Q_\l [P Chemical Physics

Calculation of electron-hole recombination probablllty using epr|C|tIy
correlated Hartree-Fock method
Jennifer M. Elward, Barbara Thallinger, and Arindam Chakraborty

Citation: J. Chem. Phys. 136, 124105 (2012); doi: 10.1063/1.3693765
View online: http://dx.doi.org/10.1063/1.3693765

View Table of Contents: http://jcp.aip.org/resource/1/JCPSA6/v136/i12
Published by the American Institute of Physics.

Additional information on J. Chem. Phys.

Journal Homepage: http://jcp.aip.org/

Journal Information: http://jcp.aip.org/about/about_the_journal
Top downloads: http://jcp.aip.org/features/most_downloaded
Information for Authors: http://jcp.aip.org/authors

ADVERTISEMENT

HAVE YOU HEARD ?

Employers hiring scientists |Exgm
and engineers trust |&
physicstoday JOBS

http://careers.physicstoday.org/post.cfm

Downloaded 02 Apr 2012 to 80.250.180.203. Redistribution subject to AIP license or copyright; see http://jcp.aip.org/about/rights_and_permissions


http://jcp.aip.org/?ver=pdfcov
http://careers.physicstoday.org/post.cfm
http://jcp.aip.org/search?sortby=newestdate&q=&searchzone=2&searchtype=searchin&faceted=faceted&key=AIP_ALL&possible1=Jennifer M. Elward&possible1zone=author&alias=&displayid=AIP&ver=pdfcov
http://jcp.aip.org/search?sortby=newestdate&q=&searchzone=2&searchtype=searchin&faceted=faceted&key=AIP_ALL&possible1=Barbara Thallinger&possible1zone=author&alias=&displayid=AIP&ver=pdfcov
http://jcp.aip.org/search?sortby=newestdate&q=&searchzone=2&searchtype=searchin&faceted=faceted&key=AIP_ALL&possible1=Arindam Chakraborty&possible1zone=author&alias=&displayid=AIP&ver=pdfcov
http://jcp.aip.org/?ver=pdfcov
http://link.aip.org/link/doi/10.1063/1.3693765?ver=pdfcov
http://jcp.aip.org/resource/1/JCPSA6/v136/i12?ver=pdfcov
http://www.aip.org/?ver=pdfcov
http://jcp.aip.org/?ver=pdfcov
http://jcp.aip.org/about/about_the_journal?ver=pdfcov
http://jcp.aip.org/features/most_downloaded?ver=pdfcov
http://jcp.aip.org/authors?ver=pdfcov

THE JOURNAL OF CHEMICAL PHYSICS 136, 124105 (2012)

Calculation of electron-hole recombination probability using explicitly

correlated Hartree-Fock method

Jennifer M. Elward,! Barbara Thallinger,? and Arindam Chakraborty-2
' Department of Chemistry, Center for Science and Technology, Syracuse University,
Syracuse, New York 13244, USA

2Department of Chemistry, Graz University of Technology, Graz 8010, Austria

(Received 8 August 2011; accepted 26 February 2012; published online 27 March 2012)

The electron-hole explicitly correlated Hartree-Fock method (eh-XCHF) is presented as a general
strategy for investigation of electron-hole correlation and computation of electron-hole recombi-
nation probability. The eh-XCHF method is a variational method which uses explicitly correlated
wavefunction that depends on the electron-hole inter-particle distances. It is shown that the explicitly
correlated ansatz provides a systematic route to variationally minimize the total energy. The parabolic
quantum dot is used as the benchmark system and the eh-XCHF method is used for computation of
the ground state energy and electron-hole recombination probability. The results are compared to
Hartree-Fock and explicitly correlated full configuration interaction (R12-FCI) calculations. The re-
sults indicate that an accurate description of the electron-hole wavefunction at short electron-hole
inter-particle distances is crucial for qualitative description of the electron-hole recombination prob-
ability. The eh-XCHF method successfully addresses this issue and comparison of eh-XCHF calcula-
tions with R12-FCI shows good agreement. The quality of the mean field approximation for electron-
hole system is also investigated by comparing HF and R12-FCI energies for electron-electron and
electron-hole systems. It was found that performance of the mean field approximation is worse for the
electron-hole system as compared to the corresponding electron-electron system. © 2012 American

Institute of Physics. [http://dx.doi.org/10.1063/1.3693765]

