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Abstract

We present a comparison of the optical nonlinear response calculations for bulk
semiconductors, using length and transversal gauges. Ab initio calculations of the
second-order optical susceptibilities for GaAs are presented as a case of study; cal-
culations were performed using local density approximation (LDA) and to correct
the underestimation of the band gap within density functional theory (DFT) scis-
sors correction was implemented. Both formalisms were derived from the density

matrix approach and the problem of gauge invariance is discussed.
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Chapter 1

Introduction

“..even at the simplest level of approximation — treating electrons
as independent particles interacting with the electromagnetic field in
the long-wavelength limit and neglecting local field effects — the cal-
culation of nonlinear optical coefficients of semiconductors has been
troublesome.” [1].

The research activity leading to possible improvements in the field of photonics
occupies an important place in the scientific community. In recent years much
effort has been done to understand nonlinear optical properties of materials in
order to implement photonic devices of practical use.

According to Aversa C. and Sipe J. E. [2] and Sipe and Shkrebtii [3], all-optical
generation and control of direct current in semiconductors, can be described within
the framework of nonlinear optics using susceptibilities. The use of this perspec-
tive leads to general expressions that are independent of the electronic structure
models, and give the opportunity to understand the process for resonant and
nonresonant excitations. To calculate the generation of current first a reliable
frequency dependent susceptibility should be computed and that is the aim of the
present thesis.

The interaction of photons and electrons with matter has been a major topic
of study. Today, most characterization tools as well as electro-optical devices are
based on our understanding of these interactions. Technological applications are
rapidly progressing, but many fundamental questions concerning theoretical and
numerical descriptions are still open.
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In theoretical calculations we can easily change one parameter and find its
response. In contrast, in real experiments it is difficult to isolate one variable and
measure its particular contribution. Nevertheless, theoretical calculations will not
replace traditional techniques. On the contrary, they complement each other,
Walter Khon won the 1998 Nobel Prize in Chemistry for his density functional
theory (DFT) of many-electron systems, within this theory a numerical barrier
was broken an whole new areas of investigation had emerged [4].

Calculations of the optical response occupies and important place in the phys-
ical computations. A material interacting with the intense light of a laser beam
responds in a “nonlinear” way. Consequences of this are a number of peculiar
phenomena, including the generation of optical frequencies that are initially ab-
sent. This effect allows the production of laser light at wave lengths normally
unattainable by conventional laser techniques. So the application of nonlinear
optics (NLO) range from basic research to spectroscopy, telecommunications and
astronomy. Second harmonic generation (SHG), in particular, corresponds to the
appearance of a frequency component that is exactly twice the input one.

The use of two different approaches to calculate optical response can serve to
infer if the calculations are correct. However, it will be demonstrated later on this
thesis the gauge invariance is an issue, and we have to be careful in that aspect.

The calculations presented in this thesis were made using pseudopotentials
band structures based on the local density approximation (LDA) + scissors cor-
rections, this approach is the most popular to calculate optical properties using
full zone band structures.

This work is organized as follows, the second chapter deals with the derivation
of the formulae used to calculate the second order non linear susceptibilities of
semiconductors, then the formal demonstration of gauge invariance is presented
followed by the comptutational details for such calculation, we present our results
in the transversal and length gauge and finally our conclusions and observations.



Chapter 2

Optical Response Calculation

“It is my experience that the direct derivation of many simple, well-
known formulae from first principles is not easy to find in print. The
original papers do not follow the easiest path, the authors of reviews
find the necessary exposition too difficult—or beneath their dignity—
and the treatises are too self-conscious about completeness and rigour.”

—J. M. Ziman, Principles of the Theory of Solids (1998).

2.1 Introduction

Electromagnetic waves cause polarization in a medium, which is interpreted as
electronic transitions from unoccupied to occupied states. The effect of the electric
field vector E(w) of the incoming light is to polarize the material. This polarization
can be calculated using the following relation:

@) Bb(w) B¢ (w) + ... (2.1)

abc

P*(w) = X B (@) + X
in this expression X&) is the linear optical susceptibility and x
order nonlinear optical susceptibility.

In order to calculate the optical properties and optical response of semicon-
ductors a number of formalisms have been proposed [5-10], and for second order
response specialized articles can be found [3, 11, 12]. In general susceptibility ten-
sors can be derived using potentials as perturbations, by using standard quantum
mechanics perturbation theory which can be reviewed elsewhere [13, 14].

2)

abe 18 the second

3
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2.2 Gauge transformation

In classical electrodynamics the fields described by the Maxwell equations can be
derived from a vector, A, and a scalar, ¢, potential. Potentials are quantities
inferred (within the ambiguity of gauge invariance) by integration of the fields
along appropriate paths. In free space [15]:

A

=—-Vo 2.2
5~V (2.2a)

H- —VxA (2.2b)
Ko

The potentials are not unique since one can add a potential y as

A=A -Vy (2.3a)
Ix
=+ = 2.
+ T (2.3b)

A fundamental aspect of the formulation of electrodynamics is the gauge in-
variance: potentials are not unique but all the derived responses must yield the
same results regardless of the gauge [15-18].

Gauge invariance is sometimes taken for granted, when in reality it should
be verified due to the fact that in real calculations several approximations are
made [1]. Explicit corroborations of gauge invariance in the calculation of optical
response are scarce [1, 5, 19], and that is the main reason we decided to confirm
numerically the gauge invariance for the second order nonlinear susceptibility in
semiconductors.

Let suppose that we know all the details of the ground state of the material,
to calculate the optical response we have to consider the interaction of electrons
with the incident electromagnetic field and use the minimal coupling principle.*
The electromagnetic fields act as perturbations to the ground state. In general
the Hamiltonian of a system can be decomposed as

H=Hy+H, (2.4)

where Hy stands for the ground state Hamiltonian and H’ is the perturbative part.

*The coupling between particles and fields depends only on the potentials [20].
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In the transversal gauge ® =0, V- A =0 and
E=-AJc, (2.5)
so the single particle canonical moment can be written as [21]:

P=p- A (2.6)
c
The Hamiltonian of an electron in the presence of a light field is

1 e
H=-—(p—--A)?+V, 2.7
(- SAP+ (27)
where V is time independent and due to the interaction with the crystal potential.

