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The electronic excitation energies of an F-center defect in a LiCl crystal are calculated in the
GW quasiparticle approximation. The halogen vacancy constituting the F-center is modeled in a
supercell geometry that includes equilibrium lattice relaxation corrections to the defect energies.
The dynamically screened Coulomb interaction, used in constructing the quasiparticle self-energy, is
taken in the generalized plasmon-pole approximation using a model for the static dielectric screening.
Excitations from the bound 1s state to conduction band critical points at X, L, and along A are
calculated to have energies of 5.7, 4.5, and 5.0 eV, respectively, compared to experimental absorption
peaks at 5.8, 4.5, and 5.0 eV. The lowest energy, intradefect level excitation shows the effect of an
electron-hole interaction that is not explicitly included in the single-particle GW self-energy. This
contribution is approximated, yielding a calculated energy for the fundamental absorption band of
3.4 €V, as compared to experimental observations of 3.1-3.3 eV.

I. INTRODUCTION

Halogen vacancies, known as F' centers for the visible
coloration they induce,! can be deliberately introduced
into alkali halide crystals in high concentration by x-ray
irradiation or by heating in an alkali-metal vapor. (Sub-
sequent electronic transitions between the defect-induced
electronic levels then yield absorption of visible light in
the otherwise colorless salt.) These vacancies are consid-
ered to be prototypical point defect systems, as they are
particularly simple both electronically and structurally.

F' centers have been studied experimentally in many
alkali halides, using techniques such as optical and tran-
sient optical absorption,? ® the Stark effect,” '? Raman
spectroscopy,’®!* and luminescence.!® For example, opti-
cal measurements in LiCl show a fundamental absorption
band centered around 3.1-3.3 eV.27®

The neutral vacancy is known to contain a single bound
electron and the fundamental optical absorption band
arises from an electronic transition between the lowest
bound levels (corresponding to 1s and 2p states). Since
the electronic ground state of the defect is singly de-
generate (of s-wave symmetry), there are no Jahn-Teller
lattice distortions to consider. The only atomic relax-
ation at the vacancy consists of radial movements of
the neighboring shells of atoms in towards or out from
the defect. The lattice distortion will be assumed to be
fixed during electronic transitions in the Franck-Condon
approximation,'® which greatly simplifies the analysis of
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lattice contributions to the electronic excitations.

Defect states in wide gap materials cannot be ana-
lyzed within the the effective mass approximation. The
large band gaps, high effective masses, and small dielec-
tric constants of typical alkali halides yield highly lo-
calized states for which this approach is inappropriate.
Instead, F-center models typically assume an electron
localized by a deep potential well (as reflected in the
Mollwo-Ivey relation).!” Fortunately, the highly localized
defect states are well suited to ab initio cluster or super-
cell numerical calculations. The 1s electronic wave func-
tion is localized to within one or two lattice constants
(see Fig. 1), while the associated structural relaxation
is small and mostly confined to nearest-neighbor alkali-
metal atoms.'®® Thus it is possible to simulate a defect
in a cluster or supercell with only a few shells of neigh-
boring atoms.

Numerous empirical and ab initio studies!® 2° have
been made for the F-center electronic energy levels and
wave functions. Independent-particle calculations are of
limited accuracy, as local density approximation (LDA)
calculations underestimate the 9.4 eV (Ref. 26) LiCl di-
rect band gap by 30%,2” while Hartree-Fock overesti-
mates it by 80%.2% However, GW calculations?” and
Hartree-Fock plus correlation-correction calculations?®
have obtained accurate band gaps for bulk materials.
Both methods eliminate self-interaction effects?®3° and
include many-body effects on excitation energies.

This paper presents the results of pseudopotential GW
and LDA calculations of the LiCl F-center levels. Elec-
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FIG. 1. Contour plot of the LiCl F-center defect 1s level in
the (100) plane for an unrelaxed 54-atom supercell. Chlorine
atoms are depicted with solid circles and lithium atoms are
not shown. The peak in |¥|? is centered on the vacancy site,
while the contours mark the density in intervals of 6% of this
maximum.

tronic excitation energies related to optical absorption
processes are calculated and compared to experiment.
The results agree to within 0.2-0.3 eV for both single-
particle and two-particle excitations.