. INTRODUCTION

Electron-hole correlation plays a central role in under-
standing and interpretation of optical properties of a wide
variety of materials.' The role of electron-hole correlation
has been investigated both experimentally and theoreti-
cally for a large number of systems including predicting
excitonic ground state in quantum dots,® light emission
from quantum wires,”® optical response of metal clusters,’
excitonic effects in graphene,'? radiative lifetimes in carbon
nanotubes,!! excitonic states in polymers,'> and lumines-
cence of quantum dots.'> Accurate treatment of electron-hole
correlation in computational studies can predict shapes of
absorption spectra® and biexciton formation in quantum
dots.® Electron-hole correlation also has a strong influence
on electron-hole recombination probability in photoactive
materials. Eh-recombination plays an important role in the
field of photovoltaics,'*!° photocatalysis,?* > light emitting
devices,”* and electroluminescence.”> For light-harvesting
applications, it is desirable to design materials with low
probability of eh-recombination. In certain TiO;-based
photoactive materials, the eh-recombination causes reduc-
tion in the quantum yield;>! however, the photocatalytic
activity can be enhanced by chemical modification of the
material inhibiting of eh-recombination.?? In photocatalytic
nanocrystals, shape of the nanocrystal was found to influence
eh-recombination and synthetic modifications of the shape
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of the nanocrystal can be made to suppress eh-recombination
and design highly efficient photocatalysts.>® Suppressing
eh-recombination has also received attention in the field of
dye-sensitized solar cells research. Chemical modifications
such as addition of alkyl chains?® and designing new metal
centered complexes'® have been carried out to enhance
light-harvesting capabilities by reducing eh-recombination.
In a related application, Bose-Einstein condensation of
excitons was also found to be strongly influenced by the
eh-recombination probability and exciton lifetime.?’

In semiconductor quantum dots, eh-recombination can
be reduced by introducing a core/shell heterostructure. This
is generally achieved by using a core material whose va-
lence and conduction bands are either higher or lower than
those of the shell material.”>* As a consequence, one of the
charge carriers (electron or hole) is mostly confined to the
core, while the other charge carrier is confined to the shell.
The core/shell structure induces spatial separation between
electrons and holes which reduces eh-recombination.?!:3?
Dissociation of electron-hole pair generates charge carri-
ers and increases the quantum yield of the photocurrent
generation processes. Consequently, it is important to have
accurate theoretical and computational techniques for ac-
curate calculation of electron-hole binding energies and
recombination probabilities. Computational treatment of
electron-hole interaction can be carried out using various
techniques including, one and two particle Green’s function
method,*3 effective mass approximation,®® configuration-
interaction (CI),37’38 coupled cluster,®® and quantum Monte
Carlo (QMC) method.*>*!" A detailed review of various
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computational techniques has been presented by Sundholm
and co-workers.*> The many-body pseudopotential theory
for excitons in quantum dots****® has been developed by
Franceschetti ef al. that uses CI scheme to solve the electron-
hole Schrodinger equation. This method has been success-
fully used for studying a wide range of problems including
charge carrier multiplicity,*’ lifetime and recombination en-
ergies of excitons,*®*’ and Auger scattering and recombina-
tion in quantum dots.’*>' Sundholm and co-workers have also
used CI for calculation of lifetime and binding energies.>* >

Accurate description of the two-particle cusp plays an
important role both in electron-electron and electron-hole
systems. In electronic systems, the importance of electron-
electron cusp has been demonstrated in a large number
of studies®*>° and is typically included in the calculation
by either by using a Jastrow correlation function®*3%37
or by explicitly correlated R12 scheme.’® The nature of
electron-hole correlation is very different from electron-
electron correlation typically encountered for the ground
state calculations in many-electron systems because the
particles involved are oppositely charged. As a consequence
of the attractive Coulomb interaction, the quality of the
electron-hole wavefunction at small inter-particle distances is
very important. This has important consequence on the cal-
culation of electron-hole (eh) recombination probability Pep.
The lifetime of the generated electron-hole pair is inversely
proportional to the P, and serves as an important metric to
assess the photovoltaic properties of quantum dots.*® Since
P, is the “on-top” probability of electrons and holes, an
accurate description of the electron-hole wavefunction at
small electron-hole distances is extremely important. One
of the ways to achieve this is by introducing an explicit
eh-inter-particle distance term in the approximation to the
many-body wavefunction. This is generally done by intro-
ducing a Jastrow factor in the electron-hole wavefunction
and solving the electron-hole Schrodinger equation using
QMC techniques. Shumway and Ceperley have performed
QMC calculations for exciton-exciton scattering.® Zhu and
Hybertsen have also applied QMC for treating electron-hole
correlation using variational Monte Carlo.*!