In the long wavelength approximation’
A= A(t) = Age ™" (2.9)
so it commutes with p, also it can be shown that the term A2 can be neglected

[22], so
2

H=L _ “A.p+y (2.10)
2m  mc
and thus the perturbative part is
H=-"Ap (2.11)
mc

To get the Hamiltonian in the length gauge we perform a gauge transformation
to the transversal gauge [23]:

x(r,t) = —r-A(t) (2.12)
substituting in Equations (2.3a) and (2.3b) leads to

H=Hy—er-E (2.13)

"We expand A(r,t) such that
iker . 1 . 2
e _1+zk-r+i(zk-r) +... (2.8)

notice that |k -r| << 1so e™* ~ 1
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2.3 Quantum Mechanics Formalism

To derive the second order nonlinear susceptibilities we will follow the formalism
applied by Aversa C. and Sipe J. E. [1] to the length gauge, that formalism is
based on the use of the density matrix. We use the fact that the expectation
value of any single particle operator O can be calculated using the density matrix
trough the relation

< O >=Tr(p0O), (2.14)

where the trace is defined by

Tr(AB) = Y (m|AB|m) (2.15)

m

= > (mlAln){n|Blm)

m,n

The dynamical equation of motion for p is given by

. dp
h— =[H 2.1
il =, (216)

we change to the interaction picture because the equation of motion involving
total Hamiltonian simplifies (see Appendix A) to the form given by
ihp = (I, 3 (2.17)

where only the perturbation term of the Hamiltonian, H', is involved [12]. In the
interaction picture the operator O is defined as

O =U0UT, (2.18)
with
U = exp(iHpt/h). (2.19)

Notice that O has a time dependency even if © does not. The equation (2.16)
leads to ~
dp(t)

ih=1— = [—eH’, p(t)], (2.20)
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that leads to . .
pt) = plt = o)+ = [ At[H(),(t) (2.21)

We assume that the interaction is switched-on adiabatically, and choose a time-
periodic perturbing field, to write

E(t) = Ee e, (2.22)

where 1 > 0 assures that at t = —oo the interaction is zero and has its full strength,
E, at t = 0. After the required time integrals are done, one takes  — 0. Instead
of Equation (2.22) we will use implicitly

E(t) = Ee ™!, (2.23)
with
W =w+ . (2.24)

Also, p(t = —o00) should be independent of time, and thus [H, j]j—_s = 0, which
implies that p(t = —oc0) = po, where pg is the density matrix of the unperturbed
ground state, such that

(nk|po|mk’) = fn(hwy,(k))dnmd(k — k'), (2.25)

where f,,(hwy(k)) = fuxk is the Fermi-Dirac distribution function.
We solve Equation (2.21) using the standard iterative solution, for which we
write

5=p0 4504520 4 ... (2.26)
where p(N) is the density operator to order N in E(t). Then, Equation (2.21)
reads
ot
PO RTC N Z;/ Q[ 5O 1 5D 4 5D ], (2.27)

where by equating equal orders in the perturbation, we find
15(0) = po; (228)

and
0 = [ ali ) (2.29)
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To calculate the expectation value of the macroscopic current density we use
[24]:

J =eTr(pv) (2.30)
The polarization is related to the microscopic current through
dP
—=J 2.31
=1 (231)

we will demonstrate later that for the transversal and length gauges the polariza-
tion of the system can be written as

dP* e
& m ZpZman’ (2.32)

nmk

and after integration over time the susceptibility can be obtained; to first order
related to p(!) and to second order related to p(?).

2.4 Transversal Gauge

The operator v is defined for the transversal gauge as

v=L_ A (2.33)
m mc
and thus
J="Tr(pp) - ﬁTr( A) (2.34)
- m pp me P I .

the term containing A cancels (see Appendix B).
In this gauge Equation (2.29) becomes

(N+1) L N AN
W = e [ e A ) (2.35)
To first and second order we have
W = o [ arpe) A, ) (2.361)
o]
WO = 2o [ vl AW (2.360)
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using the fact that the pg matrix elements are

where 6§y, is the Kronecker delta, and f,, is the fermi occupation level, for a clean
cold (T= 0 K) semiconductor it is zero if n is a conduction band and one if n is a
valence band.

The matrix elements of (2.36a) are then

; t
(1) k:t — te b k Ab/ dtl H(Wnmk—w)t
pnm,V( ) ) mchfmnkpnm( ) . e
(Wrmk—w)t
€ b b€
= mn kA" —— 2.38
mchf kpnm( ) Ok — @ ( )

with fnm = fn - fm
Replacing (2.38) in (2.36b), and generalizing to two perturbing fields we obtain

2 t b c b ,c ) ,
ﬁ(2) _ e / dr’ Z <pnlfmlpnm . ffnpnép£m>ezwnmt Ab(t/)Ac(t/), (239)

Vinm h2m202 ; Worm — W W — W

performing the integral and using A = cE/iw we arrive to the final form of the
second order density matrix elements

2 1 n m 0 n el
2 _ € Z [pngf Wi 0 pnﬂ%m]EbEc (2.40)

P - _
Vinm h2m2w? wpm — 2w 7 Wem, — W Wpe — W

Substituting (2.40) into (2.32) we obtain

ape & 3 [ PrnPrefmtDim Pl femPhiP, } e
dt h2m3w? Sy (an - QW)(WZm—w) (wnm - 2w)(wn£ - w)
(2.41)
and after integration over time and comparing with Equation (2.1) we get
(2 _ _ i’ PP frnt D Doy femDS D A
Xabe = 2.3 3 Z - (2' 2)
2R “m3w e (an - QW)(Wﬂm—w) (an - 2‘*})((‘)7% - W)
using the identity
1 2 1 1 1

(Wnm — 2wW) (Wne — W) Wnm — 2Wne Wnm — 20 Whan — 2Wne Wie — W
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the expression (2.42) can be rewritten as

2 = ie? Z PenPb D% e I 2
abe " 9R2m 33 Winn — 2Wen, \Wep — W Wi — 2W

£m,n,k
b
pgwpnmp?nfnf 1 . 2 (244)
Wen — 2Wen \Wen — W Wey — 2w

In these expressions, w is really w + in where 7 is a small positive number,* in
the limit n — 0

T P<1> + 76 (Wi — W) (2.45)

n—0 Wynp — W — 7 Wmn — W

where P denotes the Cauchy principal value.
Using the relation (2.45) into (2.44) we get

3 a b .c
@ _ _ _ 7T PranPrePinnt Slwp — w) — 268 -2
Xabe 2h2m3w3 , Z |: Wmn — 2Win < (Wﬁn w) (wmn UJ)
;m,n,k
a b c
PinPrumPn frt (5(0% —w) — 26(wpm — 2@)] (2.46)
Wen — 2wWep

Notice the fact that in expressions like d(wg,, — 2w), we, must be positive in
order for the delta to resonate, imposing that condition, and f,, = 0, we can
change ¢, m,n to valence or conduction bands, and then it is straightforward to
arrive to the expression derived by Mendoza, Gaggiotti, and del Sole [25] for the
imaginary part of the second order susceptibility.

The expression Equation (2.46) was derived whitout knowledge that the result
was previously reported by Ghahramani, Moss, and Sipe [26] although the proce-
dure was not presented in that paper. It is important to notice that we arrived
to the same results that are obtained following the formalism of Reining et al. [6],
which is based on time dependent perturbation theory and second quantization.