The GW quasiparticle method treats excitations cor-
responding to the addition or removal of a single elec-
tron. It yields energies of single-particle-like excitations
in the absence of interaction with other such excitations;
for example, it correctly gives the bulk band gap energy
corresponding to the creation of an infinitely separated
electron-hole pair. In contrast to the energy to add or
remove an electron, the F-center 1s — 2p bound-state
to bound-state transition energy is a two-particle prop-
erty for which the electron-hole interaction is expected
to enter. Here the 2p electron and 1s hole are both local-
ized to the vicinity of the defect. This interaction is not
considered in the GW approach; accordingly, a two-body
correction has been estimated for the 1s — 2p excitation
energy.

This scheme greatly improves the excitation spectrum
over that obtained using the LDA Kohn-Sham eigenval-
ues. Most importantly, the GW method is known to
provide highly accurate band gaps. This will have a sig-
nificant impact on the energies of bound states within the
gap, since the LDA underestimates the band gap by 30%
(therefore, a similar level of correction may be expected
in the defect levels). The full exchange operator is eval-
uated in the GW approach, so the LDA self-interaction
problem for localized states is avoided.?®

Two-body corrections are not pertinent to the bulk
band structure of the solid; rather, bulk excitations (mea-

sured in experiments that create single-particle excita-
tions) are accurately described by the GW method alone.
For example, the bulk band gap of LiCl has been calcu-
lated to be 9.1-9.3 eV in the GW approximation?”3!
versus the experimental value of 9.4 eV (Ref. 26) and
the LDA value of 6.1 eV. The results presented here are
consistent with previous calculations that employ similar
techniques.3!

In principle, it is straightforward to include the full dy-
namical and local field effects of the dielectric screening
on the electron-hole interaction. It is known that these ef-
fects are important to the self-energy and band structure
of LiCl (Ref. 27) and it is expected that they similarly
contribute to the detailed electron-hole interaction. How-
ever, it is found that an extensive many-body treatment
of the electron-hole interaction is not necessary for esti-
mating the 1s — 2p excitation energy. This bound state
excitation energy is found to be 3.4 + 0.5 eV using the
GW quasiparticle energies and approximate two-body
corrections. The final result is in adequate agreement
with the experimental measurements of 3.1-3.3 eV.25

II. THEORETICAL METHODS

A. LDA numerical procedure

The F center is studied in the two smallest possible su-
percells that are consistent with a chlorine vacancy sur-
rounded by one or more shells of chlorine atoms. Both
LDA and GW calculations are performed in a supercell
composed of 2x2x2 primitive cells of the rocksalt struc-
ture, containing one chlorine vacancy. The self-consistent
charge density is obtained with states at 8 k points in
the full Brillouin zone, involving the I'; X, and L points.
The LDA calculation is also repeated for a single vacancy
contained in a supercell of 3x3x 3 primitive rocksalt cells.
The relaxation of the six lithium atoms nearest the va-
cancy is included in this case. Only one k point is used
for the self-consistent charge density for this supercell.
However, after reaching self-consistency, LDA eigenval-
ues are calculated at the I', X, and L points in order to
extrapolate the dispersion of the defect bands in the 27-
cell (54 atoms including the vacancy) case to the isolated
defect limit.

The computational expense of the LDA calculation is
minimized by employing a mixed basis approach.3¢ A
well-converged pseudopotential bulk band structure for
LiCl requires in excess of 400 plane waves; this scales to
more than 10000 in the largest supercell considered here.
The basis size may be reduced somewhat by the use of
soft pseudopotentials.?> However, a mixed basis permits
an even greater reduction. In this approach, a minimal
basis of local orbitals is added to the set of plane waves.
The local orbitals are taken to be the numerical solu-
tions for atomic orbitals, except that they are partially
orthogonalized to the plane wave basis. They are also
truncated at a finite radius to avoid the need for multi-
center integrals. This local basis plus a small plane wave
set is sufficient to give good valence bands and ground
state charge densities.
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Unfortunately, the introduction of a local basis com-
ponent does not benefit the GW calculations as much as
the LDA. The inclusion of valence atomic orbitals allows
a substantial reduction in the basis size required to give
the valence wave functions and the self-consistent charge
density, but it does not improve the convergence rate for
excited states as much. Conduction bands up to energies
of 100 eV are included in the self-energy operator and
so the reduced basis size is obtained at the expense of a
slight reduction in the accuracy of the self-energy.

For reference, the basis set includes all plane waves
with kinetic energy less than 12 Ry and chlorine 3s and
3p orbitals. This gives a fully converged (to better than
0.1 eV) bulk band gap in both the LDA and GW.

