Intrinsic electron mobility) 1350 3900 8500 200

(em?V~=1s71) at 300K

Intrinsic hole mobility 480 1900 400 50

(em?V—1s~1) at 300K

Electron diffusion coefficient 35 100 220

(em?s~1) at 300K

n-type Donors (Ep meV) P(45) As(12) | P(50) As(12.7) | Se(5.9) Te(5.8) native
defects

p-type Donors (E4 meV) B(45) Al(60) | B(10.4) Al(10.2) | Be(28) Zn(30.7) | unknown

1.2 Fermi Level in an intrinsic (undoped) semiconductor

If the material is undoped, then all the electrons in the conduction band (CB) must have been thermally
excited from the valence band (VB). This fact is sufficient to tell us where (E£) should be. The electron
and hole densities are given by,

n— E°° D(E)f(E)dE (1.3)
p= [ D)1~ f(E)aE (14

Assuming parabolic CB and VB the dispersion relations can be shown to be given by,

n2k?
E.(k)=FE 1.
(k) = Bo+ 5, - (1.5)
h2k?
Eyn(k) = Ev - m (1.6)

where E¢, Ey denote the bottom and the top of CB and VB respectively. The density of states in
3D, including spin degeneracy is then given by:

1 2me

D(E) = ﬁ(?)?’/Q(E — Ec)'?forE > Eq (1.7)
1 2m

D(E) = 2771_2(?;)3/2@3‘/ — E)l/zforE < By (1.8)



To evaluate equations 1.3 & 1.4 we proceed as :

o
= (55 dE(E - Eq)Y?— ———~— 1.9
271'2( 72 ) B ( C) eB(E—EF) +1 ( )
1 2me g 10 ul/? B
= 277r2( 2 ) 53/2/0 dueue—ﬂ(EF—Ec) n 1Where u=pB(E — Eq) (1.10)
Now we identify the integral within the brackets as a Fermi-Dirac integral, dened as :
1 o x7
Fi(z) = ——— de—— 1.12
0= 15D ), e (1.12)
Further the "effective density of states” in the conduction band is defined as
2 kT
Ng = o(ZRelPB2 y3/2 (1.13)

h2
Note however that the dimension of N¢ is not the same as D(FE) . The electron and hole densities are
then given by,

Ec — Ep
= NcF)jp(—— 1.14
n C 1/2( kT ) ( )
Er — Ey
= Ny F|jo(——— 1.15
p Vv 1/2( kgT ) ( )
The Fermi-Dirac integrals appear often in physics. They are tabulated as ”special functions”. We
Er—FE
can show that if EFr is reasonably below Ec, such that %TC < —4 the integral is very closely
B

Ep—Ec
approximated by e *sB7 . This is called the non-degenerate regime where the electron and hole
densities are given by

n = NgePlBr—Ec) (1.16)
p = Nveﬁ(Ev—EF) (1.17)

For charge neutrality we must have n; = p; for undoped (intrinsic) semiconductors only. Multiplying
eqns 1.16 & 1.17 nlz = n;p; = NoNye PEc—Ev)

n; = vV NcNy e PEq/2 (1.18)

Clearly the intrinsic carrier density falls rapidly with increasing band gap. We can compare the
result with the data in table 1.1. Note however that the product of the carrier densities is independent
of the location of the Fermi level even when n = p. This is a very important fact and allows us to
write

np =n? (1.19)

even when the source of the charges are dopants. In such cases (we will see in the next section) the
Fermi level moves away from its intrinsic position. The electron and hole densities can them become
vastly unequal - but they do so in such a way that the np product still remains the same. We now
solve eqns 1.16 & 1.17 for E¢ and get the intrinsic Fermi level (Ey;)

_Ec+Ey 3 mp,

Efi 5 -+ ZICBTZTL

(1.20)

e

1.3 Fermi level in a doped semiconductor

We now come to the more practical situation, where there are dopants and ask: where is the Fermi
level? If there are dopants then n and p are no longer equal. In fact the number of carriers supplied
by ionised dopants can be several orders larger than the intrinsic carrier densities. The fundamental
point is that all the atoms of the host lattice and the dopants were initially neutral. But inside the
semiconductor there are now four sources of charge :
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1. Negatively charged electrons in the conduction band (n)

2. Unoccupied (positively charged) ionised donor atoms (N;)
3. Negatively charged ionised acceptor atoms (N, )

4. Unoccupied states (holes) in the valence band (p)

The sum total of all these four must continue to be zero. To start with the valence band was
full and the conduction band was empty (intrinsic semiconductor at T = 0K), then we put in neutral
donor atoms (capable of giving out an electron) and neutral acceptor atoms (capable of capturing an
electron). So the sum total must remain zero. Thus if we can write down the carrier concentrations in
the conduction and valence band and calculate the fraction of dopants which are ionised (as a function
of Et) then we can have an equation where Ey is the only unknown. This is how one determines the
location of Ky

n+ N, =p+ N}, (1.21)

We know how to calculate n and p as a function of Ey. What is the probability that a donor will
ionise? Resort to statistical physics to calculate the fraction N} /Np. The donor site (e.g Phosphorous
in Silicon) can exist in 4 states

1. lost its electron (charge = 41 , energy = 0)

2. occupied by a spin up electron (1, charge = 0, energy = ED)

3. occupied by a spin down electron (J, charge = 0, energy = ED)

4. occupied by one spin up and one spin down electron (1], charge = -1 , energy = 2ED +U)

where "U" is the large repulsive energy cost of putting two electrons on the same site, making the
state very improbable.) The dopant densities are not very large compared to the density of atoms of
the host lattice. It is rarely more than 1 in 10 to 10%. So we can treat each dopant atom in isolation
and the electron can be localised on the atom'. Each dopant can exchange electrons with the "sea"
of CB electrons. It is in equilibrium with a larger system (the Si lattice) and can exchange particles
with it - thus its temperature and chemical potential must be the same as that of the larger system.

The grand cannonical partition function for a single donor (with u, the chemical potential set as
Ey) is given by,

Za = Ze—ﬁ(E—HN)
E
— ¢ B0=0) 4 9,=B(Ep—Ey) | —B(2Ep+U—2Ey)

~ 1+ 2¢ P(ED=Ey) (1.22)

The mean occupancy (probability that the dopant is not ionised) is then,

J’_

1—%:1XP(T)+1><P(¢)+2><P(N)
Np

Za
1 + 2e—B(Ep—Ey)
1

= T (1.23)

The fraction of ionised donors is
Nj 1
Np ~ 1+ 26 Py

(1.24)

"However, for high dopant densities then the dopant states will no longer be localised but form extended band of
finite width. This is known as "Mott transition".



It is worth noting that the above equation indicates that the probability of ionisation of a donor
increases with increasing (Ep — Ey). For, Ep = E; the probability of ionisation is = 1.

A similar expression for the fraction of ionised (negatively charged) acceptors is

Ny 1
Na 1+ 4e BE—Ea)

(1.25)

The factor 4 is a result of the fact that the electron sitting on the acceptor could have come from
four possible places - spin up/down from heavy hole band, spin up/down from light hole band. The
split off band does not come into the picture because it is too far down.

One type of dopant only
If we neglect the valence band and the acceptors (which can be justified if only donors are present),
combining eqns we get

= Np (1.26)

—B(Ec—Ey)
Nee 1+ 26 Ao Ep)

Ey is the only unknown in eqn and can be solved (numerically if required).

1.3.1 Thermal ionisation (Saha equation) of the dopant system

It is instructive to calculate the fraction of ionised dopants in another way. We can think of the
problem as a thermal ionization of bound states - in a way that is very similar to the method of
calculating the ratio of ionised to unionised atoms (of a certain species) in a hot plasma. We want to
find the "chemical equilibrium point" of the reaction:

dopant + ionisationenergy <+ ioniseddopant + electron (1.27)

A certain fraction of atoms will exist in the dissociated state and a certain fraction will remain in the
undissociated state. The fraction which minimises the free energy of the entire system (at a certain
temperature) will be the equilibrium point. Taking this approach we can calculate the ratio N+
D=ND by minimising the free energy of the entire system of free electrons and the dopants. First we
write the free energy such that the free electron density n is the only variable.

Fsystem = Lelectrons T Fdopants (128)
Now Fiiectron may be calculated as
P
Felectrons = kBTlnﬁ (129)

_pp? )
where, the single electron partition function z = Y e ™% = 2V/h3 [ d3pe = 2V (2rmkpT/h?)3/2.
Now since Np — n dopant sites are occupied we have for the internal energy (U) and entropy (5)

U=—A(Np —n) (1.30)

Np!

— ND—n D
§ = (207 D) (1.31)
Fdopants =U-TS (132)

1.4 General Method of Solving for £y

Consider a situation where a semiconductor is doped with ND donors and NA acceptors. We want
the general solution for the location of EF and all the carrier densities, ionisation probabilities. Since
the semiconductor is overall neutral we have using the charge neutrality condition

n+Ny=p+N}, (1.33)
Ec — E; Na E; — Ey Np

Nc F:
¢ 1/2( kBT ) - 1 + gAeﬁ(EA_Ef) kBT T 1 + gDeﬁ(Ef_ED)

(1.34)

= Ny F o



e here ga = 4 and gp = 2 are the acceptor and donor degeneracies. F4 and Ep are the acceptor
and donor levels.

e Since E; is the only unknown here, we can plot the LHS and RHS by treating Ey as an inde
pendent variable. The position where they intersect must be the solution. Figure illustrates the
situation.

» Notice that E is temperature dependent.

e Once Ey is determined all the quantities can be determined. In general this cannot be done

analytically.
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10%
1019
e 10° _
3 Nd=10"cm™
=% 1 0‘2? Na:1 074cm‘3
S ©
-:8 10
© 15
§ 10
~N
10™ N .
N
1 013 , . s ’ ~
K
1 072 1 £ 1 I 1
-0.5 0.0 0.5 1.5

assumed postion of E_ (eV)

Figure 1.1: Plot of the LHS and RHS of Equation 1.34 as a function of E

1.5 Degenerate vs Nondegenerate Semiconductors

In the discussion on the effect of doping and the ensuing calculations, we have implicitly assumed that
the concentration of dopant atoms is much smaller in comparison to that of the parent semiconductor
atoms. These impurity atoms are sparsely distributed with large separation from each other, effectively
preventing any interactions or overlap of electronic wave functions. We’ve also assumed that these
impurities introduce discrete, non-interacting and localised donor energy levels within the n-type semi-
conductor (non-interacting acceptor states within the p-type semiconductor). Such semiconductors
are commonly referred to as non-degenerate semiconductors.

However, as the impurity concentration increases, the separation between these impurity atoms
diminishes, eventually reaching a point where donor electron wavefunctions overlap each other. There-
after, the single electron, discrete donor energy level begins to split into a band of energy levels. With
a further increase in donor concentration, this band of donor states widens and may even overlap with
the lower edge of the conduction band. These states which are added to the conduction or valence
bands are called bandtail states. Evidently, as a consequence of bandtailing, the bandgap narrows
and is observed in the absorption spectrum of heavily doped semiconductors. Bandgap narrowing
has important consequences in the operation of laser diodes. Here the Er lies within the expanded
conduction band and the material behaves like a metal, thus the system undergoes an insulator to
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metal transition and the carrier freeze out temperature of the semiconductor is lowered. Typically
this happens when Np ~ N¢g (Ng ~ Ny). If n. N the Fermi energy assumes a position within
the conduction band. Such a semiconductor is termed a degenerate n-type semiconductor and has
Np > 10%/cc. As a rule of thumb, for nondegenerate semiconductors the Ep lies around kT/3 below
E¢c and the Efr lies 3kT below the Eo.

Carrier mobility (u), discussed in Chapter 2 is the speed at which electrons and holes can move
through the material, which in turn affects the device performance. Higher carrier mobility leads to
faster device switching speeds and higher current densities and lower carrier mobility may lead to
slower switching speeds and higher power consumption. In heavily doped semiconductors, u is limited
by a number of factors, including scattering from dopants, phonon scattering, and impurity scattering,
all of which can lead to degradation of device performance.

1.6 Beyond the Bulk

From the last section we have understood the method of calculating the position of Ey as a function
of temperature and doping in bulk semiconductors. Assuming a semiconductor is n-type doped and
ignoring holes in the Vg one can obtain an expression for charge density inside the semiconductor as

follows;
1

1 + 2e8(Ep—Ey)

p=—e(n—Np) = —eNgePFr=Ee) _ N, (1.35)

Further, this charge density is related to the electrostatic potential (V) by the Poisson equation;

r
ViV = _pr) (1.36)
€r€Q
where, the scalar potential is essentially the bottom of the Cg. Within the bulk of a semiconductor the
potential and the charge density are in general homogeneous. However the situation vastly changes
at semiconductor surfaces or interface, especially at junctions.



1.7

PROBLEMS

ARENT NOU SUPPCSED TO BE
DOWNG HOMEWCRK NOW ?

SURE! 1T SENDS THE
MESSASE. THAT [ DONT

O INSTEAD OF TRING TO
LEARN, TM JUST CONCENTRATING

YOUR SELF-ESTEEM S ENHANCED
BY REMAINING AN YGNORAMUS ?

. Consider an electron in a 1D lattice of lattice constant a.

KNOW ENOUGH / ALL 1| ON LWING WISELF TWE WAY

1 QUIT DOING HOME- THAT EMPHASIS ON I AM. PLEASE ! LETS QML
Sy NORK.. HOMENORK 7~ RIGHT ANSWERS ST " INFORMATIONALY
S \ 15 BAD FOR MY ;| s e reEL IMPAIRED”

SEAF-ESTEEM. j BAD WHEN I GET

. Calculate the density of states in 2D and 1D systems.

The energy levels are given by
e(k) = —2T cos(ka). A small dc electric field E is imposed parallel to the lattice. Plot the
energy dispersion (F — k) diagram in absence of the field and write the equation of motion of
electrons. Obtain an expression for the time evolution of k and describe qualitatively the motion
of the electron in k-space and in real space in both the absence and presence of scattering. What
is meant by small E and what can happen in a real (multiband) crystal when E is no longer
small?

Show that the deviation of the electron density (n) from intrinsic density (n;) and the deviation
of Ey from the intrinsic Fermi level (Ey;) are related as

n = n;e®Fr=Fr) (1.37)

. The effective masses of electrons and holes are different in a semiconductor. Discuss an experi-

ment that can determine the effective mass of electrons and holes in a semiconductor.

. Show that for a semiconductor with only donor dopants, the carrier density can be obtained by

solving the following equation: (which is in turn obtained by using eqn)

) o—BD o—BA
n®+ nNCT — NpN¢ 5 = 0 (1.38)
where A = E¢ — Ep. Also show that the Fermi level may be obtained by solving
—BA N, e—BA
2 € D€
- —= =0 1.39
R (1.39)

where z = eP(Er—Ec)  If you put Np = 0 in either of the two equations you would get an
unphysical answer. Why is this so?

Consider an intrinsic semiconductor whose electronic density of states N(F) is plotted in the
figure 1.2. Show that the Fermi level is given by the expression Erp = (Ec + Ey)/2, where E¢
and Ey are the conduction and valence band edges. Estimate the density of conduction band
electrons at room temperature. ng is the number density of electron states .

In a system with Np donors and Np acceptors, ]\% donors and IV, acceptors are ionised. Each
donor (acceptor) level has a degeneracy of gp (g4). There are n electrons in C'z and p holes in
Vp. (In general gp = 2, but g4 may be different from 2.). Then
Np
(gDn/NC)eﬁ(EC_ED) +1

10

Np = (1.40)
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Figure 1.2: Density of States

And the corresponding result for the acceptors:

_ Na
N, = 1.41
A (gAp/Nv)e/B(EA_EV) +1 ( )

Here No and Ny are the conduction and valence band effective density of states. Notice that
E¢ does not appear in these relations. A semiconductor may be doped with both (acceptors and
donors) types of dopants. In a situation where there are a large number of donors and a few
acceptors (i.e Np > Ny), how would the eqn in the previous problem be modified?

. Determine the temperature at which 90 % of the Boron acceptor atoms in p-type Si are ionized.
(given N4 ~ 106 /cc).