In the present work, we present an explicitly correlated
Hartree-Fock (eh-XCHF) method for treating electron-hole
correlation. The eh-XCHF method is a variational method
where a geminal function®®' is used to incorporate ex-
plicit eh-distance in the wavefunction. The explicitly cor-
related method using geminal functions has been success-
fully used to study electron-electron,®® electron-proton,%3-6
and electron-positron®® interactions in chemical systems. The
eh-XCHF formulation presented here is different from ear-
lier methods in its requirement to correctly account for
electron-hole exchange interaction. This is especially impor-
tant for studying optical properties of nanomaterials where
eh-exchange interaction is enhanced®’~%° due to quantum con-
finement effect.”%7* Electron-hole exchange interaction plays
an important role®7>7® in understanding optical properties
of nanomaterials including, dark exciton states,>7%7° fine
structure of excitons, 3! effect on spin relaxation,3>%% and
generation of trions in carbon nanotubes.?*% In this work,
the key equations of the eh-XCHF method are derived for
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a general many-electron many-hole system and benchmark
calculations are performed on parabolic quantum dot. The
parabolic quantum dot system®*—®® has been a test bed for in-
vestigation of electron-hole interaction in confined systems
including investigation of electron-phonon coupling,® third
harmonic generation,”” effect of impurities on exciton bind-
ing energies,”' dipole-allowed optical transitions,”? biexciton
formation,”® exciton trapping,®® and spin-orbit interactions in
quantum dots.”* The system consists of two charged parti-
cles in an external potential. The motion of the two charged
particles is correlated and the interaction between them is de-
scribed by the Coulomb potential. The 1-body external po-
tential is described by three-dimensional harmonic oscillator
term. This model system has been studied for investigation of
both electron-electron and electron-hole correlation. For ap-
plications in electronic structure theory, the two charged par-
ticles have identical charges of —1 and the system is known as
the harmonium or the Hook’s atom. It has been used for inves-
tigating the electron-electron correlation using wavefunction,
density-matrix, and density functional based methods.”>~"’

We use the parabolic quantum dot system to perform
rigorous assessment of the eh-XCHF method for treating
electron-hole correlation. In addition to eh-XCHF calcu-
lations, we have also performed Hartree-Fock (HF) and
explicitly correlated full configuration interaction (R12-FCI)
calculations on the model system. Comparison of ground
state energy and recombination probability between all the
three methods has been carried out to evaluate accuracy of the
eh-XCHF method. The remainder of the article is divided as
follows: the fundamental equations of the eh-XCHF method
are derived in Sec. II, computational details are described in
Sec. 11, the results and discussion are presented in Sec. IV,
and conclusions are summarized in Sec. V.

Il. THEORY

The explicitly correlated ansatz for the wavefunction is
defined as

U =1+ G0, (1)

where CDSh is the reference electron-hole wavefunction. Typi-
cally, the reference wavefunction can be chosen as the product
of electron and hole Slater determinants @& = &g b,
Electron-hole exchange interaction can be included by
replacing the product in the above expression by the
Grassmann or wedge product®®'%! between the electrons and
holes functions @' = ®¢, A ®f. Both forms have been
successfully used in computational investigation of electron-
hole pairs.?®4:4> The selection of one form over the other is
system specific and should be made on a case-by-case basis.
This topic has also been discussed in a review of computa-
tional techniques by Sundholm and co-workers.*> The deriva-
tion of the eh-XCHF method presented below does not make
any a priori assumption about the form of the reference wave-
function and is capable of handling both forms on the same
footing.

The geminal operator G is a two-body operator that de-
pends on the coordinates of both the electrons and the holes
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and is defined as
Ne Ny

Gt =) g(xf.rh), 2
i

where g(rf, rl}) depends on the electron-hole inter-particle
distance and is expressed as a linear combination of Gaussian
functions

5, rh) Zbke e 3)

The expansion coefficients by and the width parameter y; are
parameters used for defining the geminal function. The gemi-
nal parameters and the constituting electron and hole orbitals
are determined variationally by minimizing the expectation
value of the Hamiltonian,

(Wxe| H | W)

E= X Txl 4
(Wxe| Wxe) «@

The interaction between the electrons and the holes are de-
scribed by an effective many-body Hamiltonian which can be
described by the following general expression:3%41-102-104

H = Te + ‘/eexl + Vee + Th + VCXt + th + Veh5 (5)

where,*!
32
T. = / drey () V23 (r)
Zme
Th=7— | dr Al AT )
ny

ver = [ardieneia)
Vhext:/dr w (r )Veth(rh) (6)
V= [ et ()5 ()7t (595 )

Vin

[ s (e e e o)

Voo = [ dntar 1y g hat i),

To facilitate the actual evaluation of the expectation value, it
is advantageous to introduce the following conjunctive trans-
formed operators:'0% 106

H=(1+G'H( +G),
N @)
S=1+6)1+06).

Using the above equations, the energy expression can be writ-
ten as
hi 77| dpeh
CHEES
- h) &) pehy
(@5'1S195")
This expression allows us to evaluate the energy in terms
of matrix element of the transformed operators in Slater
determinant basis. Since evaluation of matrix elements in-

volving Slater determinants are known using Slater-Condon
rules, this transformation provides a convenient route to the

®)
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computation of the matrix elements. In the present work, the
transformed operators will be expressed in second quantiza-
tion representation. The action of creation and annihilation
operators is well known and is used to simplify the energy ex-
pression. Since the geminal operator is Hermitian, the trans-
formed Hamiltonian is written as

S=1+6)(1+6)
=1+2G + GG,

€))

H=(1+G)H(l+G)
=H+GH+ HG+ GHG.