It is clear that expression (2.44) has a divergence at zero frequency. It was
demonstrated by Aspnes and Studna [27] that such divergence do not exists for
cubic crystals, but it was until the work by Ghahramani et al. [26], nine years later,

¥This is due to the adiabatic switch-on



2.4. Transversal Gauge 11

that a sum rule to demonstrate that the divergence does not exist, independent
of the crystal symmetry, was stated.

The basic idea is to expand (2.44) into partial fractions

1 fit It A B ¢C
=S+t 5+=+7 2.47
w3 (2w — wji) [W — Wi * W — wji w3 * w? + E +Fw) (2.47)
where
1 . .
A= — <fl T fﬂ) (2.48a)
Wi \Wii Wyl
i 2 1 ; 2 1
b = fd<+)+f”<+) (2.48b)
WjiWi; \ Wii Wi Wjiwsr \ Wi wiji
1 [ 4 2 1 . (4 9 1
C = fi (2 n n 2) 4 it (2 n n 2) (2.480)
WjiWig wji WjiWig wi; Wyl wjz' WjiWs wjl

16 X . X
F = . < le + f]l > + . le
wji(2w — wj,-) wji — 2&)“’ w]'i — 2wjl wh(2wl,~ — wﬂ)(w — wli)

fjl
2.48d
e — wyi) (@ — ) (2.484)

By taking advantage of the time reversal symmetry, whose main results are
summarized in the following relations [26, 28]:

fij (k) fij(=k) (2.49)
wij(k) = wij(-k) (2.49D)
pij(k) = —pji(-k) (2.49¢)
rij(k) = 7rji(=k) (2.49d)
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and the intrinsic permutation symmetry, the only nonvanishing term is F, so

@ _ [ fit it 5% —
Xabc 2m3h2 ;kpl‘]p‘]lpﬁl (CUJZ _ 2(4)[1 + w]z _ 2w]l ( w wj’l)
il
+ S 0w —wy
wi (2w — wji) ( %
fit
+ —(w—w-l}, 2.51

and this expression has not divergence at zero frecuency.

It is important to mention that the real and imaginary parts of the susceptibil-
ity are related through the Kramers-Krinig relations [30], in general the imaginary
part of the susceptibilities is calculated, and from it the real part is computed. To
our specific case [31]:

oo 2) (.,
Rex® (w,w) = 2/ WIm (W w )dw' (2.52)
0

T w/2 _ w2

2.5 Length Gauge

The formalisms to find the nonlinear optical susceptibilities of semiconductors by
length gauge analysis was proposed by Aversa C. and Sipe J. E. [1], more recent
derivations can be found in References [3, 12], A detailed discussion can be found
in Reference [32]. Here we will highlight the most important steps.

Hj has eigenvalues hiw, (k) and eigenvectors |nk) (Bloch states) labeled by a
band index n and crystal momentum k. The r representation of the Bloch states

Ye) = (el = || ™ (), (2.53)

$To fullfill intrinsic permutation symmetry, a symmetrization of the last two indices (b,¢)
should be made. The intrinsic permutation symmetry states that the susceptibility must be
invariant under permutation of the incoming fields, thus [29]

is given by

Xabc + Xacb

Pa — XabchEc _ ( 5

)E"E° (2.50)
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where u,k(r) = upk(r + R) is cell periodic, and

[ @ iae)unal®) = bundia
Q

with Q the volume of the unit cell.

13

(2.54)

The key ingredient in the calculation are the matrix elements of the position

operator r, so we start from the basic relation
(nk|mk') = 6pmd(k — k'),

and take its derivative with respect to k as follows. On one hand,

0 0

’ R W
8k<nk\mk)—5nm@5(k k),

on the other,

9 no_ 9 /
— (nk|mk')y = ak/dr(nk| ) (r|mk’)

ok
= [ ar (vt ) vt

the derivative of the wavefunction is simply given by

0 Q 0 ;
i) = s (i) e~ irvin(o)

We take this back into Equation (2.57), to obtain

;k<nk|mk/> = \/>/dr< ok Upye (T >€ik'r¢mk'(r)

> / A (F) e (1)

ne (O
- 87T3/d1'€ ey <8k Uy (T )> Ui (T)

—i{nk|r|mk’).

(2.55)

(2.56)

(2.57)

(2.58)

(2.59)
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Restricting k and k’ to the first Brillouin zone, we use the following valid result
for any periodic function f(r) = f(r + R),

_ 873

/ dBr @ r(py = 7 a—k) / d3r f(r), (2.60)
Q
to finally write,

;kmkymk'> = §(k—K) / dr (aakuzk(r)> Unmk(T)

Q
—i{nk|r|mk’). (2.61)
where 2 is the volume of the unit cell. From
/ Uk Un AT = Oy, (2.62)
Q
we easily find that
/ dr Eu (r) | ury(r) = —/ dr Uk (r) gu* (r) (2.63)
o \dk MK e A '
Therefore, we define
Eom(k) = z/ dr uyy (r)Viumk(r), (2.64)
Q

with 0/0k = V. Now, from Equations (2.56), (2.59), and (2.64), we have that
the matrix elements of the position operator of the electron are given by

(nk|r|mk') = 6(k — k')¢,,,,,(K) + i0pm Vid(k — K'), (2.65)

Then, from Eq. (2.65), and writing r = r, + r;, with r. (r;) the interband (intra-
band) part, we obtain that

(nk|r;i|mk') = G [6(k — K)&,, (k) +iVid(k — k)], (2.66)

(nk|re|mk’) = (1 —6,m)0(k —K)E,,, (k). (2.67)

To proceed, we relate Equation (2.67) to the matrix elements of the momentum
operator as follows. We start from the basic relation,

1
= —|r,H 2.
v m[r, 0ls (2.68)
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with v the velocity operator. Neglecting nonlocal potentials in Hy we obtain, on
one hand

. P
Hy| =ih— 2.
[I‘, 0] (3 m, ( 69)

with p the momentum operator, with m the mass of the electron. On the other
hand,

(nk|[r, Ho||mk) = (nk|rHy — Hor|mk) = (hwn, (k) — hwy, (k))(nk|rimk), (2.70)
thus defining wymk = wn (k) — win (k) we get

. pnm(k) . Vnm(k)
rnm (k) = i () iwnm (k) n #m. (2.71)

Comparing above result with Equation (2.67), we can identify

(1 = 6nm)&nm = Tnm, (2.72)
and the we can write

Prm (k)

(nk|re|mk) = rnm (k) = iMwnm (k)

n#m, (2.73)

which gives the interband matrix elements of the position operator in terms of the
matrix elements of the well defined momentum operator.
For the intraband part, we derive the following general result,

(nk|[r;, O]lmk') = Z((nk|ri|£k”><£k”[(’)|mk’>
f,k”
—(nk|OJ(K") ((k" |r;|mk'))
= Z((nk!rilfk’mem(k’)
¢
—Oye(k)| k) (Ck|r;|mK')) (2.74)

where we have taken (nk|O|(k”) = 6(k—k")O,s(k). We substitute Equation (2.66),
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to obtain