. Minimise Fyystem = Feiectrons + Fdopants W.I.t m, using Stirling’s approximation for factorials as
needed and show that you get exactly the same result as eqn. This is essentially a variant of the
"Saha ionisation" equation, applied to a situation where the atoms and ions are not mobile, but
only the electrons are.
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2

Electrical Transport

Before we delve into electrical transport i.e. motion of electrons in matter, lets revisit the system in

which the abundance of electrons is the most obvious, metals.

2.1 What are metals?

e More than % of elements in the periodic table are metals.

o Metals occupy the left hand side of the periodic table. Atoms with noble gas core + loosely

bound outer electrons.

e Metals form crystal structures with large number of nearest neighbours

e Metals have large interatomic distances but small ionic radii. Thus leaving large volumes for the

conduction electrons to swim around.

1 2
A He
3 4 M | i o 5 [ 7 8 9 10
u | Be etals Metalloids MNon-Metals alclinlol rlne
11 12 13 14 15 16 17 18
20 el Transition Metals AL[si|P|s|alar
10 |20 Do [ 22 | 23 | 20 | 25 | 2 | 27 [ 28 | 2 [0 | a0 [ 32 | s | as | 35 | 36
K Ca Se Ti v Cr | Mn | Fe | Co Ni Cu | Zn | Ga | Ge | As ; Se .Br Kr
a7 a8 in 40 41 42 43 44 43 46 47 48 49 50 L] 52 -t 54
Rb | Sr | Y | Z | Nb [ Mo [ Te | Ru | Rh | Pd [ Ag [ Cd | In | Sn | Sb | Te 1 | Xe
35 1 s6 | s | 72| 73| 74| 75 | w6 | 77| 78| 9 | so ] s | 2 | 83| 84 | 85 | s
Ef. Ba | La | Hf | Ta | W | Re | Os | Ir | Pt | Au | Hg | TI | Pb | Bi | Po | At | Rn
87 | #8 | %0 | 14 | 105 | 106 [ 107 | 108 | w9 | o | oo | oz | ons | ons
Fr Ra | Ac Rf | Db | Sg | Bh | Hs | Mt

Figure 2.1: Periodic table of elements showing metals, mettaloids and non-metals

2.2 The Drude Model

The Drude model predates the quantum theory and was developed at the turn of the 20th century by

Paul Drude, a few years after J.J. Thompson discovered the electron in 1897.

Assumptions

1. Electron "ideal gas" permeates the fixed crystal lattice composed of core ions.

2. Collisions between €’s and ions are instantaneous, uncorrelated events.
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3. All other interactions (i.e. long range potentials of other ions or e — e interactions) are neglected
except externally applied fields.

4. Electrons travel in straight lines between scattering events.

5. The average time between subsequent collisions of such an electron is 7. Probability of an
electron having a collision in a time interval dt is dt/7. 7 does not depend on the electron
position or momentum.

6. Collisions "thermalise" electrons and restore equilibrium with lattice.

Density of conduction electrons.

In Sodium (Na) the density of conduction electrons, n is:

le/atom -1 x 108g/m?
29g/mol

Zepm

7”L=NA A

= 6.02 x 10%3atoms/mol =2x10%/m3 (2.1)

where N4 is Avogadro’s number, p,, is the density of the metal, A is the atomic number of the element
and the numbers are for Na.

2.2.1 Equations of motion

The first thing you need is to figure out how an electron’s momentum, on average, will evolve over
time. To do this we’ll just find the average equation of motion for an electron. To find this let’s start
with the momentum of an electron at time ¢, p(t), and find it at time ¢ 4+ dt. If the electrons had
a collision it would on average have no momentum (p.(t + dt) = 0) at time ¢ + dt and by the third
assumption above this has the probability, P. = dt/7. This means that the probability of no collision
is Py. = (1 — dt/7) this is because P, + P,. = 1. If there were no collision the electrons would have
evolved normally and the electrons momentum becomes, pe(t + dt) = p(t) + F(t)dt. Thus the average
value of the electrons momentum after time dt is,

dt _,
ﬁ(t + dt) =F 'ﬁc(t + dt) + Pre 'ﬁnc(t + dt) = (1 - ?)[ﬁ(t) + F(t>dt] (2‘2)
The above can be unscrambled to give,
d plt+dt) —plt pl(t =
ey = PEFA =P POy i (23)
dt dt T

And you have the equation of motion (EoM) averaged over electrons.
Of note there are a few regimes and solutions to consider.

« If F(t) = 0 the solution to this homogeneous equation is p(t) = p(0)e~/™ which is why 7 is
called the relaxation time. If you impart momentum to the electrons on average they will relax
back to no momentum exponentially with a time constant 7

« With a constant F e.g. a dc electric field you can show that the solution to the momentum
p(t) = p(0)e™"7 + Fr

—

o After a long time, ¢ > 7, the exponential term becomes negligible leaving p(t) = F't

2.2.2 Ohm’s law and dc Conductivity
V=IR (2.4)

V is the Voltage applied across the metal, I is the resulting current, and R is a proportionality
constant. Recasting the equation in geometry independent form, we get

—

j=0E (2.5)
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where o is the conductivity of the metal and ; is the current density, i.e. j = 1/nev where n is the
electron density, e the electron charge, and v is the average drift velocity of the electrons. In an applied
electric field E the EoM for t > 7, gives us p(t) = eE7 and #(t) = ebr

— j= E (2.6)

which is Ohm’s law with o, = ne?r/m (the dc conductivity). For a metal like Na with a resistivity,
pNa = 1/0, = 50 nQ- the relaxation time is ~ 107!* s. The dc conductivity is also expressed as
0o, = nep where p is the carrier mobility =et/m

2.2.3 ac Conductivity
For an oscillating B-field (E(t) = Re{E(w)e™'}) Ohm’s law takes the form

ne3r 1 -

jw) = ——E(w) (2.7)

m wwT + 1

where the w dependent conductivity is given by

o(w) =

Oo

2.8
1wt + 1 (2:8)

If the electric field originates from an incident EM wave e.g. incident light, the response of the system
will then be given by Maxwell’s equation of the form,

V-E= V-B=0
VXE=—— ﬁxgzugj—i—ugegdd—?
Inserting the expression for j(w) and E(t), the last equation then reads as
V x B = (oo (w) + iwpoeo) E

Curl of the third equation then leads us to,

. = dV x B o
VxVxE=-V’E= — = iw(ppo(w) + iwpoeo) E
After some rearranging this can be written as
oo W oio(w) —»
—V%E = el e E (2.9)

Now notice that if you take the limit where wr > 1, o(w) — 0¢/iwT leaving us with

2 2
S0 o W ne
c* “megw

~1E (2.10)
Assuming that the electric field has a plane wave spatial structure (i.e. E(t) = Re{E (w)ei“’tei’_“}"?})1
then the above equation simplifies to the dispersion relation,

k2 = (w? — wg)
with w, = ne? /mey being the plasma frequency.

This dispersion relationship tells us that k is imaginary for w < w, which is the result for an
exponentially decaying electric field. This means that the EM wave doesn’t propagate into a metal
for frequencies w < w, but are instead reflected. On the other hand for w > w, it yields a real k
which is the form for a travelling wave. This implies that for frequencies higher than the plasma
frequency metals become transparent. For metals the plasma frequency is in the ultra violet, e.g. for
Na w, = 101%s™! which corresponds to a wavelength of A 200nm.

'Direct magnetic field effects are neglected since they are much smaller than the electric field forces.
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2.2.4 Thermal conductivity

The electrons in a metal aren’t just good conductors of electricity, they are also good at conducting
heat. So we’re asking about the amount of heat that travels along a sample of metal as heat is applied.
There is a simple phenomenological model that is analogous to Ohm’s law, it is called Fourier’s law
and it looks like:

jq = —kVT

The minus sign is because heat flows to lower temperature, and fq is the heat current density
AQ/Time-A, heat per time per area in units of [Watts/m?] and x is the thermal conductivity which
has units of [Watts/mK]. So what does the Drude model predict?

A couple of assumptions are important here. First we need to remember the last assumption of
the Drude model. This assumption means that after a collision an electron carries the thermal energy
of the local environment. Also we need to assume that 7 varies a little over [ (the mean free path
electrons travel before scattering).

To calculate the heat delivered to a point we need to simplify this to a 1-D problem and then we
need to calculate the heat it gets from the left and subtract the heat it gets from the right. Let’s write
the thermal energy an electron at temperature 7" has as £(T). Then at a point = the average electron
coming from the left brings with it an energy £(T'[z — v7]) the average electron from the right delivers
E(T[x + vt]). So for electrons of density n and average velocity v (remembering that half will travel
towards the point x and half away) this leaves us with

- 1
7= Env{g(T[x —out| = E(T |z + vT]}
- 1 d€ dr
T — (=) (— 2292
o) g2
- d& drl
4 — () (— 2=
o T () (=)
Now note a few things n% = %% = %g—T = ¢y or the specific heat per volume. Also when we

generalize to 3-D we note that < Ug, >=< Ug >=< Ug >= % < v >2. Putting all this together we have

2
J= %CV(_VT)
So the prefactor up there is equal to the thermal conductivity.

There is another way to look at the specific heat. It’s called the Wiedemann-Franz ratio. Which

is given by
ol 3e2

Now in a classical gas using the equipartition theorem the total thermal energy per volume is given
by E = n3kpT so the specific heat per volume (the derivative of the energy with respect to energy)
is cy = njkp. And also note that the total thermal energy is the kinetic energy is given by %m <
v >2= n%k:BT which we can use to get rid of the m < v >2 in the W-F ratio. All together this gives

K 3 kB2 -8 2

7= 2( . )* =111 x 107°(WQ/K?)
This number only has fundamental constants in it and it is 1/2 the real value you get experimentally.
But is really close for such a simple model.

Having calculated the equilibrium local charge density in doped systems we now address the issue
of electrical transport in such devices. The Boltzmann Transport equation (BTE) allows us to take
a step out of equilibrium thermodynamics. In general the concept of equilibrium implies that there
is no net particle flow from one point of a system to another. An equivalent statement is that the
electrochemical potential is same throughout the system. Yet, in reality, all electrical devices have
currents flowing through otherwise it wouldn’t be interesting at all. Importantly, some effects of
current flow are irreversible -like Joule heating. We will see how the presence of electro-magnetic
fields, electrochemical potential gradients and thermal gradients drive current. We will do so by
calculating a distribution function in a situation driven slightly away from equilibrium. Our main
target is derive analytic expressions for current in the presence of external fields.

K m<v>27'cv
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2.3 The Boltzman Transport Equation

Let’s consider the 6-dimensional phase space of two canonically conjugate co-ordinates r and p per-
taining to the position and momentum of the free quasi particles in a solid. The probability of dN
molecules which all have r and p within d®rd®p is a function f which gives this probability per unit
phase-space volume, or probability per unit length cubed per unit momentum cubed, at an instant of
time t. This is a probability density function: f(r, p, t), defined so that,

dN = f(r,p,t)d®rd®p (2.11)

What happens to the points in the "volume element" after some time has elapsed? Unless the electrons
are scattered they change their co-ordinates according to the following rule:

r(t +0t) = r(t) + Lot (2.12)
m
p(t + 6t) = p(t) + Fét (2.13)
Thus at time t + 0t we can write;
Flr(t) + %5@ p(t) + Fot)d*r'd®p’ = f(r(t), p(t), t)d>rd’p (2.14)

The volume element around the point distorts, but preserves its volume. Something that was a square
at time ¢, may become a parallelogram at t + dt. This would happen if the external force conservative
i.e. is derivable from a potential. Now the time derivative of the distribution function may be written

as
a _p of
— ==V, f+FV,f+—=—=
it~ m ! oI ¥
Now we take another step, to convert this classical equation into a semiclassical one. We change
momentum to wavevector. This indeed means that we are using the concept of phase space (simul-
taneously defined momentum and position) in quantum mechanical scenario. An analysis of how far
this can give correct results, is non-trivial. For carriers in a ’band-solid’ the semiclassical dynamics of

a wavepacket are described by the equations

0 (2.15)

% — (k) = %Vké’n(k) (2.16)
dk q q
== 5 B t) = 5 va(k) x B(r1) (2.17)

where, n is the band index and &, (k) is the dispersion relation for the band n. The wavevector is k
(hk is the ‘crystal momentum’), and &,(k) is periodic under £ — k + G, where G is any reciprocal
lattice vector. With these inputs the semi-classical version of df /dt is given as;

df dr dk of
= Ve Vil (2.18)

In the absence of collisions, the distribution function must satisfy the continuity equation in the phase

space,

of

Vig-(u — =0
rk ( f) + ot

where u are the (f) and (k), and V,; are the six component gradient in the phase space namely (8%,...,
%,....). Further since the phase space flow is incompressible since &,(k) is independent of r, in the

absence of collision the continuity equation takes the form

of _

uvrk’(f) + ot -

0 (2.19)
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2.3.1 Collisions - Relaxation Time Approximation

In the presence of collisions the equality df/dt = 0 fails to hold and the amount by which it to
hold, must be attributed to collisions. Collisions, as in the Drude model holds the key to restoring
equilibrium of the system once it is disturbed. Say f°(r, k,t) is the equilibrium distribution function
and when it deviates from equilibrium, a “restoring effect” arises in the system, that tries to push the
distribution back towards equilibrium. This modifies the continuity equation to include the restoring
effect of collisions

%J; (C:l;t‘ \% f + dk ka + (?9{ %‘collision (220)
The above is the semiclassical form of the Boltzmann Transport Equation. Its crucial departure from
the basic phase space continuity equation is the inclusion of the collision term, which in general may
be a function of r, k, t. The RHS of the above equation may be modelled via varrious schemes. One
straightforward sche is the relaxation time approximation, where;

df

% ’collision -

0
S (2.21)
-
fO(r, k) is a static distribution function which describes a local equilibrium at r. The quantity 7(k)
is the relaxation time, which is allowed to be energy-dependent and may be determined in terms of
various scattering mechanisms systems. The best justification of the relaxation time approximation is
that it works in many cases! With these inputs, the semiclassical version of the BTE is given as,

_f0
dvf dkka+af -

(2.22)

T

In moving forward we assume;
1. External fields are sufficiently weak

2. Interband transitions are neglected - we drop the band index n. They neglect, for example,
Zener tunneling processes in which an electron may change its band index as it traverses the
Brillouin zone.

3. Neglect spin-orbit interactions
4. f has no explicit time dependence, % =0

5. V,f =0, which in general means that there is no density gradient of particles across the system.
This assumption is correct if we are dealing with a piece of copper wire at constant temperature,
but not necessarily true for systems with a thermal gradient.

We will assume that the charge of each particle is “q”. For the most common case of electrons in
the conduction band we would need to put q = -|e| to get the correct sign of the terms.

2.3.2 Electric field only

With these assumptions, the BTE in the presence of only an electric field reduces to

R e (2.23)

Assuming that the change to the distribution function, under the action of the E field is small, we
make the first order approximation by taking the derivative around the equilibrium value, f°,

F(k) = £2(k) +6f = £(k) = BV (2.24)
— POk — th) (2.25)

This means that the equilibrium distribution function has retained its functional form but just got
shifted by a certain amount. Think of how the graph of a function f(x) would be related to f(z — a).
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In the figure we have drawn it for a Fermi distribution in 2 dimensions. Note that if the relaxation
mechanism is strong then 7 would be small. On the other hand if the particle suffers very little
scattering then 7 would be large and the displacement of the Fermi circle (or sphere) would also be
large. Our target is to calculate the current produced by this state:

j=qY_ véf
k

2q

= (2 / dkvdf (2:26)

Consider the equilibrium Fermi distribution, which is a space-independent and time-independent so-

lution to the Boltzmann equation.
1

0 _

In general however, since collisions act locally in space, they act on short time scales to establish
a local equilibrium that may be described by a distribution function,

1
0 _
[,k t)) = eBr)(E(k)—pu(rt)) 1 1

(2.28)

This is, however, not a solution to the full Boltzmann equation due to the ‘streaming terms’ 7.0, and

k.Ok.

Here we will neglect any time and spatial dependence of u (=€f) and 3 and calculate 0 f.