(10)

The expression of the transformed operator in field operator
representation is achieved in two steps. In the first step, the
product of the operators are expanded as a sum of 1-particle,
2-particle, ..., N-particle operators. The expanded versions of
the transformed operators are described in Eq. (11)—(16). In
the second step, the N-particle operators are written in second-
quantized notation. It is important to preserve the sequence
of the steps, since converting the operators first to second-
quantized form and then taking the product will be identical
to steps mentioned above only in the limit of infinite basis.'?
This topic has been discussed in a great detail with examples
by Helgaker, Jorgensen, and Olsen.'"”

The expressions for the transformed operators are given

Ne Ny Ne Ny
= 1+222g(1 l)+|:ZZg(z z)i|

i=1i'=1 i=1i'=l

Ne Ny
PR INS
j=1j'=1
Ne Ny Ne Ny
= 1+2201(z i+ — T ZZOz(l Jr i)
i=1i'=1 i#j i'=1
Ne Ny Ne Ny
+2' SN osGi )+WZZO4(1 Jhi
i i'#j i#] U'#]

an

G(T.+ V&G

Ne Ny Ne Ny
= [Z Y el )} [Z —7% vi“(k)} oY el i)

i=11i'=1

j=1j=1
Ne My Ne My
:ZZ Os(i, l)+2, 2206(1 i',j"
i=1i'=1 i=1i'#j
Ne N Ne Ny
2207(1 J i)+ — 120 2208(1 Jr i
: i#j i'=1 i#] i)
+* i: 209(1 l)-i-i i: 2010(1 j. ki’ ),
Citj#ki=1 : CiFjEk A

(12)
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Ne Ny

N, 2 N,
G(Te + VEY) + (T. + V)G = [Z > sl i’):| [Z —%V,ﬁ + vﬁ’“(k):| - [Z
k=1 ¢

i=1i'=1

Ne N Ne

D9 SN]SR Y e
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Ne My
Vit ve*‘(w} [Z > s, i’)}

i=1i'=1

24 vg’“(k)} g(i, i)

i=1 i'=1 k=1
Ne My Ne Ny
=22 OnliN+ 220120 i), (13)
i=1 i'=1 ! i#£j i'=1
Ne Nh 1 Nﬂ Ne Nh
GVeeG = [ZZg(i, i’)} 3 > o Z Zg(j, 7
i=1i'=1 k#l j=1j'=1
1 Ne Nh s h
=522013(i,1,z)+ﬁ22014(1 JihJh
i#j i'=1 i#j i
#J i#] #E) (14)
T | N M
+ 3 2 Zolso Pk it g D0 3 Ol j ki’ )
iF#j#k i'=1 i#j#k U]
Z 2017(1Jkll)+ 22018(1Jkllj)
' i kA i'=1 l#/#kt’#J
Ne Ny 1 Ng 1 Ne Ne Nn
_ Y - 1 - —1 Py
GVee + VeeG = [ZZg(u )} S |+ 522 [ZZg(m >}
i=1i'=1 k#l i#) i=1 i'=1
5)
N Nh Nc Nh
ZZolg(z Jri >+ = 2 D Onlis ik, i),
Ti#j =1 ! i#j#k i'=1
Ne My Ne Ny Ne Nn
GV = [zzgo : >} [z] S5 6G | = 303 e )
i=1i'=1 j=1j'=1 ijk i'j'k'
Ne My Ne My Ne Ny
—Zzom i+ 5 Zzozz(z i+ 5 Z > 0nG.d' LK)
el i ik
i'#j #j# (16)
Ne Ny Ne Ny N.
+2,ZZOZ40 Js z)+ﬁZZO%(z i J>+2,—!Z Z Oii j.i', ' K)
i#j i i#] i'#E] i#] I'F#jFk
+— Z 2027(1 Joke i)+ 2 Z 2028(1 Jik, i, J)+— Z Z Ox9(i, j, k. 7', ', k).
Ligj#Ek v lsﬁj#kl #J CitjEk i j#k
[
The expression for the hole operators are obtained in a similar relationship:
fashion.
It is important to note that the transformed operators { Oy, PPvO,(,.. M 1,... MY=0,1,..M,1,.... M)
o =1,...,29} must be completely symmetric when operated , ,
k=1,..Mk=1,..., M, an

on by the permutation operators of the symmetric group {Sy}.
For a general operator of the form O,(1, ... M, 1, ... M’) that
couples M number of electrons with M’ number of holes, the
complete symmetric condition is satisfied by the following

where P, and Py are permutation operators in the symmetric
group Sys and Sy, respectively.
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The general expression for an N-particle operator in
second-quantization and field operator notation is well
known. The general expression of a many-body operator that
couples M and M’ electrons and holes, respectively, is repre-
sented in terms of electron and hole field operators as

T I al
T DY
DAL FE Fiy 1 £ #,
X Og(i1, 02, . iy 01, By ooy ing), (18)
Qu =/d(1)...d(M)d(1’)...d(M’)
S AR A AN DR AP (19)