> (60 [6(k — K€, (k) +iVid (k — K)] Opn (K)
14
—One(K)Sem [6(k — K&, (k) + iVid(k — K)])
= ([6(k — K)&nn(k) +iVid(k — k)] Oppm (k)
— Onm (k) [0(k — K&, (k) +iVid(k — K')])
= 5(1{ - k/)Onm(k) (Enn(k) - €mm(k)) + Z'OHM(k/)vk‘s(k - k/)
+i6(k — K)ViOpm (k) — iOpm (k') Vied (k — k')

sk ) (vkonm<k> O () (€ (k) amm<k>>)

= i5(k — K)(Onm) k- (2.75)
Then,
(nk|[r;, O)|mk') = i6(k — K')(Opm )k (2.76)
with
(Onm);k = kanm(k) - Z'Onm(k) (fnn(k) - ﬁmm(k)) ) (2-77)

the generalized derivative of O, with respect to k. Note that the highly singular
term Vid(k—k’) cancels in Equation (2.75), thus giving a well defined commutator
of the intraband position operator with an arbitrary operator O.

Summarizing, the position operator can be decomposed in

r=r;+re (2.78)

where r; stands for the intraband and r. for the interband. The matrix elements
of the interband part are simply defined by

Pnm
TMWnm,

(2.79)

pm =

for n # m and ry, = 0, while we will only deal with the intraband term trough
commutators with simple operators,¥ O, in which the following equality stands

(nk|[r;, O|mk') = i6(k — K')(Opm )¢ (2.80)

YA simple operator is defined as one whose Bloch state matrix elements involve only §(k —k’).
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where the ; k operator represents a generalized derivative. With the aid of equation
(2.77) and commutator relations it can be shown that [32]

re Ab o 4opb  AC 7
(P ) e = ——mn—__mm—mn > (@i, — wnrhr,)  (2.81)

Wnm Wnm ]

defining A by
A¢ = Prn — Pmm (282)

nm — m

The equivalent of equation (2.35) in the length gauge is
t .
~(N € ~(N
AV = / @) - B(), 5] (2.83)

to first and second order yields explicity

t

0 = [ ) B, ) (2.84a)
P = " i) B, ) (2.84b)

By decomposing the r operator into r; and r, from (2.83) and considering the
matrix elements we get

. t
st =5 [ dteen B RO+ ROE). (289)
where
REN) = Z(Tnlpl(ix’)[/_pgx%rlm) (2.86a)
l
R = (o)) (2.86b)

To second order

2 e 1 , o
P (0) = 35—~ | - (Bl 1 3Bl = Brariy) | B e (281)
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with
b
BY,, = & JnmTam. (2.88)

A wpm — w
For the length gauge the velocity operator is
thus we can substitute (2.87) into (2.32) to obtain the second harmonic tensor,

even more it can be written in terms of intraband and interband contributions

[10]:

X (2w w, w) = X2 (—2w;w,w) + X (2w w, W), (2.90)
where
abc 63 p?rm fmnrflm
= ( (2.91a)
2mh“w Wnm — 2W " Whm — W/ e
m,n,k )
b ,.b b
Xabc _ e’ § : Prmn fmfrnfrém B ffﬂrnﬂrgm (2 le)
€ 2mh2w£mnkwnm72w Wom, — W Wo — W '

Equation (2.91a) can be simplified by the chain rule

f m”TZm Smn b fnmrfzm
O — W = ke = ——— 3 e 2.92
<“’”m —W/ e Wam = o {Tm )i (Wnm — w)? (o )i (2:92)
here
Dhn — Dy
(Wnm)ika = % (2.93)

now we can rewrite Equations (2.91a) and (2.91b) to

b b
Xabc _ 673 Z T?lm (rmérgn + Tfnfrfn) 2fnm fn@ ffm
e T 32

2(wen — wime) Wi — 2w Wep, — W Wy — W
(2.94)

m,n,l.k
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and
abc __ ié Z 2fnmr%m((rmn)?kc + (Tfnn);kb)
X = 2 K2 Wrm (Wmn — 2w)
m,n,k
i e fnm((TZm);kcrfnn + (Tgm);kbrgnn)
TP =
ok Wmn\Wmn — W
I}
ie fam 1 4 "
+ 5737 Z w2 <wmn —w - Wi — 2w> Tnm( mnAfrm mnAmn)

|
~
‘m
| w
;a
3
—_
SN—
—~
—

5 7 nm);k“’rfnn + (szm);karfnn)' (295)
Separating the contributions of w, I, and 2w, II, and using (2.45) we arrive to

our final expressions for the imaginary part of the secon harmonic suceptibility
tensors:

a ,.b b a
abe __ Z7T€ mn rnprpm Tin'pm
Xel — — E fnm 75 — + —
p

W w w w
m,n.k mn pm np mn

b

r TnpT pm TrpTpm
+ Zp: ( + >] S(wmn —w)  (2.96)

Wmn — Wpm Wnp — Wmn

+ ré )
e = T fnmmmZ miﬁf S~ 20)(297)
m,n,k
and
b c
)ike (P + (T )ik i)
X{e= - —anm P - S (W — )
7Te AS Ab
- Z fnm m mn ;(":%nn mn mn)5(wmn_w)
m,n.k
llT + rc . aT‘b
+ o Z fnm )i ) m”)é(wmn —w) (2.98)

4w
m,n,k mn
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abc

Xill =
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7;5 Z fanZm((r?nn)§kC + (Tfnn);k’b) 5(
m,n,k

Winn — 2w)
Wmn

2
Wmn

3 a (pb  Ac EOAX:
N % Zfnmzrnm(rmnAmn+TmnAmn)(5(Wmn_2w)' (2.99)

m,n,k



Chapter 3

Analitical Demonstration of
Gauge Invariance

“The good news is that the formulation of nonlinear optical response
of extended systems... is approaching a satisfactory state. The refer-
ence here is not to the recent advances... in formulating and calcu-
lating many-body effects such as local field and excitonic corrections,
but rather the formulation of the very basic structure of the nonlinear
optical response coefficients even in the independent particle approx-
imation. The uninitiated might find it surprising that there could be
any problems here.” [24].

In this section we demonstrate explicitly the gauge invariance of the expressions.
For this purpose we have to choices: To demonstrate by algebraic manipulation
that the expressions (2.96) to (2.99) are equal to (2.51), or to find a relation

between Xf) and Xg)’ we chose the second one.