1
0 _ _ 2.8(E-¢&) —
ka (eﬂ(g_gf) T 1) € vkﬁ(g gf)
= =B - Vi€
= —Bf°(1 = [)hvy (2:29)
Note that £f is not a function of k. The above equation can also be written as,
of°
Vifl = gﬁvg (2.30)
Thus we get df as
5f = qrBf°(1 — fO)E.vg (2.31)

Notice that the change occurs only near the Fermi surface. This is the generic reason phenomena like
electrical or heat conduction are often referred to as a "Fermi surface property”. Now we calculate the
current as dened in eqn A.10

j= % [ v (arBs( - 1Y)

- nq(4:3n /d3kTVg @ vg( - %];))).E (2.32)

Notice that the part within the large brackets is determined by equilibrium properties of the system
only. The outer product (®) of two vectors is an object with two indices and can be written out like
a matrix. For example

We will call the quantity inside the bracket as mobility. But it is often not necessary to evaluate this
is full generality. We assume that the dispersion relation is spherically symmetric and evaluate the
expression for low temperature. Low temperature implies that the Fermi distribution has a sharp
drop near Ey and behaves like a step function at that point. The derivative of a step function is a
(Dirac) delta function which would pick out the contribution of the integrand around its peak. So we
can write

lim — 2L = 5(€ — &) (2.34)



Let’s go through the steps for evaluating the mobility integral:

o _ 4 3 _of°
W= /d kTvg ® vg( 98 ) (2.35)
q af°
=1 / AED(E) vy @ vi(~ 2 (2.36)
=1 / dED(E)rvy © vgd(E — Ef)asT — 0 (2.37)

Now since vy = fhik/m, we can write:

1i; = Z/ng(g)T(Z)Qkikja(s — &) (2.38)

This form works in all dimensions, provided the density n is interpreted correctly. Now p;; will average

to zero if i # j, due to symmetry. If we fix k;, we can find corresponding pairs of points at k; and —k;,

which will add up to zero. So we need to calculate only the diagonal terms. Since there is nothing

to distinguish the x,y or z directions, all the diagonal components must be equal. This allows us to
write:

2 2 2

8 faspie

n m 3

= % / dgp(g)fga(g — &) (2.39)

6(€ = &)

Using the expression for density of states in 3D, eqn A.23 reduces to:

Wi = 3 T6(E — &)
qr . 3 2
— since +=31n (2.40)

The above treatment assumes that there is no explicit ¢ dependence of f(k), and the solution is
obtained with % = 0 i.e. a steady state is reached under the acion of the E field. Now say the electric
field was acting on the system and at time ¢ = 0 it is turned off. Now the f(k) will relax back to
f°(k) and the corresponding equation is given by;

of f=1
- = 2.41
ot T ( )
Note that f(k) now has an explicit ¢ dependence and given by the solution of the equation;
9 f=f°
—(f°+0f)=— 2.42
5 S +0f) . (2.42)

Since % = 0 the solution of the above equation is given as 0 f(t) = d f(0) exp(—t/7) where §f(0) =
—LEVf0=qrBf°(1 — f°)E.vg. Thus the steady state distribution relaxes back to the equilibrium

Fermi distribution with a time constant 7.

Xtra: Temperature dependence of mobility and conductivity

The mobility is a temperature dependent quantity-the T dependence of conductivity for example arises
from changes in mobility as well as carrier density of a system. Usually scattering calculations give
us the scattering rate (7(€)) or the collision cross section as a function of £. How do we use this
information to calculate u(7") . Let’s consider the diagonal element (say pz;) from equation A.15
which relates j and E

4Jo de(&dff)w(—%)

Hij =

5 dED e
T T AEDE)f(E)
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Now if we are working in d dimensions, then in general we have
D(E) o £4/271
d
E x mvgi (2.43)

Using these two results and a partial integration of the denominator we get:

_ 2q 57 dEEr(e) (-5

Hax = 7
T Ty

a5 dEeH?r (€)%

m. [ dEgY29L

Since p = 47, we usually write,

e degirr(e)dL

(T(T)) = [ dgily (2.44)

7(&) is often available from scattering calculations and the integral gives the energy range over which
we need to average it. The presence of the term g—g ensures that the important part is centred at

Fermi energy, the spread of the region increases with increasing temperature.

Xtra: Conservation of the phase space volume

We will apply the BTE to a situation where the ”forces” will have some velocity dependence, like the
Lorentz force. So let’s prove that the "volume” will still be conserved. Part of the proof is left as an
exercise. We will work with two variables only for simplicity. Consider the points (z, p) and a small
area element dxdp around it as before. What happens to the corner points after time 6t 7 Both & and
p can be functions of & and p, but we do not write all the functional dependances explicitly. See the
following table:

point | time =t | time = t 4 o0t
1 — 17| (p+ potx + i6t)
’ . 0z . Op
2 — 2| (z+dzp) (x+ 0z + (i + %595)5@ +(p+ %595)575)
P D1
44| (p+opa) (p+0p+ (p+ 8—55;;)&3; +(E+ 8—2@)&)

2.3.3 Electric and Magnetic Field

Consider the case where an electric and magnetic field. The deviation of the distribution function
f(k) from its equilibrium distribution (f°(k)) should now read:

Fk) = fO(k) — %(E v x B).V /O (2.45)

Since the force term is k dependent, the solution for f(k) is not readily obtained by inspection, as was
done in the case for E field only. However, we now try a solution of the same form, with an unknown
vector Z. Our target is to write Z as a function of E and B, but free of k and v,. Thus we want Z,
such that

10 = - 22) (2:46)
Hence,
6f = Fk) = f2(k) = =29, f° (2.47)

The BTE now becomes,

%(v><B).(Vk(f0+5f))+%E.Vk(fo—i—éf):—g (2.48)
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We already know that Vj,f° points along vg and hence the first term gives zero. Now comparing the
above 2 equations give us,

%(V x B).Viof + %E.kao = %z.kao (2.49)

Now we need to calculate Vdf.

Viof = Vil 7.5, f°

h
= T8I0~ [)ZIvy)
= —ar((1 — f°) (@) Vif* + 2 (Zvg) Vil = ) + £/ = [)Vi(Zove)  (2:50)

Once again the first two terms in the RHS of A.33 will give zero when dotted with v x B as they are

X vg. The only term left is

k— gA
ViZvg = ka.th _n (2.51)

m

In eqn A.34, A denotes the vector potential of the magnetic field, v, is related to the canonical
momentum in presence of a magnetic field in the usual way. Combining eqns A.33 and A.34 we can
write:

(v x B).Vidf = —Bqrf°(1 — fO) (v x B).%Z (2.52)

So eqn A.32 now simplies to:
h
— E5qrf0(1 — fO)(vxB).Z+ (E-2).Vf0=0

P ar P~ ) X B)Z 4 (B~ Z)B0 ~ [O)hvg = 0
4T

(ve xB).Z+ (E—-7Z).vg =0
. aT

BxZ)ve+(E—-7Z)vyg=0

E=7-TBxz (2.53)
m

We call Z as the Hall vector. When both E and B fields are present, this quantity in some way,
"replaces” the electric field in the transport equation. But we still need to express Z explicitly in
terms of E and B, with u = g7/m. The proof is left as homework.

_ E+uBxE+ 4 *B.E)B

Z
1+ p?2B2

(2.54)

Continuing the similarity between Z and E further, we write the expression for current in presence of
a magnetic field by replacing E by Z,

anT

m

A very general expression with arbitrary E and B can be written, but is not very useful. Rather, we
consider a situation where the magnetic field points along z, and the electric field is in the xy plane.
So we have :

E = E&+ B,

B = Byz (2.56)
and hence:
7 _ E, — uByE,
xr 2 2
1+ p*Bj
7 Ey 4+ nBoE,
y - 2 n2
1+ p*Bj
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Figure 2.2: Two device geometries commonly used in experiments with 2-dimensional systems

FEqgn A.38 then can be written out in 2x2 matrix form as :

jx a0 1 _MBO b,
; = 2.
(]y) 1+M2B§<MBO 1 )(5@) (2:57)

Which can be inverted to give the resistivity matrix:

E.\ [ m 2N\N(i
(5 )% 0 ) (%) @59

where we have written pg for 1/0y¢.

How do we relate the above to experimental situations? Consider a rectangular block in the xy
plane, with the current injecting contacts placed as shown. Sufficiently away from the contacts, the
current component j, must vanish, because there are no current sourcing/withdrawing contacts on
the long sides. This allows us to interpret the ratio E,/j, as the longitudinal voltage drop and E,/j,
as the Hall (transverse) voltage. The off-diagonal terms are linear in B and offers the most common
way of measuring the electron density in a 2-dimensional system.

It is important to understand that resistance or conductance can no longer be specied by a single
number in presence of a magnetic field. They must be understood in a matrix sense. In fact by
inverting the resistivity matrix you can easily show that in a magnetic field both o,; and p, can be
simultaneously zero, which appears counter-intuitive at first glance-but there is no contradiction in it.

2.4 Moments of the transport equation: Continuity & Drift-diffusion

Taking the moments of a differential equation means multiplying both sides of the equation with some
function and integrating over all states/space. How does that help? The integration “removes” some
variable and results in a simpler looking equation. Of course the “simpler” equation is no longer
as detailed or informative as the original one-but sometimes we may need focus on a broad feature
while removing some details. The BTE refers to the distribution function which is not always possible
(or necessary) to know. We show cases where focussing on quantities averaged over the distribution
f(r, k) is immensely useful.

2.4.1 Integrating the BTE over k space

Integrate/sum over all k states.

of  «q df
—+ =(E B of == 2.
ot + ﬁ( v )ka vV f dt | collision ( 59)
The first term in LHS gives
3k of  on(r)
A 2.60
/ (2m)3 Ot ot (2:60)
where n(r) is the conventional particle density at r. The second term in LHS can be written as,?
(E+vxB).Vif=Vi.f(E4+vxB)— fVi.(E+vxB) (2.61)

The integral of Vi.f(E + v x B) can be converted to a surface integral. With the fields independent
of k, the Fermi distribution ~ e*k23, and the surface growing as k2 this integral will vanish. Integral
of fVk.(E+ v x B also goes to zero, as seen below.
OF; N 0 0&
Ty e, 2
Ok % ok, Ok,
0%E
=04+¢jx=—B
AP
=0+0 (2.62)

Vk.(E+VXB): By,

Zuse vector identity. A.Vf = V.fA — fV.A. f is a scalar and A is a vector.
3FD — MB distribution for large k
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Now, integral of the third term in LHS of equation 2.55 is

d3k A3k
/Wv.vrf = V.. /va

= Vy.n(r)(v) (2.63)

The RHS of equation 2.55 must give zero when integrated over all k-space because the particles which
are scattered out of a certain volume must be appearing in some other volume. Thus the integral of
the BTE over all k-space yields,
on(r)
ot
Which is nothing but the expected continuity equation.

+ Ven(n){v) =0 (2.64)

2.4.2 Drift-diffusion equation

Multiply both sides of the BTE by velocity (or momentum) and integrating over all states. Lets
consider a 1D BTE with an electric field only. The 3D case with both electric and magnetic fields will

follow. of of of Fo o
q _f-
ot * ﬁEak +”ax B T (2.65)
multiply by v and integrate over all k. The first term in the LHS gives:
dk Of dk 0 0
With v = f’n—k, the second term in LHS gives:
dk Of dk , 0 v h
ol = (o= F22) = folol — & 2.
ook~ ) anlaR!t T o) = e (2:67)
The third term in LHS gives:
dk ,0f 0 [dk o, O 9
/27TU oxr  Ox / o’ f= amn(m)(v )
0 2E\ kT On(x)
- a2 - T2 =

Note the use of thermal average kinetic energy from the classical MB distribution in the last step.
This will ultimately lead to a relation between mobility and diffusion constant.
The RHS term:

dk f—f° 1 [dk
— | —v = — | —fv
2m T TJ) 27
1
= ;n(v) (2.69)

Reassembling the four integrals together and multiplying with 7 and ¢ allover we get:

6 2
qr—n{v) + qn{v) + q—TE

I kT on(x)
_ M T =0 2.70
ot 1 ()t o m_ Oz =)
—
drift term(u=42%)  diffusion term(D="EL)
9 0
qfan@) +qn(v) + nquE + C]DZE:) =0 (2.71)
drift current diffusion current
where D is the diffusion constant and the ratio £ = %L g called the Einstein relation. This is

correct for a classical distribution and applicable to degenerate semiconductors only. Notice & has
disappeared, another indication that the result is essentially classical. The relation between drift
and diffusion components would be different if full Fermi-Dirac distribution used. However at room
temperatures in most devices this holds well for motion of electrons/holes in a band. The values of D
are thus readily obtained from the mobility values.
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Figure 2.3: Variation in mobility of Si with dopant density.

Drift diffusion in 3D

Removing the simplifying assumptions and take the moment of the BTE after multiplying with v. We
need to work with

3 3 3 0
/(dk RN /dk‘ E+v><B)ka+/ S0V, f = — /(;ﬂl)ﬁ fo (2.72)

LHS1 LHS2 LHS3

The complete calculation can proceed along the following lines. Prove the following results. The
relation between velocity and the wavevector is mv = ik — gA
1. LHS 1 : This gives

0
)

2. LHS 2 : Notice the occurrence of the averaged velocity in the Lorentz term. The calculation is
somewhat non-trivial. Do it carefully! You should get

—%n(r)(E + (v) x B)

3. LHS 3: The diffusion term requires averaging over the distribution. You should get
Ven(r)(vivg)
kT

For Maxwell-Boltzmann distribution (v;v;) = —0d;;
m
4. RHS : This gives the current term

Adding all the results will give the drift diffusion relation.

2.5 Thermal and Electrochemical Gradients

The preceding sections may give you the impression that current (particle ow) must be associated
with response to electric or magnetic field. This is not true as was seen in the context of the diffusion
current term. There are also very striking instances where there is a strong electric field but no charge
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flow. Also at the end of this section we will be able to answer the question - what does a voltmeter
measure? We have more or less got accustomed to the idea that connecting a voltmeter between two
points would measure the line integral of the electric field ("potential difference") between the points.
While this is indeed true in many circumstances there are situations where it is not. For example if you
look near the surface of a metal or a semiconductor or a pn junction you will find very strong electric
field at equilibrium. But a voltmeter connected between the surface of a metal and somewhere inside
would give zero. So would a voltmeter connected across a p-n junction in equilibrium. The purpose of
this section is to show that particle flow is ultimately related to the gradients of the “electrochemical
potential" (Fermi level) and thermal gradients in the system. It is an important conceptual point for
treating electrons moving in conduction band of a semiconductor that may have spatial variation due
to changes in composition or effects of accumulated charges or external gates.

So let us consider a general case where the equilibrium distribution function changes in response
to external stimuli. To obtain a solution to the BTE we write;

dr dk of  f—f°
with

fOrk,t) = fO>r k,t) + 6 f(r, k,t)
Assuming that the collisions acting locally on a short time scale establish local equilibrium(s) we can

write a local form of the distribution function as,

1
0 B 4
Pk t) = s Eem e 11

(2.73)
Assume p = p(r), T = T(r), & = E(r, k) and neglect any explicit ¢ dependence we can compute J f°
as,

or & —n

0 — kT 2.74
4 = ka0 (274
B of° d&  du E—p
kT% T T RT K2 T’} (2.75)
o0 of° £~y
= gvks dk —5{—%4? + Vo + TVTT} dr (2.76)
Vi fO Vi f0
which along with the BTE yields 6 f0 as;
EF+vxB
5f% = —7(vg. Vi f* + AE+vx B) z )-kao) (2.77)
which then yields the current density as;
. 2q 3 o 9(F+wvxB) 0
i =~ G /d kg ((0y V0 + LETEE200,p0) (2.78)
2q 3, 0f° E—p q(E+v x B)
= P (=V, r —V,T) - —— . 2.
(%)3/“85%{@9( Vi + Ve + S E9,T) . Vi) (2.79)
2 3, 0f° E—u q(E+v x B)
= o /d k09 {0g (=Y + Vo + S E0, 1) - BEZEE ) (2.80)
_2q [ 5, 0f° E—p
= @) /d k 58 TUg{vg.(=V,E + V1 + T V. T) + qug.V,¢ — q(v X B).vg} (2.81)
(2.82)

4this function is not a solution of the BTE in equilibrium
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2.6

PROBLEMS

. Starting with the expression for ac conductivity (Eqn 2.8), given by the Drude model derive

expressions for the real and imaginary components of the dielectric constant (¢(w) = &'(w) +
£”(w)) of a free electron system. Plot the components identifying the plasma frequency (wy) of
the system. Discuss significance of the plasma frequency.