X Og(1, ..., M, 1, ..., MY (M.. ¥(1)

x Y(M)...9(1).
The explicitly correlated wavefunction is obtained variation-
ally by minimizing the total energy with respect to the elec-
tron and hole molecular orbitals and the parameters in the
geminal operator. Minimizing the total energy with respect
to the electron and hole molecular orbitals {x, Xih} results in
the following set of Fock equations:

feX[e:S?X[e
h_h h_h
Fixi =¢&ixis

where the electron and hole Fock operators can be defined as

(20)

2

h
3, Ve T8 Y

2

#
AR

fo=-

21

eff :

The single-particle operator v¢" includes all the terms arising

from the geminal expression and is equal to the HF potential
HE

v in the limiting case of G = 0. The electronic Fock opera-
tor depends on the hole molecular orbitals, and both electron
and hole Fock equations are solved self-consistently till con-
vergence is achieved. The molecular orbitals are represented
as a linear combination of atomic orbitals and the expansion
coefficients are determined variationally. The integrals over
atomic orbital involving the geminal function are well known
and were calculated using the procedure described by Boys®'

and Persson. %8

Ill. COMPUTATIONAL DETAILS
A. Details of eh-XCHF calculations

The form of the wavefunction used in the present calcu-

lation is defined to be a singlet wavefunction of the form
W(xy, X2) = Wy (ry, rZ)\pspin(wl , W) 22)
a = HF, R12 — FCI, eh — XCHF,

where particles 1 and 2 have opposite spins and W g, (w1, w2)
is antisymmetric.

J. Chem. Phys. 136, 124105 (2012)

TABLE I. GTO basis used in HF and eh-XCHF calculations.

Exponent

2.5000 x 107!
2.3721 x 107!
3.5522 x 107!
5.3193 x 10!
7.9655 x 107!
1.1928
1.7862
2.6748
4.0054
1.6442 x 107!

The Hamiltonian for the benchmark system is defined as

1 1 1 1 1
~ NV V2 ki k4 h——,
m ! S R Ty

H, =—
- 2m
(23)

where m, = my = m = 1 a.u., k is the force constant and all
quantities are in atomic units. For the present calculations, the
force constant was set to k = 1/4. A scaling parameter A was
introduced to scale the magnitude of the Coulomb interaction
between the two particles. The Coulomb interaction between
the two particles is represented by Arl_zl, where A = +1 if
charges are identical and A = —1 if the particles are oppositely
charged. For the electron-hole system, the scaling parameter
was setto A = —1.

The explicitly correlated eh-XCHF method was used to
calculate the ground state energy and electron-hole recombi-
nation probability. Gaussian-type orbitals (GTO) were used
for the calculations and the coefficient used in the GTO ba-
sis are presented in Table I. All the GTOs were centered at
the minimum of the parabolic potential. The FCI calculations
for the two-electron Hooke’s atom have been carried out ear-
lier by Matito and co-workers®> and the method for generat-
ing even-tempered GTO basis defined earlier” was used in
the present work. Issues related to linear dependencies were
resolved by performing canonical orthogonalization. The im-
plementation of the computer program was checked by repro-
ducing the FCI results obtained by Matito et al.”

Since, eh-XCHF is an explicitly correlated method, a
fair and accurate comparison was obtained by performing an
explicitly correlated full-configuration interaction calculation
using Slater-type orbitals (STOs). To emphasize this fact, the
FCI method used in this work is labeled as (R12-FCI) and
is described in Subsection III B. The analytical results for the
two-electron Hooke’s atoms with k = 1/4 is well known'%110
and was used to benchmark the R12-FCI implementation.
The R12-FCI energy of 2.00074 Hartree was obtained for the
Hooke’s atom which was in good agreement with the exact
analytical result of 2.0 Hartree.

B. Details of the R12-FCI calculation

The R12-FCI calculation was performed by transform-
ing the 6D Hamiltonian described in Eq. (23) to a 1D ra-
dial Hamiltonian. This was done by first separating out the
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center-of-mass coordinate followed by transforming into
spherical polar coordinates.
Defining the relative and center-of-mass coordinates as

_I‘l +nr
2 (24)
r=r| —r.

R

The total Hamiltonian can be written as

H =Hg+ H,
1 1

HrR = ——V2 + —Mw’R?

R="o R M (25)
1 1 1

Hr = -4 2 = 2r2 )\—,
21 r+2,ua)r + r

where M = m| + m, and i = m;myM~". The total wavefunc-
tion is defined as

HY =EV
Hr®g = Exdr
H.®, = E,®, (26)
U =P,
E =Eg + E..

The center-of-mass Hamiltonian is a 3D harmonic oscillator
whose eigenvalues and eigenfunctions are known analytically
and is equal to 37w for the ground state.