3.1 Equivalence of Expressions

We present a general procedure to establish the equivalence between the longitu-
dinal and the transverse or velocity gauge, based on the article by Aversa C. and
Sipe J. E. [1]. In the velocity gauge Equation (2.20) leads to

() =) = 2 [ AUpL) - AW () (3.1)

— 00

21
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where V denotes the velocity gauge. From p = mr an integration by parts gives

W) =)= — S0 A@ar @] —e [ aE B )] (32)
e [t . R
+ S WA i)
We take
ov = pot o )@ (3.3)
(N)

where py,/ goes with the N-th power of the perturbation E(t). Then, to first
order we get

t

() A a0 - e [ dEEG.pE)] ()

—0o0

ihpl) (1) =~

ol

N 6/ d'[E - A(t'), fo(t")].

where po = 0, and thus

A (6) = o () = —[E(t) - A(Y), ol (3.5)
with .
P == | B, ()], (3.6)

where L denotes the longitudinal gauge, since H'(t) = —er - E in this gauge.
Now, we move to the second-order response, from Equation (3.2) we obtain

w20 =~ SE0-A@ A 01 [ arie) B0 60

L ¢ / AvE() - A), 50 ()],

c —0o0
From Equation (2.20) and (2.17) we have that

ihpy) = ——[p- A, jol. (3.8)

(&
gl
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Substituting Equation (3.8) and Equation (3.5) into Equation (3.7) we obtain

e 62
z’hﬁ(f)(t) = - E[f“(t) . A(t),ﬁ(LU(t)] + W[f(t) A, [F(1) - A, fol] (3.9)
— o v B 0w
62 t
+ oo | AR B[ - AY), pol] (3.10)
62 Oot
B ihch/ dt/[f(t/) 'A(t/)7 [ﬁ(t/) 'A(t/),ﬁo]]-

We use harmonic fields to write A(t) = (¢/iw)E(t), then

ZAOE OB OR SO RO (3.11)

where

P =—e / ") B, )] (3.12)

using the with the velocity operator in Equation (2.30) v = p/m — eA/mc,
we get

(& - ~ ~
3P = STe(pPB) — —Tr(pl) A). (3.13)
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Using Equation (3.11) we get (roman superscripts are Cartesian directions)

T ) = ;@@%WW+£WWMWW@MWMBW
B OE W), ), Al ()
——gi[;wﬁwwwwmwwﬁ%mmww)
—-méﬂ/;wﬂwwwmmmw@%%mwwﬁ
- AT + o A AT, )

From the Appendix B
(1
Te(5y)) = 0, (3.15)

and using the well known properties of the trace

Tr(ab) = Tr(ab) = Tr(ba), (3.16)
we get,
Te([7(t), o)) = Tr([r", po]) = Tr(r’po) — Tr(por®) = 0. (3.17)
Also,
B0 = a0+ 5 (BT (. 0l o) (3.18)
e2
+ hngEb(t)EC(t)Tr([ﬁ“(t),[fb(t),fc(t)]]ﬁo(ﬂ)
62 t
- / at'EP () B () T ([ (1), 7 ()], 7(¢)] Ao (t'))
e2 7oot
- s /_ dt’E”(t’)EC(t’)Tr([[ﬁ“(t%fb(t’)],ﬁc(t’)]ﬁo(t’))>,
where
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From Equation (3.15) and Equation (3.16) we get

Tr([5(1), ()]0 (1)) = Te([p®, r)p) = —indaTr(pM) = 0, (3.20)
where we used [r?, p*] = ihdy,. Also,
Tr([5(2), [ (8), 7 ()1 fo(t)) = Tr([p*, [r’,rTlpo) =0, (3.21)

from the fact that [r®,r¢] = 0.
Then, the Equation (3.18) reduces to

63 t
B = 0 - / at' B () B () T ([[5(2), P ()], 7 (¢)] o (')
63 t
s [ BB TR0 ()
= JIO@) 4R, (3.22)
with
62 t
RO =~ [ B (T, ), 0)
F o (OO, O D) ). (5.23)
Take
Te([7(¢), [7(¢), po(¢)]]6* (1) = Te(UE)[*, [r, pol]UT (U ()p°U' (1)) (3.24)

= Y (mUE), [, pollUT(t) ) {nlU (£)p° U (£) m)

mn
= et ] [, pollln)
mn

Now, let’s take matrix elements of

(mllre, pol + [rf, pol|n) (3.25)

- Z (7500P0,6n — POMETER) + (P0mn)ske
¢

(m|[r% polIn)
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where is understood that r,,, are the interband, m # n, matrix elements related
to the momentum matrix elements by Equation (2.71). Also, the unperturbed
zero order density matrix satisfies pomn = fmOmn, s0 at T = 0, (po.mn):ke = 0,
and then

<m][rc,p0]\n) = fanTCnn (326)
Finally,
(ml[r®, [, pollln) = (ml[re, [, pol] + [7. [, po]In) (3.27)
= Z (fnfrvlznfrgn - f@mrfnfrgn) + ifnm(rfnn);kb'
l
Likewise,
Te ([P (), [5°(t), po(E)]15°(£)) = Y e™mmtemt (ml[r®, [p°, pol][n) Pl (3.28)
Now,
(ml[p polln) = D (Poep0.n — PomeDfn) (3.29)
¢
= fnmpfnnv
and finally
(ml[r®, % pollln) = (ml[rl, [p°, pol] + [}, [p°, pollIn) (3.30)

= Z (fnfrfnfpgn - f@mpgnérgn) + Z‘fnm<pfrm);kb'
l

From Equation (2.71) we have that

(pgrm);k:b = imrfnn(wmn);kb+imwmn(r7cnn);kb (331)

. b c . c
= imA) e + zmwmn(rmn);kb,

with A defined by Equation (2.82). We assume E(t) = E,e™!  then the time
integral of Equation (3.23), using Equation (3.24) and Equation (3.28), reduces to
t efith

twnmt b e 1 i(Wmn—2w)t
elwnm EwEw/ dt e 'mn —

- EYE°. 3.32
oo i(Win — 2w) ( )

ww



3.1. Equivalence of Expressions 27

Using this into Equation (3.23) we obtain

62 .
RO = = o 3| S (bt~ Fontrta) + )
mn ¢
1

<Z (fnfrffnfpl?n - ffmpfnfrgn)
14

+ ifnm(pgnn);k’b>:|

p;lzm b e —i2wt
— F'F . .
X i(Wmn — 2w) ¥ we (3.33)

To obtain the non-linear susceptibility we use Equation (2.30), P(t) = P(2w)e !
and P%(2w) = x™¢(2w)EP? E¢ to obtain that

62 .
X(\l/bc(2w) = X%bc(zw) - 127202 Z |:Z (fnﬂfnﬂ?n - f@mrfngrzn) + anm(rfnn);kb
mn V4
1 .
+ imw (Z (fnfrfnfpin - f@mpfnfrgn) + anm(]??cnn);kb)]
14
a
. Pim (3.34)

(Wimn — 2w)
Then, we define

2

e .
pobe _ _Wz[Z(fonﬂgn_ Femrts) + ifam(r)g (3.35)
mn Y/

1

mw

(Wimn — 2w)

. P
<Z (fnfrfnépin - f@mpfnérgn) + anm(pfnn);kb>:| o
]
62 b ..c c ,.b 1 b . c c b a
TN KZ Fne (P + TieTem) + e (PmePim + Pineem) | P
m