The free electron density in Copper is n = 8.5 x 10?®m™3 and near room temperature the
relaxation time of most metals is of the order of 10-15x10~ sec. From this data estimate the
fractional shift of the distribution on the scale of the Fermi wavevector (kr) for an electric field
of 10V/m,(i.e. calculate Ak/kp).

Certain combinations of the Fermi function, occur very frequently in expressions that involve
scattering or transitions. It is useful to be familiar with the combination f°(1 — f°). Plot
21 — f9) as a function of energy. How does the area under the curve of fO(1 — f°) vary with
temperature?

. If E=Z-A X Z, then show that,

7 — E+AxE+(AE)A
- 1+A2
Hint : Explore A x E and A.E.

. Consider the "Corbino-disk" geometry shown in figure. Current flows between the inner (central)

contact and the outer (circumferential) contact. Show by symmetry arguments that one of the
components of the electric field (£, in figure) must be zero. Can you roughly sketch the current
flow paths from the center to the circumference? Ref: Journal of Applied Physics 31, 2176
(1960); https://doi.org/10.1063/1.1735520

Invert the matrix in the equation ?7. Call this the conductivity matrix whose elements are o;;.
What will be the value of pg, if 0., = 0, when no magnetic field is present? How would your
answer be modied when a finite strong magnetic field is present?
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3

Junctions

3.1 Metal-semiconductor junctions

From chapter 1 we know the following about doped semiconductors;
1. How to calculate the charge density, if we know the location of E¢. In a n-type semiconductor,
ignoring holes and acceptors, keeping the number of terms to a minimum, we have

1

_ Ni(z) = B(Ef(z)—Ec(x)) _
n(z) — Nj(z) = Nce Np | 20 FE@ B @) (3.1)
p(z) = —lel{n(z) — Nj(x)} (3.2)
2. The charge density is related to the electrostatic potential (V) as
V2V (z) = — 2@ (3.3)

€r€Q

3. The scalar potential is essentially the bottom of the conduction band.
4. In equilibrium Ey is constant, recall that current flow requires a gradient in the electrochemical
potential or Fermi level.

3.1.1 A Metal-Semiconductor Junction at equilibrium

Now let’s see how we can put this in practice — a (somewhat idealised) metal in contact with a
semiconductor, forming a M-S junction. The metal work function (g,,) is the energy an electron
sitting at the E; of the metal needs to escape from inside the metal to outside (vacuum level) and is
typically about 4 - 5 eV. It depends on which crystal face is considered and how clean the surface is.
Such effects are ignored here, hence the discussion is a bit idealised here. ¢, is the work function of
the semiconductor in question and the difference oo = |¢om| — |@s| is the contact potential which we
assume to be positive.

The two objects are brought in contact, so that they can exchange electrons and establishing
equilibrium requires electron transfer from the semiconductor to the metal, which is energetically
favourable. However, in a semiconductor there are no electrons at Ey, but they transfer from the
bottom of the CB to the metal establishing thermal equilibrium across the entire system with Er same
on both sides. As the electrons transfer charge separation gives rise to an electrostatic potential - and
it is reasonable to expect that the bands would start bending in a way that would result in a barrier,
preventing further flow and establish equilibrium. At this point the metal and the semiconductor’s
E; must be identical across the M-S junction. Applying these set of conditions produces the band
diagram shown in Fig. 3.1. The energy difference between the vacuum level and the bottom of the
CB, sufficiently deep inside the bulk is defined as the electron affinity (xs) of the semiconductor. Thus
once the M-S junction is formed and the CB edge bends the work done in transferring an electron
from the CB edge into the metal would be ¢,, — x5, which is the work done in overcoming a barrier
of height ¢p = ¢, — xs and defined as the barrier height of the junction. Since deep in the bulk of
the semiconductor (where the surface should have no effect) the bottom of the CB is no longer bent
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Figure 3.1: (left) Band bending near the surface of a n-type semiconductor to metal contact (J¢s| <
|om]|) (right) shows a calculated band bending for n-Si Au contact. Dotted line shows variation in
local electron density. Greg Snider (Notre Dam University)

and the E; must continue to be separated by ¢s — x, this dictates that the total bend in the CB of
the semiconductor is the built-in potential ¢y;.
N¢

$vi = ¢p — (Ec — Ef) = ¢p — kT'In = (3.4)
D

As the figure (right) shows some charge has moved from the semiconductor to the metal. This
charge came from the dopants sitting considerably above Ey, closer to the junction. Equation 1.24
indicates that the probability of dopant ionisation o (1 + 2e—AED—Ey ))_1, i.e. as dopant energy Ep
is pushed above Ey then it must be ionised, because the electron cannot reside at a site sitting much
above E;. The bands in the metal didn’t have to bend a lot to accommodate this extra charge, because
the density of states of a metal near Ey is very large.

To (numerically) solve eqns 3.1, 3.2 and 3.3 we can proceed as follows. 1. Since E is constant i.e.
independent of z, other energies can be measured relative to Ey, by setting Ey = 0.

2. The gradient of the scalar potential is the same as the gradient of the CB edge, Fc(x)

3. We make a guess for E¢(x) and use this to calculate the expected charge density by using eqns 3.1
and 3.2.

4. This calculated charge density should provides a new initial value for the potential via Poisson’s
equation (eqn 3.3).

5. We use this potential and go back to step 3.

6. The iterative process can continue till the change in two successive iterations becomes very small
(our convergence criteria)

7. Note: These differential equations are defined and solved only in the semiconductor and needs
proper boundary conditions. In the calculation of Fig. 3.1, we set the slope dE¢/dx = 0 deep inside
the material i.e. as x — oo and F¢ = ¢p at © = 0 (the junction). Choosing the correct boundary
condition depends on the physical situation being addressed.

The above procedure can also be executed assuming an initial variation of the expected charge
density inside the semiconductor.

Either way having solved the above equation iteratively we can calculate some important param-

eters for the junction.
1. The Depletion width wy.
2¢0¢, (¢ — V)
o — 3.5
i=Reetln (35)
2. The junction Capacitance C; (per unit area).
d 2 N,
o) = ’7(02 _ qeoerNa €0y (3.6)
A% 2(pp —V) Wq
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3. The Electric field at the junction Fj.

E;

€0€Er

_ ¢Nqwa

(3.7)

4. The ¢p is dependent on the metal semiconductor pair and the table lists the values for n and p type

Metal Mg | Ti Cr W | Mo | Pd | Au | Pt
om(eV) [ 37| 43 | 45 | 46 | 46 | 51 | 51| 5.7
epn(eV) | 04 | 0.5 | 0.61 | 0.67 | 0.68 | 0.77 | 0.8 | 0.9
vpp(eV) | - ]0.61|0.50 | - 0.42 | - 03] -

Table 3.1: Schottky barrier heights for electrons on n-type Si (¢py,) and for holes on p-type Si (¢Bp)

Si with different metals. The sum of ¢, and ¢pg, is approximately equal to E; of the semiconductor
(Efi ~1.12 eV). Note that for a given semiconductor ¢p, increases with increasing ,,, which is
commensurate with the relation pp = @, — xs.

3.2 p—n Junctions

The above process can be applied to p — n junctions as well to calculate band bending, the junction
field, depletion width and junction capacitance, as shown in Fig. 3.2. We take a closer look at the

1.25 T T T T T T T T T 1.25 T T T T T T
CB CB
1.00 {1 10F
075 hole electron O T ., 410"
density (p) density (n) hole electron
0.50 050 |  density (p) density (n)
0.25 <4 10" 0.25 |- .
\ < 10
B 0.00 lomoommoommoommanmo e e o CO00P00000000000000 ]
00000000000000¢ £ X £
st VB N Ee s
VB 0.25 | g
0.50 119°  os0 L 410"
: t=350nm t=350nm 3 U =350 =350 E
g p = m =
ol Na=te17cm® Nd=1e17cm” ol o oo
Ea=0.050 eV Ed=0.030 eV ' Na=1e18 cm Nd=1e18 cm
Ea=0.050 eV Ed=0.030 eV
1.00 1.00 | P
1 . 1 L 1 . 1 " 1 " I . 14 . 1 . 1 . | . 1 . 1 L 15
1000 2000 3000 4000 5000 6000 7000 1000 2000 3000 4000 5000 6000 7000
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Figure 3.2: Band bending at pn junction. The doping density Np and N4 are lower in the left than
right figure. The junction becomes sharper and the E'r moves closer to the dopant levels with increased
doping. Dotted line shows variation in local electron density. Greg Snider (Notre Dame University)

band diagram of a PN junction as shown in Fig. 3.2. The figure shows that F. and E, are not flat and
they are vertically displaced, across the junction indicating the presence of a voltage differential. The
energy (voltage) differential between the band edges across the junction is called the built-in potential,
dpi- A built-in potential is present at the interface of ANY two dissimilar materials. It is the ¢y; that
limits the initial diffusion current across a dissimilar junction. The energy difference of the CB edge
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from the equilibrium Er in the n and p side may be calculated as follows;

Ne

n—side: n(~ Np) = Nge FE&—Er/kT — Ef — Ep =kTIn Ne (3.8)
D

2 NgN

D U _ —(E2— k . CiVA
p — side : n(_ NA) = Nce (E—EF)/kT — Eg — FEr=kTIn TZZQ (3.9)

NoNy N¢
. = EP_EL=kT(l B Ml 3.10
ol c c (In 7%2 n ND) ( )
NpNy

¢y = kTIn 22 (3.11)

]

op; increases with N4 and Np and is typically ~ 0.9 V for a silicon pn junction. Comparison of the
two cases shown in Fig. 3.2 shows that with increasing doping (i) depletion width decreases, (ii) band
bending increases and (iii) the Fermi Energy moves closer to the dopant levels.

3.3 How realistic are these calculations?

We remarked at the beginning of this section that there are some idealisations. The work function of
a metal in reality depends on which crystal face we are using, how clean it is etc. This means that
if we deposit a thin film of a metal (say gold on silicon) on a semiconductor, we can’t really take the
values for a crystal of gold and clean silicon and predict what the barrier will be. Also the density of
states near the surface of a semiconductor is modied by the presence of surface states-which ultimately
mean that the Schottky barrier needs to determined experimentally. However the band diagram of
the barrier that we drew and the principles for solving the band-bending are sufficiently generic.

3.4 “Schottky” — “Ohmic"

In the previous section we considered the work function of the metal to be larger |ps| < |¢m| and the
semiconductor to be n-doped. As a consequence some electrons flowed from the semiconductor to the
metal. What if |¢@g| > |¢m|? To establish equilibrium electrons now flow into the semiconductor and
the Ep and the CB edge now bends downwards towards Ey at the junction. Probability of ionisation
of dopants decrease as Ep — E; and remain unionised if Ep < E;. The CB accommodates the
incoming electrons from the metal and if the CB edge dips below E it creates an accumulation of
free electrons at the interface as shown in Fig. 3.3 '. The junction does not have any Schottky barrier
at all.

unbiased metal +ve metal -ve E,

Figure 3.3: Band bending for metal-semiconductor Ohmic contacts when |pg| > ||

Real ohmic contacts

Ohmic contacts are low resistance junctions with linear IV characteristics (non-rectifying ) for sourc-
ing/draining current to semiconductors. In reality ohmic contacts on a semiconductor are made by
depositing an alloy that often contains one noble metal (Gold) and another element that can act as
a dopant. For example an alloy of Gold-Germanium is commonly used to make ohmic contacts to

"https://warwick.ac.uk/fac/sci/physics/current /postgraduate/regs /mpagswarwick /ex5 /devices/hetrojunction/
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n-type Gallium Arsenide. After depositing the alloy the sample is generally annealed (heated to a high
temperature) very rapidly so that the Germanium diffuses into the surface, heavily dopes the region
around it allowing the Gold to make a contact with no barrier. Enhancing local doping also decreases
the depletion width, which improves tunnelling probability through a barrier thus decreasing junction
resistance. The microscopic mechanisms of Ohmic contact formation are non trivial and significant
research is devoted to developing high quality contacts. Gold-Beryllium alloy can be used to contact
p-type Gallium Arsenide. Gold-Antimony alloy can be used to contact n-type Silicon.

3.5 Situations with varying EFy: what more is needed?

We noted earlier that the current is related to the gradient of the electrochemical potential (in a 1-
dimensional case) as

j = —n()u s By (x) (3.12)

So we now have three variables to deal with-other than the charge density and the profile of the CB
edge. We also need to calculate the profile of E¢(x). We expect mobility (1) to be a function of n.
In general the product nu would increase with increasing carrier density, it doesn’t necessarily imply
that p will be larger at higher densities. However at least in a 1-dimensional situation it is easy to
see that wherever nu is large, du/dz must be small. This reminds us of what to expect if we apply
a voltage across a string of resistances (in series). The largest voltage drop must occur across the
largest resistance, because the current through each of them is constant. When the current flow is
very small we can approximate the situation by saying that all the drop in E; must be across the most
resistive region (like a barrier) if we can identify one. This is however an approximation to get around
the fact that the variation of p with n is in general a non-trivial and a system dependent problem.
In Fig. 3.1 we plotted the band diagram of a metal-semiconductor junction with no voltage applied
(Ey = constant). No current flows at equilibrium and the cross-over rates from both sides balance
each other.

Forward Bias
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Figure 3.4: Approximate band bending near a forward biased metal-semiconductor junction. Dotted
line shows variation in local electron density. Greg Snider (Notre Dame University)

Now if the electron energies of the semiconductor is raised by connecting a negative potential (V')
to the semiconductor the relative band position across the junction are modified which is shown in
Fig. 3.4. The metal being at a higher potential net current flow from metal to semiconductor and
electrons in the reverse under FB. The Ep are not equilibrium values but denote the difference in
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Ey

Figure 3.5: Basic transport processes under forward bias (1)Thermionic emission (2)Tunneling (3)
Recombination. (4) Diffusion of electrons (5) Diffusion of holes (Sze)

chemical potential of free electrons in either system away from the junction. Note the Er on either
side differ by the applied potential V.

Fig. 3.5 shows the five basic transport processes under forward bias. (1)Thermionic emission
(2)Tunneling (3) Recombination. (4) Diffusion of electrons (5) Diffusion of holes

Electrons that try to cross over from the metal to the semiconductor encounter a barrier ¢ 5 and
is has low probability of crossover. A minority hole current from metal to semiconductor via
recombination and diffusion contributes to the overall forward current.

Electrons crossing from the semiconductor to the metal now see a lower barrier than the unbiased
case and constitute a majority of the forward current via the thermionic emission and tunnel
current.

Tunnelling probability through a barrier increases exponentially as the height of the barrier is
lowered. Jy_ym ox e~ (#B=V)/KT

Taking the difference of the left going and the right going currents to get the total current which
is the well known diode equation: J = Jo(e?V/*T" — 1), where Jy, the reverse saturation current
density, determined by the height of the Schottky barrier given by, Iy = AgT2%e 98/ where
Ay = 4”";’;2% =1.20173 x 10 Am~2 K2 is the Richardson constant.

Under FB: band bending and depletion width decreases, junction capacitance increases and the
junction field decreases.

Reverse Bias

Under reverse bias (RB) electron energies on the semiconductor side are lowered by connecting it to
a positive potential (or applying a negative potential to the metal), as shown in Fig. 3.6. Again the
drop in the electrochemical potential must happen predominantly over the depletion region and now
current flows from the semiconductor to metal and net electrons movement happens in reverse.

Electrons which try to cross over from the metal to the semiconductor still see almost the same
barrier. The current that can pass through is J,,—s ~ Jo = AT?e~¥B /KT

But electrons that try to cross from the semiconductor to the metal now see a higher barrier
(~ (¢ +V)).