The Hamiltonian associated with the relative coordinate
was transformed into spherical polar coordinates, and the ra-
dial equation for / = 0 is given as

2
for/ = 0. 27

2 (97 29 L oha,,1
~5 St - |t T+ A= x(r) = E x(r)
w \or r or r

The 1D radial Schrodinger equation in Eq. (27) was solved by
expanding the radial wavefunction as a linear combination of
Slater-type orbitals and performing configuration interaction
calculation,

X)) = g™

(28)
¢STO(V) -

The ground state energy was obtained by minimizing both the
expansion coefficients {c;} and the STO exponent {«;}. The
STO basis functions used for the R12-FCI calculations are
listed in Table II.

The radial equation in Eq. (27) can be solved analyti-
cally for the limiting cases of A = 0 and w = 0. The R12-FCI
method can be systematically improved by addition of more
basis functions and will reproduce the exact ground state en-
ergy in the limit of infinite basis functions. The R12-FCI cal-
culation with the STO basis presented in Table II was found
to reproduce the analytical energies.

J. Chem. Phys. 136, 124105 (2012)

TABLE II. STO basis used in the R12-FCI calculations.

N

Exponent

5.8600 x 10!
5.8600 x 107!
5.8600 x 107!
1.5172

1.5172

1.5172

3.9279

3.9279

3.9279

1.0169 x 10!
1.0169 x 10!
1.0169 x 10!
2.6328 x 10!
2.6328 x 10!
2.6328 x 10!

N = O N~ O N~ O D= O N~ O

IV. RESULTS AND DISCUSSION

A. Correlation energy from HF
and R12-FCI calculations

The HF theory plays an important role in electronic struc-
ture theory. The HF wavefunction is used as a zeroth order
wavefunction for post-HF calculations such as perturbation
theory and configuration interaction calculations. For appli-
cation of the HF wavefunction as a reference wavefunction in
electron-hole systems, it is very important to investigate the
quality of the mean-field approximation versus highly accu-
rate calculations. In the present work, a comparison study of
the quality of the mean-field approximation for electron-hole
and electron-electron system was carried out by performing a
series of HF and R12-FClI calculations. The calculations were
performed for H; and the coupling parameter A was varied
from A = —1,..., +1. For each value of A the difference be-
tween the HF and R12-FCI energies was computed using the
following expression:

AEG) = Eur(A) — Eri2-rc1(A) % 100. 29)

ERri2-rci(2)

The difference between the HF and R12-FCI energies is used
as a metric to analyze the quality of mean field approxima-
tion for electron-electron versus electron-hole system. The re-
sult of the computed AE as a function of XA is presented in
Figure 1. It is seen that plot is not symmetric with respect
to the coupling parameter. This implies that the HF approx-
imation is worse for the electron-hole system as compared
to an electron-electron system. It was found that the AE for
electron-hole is larger than the electron-electron system by a
factor of 4. This large difference in the quality of the mean
field approximation for identical and oppositely charged par-
ticles can be attributed to the Coulomb interaction term in the
Hamiltonian. Because of the Coulomb hole in the electron-
electron system, there is a reduced probability of finding an-
other electron in the vicinity of the first electron. For the
electron-hole system, the situation is reversed and there is an
enhanced probability of finding an oppositely charged parti-
cle in the vicinity of the first one. This can be seen clearly by
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FIG. 1. Relative difference between that HF and R12-FCI energies as a func-
tion of the Coulomb scaling parameter.

deriving of the Kato cusp condition for the two-particle den-
sity. The Kato cusp condition for the ground state wave-
function for the electron-electron and electron-hole system is
defined as!!!-112

1 2
\pee(r12) = \I"ee(rIZ = 0) [1 + 5712 + 0(r]2)i| s (30)

1 2
Wen(r12) = Wen(riz =0) | 1 — S + 0(1’12) , (31)

where we have assumed that the ground state is a S state.
Using the above expression, the two-particle density can be
defined as

Pee(r12) = Pee(rin = ) [L +ri2 + O(r,)],  (32)

Pen(r12) = pen(riz = 0) [ —riz + O(ry)]. (33)

The above equations indicate that the probability density of
finding two electrons increases with increasing rj, at small
inter-particle separation. This is indicative of a Coulomb hole.
For the electron-hole system, the probability density of find-
ing an electron-hole pair decreases increasing rj, at small
inter-particle separation which indicates a local enhancement
of the two-particle density in the vicinity of the cusp. Since
Pee(r12)/ pee(0) > 1 and pen(r12)/pen(0) < 1 at small inter-
particle separation, the quality of the eh-wavefunction at short
range, and the electronic wavefunction at intermediate range,
is important for obtaining accurate results. Similar conclusion
for the electronic wavefunction has been reported earlier by
Prendergast et al.''3

The Kato cusp condition is generally satisfied by incorpo-
rating Slater-type orbital (STO) functions that depend on 7y

e =1 — cren + O@2). (34)

In this present work, Gaussian type geminal (GTG) functions
were used to describe the form of the wavefunction at small
inter-particle distances