2
€ b b .
- i2ﬁ2w2 E |: E (fnfrmfrﬁn - ffmrfnlrin) + anm(rfrbn);kb
0

m#n

1 . Pr
+ . <Z (fnfrfnépin - fempfnfrgn) + anm(pfnn);kb>:| .

imw \ 4 (Wimn — 2w)’
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Where we can safely use Equation (2.71) to write

3
b e Z b b we b b
Ra ¢ = m fmf [(ng?”gm + T;grgm) + wm (Tmérgm - T.Tcné/rﬁm):|pgnm (336>
Im

3
e b b ) Wi
- 72 Z [(Z (fnéTmZTgn - f@mrfnfrfn) + anm@frm);k”) M&

2m m#n 4

+ (f b c c b . c wmnT‘ng
Z Tlfrmfwf’n’rfn ffmwmérmETEn) + anm (wmnTmn);kb w3 .
)4

We analyze each term separately, and add the sum over k that we have omitted
for brevity thus far. First term in right hand side (r.h.s.):

Z fmf [(Tfnérgm + Trcnérgm)p%m = Z me [(rfné (k)rgm(k) + chné(k)rgm (k))p?nm (k)
kém k>00m

+ (P (R (<) + 75 ()7 (< K)) Pl ()]
= > Fue[ (b0 () + 5 (K)rt, (k) (3.37)

k>0¢m
— (1 ()70 (k) + 7, ()70 (K)) | Pl (k) = 0,
where we used rp,(—k) = rpm(k) and ppmn(—k) = —ppm(k). Second term in
r.h.s: we obtain its real part
%pgnm [(Tfnﬂgm — Tfne?“gm) + (rf,wrﬁm - Tfnerﬁfm)*] _ 2a:fmp(rlnm [(rf;ﬂrﬁm — rﬁwrzm)
+ (Tgmrfng — T'Emr,bng)] (3.38)
= 0,

where we used r},,, = rn, and the fact the expectation value pp,,, is be real. Note
that this means that the contribution of the second term to the imaginary part of
R¢ is zero.

For the last two terms we use partial fractions for

Wmn 1 2 4

=+ + (3.39)

W (Wmn — 2w) w WWmn Wi (Wmn — 2w)’

and

1 4 2 8
Smn ==+ + + (3.40)

W (Wmn — 2w) w3 wwd,  Wiomn w2, (Wnn — 2w)
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then, we obtain the following terms

A= ( (freTmern = FomTimertn) + z’fnm<rfm>;kb) (3.41)
1 2 4
>< R
(uﬂ + WWimn  Winn(Wmn — Zw))’
and
B = ( (fnﬂglgwm?”gn - fﬁmwmﬂrgwrgn) + i fom (wmnrfnn);kb>

1 4 2 8
x (F+— 2 5 ). (3.42)

wd o ww?,  Wwmn w2, (Wmn — 2w)

We expand to obtain 6 terms for A and 8 terms for B, and call these terms A;
and B;, so for instance

2

Az = (fuermerin — JomTmetn) —— (3.43)
WWmn
and g
Bs =1 ) 3.44
8 = i.fnm (Wmnrmn)ka grm (wmn — 2w) ’ ( )

and so forth. We look for the imaginary part of each term, since we would like to
get Im(R*), and use

(r?rm):kkb - (rgm);kb (r%n(_k));kb - _(TZm(k»;k’b? (345)

to get that Im(A) = 0, and Im(B) = 0. They way that the imaginary part of each
A; and B; is zero depends on several steps, that we proceed to mention but leave
the details of the straightforward calculation to the reader:

A exchange m < n, and the term is real.
Ay exchange m < n, add the k and —k contributions, and the term is zero.

As exchange m < n, calculate the imaginary part, add the k and —k contribu-
tions, and the term is zero.

Ay 56 calculate the imaginary part, add the k and —k contributions, and the term

Yy

1S zero.
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Bi 2 exchange m < n, add the k and —k contributions, and the term is zero.

)

Bs exchange m < n, and the term is real.

By exchange m < n, calculate the imaginary part, add the k and —k contribu-
tions, and the term is zero.

Bs 6,78 calculate the imaginary part, add the k and —k contributions, and the term
is zero.

Then, we have that Im(R%¢) = 0, and from Equation (3.34)

abc)

Im(x{7) = Im(x§™). (3.46)

Using the Kramers-Kronig relations we finally get that X‘{}’C = X“Lbc. If we go
back to Equation (3.14), we realize that the time integral terms contribute zero,
and then the equality between the velocity and longitudinal gauges depends on
[r?, pb] = ihdy, and [r®,r?] = 0 being satisfied. Of course, they are formally satis-
fied, but when a numerical calculation is done, both the numerical accuracy and
the approximations of the method itself, do not a priory guarantee the fulfillment
of the commutation relationships.

3.2 Commutator Relations

In order to see the fulfillment of the commutation relationships, we take as an
example the matrix elements of [r%, p°] = ihdyp, then

<nk| {Ta’pb] ’mk,> = lhéabénmé(k - k,), (347)
SO
(nk|[r¢, p"]lmk') + (nk|[ré, p]|mK') = ihda0umd(k — K'). (3.48)
From Ref. [32]
(nk]|[rf, p")|mk’) = i6(k — K') (Pl ) ;e (3.49)

() ike = Ve Dy, () — 10 (K) (€ (k) — &5 () (3.50)
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and
(ke k) = Z(<nk|r§|€k"><Ek"rpb\mk'>
o
—<nkrpbwk"><ﬂ<"rrs|mk’>)
=S <<1 550k — KNS — Kl

ek//

5l K1~ 0030 K06, )

= ok-K))_ ((1 = 0n)ErePim

L

. 6em>pzeszm)

- kK Y (rzgpzm _ ngrzm), (3.51)

L

where we use the fact that the interband matrix elements of r are defined by
Equation (2.72), where we see that %, intrinsically have n # m. Also, from the
previous to the last step of Equation (3.51), we could obtain that

(k[ PPy = 5(k — k) ( 3 (gzep‘zm —prefgm) (0 — fzn>). (3.52)

L

Using Equations (3.49) and (3.52) into Equation (3.48) gives

i5(k — ) (<p$;m>;ka " (szfpzm - p,‘;eg;m)

Y/
- %)) — ihSudamd(k — k), (3.53)
then
(plr)zm)ﬂfa = TdapOnm + i Z <§3€p2m - plr)szgm)
/

+ip§zm( gnm - 5271)7 (354)
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and from Equation (3.50),

Ve Phm = hoabpm +1 Y <§g£plém — pizgf?m) (3.55)
l

Now, there are two cases. We use Equations (2.72) and (2.71).

Casen=m

1 m
ﬁvkap‘;m = Ogp — N %: Wen, (rfwrgn + TZer?n>, (3.56)

that gives the familiar expansion for the inverse effective mass tensor (m.;1)q [33].