Tunnelling probability through a barrier drops exponentially with the height of the barrier.
Jsom = ATQe_(¢B+V)/kT, where V' is the voltage bias on the semiconductor w.r.t. the metal.
In this case V > 0. Remember that positive voltage bias lowers electron energies.
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Figure 3.6: Approximate band bending near a reverse biased metal-semiconductor junction. The
calculation has been done using a program written by Greg Snider (Notre Dame University)

e Thus under RB tunnelling + diffusion are two primary contributors to the net current flows
which is ~ J.

o Further, under RB: depletion width widens, junction capacitance decreases and the junction field
(Ej) increases. The increase is useful for separating e — h pairs thus increasing their lifetime.

Refer to the Chapters 2 and 3 of the book The Physics of Semiconductor Devices by S M Sze
for a more detailed discussion on the various transport processes across pn and metal-semiconductor
junctions.

e Schottky Diode: Transport across a diode is mathematically modelled in terms of the current
density as;
J(Va (bBa T) = JO(eEV/nkT - 1) (313)

where 7 is the ideality factor, Jy, the reverse saturation current density, determined by the
height of the Schottky barrier given by, Jy = AgT2?e~?8/5T where Ay = Mmh# = 1.20173 x
10 Am~—2? K2 is the Richardson constant. Both Jy and 7 are functions of 7' and dopant density
as shown in the Fig. 3.7. For eV >> kT the current density may be written as J = JyeV/T
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Figure 3.7: Jy versus Np and n versus Np at different temperatures for an Au-Si junction. (Sze)
which is used to linearise the equation as InJ = In Jy + eV/kT. The intercept of a linear fit to
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the In I vs. V plot in the high voltage regime gives In Iy is used to determine the barrier height
at a particular T

e pn Junction Diode: Transport across a pn junction diode is mathematically modelled in terms
of the current density J, given as;

J(T, Ey, V) = Jo(eV/FT — 1) (3.14)
where Jy is the reverse saturation current density given as Jo = gqn?( Lf]{’}D LnD]\}A), where
ni = vVNoNy e Pa/2kT ig the intrinsic carrier density, L, and L, are the e and h diffusion

lengths, D, and D, are the diffusion coefficients. The expression for Jy may further be simplified
to yield Jy oc TG+ e=Ea/kT guch that the IV characteristics is given by the Shockley equation;

I(V,E,,T) = ATG e Pa/FT (oeV/KT _q) (3.15)
1)

This idealised Shockley equation primarily gives qualitative agreement for most semiconductors
at low current densities. Note that the dominant 7" dependence of the diode equation is ascribed
to the exponential term rather than the 73t term. Thus the reverse current is determined by
exp(—FE,/kT) and the forward current dominated by exp(—(E, — V')/kT).

3.6 Across the Barrier

The calculation of how many electrons can make it through the barrier at a metal semiconductor
interface is very similar to the way we calculate how many electrons a hot filament can emit. The
electrons in a metal can be effectively pictured as being inside a box with the outside world (vacuum
level) at a height ¢,, above the Fermi energy of the metal and U above the bottom of the conduction
band of the metal. All energies are measured from the bottom of the conduction band, which is usual
for the free electrons. Er is Fermi level and hence ¢,, = U — Ep. This is the work function barrier
which keeps the free electrons from jumping out of the “box”.

e The electrons are in random motion and some of them will hit the boundary. Do they have
enough energy to come out? The potential barrier has to be finite for tunnelling to happen.
To be able to come out of the metal, the  component of the electron’s velocity should satisfy
mu? U

2

o How many such electrons will hit an area a (normal to the boundary) in time At? This is
commonly calculated in kinetic theory of gasses. The total charge coming out is;

2m3 00 0o oo
=e—p dvx/ dv / dv,(avA\t) f(E 3.16
Q= [ e [ dvy [ dvanb1(B) (3.16)
2m3 . . -
The factor —3 comes from the density of states (k = muv/h). Here f(E) is the Fermi dis-

tribution, but for high temperatures we can approximate it with the Boltzmann distribution

and hence f(E) ~ e #@Fkin=Er) where Ej;, = 1/2(mv? + mv; + mv?). The integral can be

computed analytically to give,

Q 4mem _

The same reasoning is valid for a metal semiconductor interface though the work function will
be different, much less than the 4.5 eV or so, typical of a tungsten filament.

A similar calculation can be done for tunnelling electrons instead of thermionic emission. Fig. 3.8
shows the various currents under FB and RB condition and variation with dopant density and tem-
perature.
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Figure 3.8: (left) energy-band diagrams showing various currents (TE: thermionic emission, TFE:
thermionic field-emission, FE: field-emission) in a Schottky diode under forward and reverse bias.
(right) Ratio of tunnelling to thermionic current across a Au-Si diode. Tunnelling dominates at higher
doping and lower T' (Sze)

3.7 Applications

3.7.1 Schottky Field Emission

In electron guns, the thermionic electron emitter is biased negative relative to its surroundings, which
creates an electric field of magnitude E at the emitter surface. Without the field, the surface barrier
seen by an escaping Fermi-level electron has height ¢,,. The E lowers the surface barrier by an
amount (A¢)p = \/e3FE/4mey, and increases the emission current. This is known as the Schottky
effect (named for Walter H. Schottky) or field enhanced thermionic emission. It can be modelled by
a simple modification of the Richardson equation

Q  4Amem

== (kT)2e~(om=20p)/KT (3.18)

Electron emission that takes place in the field-and-temperature-regime where this modified equation
applies is often called Schottky emission. This equation is relatively accurate for electric field strengths
lower than about 108V /m. For electric field strengths higher than 10V /m, so-called Fowler-Nordheim
(FN) tunnelling begins to contribute significant emission current. In this regime, the combined effects
of field-enhanced thermionic and field emission can be modelled by the Murphy-Good equation for
thermo-field (T-F) emission. At even higher fields, FN tunnelling becomes the dominant electron
emission mechanism, and the emitter operates in the so-called cold field electron emission regime.

3.7.2 Tunnel Diode

Tunnel diodes, also known as Esaki diodes, are a type of pn junction diode that exhibit negative
differential resistance (NDR) in their voltage-current characteristic curve, Fig. 3.9(left). The
tunnel diode was invented by Leo Esaki in 1957 for which he received the Nobel Prize in Physics
in 1973. Tunnel diodes are unique devices that show a decrease in current with increase in voltage
in a limited voltage regime. Note that dI/dV < 0 but I/V > 0 in the specified voltage regime.
Tunnel diodes are extensively used in high-frequency circuits, oscillators, and microwave applications,
benefiting from their fast response times and frequency stability. In tunnel diodes, both the p and n
sides are degenerately doped such that their respective Er lie just within the band edge of the valence
and conduction bands. The equilibrium band structure of the diode, creating a narrow energy barrier
within the bandgap is shown in Fig. 3.9 (right).

o Above the Ep there are no filled states (electrons) on either side of the junction, and below the
Fermi level there are no empty states (holes) available on either side of the junction. Hence, the
net tunneling current at zero applied voltage is zero.
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Figure 3.9: (left) Static current-voltage characteristics of a tunnel diode Ip and Vp, are the peak
current and peak voltage. Iy and Vi are the valley current and valley voltage. (right) Energy-band
diagram of tunnel diode in thermal equilibrium. (Sze)

Ey

e Under FB e may tunnel from the filled states of the CB of n-side to the unfilled states of the
VB of the p-side allowing a large forward current with increasing bias (Fig. 3.10a-b) upto the
point (Ip, Vp).

e For V < Vp e tunnel across the band gap of the material and not a physical barrier.

e At Ip,Vp the CB edge of n-side is energetically aligned with the VB edge of the p side.
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Figure 3.10: Energy-band diagrams of tunnel diode at (a) thermal equilibrium, zero bias; (b) forward
bias V such that peak current is obtained; (c) forward bias approaching valley cur- rent; (d) forward
bias with diffusion current and no tunnelling current; and (e)reverse bias with increasing tunnelling
current. (Sze)

o Negative Differential Resistance (NDR): Increasing voltage above Vp no longer increases current
but decreases it. Since the e at the CB edge of the n-side cannot tunnel to the p-side since at
that energy there are no vacant states within the p-side. Thus the current begins to decrease
with increasing voltage, resulting in a region of negative differential resistance (dI/dV < 0) in
the voltage-current characteristic curve (Fig. 3.10c) for Vp < V' < Vi in the FB regime.

e With further increase inV > Vj intraband diffusion current dominate transport and current
monotonically increases with voltage (Fig. 3.10d).

e Fig. 3.10e shows electron tunneling from the VB to the CB under reverse bias. Here, the
tunneling current may increase indefinitely with bias.
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Fig. 3.11 shows the FB I'V characteristics of tunnel diodes made of different semiconductors. Note
that the NDR region is typically restricted to around 500 mV. Interestingly, the IV's originate from

0 0.2 0.4 0.6 0.8 1.0
Forward voltage (V)

Figure 3.11: Typical IV characteristics of Ge, GaSb, and GaAs tunnel diodes at 300 K(Sze)

the quantum tunnelling process which dominates transport for V' < V4, as opposed to drift-diffusion in
generic diodes. Since tunnelling is an extremely fast process tunnel diodes are used as active elements
in switching circuits and oscillators. Their low capacitance allows them to function at microwave
frequencies, far above the range of ordinary diodes and transistors. However, low output power,
tunnel diodes, limited to a few hundred milliwatts limit their applications. The resonant-tunneling
diode (RTD) has achieved some of the highest frequencies of any solid-state oscillator.

3.7.3 Diode Thermometry

Diode thermometry is based on T' dependence of the FB V drop in a pn diode at a constant current,
Lie(~ 10pA). Fig. 3.12(left) shows IV characteristics at various T for a Si diode?. At higher T it
takes a smaller V' for the diode to conduct at a given I, due to a larger n; in eqn. 3.15. Since the
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Figure 3.12: (left)/V characteristics of a Si diode at various 7' (right) 2NI05 Ge diode V' vs T at
constant current.

resulting diode V' >> kT between 0.1 - 6 V, eqn. 3.15 may be re-written as (V — ¢p) ~ kT In(14./A).
A constant Iy, = V o T. Fig. 3.12(right) shows the VT for a Ge diode®. Typically dV/dT ~ -
2 mV/K from 300 - 20 K. Fig. 3.13 shows the characteristics of a Si diode DT-670 from LakeShore
Cryotronics?. See this page for simulating the V vs. T graph for diodes; http://lampx.tugraz.at/
~hadley/psd/L6/VT_I.php.

2 An alternative methodology in Schottky diode physics. J. of Appl. Phys. 117, 244501, 2015; doi: 10.1063/1.4922974

3Solid-State Electronics, 15, 473, 1972

“https://www.lakeshore.com/products/categories/overview /temperature-products/cryogenic-temperature-
sensors/dt-670-silicon-diodes
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Figure 3.13: Si diode DT-670 (left)VT characteristics, (right) Sensitivity dV/dT vs. T.

Problems

1. Band bending at the p-n junction. The total drop in the prole of the bands shown in Fig. 2.2 can
be calculated in two different ways. First let us see the method given in most text books. The
flow of charge through the junction can be thought to have a drift (forced by the electric field)
and a diffusion (forced by density gradient) component-at equilibrium, when the electrochemical
potential in constant, these two components must add upto zero. So we get for zero electron

current
Jdrift + Jdiffusion =0 (319)
dV dn
—nepi—— — De—— = 2
ney . edm 0 (3.20)

We have used the standard relation between current, diffusion constant and density gradient.
(A full justification of this set of equations require the Boltzmann transport formulation.) Then
solve the differential equation using D/u = kT'/e and the assumption that all dopants are ionised.
So that the electron density on the n-side is n = Np and on the p-side it is n = n?/N4. You
should get the result for the total change in electrostatic potential as one moves from one side
of the junction to the other. The electron bands are higher on the p-side.

T NugN
AV:k—ln A2D

(& n;

(3.21)

Now think of the same in another way. Let us not mention diffusion constant at all, but use the
fact that the electrochemical potential (Ey) is constant. Here the free energy of the electrons
can be written, including the electrostatic potential as

Z?’L
F = —kpTIn— +neV (3.22)
n!
where the electron density n(z) is a function of position. And
2memkpT
7 = 20(ZTTEL )3/2 (3.23)

h2
is the partition function of a single free electron moving in the conduction band. 2 is the volume
which should drop out of the calculation. Since we assume full ionisation we can neglect the
entropy contribution coming from possible number of ways to distribute the bound electrons
among the dopants. Differentiating this w.r.t. n to get the electrochemical potential, first write

dF
FErlx) =
And then show that setting F¢(x) = constant leads to exactly the same condition as before.
Convince yourself that in both cases the approximations that we made are actually identical.
They are both consequences of Boltzmann statistics applied to the free electron gas in the
conduction band.

(3.24)
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10.

11.

12.

. Try to draw the band diagram of the metal-semiconductor contact when |ps| > |p.,| and the

semiconductor is p-type. Where will the semiconductor accommodate the electrons flowing in?
Why doesn’t the depletion zone extend to the metal as well?

. Consider a gold-GaAs Schottky diode with a capacitance of 1 pF at -1 V. What is the doping

density of the GaAs? Also calculate the depletion layer width at zero bias and the field at the
surface of the semiconductor at -10 V bias voltage. The area of the diode is 10-5 cm?.

. Using the work functions listed in table to predict which metal-semiconductor junctions are

expected to be ohmic contacts. Use the ideal interface model.

. Design a Pt-Si diode with a capacitance of 1 pF and a maximum electric field less than 10%

V/cm at -10 V bias. Provide a possible doping density and area. Make sure the diode has an
area between 107° and 10~7 cm?. Is it possible to satisfy all requirements if the doping density
equals 107 cm ™37

. A Pt-Si diode (area = 10~* cm-2, Nd = 10'7 ¢m-3) is part of an LC tuning circuit containing

a 100 nH inductance. The applied voltage must be less than 5 V. What is the tuning range
of the circuit? The resonant frequency :ﬁ, where L is the inductance and C is the diode
capacitance.

Consider two Schottky diodes with built-in potential Vy; = 0.6 V. The diodes are connected in
series and reversed biased. The diodes are identical except that the area of one is four times
larger than that of the other one. Calculate the voltage at the middle node, V,y, as a function
of the applied voltage, V;,. Assume there is no dc current going through either diode so that
the charge at the middle node is independent of the applied voltage.

. A metal-semiconductor junction consists of Pt and GaAs with Ng = 107 cm-3. The applied

voltage equals -3 V. Calculate the electric field in the semiconductor at the metal-semiconductor
interface. Use Vy; = 0.8 V.

. An Al-Si Schottky diode has a breakdown voltage of 5 V. The silicon is p-type with a doping

N, = 10V!8 ¢m-3. Calculate the breakdown field and the depletion layer width. (FM = 4.0 V)

A metal-semiconductor junction, biased at an unknown voltage, has a doping density of 10V!7
cm-3 and a capacitance of 1 pF. The semiconductor is p-type Ge, Vy; = 0.5 V and the diode
area is 10V™* cm?. Calculate the depletion layer width and the applied voltage.

A metal-semiconductor junction, biased at an unknown voltage, has a maximum electric field of
10° V/cm and a capacitance of 1 pF. The semiconductor is n-type GaAs, the built-in potential
of the junction is 0.7 V and the diode area is 10V~ ¢cm?. Calculate the doping density and the
applied voltage.

SiC contains three cigar-shaped conduction band minima. The constant energy surfaces of these
are ellipsoids which are given by:

— ky—kyo
F = Emln +h2[kmmlt€mo + ymtll + kfz]

m;

and (Kzo, kyo, 0) = ko(1,0,0), ko(5E, %22, 0), andko(5, =3, 0)
Derive an expression for the effective mass used in the Richardson constant for a flow of carriers
in the z-direction. Derive an expression for the Richardson velocity in the z-direction.
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Figure 3.14: The variation of mobility with doping and carrier density can be empirically modelled
from experimental data and used to solve the current equation numerically.
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4

Optical Processes in Solid State
Systems

When electromagnetic radiation, especially in the near UV to the IR (200 nm - 10* nm) is incident
on a solid state system, its response is experimentally evidenced by recording a range of signals,
corresponding to distinct light matter that may be classified into;

1.

2.

3.