N[s’

_ Y

e ST o~ E bre Ve, (35)
k

J. Chem. Phys. 136, 124105 (2012)

where {by, y} are variational parameters. The GTG function
was introduced by Boys®' for explicitly including R12 term
in the electronic wavefunction. The necessary integrals
involved in the implementation of the GTG function are have
well-known analytical expressions and have been derived
earlier by Boys®' and Persson et al.!®® The STO is expanded
as a linear combination of Gaussian function to avoid compu-
tation of integrals involving STOs. This is a general strategy
to avoid computation of atomic orbital (AO) integrals using
STO and has been used successfully in the field of basis set
development!'*!'5 and GTG calculations.®>!''® However,
we stress that the expansion in Eq. (35) is approximate and
is not capable of describing the eh-cusp exactly since the
Gaussian functions have zero first derivative at the cusp. The
description of the electron-hole cusp can be systematically
improved by performing post-SCF explicit R12 calculations.
In the present work, the expansion coefficients are obtained
variationally by minimizing the total energy. However,
pre-computed values of the expansion coefficients and GTG
functions can also be used in the above expression.®?

B. Energy and recombination probability
from eh-XCHF calculations

The eh-XCHEF calculations were performed only for the
electron-hole system and Hamiltonian for the system was ob-
tained by setting A = —1 in Eq. (23). The total eh-XCHF
wavefunction for the system is defined as

We(x,x") = [1+ G, 1] D) D (1" Wpin(@F, "),

(36)
where Wi, is anti-symmetric and the electron and the hole
have opposite spins. Gaussian-type orbitals (GTO) were used
to describe the spatial component of the wavefunction and are
defined in Table I. The number of parameters N, in the gemi-
nal expansion were incrementally increased until convergence
was achieved with respect to energy. At each value of N, the
set of geminal parameters {by, y} were determined variation-
ally. The energies and recombination probability from the eh-
XCHF calculation are compared with HF and R12-FCI calcu-
lations and results are plotted in Figures 2 and 3, respectively,

®-W b XCHF
RI12-FCl1
HF

Energ (o)

0.86 —

084

3 3 5 6
Number of geminal functions

FIG. 2. Convergence of the ground state energy as a function of number of
geminal parameters.
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FIG. 3. Comparison of the electron-hole recombination enhancement factor
from the eh-XCHF calculation with HF and R12-FCI results.

as a function of N,. The N, = 0 in the plot represents the
HF solution since the eh-XCHF calculation reduces to HF in
the limit of G = 0. The value of N, was systematically in-
creased and convergence with respect to the total energy was
achieved at N, = 7. The geminal parameters were optimized
in a sequential process and parameters optimized for N, — 1
step were kept fixed. As a result, for the N, step, all parame-
ters from the previous step {b;, y;;i=1,..., Ng — 1} were
kept fixed and only {b;, y;; i = N,} was variationally opti-
mized. The list of optimized geminal parameters are listed in
Table I1I. The HF energy was found to be higher that the R12-
FCI energy by 0.0648 Hartree (1.76 eV). The best eh-XCHF
energy with N, = 7 is 0.8407 Hartree and is higher than the
R12-FCI energy by 0.02 eV. From Figure 2, it is seen that the
eh-XCHF wavefunction can be systematically improved by
addition of geminal parameters. The eh-XCHF energy for N,
= 1 is lower than the HF energy by 0.0545 Hartree (1.48 eV).
This shows the importance of improving the short-range de-
scription of the electron-hole wavefunction that is missing in
the mean-field approximation. The form of the geminal func-
tion with N, = 7 is plotted as the function of inter-particle
distance and is presented in Figure 4. An exponential func-
tion of the form e~¢"* is fitted to the geminal function and
also shown in Figure 4. The width parameter from the expo-
nential fit was found to be ¢ = 0.5605 which is close to the
theoretical exact value of 0.5 from the Kato cusp condition.'!?

The quality of the electron-hole wavefunction can also be
analyzed by computing either the electron-hole recombina-

TABLE III. Optimized geminal parameters.

k bk rk

1 1.2100 0.3500
2 0.4640 3.9600
3 0.5800 0.0900
4 0.2270 1.9000
5 0.2800 0.1000
6 0.1028 1.6700
7 -0.1020 0.3500

J. Chem. Phys. 136, 124105 (2012)

— Gemnal
Expouential Gt
RI2-FCI

%
~

fir,)
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o

FIG. 4. Comparison of the geminal function with the fitted exponential func-
tion and R12-FCI wavefunction. The geminal function has been scaled so that
the geminal and the R12-FCI curves can be plotted in the same figure.

tion rate or the associated recombination probability. Both of
these quantities are computed from the electron-hole density
matrix and is sensitive to accurate treatment of electron-hole
correlation. The general expression for electron-hole density
matrix for arbitrary number of excitons has been derived ear-
lier by Corni and co-workers®” for studying transitions from
(N + 1) to N excitonic states.”>® In a separate study, van
der Horst et al. used electron-hole distance probability distri-
bution function''” to analyze excitonic wavefunction in con-
jugated polymers obtained using the Bethe-Salpeter method.
The electron-hole distance probability distribution function
(in atomic uints) is defined as'!”