Casen #m

(pl;Lm);ka = hdapOnm + 1 Z < zEPZm _pfzfsgm>
l#£m#£n

+i (SZmplr)nm - p?me?ﬂm)
. a . b b ca - b a a
+ <€nnpnm - pnnénm) + anm(gmm - gnn)

_ a b b ..a - ~a b b
= —m Z <ng7“nmm - wngrnfrfﬂ"L) + 2é.nm (pmm - pnn)
4

b b . b
= —mz (wﬂmTZeTem - wnﬂnﬂ?m> +imre, A (3.57)
l

where A is defined by Equation (2.82). Going back to Equation (3.47), we also
have two cases Case n =m



3.2. Commutator Relations

(nl[r, p°lln) =

~
*
S

<a
<a

~
W
S

b b .a
TrnePen — PneTen

33

) +iVgaphy, (3.58)

b b ; ; b b
TnePon — pnérgn> + ihdqp — im Z Wen (Tgwr@n + rn[’?n)

14

= <TZ€p2n - pIT)LZTgn) + ihdep — Z <Tz€p2n + T?Mpgn)

~
LS
3

l#£n

= - Z <pl;bﬁrgn + Tlrjzfp?n> + thdap

l#n
= ihdap,

where the last equality is simple given by Equation (3.47), and we used Equa-
tions (3.51) and (3.56), also the k dependence is understood. Above equation

leads to
> (pﬁﬂéfn + Tﬁzp%n) =0, Vn. (3.59)
l#£n
Casen #m
(ol sy = X (vt harta) + Ao (3.60)
{£m#n

b b
= Z (T?Mpﬁm_pmﬁrgn>

l#£m#n

; a b b .a a b
- m Z <wémrn£’r€mwne’rnérlm> 7mrnmAmn

{#m#n

_ a b b _a a b b .a a b
- Z (Tnfpﬁm _pm€r€n> - Z (Tnépﬁm _pnérém> - mrnmAmn

{£m#n

l#m#n

_ b .a b a a b
- E <pn£T£m - meTZn> - mrnmAmn

{£m#n
= 0,
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where the last equality is simple given by Equation (3.47), and we used Equa-
tions (3.51) and (3.57), also the k dependence is understood. Above equation
leads to

S (ot~ phurta) it =0, ¥nEm oy
l£m#n

Equation (3.59) and (3.61) could be numerically verified in order to see weather
or not the commutator [r“,pb] = thdyp is satisfied or not. In a similar way we
could verify other commutators like [, %] = 0, etc.



Chapter 4

Results

“...the brevity of life does not allow us the luxury of spending time on
problems which will lead to no new results...”

—Landau, 1959.

In the first section we explain the computational details for the calculation of the
second order nonlinear optical response for bulk GaAs, subsequently we show the
results obtained for the transversal gauge and the length gauge calculations.

4.1 Computational Details

The ground state results have been obtained thanks to the use of the ABINIT code
[34], that is based on pseudopotentials and planewaves. The ABINIT program is
mostly based on DFT and we use it to calculate the energy eigenvalues and wave
function (WF) of the system, from these data we can calculate the momentum
and position matrix elements [35].

Due to the fact that bulk semiconductors are periodic, we expect the WF to
be periodic and thus a infinite number of plane waves is necessary to expand it in
a Fourier like expansion. The plane waves are a particular well suited set of basis
functions for extended systems and its simplicity leads to very efficient numerical
schemes for solving KS equations [36].

Pseudopotentials replace the true valence WF by pseudo wave-functions which
match exactly the true valence WFs outside the ionic core region, the direct im-
plication of this is to reduce the number of planewaves. Hartwigsen, Goedecker,

35
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Band Structure GaAs

Energy (eV)

L A r A X UK ¥ r
Wave vector

Figure 4.1 : Calculation of the Band Structure for GaAs without the scissors correction, the
band gap calculated is .34 eV when the theoretical value is 1.519 eV. The theoretical value of
10.45 aq for the lattice constant is used [28].

Hutter pseudopotentials where used [37], such potentials take into account the
spin orbit effect.

P(r) = Cixrge AT (4.1)
G

The coefficients C; k1 used to expand a wave function with small kinetic
energy are more important than those with large kinetic energy [38]. Therefore,
we will only consider the plane waves with coefficients having a kinetic energy no
longer than a cutoff energy [39]. That is, we will truncate our calculations when
we reach the cutoff energy. It is important to choose the minimum cutoff energy
at which the results converge in order to save computing resources and time.

To correct the underestimation of the band gap within the DFT, as shown in
Figure 4.1, a “Scissors” correction is implemented, Figure 4.2. This correction is
a modification of the KS-LDA Hamiltonian to include a term that rigidly shifts
the conduction band energies up in energy so that the band gap is correct.

We must take into account that the scissors operator modifies the value of the
interband momentum matrix elements connecting occupied to unoccupied states;
the effect over the matrix elements is important in the evaluation of nonlinear
response. We use the Scissors implementation as proposed by Nastos F., Olejnik
B., Schwarz K., and Sipe J. E. [40] for the position matrix elements and as stated
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Band Structure GaAs

15 T T T — T

Energy (eV)
T T
|

L A r A X UK ¥ r
Wave vector

Figure 4.2 : Calculation of the Band Structure for GaAs with scissors correction, the band gap
was adjusted to 1.519 eV.

by Del Sole and Girlanda [5] for momentum matrix elements.

Momentum matrix elements are calculated from the WF output of the ABINIT
code, which is expressed as in Equation (4.1), so the momentum matrix elements
are [41]

(Bl = i [ dref iV, (1)

where m, n stand for the band index. After straightforward algebraic manipulation
we get the following result

Pk = 1Y C 1 (G)Cin(G) (k + G) (4.3)
G

When the scissors operator is applied the momentum matrix elements must
be renormalized, [42]:

poy = pEPA Ec(k) — By (k) + A
V' Eo(k)-EBy(k)

(4.4)

where A is the energy shift and C' and V stand for conduction and valence bands.

The contributions to the momentum matrix elements from the non-local part
of the pseudopotential is excluded, as is usually done, see derivation fo Equa-
tion (2.69).
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Figure 4.3 : Ecut convergence test for the transversal gauge, at 20 Ha convergence was achieved,

the total band number is set to 24 and the number of kpoints to 11480.

As stated by Nastos F. et al. [40], r},,, (k) and (ry,,) ;> are written in terms of
the momentum matrix elements and energy eigenvalues of the KS-LDA by

o - VR
)= i

(4.5)
where Wy, = wy, —wy,. So the position matrix elements must be calculated before

the renormalization of the momentum matrix elements and before the scissors
correction is applied to the energy eigenvalues.