Reflection (occurs at the interface between two materials with different refractive indices)
Refraction
Absorption (if hv of light matches characteristic energy gaps e.g. band gap or other excitations)

Scattering (i) Elastic e.g. Rayleigh (ii) Inelastic e.g. Raman

. Luminescence (emission of light due to de-excitation of electrons from a higher energy state. Ex-

citation may be via optical (photo-) or electron injection (electro-, cathodo-, tunnelling induced
etc.))

. Other non-linear optical processes

Transmission
Reflection
——— Absorption

Reflection 7 Emission

Transmission

/ Absorption °':
/:\ B
Scattering W e e w w o w

Figure 4.1: (left) Optical processes (right) spectral dependence of R, T, A coefficients

4.1 Quantifying Optical Coefficents

If light of intensity I, (power per unit area) is incident on a slab of solid as shown in figure 4.1 and
the reflected, transmitted light have intensities Iz and I then we can define the reflectance and
transmittance as R = Ig/I, and T = Ip/I,. In the absence of absorption and scattering R+7T=1. If
the media is absorbing then the absorptance (A) is quantified by its absorption coefficient «, defined
as the fraction of the power absorbed in a unit length of the medium. If the beam is propagating in
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the z direction, and the intensity at position z is I(z), then the decrease of intensity in an incremental
slice of thickness dz is given by:

dl = —adz x 1(z) (4.1)

which gives the Beer’s law;
I(z) = I,e (4.2)

In general the absorption coefficient is a function of wavelength and thus may absorb specific wave-
lengths and transmit others. This is the operating principle of many optical filters that absorb all
wavelength except a narrow band. Fig. 4.1(right) shows the spectra of a sample that has strong
absorption and transmission around 450 nm and high reflection at other wavelengths. In the absence
of other processes the sum of the coefficients R+ 7T + A = 1 at all wavelengths.

The transmissivity T of an absorbing rectangular slab of thickness [ is given by:

T=(1-R)e 1 —Ry) (4.3)

where R; and Rs are the reflectivities of the front and back surfaces respectively. If Ry = Ry = R
then the above simplifies to;

T=(1-R)?™ (4.4)

Note: Multiple reflections between front and back surfaces are neglected in the above derivation. See
assignment problems on this topic.

In inhomogenous media, scattering may be mathematically modelled in an analogous way to ab-
sorption i.e. intensity decreases exponentially as it propagates into the medium according to:

I(z) = Ie Nos? (4.5)

where N is the number of scattering centres per unit volume, and oy is the scattering cross-section of
the scattering centre. Scattering by scatterers much smaller than the wavelength of the incident light
is known as Rayleigh scattering, where o oc 1/A*. This implies that inhomogeneous materials tend to
scatter short wavelengths more strongly than longer wavelengths, giving the day sky its blue colour
and red hue at sunset.

4.2 Optical Properties of Materials

Optical properties materials vary widely according to energetics of light - matter interactions in dif-
ferent systems. Materials can be loosely classified as follows;

¢ solids - insulators, semiconductors, metals - electronic bands
e molecular species - discrete hybridised electronic states

e atomic species - discrete electronic states
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Figure 4.2: Transmission Spectra (left) various semiconductors and optical materials (right) earth’s
atmosphere containing various molecular species
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Fig. 4.2 shows the transmittance spectra of a range of optical materials that are either semiconductors
or insulators and that of the earth’s atmosphere containing various molecular species. For example,
the figure shows that the semiconductor ZnSe has high transmission (low absorption) between 0.45 -
15 pm and absorbs at shorter and longer A. In contrast molecular absorption are spectrally narrow
- denoting transition between discrete states. Similarly atomic absorption spectra also show narrow
peaks at energies matching the energy difference between discrete states. Molecular absorption spectra
not only evidence transition between electronic states but also absorption due to vibrational and
rotational degrees of freedom and associated energy states.
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Figure 4.3: (left) Reflection Spectra of various metals (right) Absorption Spectra of various metal
nanoparticles

Metals are distinguished from other solids by their shiny lustre and high reflectivity in the visible,
which originates from interaction of light with the large free electron density of metals. Fig. 4.3(left)
shows the reflectivity spectra of various metals evidencing R 2 80% in the VIS and IR. Note that R
decreases sharply for light of frequencies above a specific frequency known as the plasma frequency
wp, typically in the UV. Consequently, metals reflect IR and VIS wavelengths but transmit in the
UV, a phenomenon known as the "ultraviolet transparency of metals." Additionally, certain metals
display distinctive colours; copper - pinkish hue, gold - yellowish tint, silver - pale yellow etc.These
colours stem from interband electronic transitions that supplement the reflection effects induced by
free carriers. In contrast metal nanoparticles display distinct absorption peaks in the visible, as shown
in Fig. 4.3(right). The absorption originates from excitation of localised surface plasmons - free
electron oscillations in the nanoparticles.

For bulk systems, refractive index (7) is a parameter that quantifies interaction of light with
matter.

Refractive Index

Absorption, reflection and refraction of a medium can be described by a single quantity called the
complex refractive index 7 = n 4 ik. The real part is the normal refractive index defined by the ratio
¢/v and the imaginary part s, called the extinction coefficient is directly related to loss quantified by
the absorption coefficient o of the medium. Consider an electromagnetic wave propagating in the z
direction, given by E= E,eikz=wt) " Tn a non-absorbing medium of refractive index n, the wavelength
of the light is reduced by a factor n compared to the free space wavelength A\. k& and w satisfy the
relation k = nw/c. This can be generalized to the case of an absorbing medium as k = fw/c. This
then gives E = E,emw/cgilwnz/ c=wt) " demonstrating that x leads to an exponential decay of the field
(wave) in the absorbing medium. Noting that the intensity of light is proportional to the square of
the electric field we can show that;

a=4rk/\ (4.6)
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Since the refractive index is related to the dielectric constant or relative permittivity (€.) of a media,
note that;

n°® = €. =€+ €3
€ = n? — k2
€0 = 2nk

and

\/61—}-\/ €1+62
\/ €1+ 4/ 61—|—€2

If kK << n, the above relations can be written as n = /€1 and K = €3/2,/€1, indicating that the
refractive index is basically determined by the real part of the dielectric constant, while the absorption
is mainly determined by the imaginary part. This generalization is obviously not valid if the medium
has a significant absorption coefficient.

(4.7)

(4.8)

4.3 Light - Matter Interactions: a Classical Model

The classical model of light propagation was developed at the end of the 19*C following Maxwell’s
theory of electromagnetic waves and the introduction of the concept of the dipole oscillator. We
assume that there are several different types of dipole oscillators within a medium, each with their
own characteristic resonant frequency (w,). The different types of oscillators may be;

 Atomic Vibrations: bound electron oscillations - near IR, visible, UV (10'4-10'® Hz)
o Lattice Vibrations: ionic oscillations - infrared (10'2-10'3 Hz)

o Free carrier (e or h) oscillators (characteristic resonant frequency = 0)

The Dipole Model: Lorentz Oscillator

Consider the interaction between a light wave and an atom with a single resonant frequency w, that
binds the electron cloud to the nucleus.The electric field of the light wave induces forced oscillations
of the atomic dipole through the driving forces exerted on the electrons. Since the nuclear mass is
much larger than the mass of electrons (my >> m,) we ignore the motion of the nucleus. The EOM
of the electron is given by;

MoT + MeyT + mow2m = —q.F (4.9)

where w, >~ /K /m,, 7 is the damping rate and E = Re[E, exp(i(wt—®))] is the external electric field.
The above equation is that of a forced oscillator with solutions of the form z(t) = X,Relexp(i(wt —
®))]L. Substituting the expressions for E and z in the above equation gives;

QeEo/mo

X, = —
° (W2 — w?) —iyw

(4.10)

where the different phase factors are subsumed in the amplitudes X, and E,. This induces a time
dependent dipole moment p(t)(= —gex(t)) in each atom. Considering there are N atoms per unit
volume the net dipole polarisation density (Py)) is given by,

(4.11)

tonly the time dependent part of E and z are considered
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Figure 4.4: Frequency dependence of the real and imaginary parts of €. and N of a single dipole
oscillator at frequencies close to resonance. (Fox)

Here F is strictly not the external electric field but the net electric field including the field of the other
dipoles Eyet = Fept + Eotherdipoles- The effect can be ignored assuming the dipole density is small®.
The electric displacement D = ¢E + P and P = Py, + Pg;;,, where P, = ¢gxE is the background
polarization of the media in which the dipoles are embedded. Together the relative permittivity (é,)
of the background media and the dipoles may be derived as;

Nq2/€0mo
& = 1 £ 4.12
€r +X+ (wg _w2) —Z")/w ( )
Ngz (w5 —w?)
=1 £ e 4.13
“ R €0mo (w2 — w?)2 + (yw)? (4.13)
Ng; YW
= 4.14
@ €omo (Wi — w?)? + (yw)? e
In the low and high frequency limits i.e. w — 0 and w — oo we get,
Ng?
&(0) = 1 — 4.15
G(0) = Lex+ (115)
€&(00) = 1+x (4.16)
X i i Ng¢;
= A& = &(0) —é&(o0) = eomoi)g (4.17)

Noting that the last term in the RHS of the eqns. 4.19 assume structure only near resonance and
decay to zero elsewhere, we define dw = w, — w, whence (w2 — w?) ~ 2w,dw. Thus close to resonance

(w — w,) the real and imaginary €, are given by,

2wo0w
4(6w)? +~2

- YWo
= A{G—-—r——r 4.1
€ ¢ 4(0w)? + 2 (4.19)

e1 = &(00) + A&, (4.18)

Fig. 4.4 plots the frequency dependence of the é. and 7 of a single dipole oscillator at frequencies
close to resonance.

2gee Fox section 2.2.4
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1. The plot for €3 shows a strongly peaked function that maximizes at w = w, with an FWHM = ~
and quantifies absorption of the dipole.

2. € saturates to €.(0) and €.(co) at the lower and higher extremes.
3. At resonance, dw = 0 and €; = &-(c0)
4. € displays a minima and maxima at w =+ /2.

5. The entire action of the dipole is restricted to frequencies in the range w 4+~ demonstrating that
damping causes line broadening. The plotted line shapes are known as the Lorentzian.

In general a medium will have several characteristic frequencies w,; with different damping ~; and also
different species. Again assuming that the dipole density is low and the dipoles DO NOT interact
with each other, following the previous discussion the polarization and the dielectric constant may be

written as,
(qg/mo)fj
Pap = N —F 4.20
P ; (ng —w?) —iyw (4.20)
~ (fﬁ/mo)fj
& = 14+x+ N - 4.21
Zj: (W2 — w?) —iyw (421)

fi is a phenomenological constant that denotes the strength of individual oscillators i.e. excitations.
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Figure 4.5: (left) Frequency dependence 7 of a system with oscillators at 3 different resonance fre-
quencies, calculated from eqn. ?? (right) 7 of fused silica (SiO2)(Fox)

Fig. 4.5(left) plots the complex 7 for a system with dipole oscillators with 3 different w,; and ~;, but
same f;.

1. as labelled in the figure, typically resonances in the IR originate from vibrational (rotational)
modes of excitation and those in the VIS and UV originate from electronic excitations

2. the system is lossy or absorbs significantly near the resonances and is transparent for other w.
3. since €.(0) > €(oc0) the n decreases with increasing w

4. individual oscillators may have different strengths which are accounted for by the parameter f;.
The classical model discussed here gives all f; = 1.
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Fig. 4.5(right) plots the complex 7 for fused silica (SiO2). Note that k << n for all w other than
close to the wys i.e. the material has high T except close to w,s, where A is strong. Fig. 4.5(right)
also shows that close to the w,s, n may be less than 1. This is a special regime connected to a class

of materials known as the epsilon near zero materials which display interesting optical phenomena?.

Kramers—Kronig Relations

The mathematical forms of n and k and their physical manifestation show that they are not inde-
pendent quantities but are inter-related mathematically by what are known as the Kramers—Kronig
relations. These are bidirectional mathematical relations, connecting the real and imaginary parts
of any complex function that is analytic in the upper half-plane. The relations are used to compute
the real part from the imaginary part (and vice versa) of linear response functions like 72 in physical

systems,
1 k(W)
n(w) = ;P[OO T dw (4.22)
1 W)
K(w) = —;77/_Oo s dw (4.23)

Here P denotes the Cauchy principal value. The real and imaginary parts are thus not independent,
allowing the full function to be reconstructed given just one of its parts. In effect, this also applies for
the complex relative permittivity and electric susceptibility (y and other response functions.

4.4 Interband Transitions
4.5 Excitons
4.6 Luminescence

4.7 Quantum Confinement

Optical properties of solids are generally independent of their size - till we make them very small.
But why and how small is that "very small'? As an example see figure 4.6 that shows CdSe quantum
dots (QD) of different sizes illuminated with UV radiation. CdSe is a semiconductor with a bulk band
gap Eg4 ~ 1.75 eV = 708 nm. However the photoluminescence (PL) peak blue shifts with decreasing
size of the QD. The observed colour originates from their individual photoluminescence, which is now
a strong function of their QD size and a direct result of quantum confinement. Quantum confined

4.2 nm

Figure 4.6: Suspension of quantum dots of CdSe of various sizes (increasing left to right) illuminated
with UV light.

semiconductors are mostly artificially fabricated nanostructures where the erstwhile "free' electrons

3 Adv. Photonics Research, 3, 2100153, 2022; J. Appl. Phys. 127, 043102, 2020
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and holes are restricted in movement in one or more directions. These restrictions arise from physical
confinement or size of the structures to be typically in the range of a few nanometers, typically < 5
nm. To estimate this typical size below which the quantum confinement effects become realizable, we

begin with the uncertainity principle;
h

Ax
which says that if the particle’s position is uncertain (or is confined) over a range Ax then the
uncertainity in the conjugate momentum is Ap,. Assuming that the "confined" particle is otherwise
free within the range Ax i.e. PE is negligible, then this confiniement contributes to the particle energy
which can be estimated as;

Ap, (4.24)

5 _ Apg h2
T 2m 2m(Ax)?
Now this confinement energy would be significant in magnitude iff it is comparable or greater than

the thermal energy of the particle. i.e. E., > kT /2. We can conclude that quantum confinement
effects dominate when the particle size is;

(4.25)

h2
kaT

Az < (4.26)
Assuming m = 0.1m, and T = 300 K, we can easily show that the RHS of the above equation 4.26
is ~ 5 nm. The equation also tells us that quantum confinement effects become evident at lower
temperatures since lower T would increase the Az threshold. Remember that for free electrons the
functional form of the DOS i.e. dependence on E of free electrons were dictated by the dimension
of the system. Figure 4.7 shows the variations across systems with different dimensions. Needless to
say that a 2D system has 2 DOF and is confined along 1 dimension, a 1D system has 1 DOF and is
confined along 2 dimensions and in a 0D system i.e. a QD motion is confined along all 3 dimensions.
Which means that motion of electrons and holes are quantized along all 3 directions in a 0D system,
such that they are localised along all three directions, with no continuous band at all. In a 2D system
motion is delocalised along the 2 directions orthogonal to the direction of confinement - along which the
motion of electrons/holes are quantized. Confinement in any dimension and consequent quantization
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h E

Figure 4.7: Variation of the functional form of the DOS and its plot with Energy, for various dimensions

of motion along that axis results in increase in energy of the quantum particles - by E.,, and change
in the functional form of the DOS. Figure 4.8 plots the DOS of a band gap semiconductor for which
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Figure 4.8: Evolution in DOS and its Energy dependence for a band gap (F — g) semiconductor of
increasingly restrictive dimensions

various number of dimensions are confined taking it from a bulk (3D) system to a QD (0D). Its worth
noting that quantum confined systems, especially 2D electron gas systems and 0D quantum dots have
very interesting optical and electrical properties that make them amenable for various interesting
applications. Importantly, the general method of investigation introduced here are readily applicable
to other quantum confined systems like carbon nanotubes or molecular wires etc.