(Wal8(r¢ —r™)|Wy)
(Vo | W)

P} = a = HF, R12 — FCI, XCHF,
(37
and was used for analyzing HF, R12-FCI, and eh-XCHF
wavefunctions. Since we are interested in comparison of the
correlated wavefunctions with respect to the mean-field ap-
proximation, we also defined the eh-recombination enhance-
ment factor n which is obtained from the P, using the fol-
lowing expression:
o« _ Pen
= G

n a = HF, R12 — FCI, XCHF. (38)
The results from eh-XCHF calculations with N, = 0,..., 7
together with the HF and R12-FCI results are presented in
Figure 3. It is seen, that the recombination probability con-
verges as a function of geminal parameters. On comparison
of results from the three methods, it is seen that HF calcula-
tion severely underestimates the recombination probability by
a factor of three for both the eh-XCHF and R12-FCI methods.
The recombination probability is very sensitive to form of the
wavefunction at small electron-hole inter-particle distances.
The ground state energies and the eh-recombination enhance-
ment factor for HF, R12-FCI, and eh-XCHF are summarized
in Table I'V. The results in this table highlight the challenging
aspect of computation of accurate recombination probability.
The energy from the eh-XCHF wavefunction is higher than
the benchmark by 0.1%. In contrast, the eh-recombination
probability is lower by 16%.
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TABLE IV. Comparison of calculated ground state energy and electron-hole
recombination enhancement factor from HF, R12-FCI, and eh-XCHF calcu-
lations for the parabolic quantum dot. The Hamiltonian for the dot was de-
fined by setting k = 1/4 in Eq. (23).

Method Energy (Hartree) n
HF 0.9047 1
RI12-FCI 0.8399 3.29
Eh-XCHF 0.8407 2.76

It is seen in Figure 2 that the eh-XCHF energy is con-
verged with respect to number of GTG functions. Analogous
to the conventional electronic structure theory, the converged
eh-XCHF method can be systematically improved using per-
turbation theory and configuration interaction''® calculation
using the eh-XCHF as the reference wavefunction. This ap-
proach of successive improvement of a correlated reference
wavefunction is also analogous to a typical diffusion Monte
Carlo calculation where correlated wavefunction from varia-
tional Monte Carlo is used as a starting point for a more accu-
rate calculation.

In general, it will not be possible to perform R12-FCI
calculation for any system due to lack of spherically symmet-
ric potential and numerical cost associated with using Slater-
type orbitals. The eh-XCHF formulation on the other hand is
a general purpose method that does not require any a priori
assumption about the potential and utilizes GTO as opposed
to STO as basis functions. The use of Gaussian type gemi-
nal function in the eh-XCHF method allow analytical evalua-
tion of the AO integrals."!% In electronic structure theory,
the resolution of identity (RI) method!'®!?® has been used
successfully for integral evaluation with GTG.'?!~1>* The RI
method will be used in the eh-XCHF calculation for fast eval-
uation of many-particle integrals involving geminal functions.
The eh-XCHF benchmark calculations presented here is the
first in a series of calculation on various electron-hole sys-
tems. Future work using the eh-XCHF method involved in-
vestigation of effect of shell thickness on electron-hole re-
combination in CdSe/ZnS multilayered quantum dots''® and
replacing HF by eh-XCHF wavefunction as the zeroth order
reference wavefunction in post-SCF schemes such as MP2
and CI methods.'?’

V. CONCLUSIONS

The explicitly correlated HF method for a general many-
electron many-hole system is presented and was used for
calculation of ground state energy and electron-hole recom-
bination probability. The eh-XCHF method is a general tech-
nique for solving the electron-hole Schrodinger equation and
can be applied to a large variety of electron-hole system
by appropriate selection of the quasi-particle masses and
the external potential terms in the effective electron-hole
Hamiltonian. In the present work, the eh-XCHF method was
applied to the parabolic quantum dot system which consists
of an interacting electron-hole pair confined by the three-
dimensional parabolic potential. Ground state energy and
electron-hole recombination probabilities were computed and

J. Chem. Phys. 136, 124105 (2012)

the results were found to be in good agreement with the
highly accurate explicitly correlated full configuration inter-
action calculations. HF calculation was also performed and
the HF wavefunction was found to severely underestimate the
electron-hole recombination probability. The accuracy of the
HF wavefunction was compared for both electron-electron
and electron-hole system and it was found that the HF ap-
proximation is worse for the electron-hole system. The results
from these calculations highlight the importance of accuracy
of the form of the electron-hole wavefunction at small inter-
particle distances for electron-hole systems and the capability
of eh-XCHF method to successfully address this issue.
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