4.2 Transversal Gauge Results

The results are in CGS units and scaled by a factor of 105. We observe that the
transversal gauge convergence was achieved at an ecut of 20 Ha, Figure (4.3) and
it slowly converges at around 16200 kpts of equi-spaced sampling in the irreducible
Brillouin zone, Figure 4.4. The convergence in bands took place at 24 bands; 8
valence bands and 16 conduction bands, Figure 4.5.
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Figure 4.4 : Kpoints convergence test for the transversal gauge, it converges for more than

16000 kpoints, the ecut is set to 20 Ha and the band number to 24.

4.3 Length Gauge Results

The length gauge convergence was much more cumbersome: the convergence on
ecut was not achieved to any value, Figure 4.8, the kpoints convergence could not
been achieved by equidistant sampling, Figure 4.7, but the band convergence was
achieved at 24 bands, Figure 4.6.

The convergence of the kpoints in the length gauge was not achieved by stan-
dard procedures, the use of an adaptive approach for the kpoints sampling, such
approach is proposed by Nastos et al. [28]. The number of k points can be signif-
icantly reduced if one does not restrict oneself to an equi-spaced mesh of kpoints,
the adaptive scheme more k points are added around a targeted kpoints to pro-
duce a finer mesh without augmenting significantly the overall number of kpoints,
this scheme is very efficient to save computer time.

Using adaptive sampling we were able to obtain kpoints converged suscepti-
bilities, Figure 4.9. Once the convergence in kpoints was achieved we were able to
achieve convergence in ecut, Figure 4.10, at 24 Ha.

We use the adaptive sampling to perform another transversal gauge calcu-
lation, Figure 4.11, with the same results obtained previously for equi-spaced
sampling, Figure 4.4.
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Figure 4.5 : Bands convergence test for the transversal gauge, it converges for 24 bands total
bands: 8 valence bands and 16 conduction bands. The ecut is set to 20 Ha and the number of

kpoints to 11480.

4.4 'Transversal vs. Length Gauge Results

When we compare the two gauges we notices that they slightly differ, Figure 4.12
although in both the peaks of x(?) take place at eV values of half the band gap,
the band gap and twice the band gap.

The unphysical differences between both gauges calculations are from the ex-
pressions

T ([5° (1), 7 (1) 35 (1) =0, (4.6)

and,

Te([p°(2), [ (¢), 7 (D)) Ao(1)) = Tr([p", [*, 7T]po) = 0, (4.7)

that appears in Equation (3.18), the terms must be zero due to the fact that
the commutators are formally a constant or zero, Equations (3.20) and (3.21).
However when the term is numerically evaluated we find that it is different from
zero, Figure 4.13. The unfullfillment of the commutator relations are attributed
to exclusion of the non-local part of the pseudopotential contributions to the
momentum matrix elements, Equation (2.69).
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Figure 4.6 : Bands convergence test for the length gauge, it converges for 24 bands. The ecut

is set to 20 Ha and the number of kpoints to 11480
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Figure 4.7 : Kpoints convergence test for the transversal gauge, convergence could not been

achieved even at 16000 kpoints. The number of bands is set to 24 and the ecut to 20 Ha.
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Figure 4.8 : Ecut convergence test for the length gauge, the convergence is not achived at any

value. The number of bands is set to 24 and the number of kpoints to 11480.
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Figure 4.9 : Convergence is achieved at 16338 kpoints using the adaptive sampling, energies

below 5eV are targeted. The number of bands is set to 24 and the ecut to 20 Ha.
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Figure 4.10 : Ecut convergence test length gauge, the kpoints convergence was achieved trough

adaptive sampling, 16338, and now we see the ecut converge at 24 Ha.
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Figure 4.11 : Kpoints convergence test transversal gauge, adaptive sampling, although conver-

gence was achieved before we wanted to compare the results with the adaptive sampling.
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Figure 4.12 : Comparison Length vs. Transversal, results should be identical, the causes of the
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Figure 4.13 : The term presented is formally zero but when evaluated a numerical error is

detected.



Chapter 5

Conclusions

In this chapter we present our conclusions and observations on the use of the two
different gauges to calculate the second order nonlinear optical response, conclu-
sions and observations are organized as they appear during the thesis.

The second order non linear susceptibility using the transversal gauge was
deduced within the matrix density formalism. To our knowledge this procedure
has not been published.

A FORTRAN code to calculate the non linear susceptibilities using the length
and transversal gauges was implemented, and convergence tests were made for
bulk GaAs in the number of plane waves used to represent the wave function, ecut,
the number of conduction and valence bands and the sampling of the irreducible
Brillouin zone, kpoints.

From our results we found that the susceptibilities calculated with the length
gauge are more difficult to converge than the transversal ones this observation
opposes to the expected by Aversa C. and Sipe J. E. [1], where they predicted
that the length gauge should converge easily. In our work we find that while the
transversal susceptibilities can converge independently in ecut and kpoints, the
length susceptibilities must converge first in kpoints before converge in ecut.

For the first time to our knowledge gauge invariance for second order nonlinear
susceptibilities was formally demonstrated, such demonstration is independent of
the crystal symmetry.

Using LDA + pseudopotentials in the calculation of nonlinear response has im-
portant consequences in the gauge invariance, as the commutator relations present
a numerical error which is the source of gauge variance.

45
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The immediate future work includes the calculation of the nonlinear optical
response using all electron software like the Wien2k. This could serve to corrobo-
rate that the unfulfillment of the commutation relations is in part due to the use
of pseudopotentials.



Appendix A

Equation of Motion in the
Interaction Picture

In general

d
%~ [, g] = [Ho. ) + [,

in the interaction picture
dp

Bt P4 P
ih=k = ih[HoUpU" — 2UpHU" + UZEUT)

d
- mUd—fUT + Ulp, HolUT,

and p
ihUd—fUT = U[Hy, plU" + U[H', p)U"
thus i
., ap I
R g
ihgg = H'7)
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Appendix B

Trace vanishing terms

We present the proof that the A term of the Equation (2.34) vanishes

The veolocity operator in the transverse gauge is

p cA
V= — — —
m  mc

Thus, formally

However

Because rp,, =0 and fi;m =0

. t
€
Tr(p(Ll)) = % dt/ Z(rmlfméml - fmémlrlm> ‘E

oo ;
e

t
= T dt’ Z(rmmfm - fmrmm) E=0

he J_o l

49
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Appendix C

List of abbreviations

DFT
ecut
EM
KS
LDA
nkpt
QM
SCF
PT
WF

Density Functional Theory
Energy cutoff

Electro Magnetic
Kohn-Sham

Local Density Approximation
Number of k-points
Quantum Mechanics

Self Consistent Field
Perturbation Theory

Wave Function
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Appendix D

List of symbols

A Magnetic vector potential
c Speed of light

e Electron charge

E Energy

E Electric field vector

G Reciprocal lattice vector
@) Arbitrary operator used to represent an observable
r,R Position vector

t Time

U Unitary operator

V Electro-magnetic potential
0ap  Kromnecker’s delta

¥, U Wave function

P Scalar potential

Q Volume

93
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