4.8 2D Quantum Well Structures

Semiconductor QW are artificially fabricated heterostructures where layers of different materials are
grown on top of each other. Figure 4.9 shows the schematic of QWs made of GaAs and AlGaAs. The
typical E,(GaAs) = 1.4 eV and E,;(AlGaAs) — 1.4 - 2.16 eV, which can be controlled by changing
the incorporated Al concentration.

crystal growth direction —> z  GaAs quantum wells

2 3 Q
£ £ 3 |< g
32| 8 |8 2

Bl S <= =

d—> <
C.B I C.B
AlGaAs GaAs
E, E,
V.B. Fﬁﬂ V.B.
(a) Single quantum well (b) MQW or superlattice

Figure 4.9: (a,b)Schematic of single QW and multiple QW or superlattice of GaAs and AlGaAs layers
(c,d) Cross-sectional TEM of a MOVPE-grown superlattice of InAs in GaAsN. Individual InAs layers
are indicated by arrows. [Fox, Grundmann]

4.9 free Electrons in Quantum Wells

e unbound in x,y directions - part of extended bands of the 2D electron system
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e confined in z direction - quantized energy states

In QW heterostructures, semiconductors with different bandgaps are combined to fabricate the QW.
Figure 4.10(a) shows the typical band alignment in a QW, where the CBE and VBE of the smaller
band gap semiconductor Fgy; lies completely within the band gap of the material with larger bandgap
Eg4. Since the smaller Ey;; material (e.g. GaAs) is bounded on either side with the larger Ego
material (AlGaAs), see figure4.9(a,b) the electrons and holes in Eg4; will localise therein, trapped by
the discontinuities in the band edges (potential barriers) on either side i.e. AE¢ and AEy in figure
4.10(a).These conduction- and valence-band discontinuities are given by;

AEc = (x1—Xx2) (4.27)
AEy = (x1+Eq)— (x2+ Eg2) (4.28)

where y; are the electron affinity taken as the CB minima (E¢;) of the respective materials and
similarly the VB maximum (Ey;), with (Eg; = Ec; — Ev;). These barriers quantize the states in the z
direction, but the motion in the x, y plane is still free. We thus effectively have a 2D system in which
the carriers are quantized in one direction and free in the other two. A general QW structure consists
of a series of repeated QW of width d separated from each other by AlGaAs layers of thickness b.
This type of structure is either called a multiple quantum well (MQW) or a superlattice, depending
on the parameter b. MQW s have large b values, so that the individual quantum wells are isolated
from each other, and the properties of the system are essentially the same as those of single QW.
They are often used in optical applications to give a usable optical density. Superlattices, by contrast,
have much thinner barriers. These QW are coupled together by tunnelling through the barrier, and
new extended states are formed in the z direction. Superlattices have additional properties over and
above those of the individual QWs. QW structures of the type shown above can only be made if
the physical properties of the constituent compounds are favourable to the formation of the artificial
crystals i.e. lattice constant of the semiconductor materials are close to each other e.g. the unit
cell size of GaAs and AlAs (and hence also the AlxGal-xAs alloy) are almost identical. Further,
the relative position of conduction and valence band (band alignment) is determined by the electron
affinities should be favourable for the intended application. Figure 4.10(b) shows the band energies
for various semiconductors. The design of heterostructures to fulfill a certain device functionality or
to have certain physical properties is called ‘bandgap engineering’.
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Figure 4.10: (a)Position of band edges (band alignment) in a typical QW heterostructure (b)Position
of CB and VB edges for various semiconductors.[Grundmann]|

4.10 Electronic States of the 2D Quantum Wells

The energy in a single quantum well of thickness Lz (along the growth direction z) can be calculated
employing the quantum-mechanical particle-in-a-box model. The problem separates naturally between
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the free motion in the xy plane and the quantized motion in the z direction. Thus, the time independent
part of the electron wavefunction can be written as;

\Il(xvy7 Z) = 1/11(33=y)1/12(2) (429)

evidently the delocalised motion in the xy plane may be described by a suitable wavevector k with
that along the z direction may be described by a quantum number n. Assuming that the carrier is a
free particle in xy plane the corresponding wave function may be written as;

1 7.
Ui(ey) = e (430)

here 7 pans the zy plane and A is a normalisation constant and The energy corresponding to this
motion is just the kinetic energy determined by the effective mass of the free particle, such that the
total energy i.e. including the quantized energy is given by;

R2k?

Etotal(”v E) =E,+ %

(4.31)
In order to obtain 15(z) we need to estimate the bounding potentials AEx and AEy that localise
carriers within the smaller band gap semiconductor. As a first approximation lets assume that these
binding potentials are infinitely high. That is the electron confinement states may be modelled by
those of a 1D infinite well of width d.The Schrodinger equation within the well is given by;

R dn(2)
2m*  dz?

= Es(z) (4.32)
Applying the boundary conditions for the infinite potential well that ¢2(0) = ¥2(d) = 0 gives us;

ho(2) = \/g sm(%) (4.33)

with the energy of the nt" level given as;

h nm

E, = —)?2 4.34
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Figure 4.11: (a)Infinite 1D potential well. The first three energy levels and corresponding wave
functions. (b)Finite 1D potential well with first 2 bound states and corresponding wave functions.[Fox]

Although real semiconductor quantum wells have finite barriers, the infinite barrier approximation
gives us a fair estimate of the concerned parameters and a viable model to discuss their properties.
Evidently, the accuracy of the calculated parameters for this model will be highest for states with
small quantization energies in material combinations that give rise to high barriers at the interfaces.
Its worth noting the following important points. 1) Energy of quantised levels are (i) o 1/m* and
(ii) o< 1/d which implies that thinner wells with lighter effective mass of particles have higher energy.
(2) Since the energy depends on the effective mass, electrons, heavy holes and light holes will all have
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different quantization energies i.e. the VB heavy holes will have the lowest energy and will form the
ground state level.

Its imporatnt that we estimate the quantization energy given by equation 4.34. Assuming m* =
0.1m. and d=10 nm we get the energies of the first two states as 38 meV and 150 meV respectively.
Remember that these energies are above the band edge or E¢ of the system. Evidently, the quantiza-
tion energy is greater than the thermal energy at room temperature, kT ~ 25 me V, justifying the
quantum description. Overall the infinite well model overestimates the quantization energy. In real
quantum wells with finite barriers, the particles are able to tunnel into the barriers to some extent,
and this allows the wave function to spread out further and thus reduces the confinement energy.

4.11 Finite Potential Well

The z confinement of a real QW is far better modelled using a finite 1D potential well, schematically
shown in figure 4.11(b). Here the height of the confining potential well is V(= AE¢) and the potential
inside the well is 0 (=FE¢1). The Schrodinger equation within the quantum well (—d/2 < z < d/2) is
the same as before but beyond the equation is different, which are given as;

R (2
2ms dz?
h% d%ipop(2)

Tt 4t +Vorban(2) = Evap(2) (4.36)
b

= E)ou(2) (4.35)

Note that the effective mass of the particle is different inside (m3,) and outside (m;) the well - which
are obviously composed of different material and thus have differnt m*. The corresponding wave
functions are given by;

o = Csin(kz)orCcos(kz) — — — — — — — (—d/2 < z<d/2) (4.37)
Pop =C'e™ — — — — — — — — — (z>d/2) (4.38)
Pop =C'e™ — — — — — — — — — — (2 < —d/2) (4.39)

where h2k? /2m,, = E and h?k?/2my, = Vy — E. The solutions are oscillatory inside the well and decay
outside. We know that for symmetric potentials, V(z) = V(—x), the wave functions of the bound
states must be either even or odd. Thus the bound state wave functions (equation 4.26) corresponding
to the potential shown in figure 4.11(b) can be written as;

ho(2) = \/Zsin(TZrz)(n = 2,4,6,8,....) (4.40)

Uo(2) = \/gcos(”;z)(n =1,3,5,7,....) (4.41)

That is, the wave functions corresponding to odd quantum numbers (n = 1,3,5,7, ....) are symmetric,
2(z) = 1a(—2), and those corresponding to even numbers (n = 2,4,6,8,....) are antisymmetric,
9(z) = —1a(—z). Coupled with the boundary conditions that the wave functions and the particle
flux are continous at the boundaries we get;

V2w(0/d) = tp2(0/d) (4.42)
1 @Z)Qw 1 oy
— =z 4.4
mr dz 0 =y d o (4.43)
which gives rise to the conditions;
tan(kd/2) = my,k/myk (4.44)
tan(kd/2) = —myk/m,, K (4.45)

In principle we can solve for the Energy once we have substituted the functional forms of k£ and &,
however there are no analytic solutions, which have to be arrived at numerically or graphically. See
any standard Quantum Mechanics text for the graphical solutions. Figure 4.11(b) shows the wave
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functions of a typical finite well with two bound states. The similarity between these wave functions
and the first two states of the infinite well is apparent. The main difference is that the wave functions
of the finite well spread out more by tunnelling into the barrier, whereas the wave functions of the
infinite well stop abruptly at the boundary. The table 4.1 below gives the first few bound state energies
for electrons and holes for a 10 nm GaAs QW in Aly.3Gag.7As for both the finite and infinite QWs.

Table 4.1: Bound states energies of a GaAs/ AlGaAs QW under finite and infinite well models.
Energies are in meV

particle Q. No. Finite QW Infinite QW

e 1 32 o7

e 2 120 227

e 3 247 510
hh 1 7 11
hh 2 30 44
hh 3 66 100

Based on the above discussion its worth noting that;

e The spreading of the wave functions into the barrier by tunnelling reduces the quantum confine-
ment energy compared to that of an infinite barrier well.

e Levels near the top of the well with Energies close to Vj have a smaller decay constants and
tunnel more into the barrier.

e The infinite QW overestimates the quantization energy. The difference increasing for higher
quantum number of the states (n).

e Quantization energies of heavy holes are smaller than those of the electrons because of their
heavier effective mass.

e Separation between successive electron levels is > 3kgT at RT, ensuring two-dimensional physics
for the electrons at 300 K.

4.12 Optical Absorption in QWs

Here we consider absorption of electromagnetic radiation by a QW, where an electron in the VB of
the well absorbs energy and is excited to an electronic state in the CB. The absorption rate calculated
from applying Fermi’s golden rule gives us;

(f| — er.Eoli)|*g(hw) (4.46)

27
Wiy =% |MPg(hw) = |

and

M o (f1710) = [ W) (4.47)

assuming that the electric field is along x direction. Since QWs are highly anisotropic in their poten-
tional configuration, especially along the confinement direction z we note that;

(flzli) = (flyli) # (fl=7) (4.48)

and remember in case of the QWs the wavefunction is given by;

U() = iz, y) X P2(2) (4.49)
= %e“g”’f’”y X 4a(2) (4.50)
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If the incident light is polarized along = axis and travels along the z direction and we consider electron
transition from a bound state characterised by the quantum number n;, in the VB to a a bound state
characterised by the quantum number ny, in the CB. The corresponding wavefunctions are given by;

U, o Uy op(ng, 2) ety Ty (4.51)
Vs o U P2e(ng, 2) etk 2 oy (4.52)
We note the following in the above equations;
1. The plane waves characterised by the term eikoy oy spans the 2D zy plane.

2. The functions uc and uy are the 3D Bloch functions of the CB and VB commensurate with the
periodic potential of the atomic lattice.

3. Yonn, and Yoy ; are the localised bound states of the QW

—

4. kyy = K zy since the photon momentum is nsgligibly small wrt the crystal momentum.

M o (f|l) = / W (g, 2) € v Tow g ary o (g, 2) e To @B (4.53)
= /uzxuvd?’f’/w;e(nf,z) Yap(ni, z)dz (4.54)

Moy = /uixuydg'f’ (4.55)
My, = / V5e(ny, 2) Yan(ni, z)dz (4.56)

M = Mcy x My, (4.57)

The term My is akin to the allowed electronic transition between VB to CB in bulk systems i.e.
GaAs the QW layer. What about the term My,,,? Obviously to calculate that term we’ll need the
exact functional forms of the integrands made up of the wavefunctions. Assuming the infinite QW
model we can write;

2 rd i
Muny = 5 | sin(ngﬂz) sin(%z)dz (4.58)
2 d — I 1
= 24 cos((nf dn)ﬂz)—cos((nftin )ﬂz)dz (4.59)
1 A ) . (7’L —{—TLZ)T('
= d[—sm(( T2) sin( )] (4.60)

Evidently, second term is always zero. And the overlap integral is equal to zero if An = 0 and unity

otherwise. In finite QWs e and h wave functions with different quantum numbers are not always
orthogonal to each other. However, even then An # 0 transitions have a weak transition rate and
forbidden if An = odd, since transition between odd and even parity states is zero. Figure 4.12 shows
the band diagram along z along with the F — k,, dispersion relation for a QW. As we increase the
photon energy (fw) from zero, no transitions will be possible until even ww = E; since there are
no states at the bulk band edge. hw has to now cross the threshold for exciting electrons from the
ground state of the valence band (the n; = 1 heavy hole level) to the lowest conduction band state
(the ny = 1 electron level). This An = 0 transition is allowed with the energy balance equation as,
hw = Ey + Ee1 + Epp1. Thus the optical absorption edge of the QW has shifted to a higher energy
compared to the band edge of the bulk parent material as shown in figure 4.13. Importantly since
the shift F.1 + Exp1 is determined by the well width d we can relatively easily tune the absorption
edge. As shown in Figure 4.12the E — k,,, bands, representing the free electron nature in xy plane,
are parabolic in nature. The energy conservation equation of the depicted transition is given by;

h2k2 2k2
hw = E E i E et 4.61
9+<61+2mg)+(h’“+2mhh*) (4.61)
2]€2
= Ey+ Ee1 + Eppy + 2/;1/ (4.62)
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Figure 4.12: Electronic transition in a QW at finite k,[Fox]
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Figure 4.13: (a)RT absorption spectra of GaAs/AlGaAs QW of d=10 nm along with that for
bulk GaAs.(b) Variation of e — h transition energies in GaAs/AlGaAs QW of varying thick-
ness.[Fox,Grundmann]
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which means that most transitions matching Aw happen for k;, =0. Figure 4.14 shows the absorption
coefficient for an infinite quantum well of width d compared to the equivalent bulk semiconductor. The
dashed line shows the variation of a with energy as o o< v/E originating from the energy dependence
of the electronic DOS. Here the joint DOS of the 2D material is independent of energy and behaves
like a step function as shown in figure 4.7 for a 2D system given by g(F) = u/7h%. Thus the o has a
step like nature with each absorption step located at energy given by hw — E; = E¢; + Epp;. Which
for an infinite QW given below and plotted in Figure 4.14.

h2n? 1 1
hw—F, = ——(— 4.63
g 27T2d2(m’g m;‘b) ( )
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Figure 4.14: Absorption coefficient of bulk semiconductor and its Quantum well.[Fox]

4.13 Quantum Well Superlattice

In superlattices, the barrier thickness b (figure 4.9) is so small that the localised carrier wavefunctions
leak out and can tunnel into neighboring QWs and there exists significant wavefunction overlap between
adjacent wells. This leads to an engineered artificial band structure similar to the Kronig—Penney
model. These superlattice the bands are called minibands, the gaps are called minigaps. Figure 4.15
shows the calculated bands of a GaAs/AlGaAs superlattice. We will come back to superlattices in
Chapter 6 when we study emission from superlattices and QW lasers.

4.14 Triangular QWs

Now we consider a single heterointerface between n-doped materials e.g. n-AlGaAs/n-GaAs. Figure
shows the formation of a triangular potential well. The Fermi energy is higher in AlGaAs compared
to GaAs and thus electrons transfer from the formar to the latter to establish thermodynamic equil-
librium. At equilibrium the system must have a constant Fermi level across the junction. This results
in the formation of a triangular potential well in the GaAs close to the interface. A 2D electron gas
is trapped in this potential triangular QW (figure 4.16). The charge transfer adjusts the band bend-
ing and the charge density (quantized levels in the well) in such a way that they are self-consistent.
The Poisson equation and the Schrodinger equation are simultaneously fulfilled. Numerically, both
equations are iteratively solved and the solution is altered until it is self-consistent, i.e. it fulfills both
equations. Importantly, if the region of the 2DEG is not doped, the electron gas exists without any
dopant atoms and ionized impurity scattering no longer exists. This is known as modulation doping.
Absence of impurities and defects increases carrier mobility with mobilities up to 3.1 107 cm?/Vs have
been realized. Figure 4.17 shows the various milestones in high carrier mobility achieved in GaAs over
the years.

58



Energy (eV)

w (nm)

Figure 4.15: Calculated bands of a superlattice as a function of QW width w. [Grundmann]

4.15 Problems

1.

Crown glass has a refractive index of 1.51 in the visible spectral region. Calculate the reflectivity
of the air-glass interface, and the transmission of a typical glass window.

. The complex dielectric constant of the semiconductor CdTe is given by €, = 8.92 + i2.29 at 500

nm. Calculate the phase velocity of light and the absorption coefficient.

. Sea water has a refractive index of 1.33 and absorbs 99.8 % of red light of wavelength 700 nm

in a depth of 10 m. What is its complex dielectric constant at this wavelength?

. Consider a flat, rectangular slab of material with complex refractive index. Show that R between

the medium and air, at normal incidence, is given by;

n—1)2 4 k2
R En+ 1;21/# (4.64)

. If the thickness of the slab ¢ >> [., the coherence length of incident light, i.e. interference effects

may be neglected, show that
(1 —Ry)(1 — Ry)e

T = 4.65
1-— R1R26_2o‘t ( )
All symbols denote parameters as denoted in the text.
. Interference effects can not be neglected if ¢ << [.. Assuming Ry = Ry = R show that;
1—R 2 ,—alphat
T = (1= R)%e (4.66)
1 — 2Re “tcos® + RZe—20t
® is round trip phase shift within the slab.
Show that the uncertainity relation AxAp for a 1D infinite wellis given by;
h 2.2
AzAp = 5(” 3” —2) (4.67)

. Calculate the energy of the first electron bound state in a GaAs/AlGaAs QW with d = 10 nm

and Vo = 0.3 eV. Take m;, = 0.067 and m; = 0.092. Compare this value to the one calculated
for an infinite quantum well. Ans: Finite well E1=381.5 meV, Infinite well E1= 57 meV
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Figure 4.16: (a) GaAs and AlGaAs not in contact, showing different Er (b)GaAs and Al-
GaAs in contact, showing equillibrium Fp, band bending and formation of triangular potential
well(c)Wavefunctions of the first 2 states of the triangular potential well (d)Energy states of the
triangular potential well. [Grundmann]|

9. Estimate the difference in the wavelength of the absorption edge of a 20 nm QW of GaAs at 300
K. Ans: Ee1, Eppy are 14 and 2 meV, shift = 16 meV

10. What is the step height of the calculated DOS at E,,?
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Figure 4.17: Progress in electron mobility in GaAs, with the technical innovation responsible for the
improvement [Grundmann]

Crystal Eg(eV) Eg(eV) A(V) m myy o omy mg,
(0K) (300 K)

GaAs 1.519 1.424 0.34 0.067 0.5 0.08 0.15

GaSb 0.81 0.75 0.76 0041 028 0.05 0.14
InP 1.42 1.34 0.11 0.077 0.6 0.12 0.12
InAs 0.42 0.35 0.38 0022 04 0026 0.14
InSb 0.24 0.18 0.85 0014 04 0.016 047

Figure 4.18: Various parameters of Group III V semiconductors|[Fox]
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5

Screening in 3D and 2D Electron Gas

5.1 Polarisation and Screening

Simplest case of e — e interactions. In a dielectric, that has only bound charges but no free charges,
the dipole moment per unit volume is related to field £ by;

V.P = —pmdﬁ = eoxﬁ (5.1)

Additionally, if there are free charges then they too would reorganise in response to the applied external
field E field. To analyse the given situation consider the case where field due to an external charge,
i.e. charge associated with an ionised impurity or a gate potential, is placed in a free electron sea
(CB electrons).

For such a case we can calculate the local potential from;

. Pext + Pind
€o€r

VIV = (5.2)

But how do we estimate p;,q7

5.2 3D Electron Gas

Consider a metal or a degenerately doped semiconductor with free electrons. At equillibrium the Ey
is uniform across the system, that means at places higher e~ potential energy corresponds to lower
e~ concentration and vice-versa. Figure 5.1 below shows the Er in the CB, with electrons filling
all energy states below it. Note that regions having higher CB minima (higer PE) has lower local
density of electrons. Remember the case of Schottky and pn junctions where close to the junction

/”’——— tr
= = Ve

n,n,

Figure 5.1: Spatial variation of PE and corresponding local number density.

on the n-type side the raising of CB minimum (local electron potential energy) resulted in depletion
in free electrons. Now for an ideal free electron gas (neglecting background potentials) at very low
temperatures T' ~ 0K we can write the Fermi energy as;

h2

E% = —%(37r2n0)2/3 (5.3)
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Now if we apply an electrostatic potential such that electron energy changes then the local chemical

potential is given by;
2

1= Ep(z) —eV(z) ~ —%(377%(:5))2/3 —eV(r) (5.4)

Here Ep(z) is the "local" Fermi energy and n(r) is the local free electron density. The above approx-
imation is valid if V(z) varies much slowly compared to Ap(= 27/kp).

Er(n) ~ Ep(ny)+ %Mo.én (5.5)

3B = Br(n) ~ Br(ng) = C|, (n(r) —ny) = eV (1) (5.6)
OFFr 2FE¢

87’710 = 37‘: (5‘7)

=n(x) —n,=0n = ;)noe‘;g) (5.8)

=dn = D(Ep)xeV(r) (5.9)

where D(EF) is the electron density of states (DOS) at Er and the local change in the free carrier
density is proportional to the local DOS and the local potential.

= pind = —exon=—e’D(Er)xeV(r) (5.10)
- V2 _ _ Pext :‘ Pind (511)
o 2D(EpR)V
€o €o
= V2V ()~ @pV(r) = -2 (5.13)
€o
where grp is the Thomas Fermi wave vector and |qrp| = %fp). Fourier transform of the equation
5.13 gives us;
ex q
= —¢*V(9) — ¢trV(g) = —p;() (5.14)
such that,
V()= g [ daV(g)e " (5.15)
p(r) = @ | Papla)e™ 7" (5.16)
Thus we can write;
Pezt(q)
Vi = — 5~ 5.17
SN P (517
2
q pext(Q)/eo
~ Lm0 (5.18)
(1+¢tp/a?)
VYezt(Q) (519)

(1 +4tp/q%)

We can define a dielectric constant for the polarised free electron gas which is a function
of ¢ and thus the spatial coordinate r.

er(q) = (L+ G /d?) (5.20)

Thus for the free electron gas in general, in the presence of an external non zero potential,
V(w,q) we can define its relative permittivity as ¢,(w, ¢), where

6 (w,0) = (1—ws/w?) (5.21)
e(0,9) = (1+dr/q) (5.22)
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As an example consider the case where the external potential is created by a single point charge
of magnitude e, such that pey:(r) = ed(r). Thus we can write V(q) as;

e

Y@= @ i)

(5.23)
The FT of delta function at r = 0 is a constant, 1. Transforming back to real space via inverse Fourier
transform we can show that V(r) ~ fe*‘TTF 7. This is also known as the screened Coulomb po-
tential or Yukawa potential. Evidently, 1/qrp gives a typical (decay) length scale of the potential.
{Hint: To work out the above you will need to compute a simple contour integral. The only pole that
will contribute to the integral will be at z = +igrr}. Further, - VV(r) = p/e,, calculate the p(r)
corresponding to the above potential and show that it is the same as that of a positive charge ¢ = |e]
at r = 0, surrounded by a screening charge density of opposite sign.

What is the typical magnitude of grp? We know from above that 1/grp gives the decay length

scale of the negative charge distribution surrounding the positive point charge. Now, grrp = %OEF);

e?D(Er)
Br = =F (524

o
62 2m 1/2
T 2 (ﬁ)g/gEF/ (5.25)
o
2
9 es 2m

arr 6027'(‘2( 72 ) F ( )
(5.28)

This gives the magnitude of grr ~ 0.55 A for a typical electron density of 1022 /cc. Which means that
any effect of localised charge distributions are effectively screened by free electrons in metals within a
length scale of half angstroms. Thus the absence of any band bending in the metal side of Schottky
junctions.

5.3 Problems

1. Revelant Problems in file Practice Problems.pdf
2. Derive expressions for the relative permittivity, €,(q) for 2D and 1D electron gas systems.

3. Due to the D(FEy) factor, the Thomas-Fermi wavevector depends on the dimensionality of the
system. Show that in 3D it is given by the equation below. (ap) is the Bohr radius.

5.29
arr Tap ( )

4. What is the expression for q% r for 2D systems?
References:

1. Chapter 17 Solid state physics, N. W. Ashcroft and D. Mermin
2. Chapter 9 Physics of low-dimesnional semiconductors J.H. Davies
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6

Semiconductor Optoelectronic Devices

Semiconductor optoelectronic devices can be classified into two broad categories dependent on the
function they perform (i) light to electric voltage or current conversion - photovoltaics and (ii) electric
voltage or current to light conversion - electroluminescence. Electroluminescence (EL) is phenomenon
where a material/device emits light due to application of electric voltage or passing electric current.
EL is quite differnt from incandescence or black body radiation where emission results from the heat
content of the body. Importantly, EL have significantly low power consumption compared to other
lighting technologies, such as tungsten filament lamps, or neon or even fluorescent lamps.

6.1 Light Emitting Diodes

Light-emitting diodes (LEDs) are the most ubiquitous example of semiconductor devices showing EL.
EL primarily results from of radiative recombination of injected electrons and holes in a semicon-
ductor device. Prior to recombination, electrons and holes may be separated either by doping the
material to form a pn junction or through excitation by impact of high-energy electrons accelerated
by a strong electric field (as with the phosphors in electroluminescent displays). In the former, the
recombination process leading to light emission can be of intrinsic in nature i.e. band to band de-
excitation and recombination or extrinsic i.e. recombination of impurity bound excitons. LEDs may
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Figure 6.1: Spectral ranges of various materials [Grundmann]

be classified based on their emission window and relevant applications as shown in the table 6.1.
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Figure 6.1 plots the spectral range of emission from various materials between the UV to the IR.
Table 6.1: LEDs Emission Ranges, Applications and Materials

Emission ‘ Applications ‘ Materials

infrared (A > 800 nm) remote controls, optocouplers GaAs/AlGaAs

visible 400 nm < X\ < 800 nm | white and coloured LEDs, lighting

red-yellow GaAsP/GaAs/AllnGaP/
yellow-green GaP:N

green-blue SiC/GaN/InGaN

violet GaN

ultraviolet (A < 400 nm) pump for white LEDs, biotechnology, sanitisation | AlGaN

The total quantum efficiency (QE), 1 is the number of photons emitted from the device per injected
electron hole pair. It is given by the product of the internal quantum efficiency 7;,; and the external
QE Next, i.e.

N = Nint X Next (6-1)
The internal QE is the number of photons generated inside the semiconductor per injected electron
hole pair and is dependent on material quality, defect density and trap concentration. The external
QE is the number of photons leaving the device divided by the total number of generated photons
and is dependent on the geometry of the LED. Due to the large index of refraction of semiconductors
(ns ~ 2.5 - 3.5), light can leave the semiconductor only under a small angle to the surface normal due
to total internal reflection. Against air (n ~1), the critical angle is 6, = sin’!(1/n,), which is 16deg
for GaAs and 17deg for GaP. Additionally, a portion of the photons that do not suffer total reflection
is reflected back from the surface with reflectivity R = {(ns — 1)/(ns +1)}2 1, which is about 30% or
GaAs/air interface. These two parameters, i.e. 6. and R decide the external QE, which for GaAs, is
0.7 x4% =~ 2.7%. Thus, typically only a small fraction of generated photons can leave the device and
contribute to the light emission.

6.2 Semiconductor Laser

Recall the fundamentals of a two-level atomic or molecular laser. Applying the Einstein relations that
we encountered before we can write the following set of equations for the two level system and the
related emission;

hw = €1 — € (6'2)
dN
ditl = —A10N1 — BloD(w)Nl (63)
dN
TtO = —BOlD<w)N0 (64)

where D(w) is the photon density of states and N7 and Ny are the occupancy of the energy states. At
equillibrium we can write Boigo = Biog1 and that Bjg = c¢3mA19/2w?. The main difference between
a electroluminescent diode and a laser is that the latter emits coherent radiation. Hence, a Fabry-
Perot resonator is an essential part of a laser. In a crystal, two cleaved parallel faces serve for such
a resonator. If we denote by R as the reflectivity of a cleaved surface assuming L > A, the feedback
condition is given by;

R x exp /OL(g —a)dz (6.5)

where g is the gain of the lasing media, &~ (n; — ng) and « is the absorption coefficient of the media,
arising due to nonradiative decay in the system. In general the gain coefficient obviously depends on
the photon flux which is also function of position z. For simplicity we neglect this dependence and
the integration yields

g= %ln(%) + (6.6)

The above analysis allows us to model the various components of lasing that is possible from a
semiconductor diode. But the far more interesting application comes from the superlattices.

Lvalid for vertical incidence
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6.3 Superlattice Lasers

Consider as GaAs/AlGaAs superlattice contained 60 periods of alternating GaAs and Gao.65A10.35As
layers, terminated by 60 nm of Gao.65Al0.35As on each side. These undoped structures constitute
the intrinsic regions of p™ — i — n* diodes grown by molecular-beam epitaxy. The well thicknesses
were about 4 nm and the barrier thicknesses about 3 nm. An uniform E field in the superlattice was
produced by applying an external voltage on the p* region (relative to the then + side). Excitation of
electrons i.e. population inversion, may be achieved by lowpower radiation matching the fundamental
gap of GaAs.

6.4 Quantum Cascade Lasers

The quantum cascade laser (QCL) is a special kind of semiconductor laser, usually emitting midIR
light. These lasers operate on intersubband electronic transitions of a semiconductor structure. Figure
6.2 shows what happens to an electron injected into the gain region: in each period of the structure,
it undergoes a first transition (black arrow) from sublevel 3 to 2 of a quantum well (which is the laser
transition on which stimulated emission occurs), then a non-radiative transition (slanted arrow) to
the lowest sublevel, before tunneling (dashed arrow) into the upper level of the next quantum well.
By using several tens or even 100 quantum wells in a series or cascade), a higher optical gain and
multiple photons per electron are obtained at the expense of a higher required electrical voltage. The
operation voltage can easily be of the order of 10 V, whereas few volts are sufficient for ordinary laser
diodes. As the transition energies are defined not by fixed material properties but rather by design

A N\

e

N

Energy

Figure 6.2: Schematic of the gain region of a QCL. The diagram shows the electron energy versus
position in the structure, which contains four quantum wells. The overall downward trend of energy
towards the right-hand side is caused by an applied dc electric field. In reality, each gain region must
be divided into an active region and an injector. [rp-photonics.com]

parameters (particularly by well and barrier thickness values of quantum wells), quantum cascade
lasers can be designed for operating wavelengths ranging from a few microns to well above 10 ?m, or
even in the terahertz region. The quantum well structure is embedded in a waveguide, and the laser
resonator is mostly of DBR or DFB type. There are also external-cavity lasers, where a wavelength
tuning element such as a diffraction grating is part of the resonator. Whereas continuously operating
room-temperature devices are normally limited to moderate output power levels in the milliwatt
region (although more than a watt is possible), multiple watts are easily possible with liquid-nitrogen
cooling. Even at room temperature, watt-level peak powers are possible when using short pump
pulses. The power conversion efficiency of QCL is typically of the order of a few tens of percent.
Recently, however, devices with efficiencies around 50% have been demonstrated although only for
cryogenic operation conditions. Most QCLs emit mid-infrared light. However, quantum cascade
lasers can also be made for generating terahertz radiation. Such devices constitute very compact and
simple sources of terahertz radiation. Recently, even room temperature terahertz generation has been
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achieved via internal difference frequency generation. Perhaps the most important applications for
quantum cascade lasers will be in the area of laser absorption spectroscopy of trace gases, e.g. for
detecting very small concentrations of pollutants in air. In addition to the suitable wavelength range,
QCLs usually feature a relatively narrow linewidth and good wavelength tunability, making them very
suitable for such applications.

6.5 Problems

1. Problems X, X, X in file Practice Problems.pdf

2. Derive expressions for the relative permittivity, €,(¢) for 2D and 1D electron gas systems.

References:
1. Chapter 17 Solid state physics, N. W. Ashcroft and D. Mermin
2. Chapter 9 Physics of low-dimesnional semiconductors J.H. Davies
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