B. The electron-hole interaction

The 1s — 2p transition of the bound electron is the
most prominent feature of the optical absorption spec-
trum of the F center.®® The resulting 2p electron and
1s hole are localized in the defect region and interact
strongly. As a direct result, the LDA eigenfunctions and
eigenvalues obtained from the ground state calculation
do not relate to the neutral excited state. Similarly, the
GW quasiparticle energies do not give the 1s — 2p exci-
tation energy. An accurate calculation requires inclusion
of the additional electron-hole interaction.

The F-center quasiparticle excitations relate to the
process of adding a quasielectron (thus taking the neutral
FP° center to a charged F'~) or creating a 1s quasihole
(taking F° to FT). Therefore, the difference between
the 1s hole and 2p electron energies actually corresponds
to the process of removing the 1s electron from one de-
fect site and placing it in the 2p state on another defect
site at infinite distance from the first. In that case, the
single-particle wave functions should correspond reason-
ably well to the LDA eigenfunctions and the energies of
these quasiparticle excitations can be estimated from the
GW correction.

Although the quasiparticle energies do not directly
yield the 1s — 2p neutral excitation energy, it is pos-
sible to use these energies and wave functions to calcu-
late the excitation by explicitly including the interaction
between the electron and hole. This correction to the en-
ergy can be treated naturally with the two-particle Green
function.3® It gives the wave function relaxation and en-
ergy reduction that is obtained if the electron and hole
are put on the same vacancy site.

In evaluating this correction, we use a model in which
the exchange term and the screened Coulomb term are
calculated between the 1s and lowest 2p states at the L
point (the center of the defect band) for both the 2x2x2
and 3x3x3 supercells. The dielectric screening for the
Coulomb attraction is included using static screening and
neglecting local fields [i.e., macroscopic screening with
€x = 2.7 (Ref. 37)]. The dynamical screening effects
on electron-hole binding and wave function are expected
to be small because of the large LiCl band gap. The
importance of local field effects are not examined. Only a
first-order correction is considered; the 1s and 2p orbital
relaxation is neglected.
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C. GW numerical procedure

The GW approximation begins with the formal expres-
sion for the quasiparticle excitation energies of a system
of interacting electrons in a periodic potential. The en-
ergies are solutions to2”

EWG(7) = [+ Veat () + Vo (7)) 97 (7)

+/dﬁ S 7 ER) Oy | (2.1)

where T is the kinetic-energy operator, Vo is the
Coulomb potential, V., is the ionic potential, and the
self-energy operator ¥ includes the effects of exchange
and correlation. The GW approximation corresponds to
a lowest-order expansion of the self-energy in powers of
the dynamically screened Coulomb interaction W and in
the energy-dependent Green function G:
= . dE' —i6E' = 7 ’ Y]

E(T,r’;E)-—:z/z—e G(F,r'; E — E"YW(7,r'; E") .

s

(2.2)

Vertex corrections are not included in this approxima-
tion.

In this analysis, the quasiparticle approximation is
made for the one-particle Green function, i.e., the elec-
tronic excitations are considered to have infinite lifetimes.
It is also assumed that the LDA eigenfunctions give a
good description of the quasiparticle wave functions.2?
Thus the Green function becomes

|nk) (nk|
G(E) = T ap
> E — Enl.c. —1in

(2.3)

with |nk) the LDA eigenfunctions, E the self-consistent
quasiparticle energies, and 7 a negative infinitesimal for
energies above the Fermi energy and a positive infinites-
imal below. Ultimately, the exchange-correlation contri-
bution to the LDA eigenvalue is simply replaced by the
expectation of the self-energy operator to yield the quasi-
particle excitation energy

B% = EXPA 4 (nk|S(E)|nk) — (nk|VEPA[nk) .
(2.4)

In practice, accurate Green functions require the in-
clusion of virtual intermediate states with energies as
high as 100 eV. This applies to calculations of the bulk
band structure?” as well as to the defect excitations; it
translates to approximately 100 bands per primitive cell.
Calculations that use a minimal basis set may not in-
clude enough virtual intermediate states to adequately
converge the results.

The screened Coulomb interaction in Eq. (2.2) is given
by

W inw) = [ e (e ) (25)

with v the bare Coulomb interaction and €~ ! the dynamic
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dielectric response. Equation (2.5) is evaluated approxi-
mately since obtaining the exact quantity is impractical:
the dynamical screening is computed in terms of a model
static dielectric matrix expressed in a plane wave basis
and a plasmon-pole model fit to two sum rules.3® The
macroscopic dielectric constant for bulk LiCl is the only
input parameter (€0o=2.7).%"

The model static dielectric matrix uses the total charge
density from the ground state defect calculation; in
this case, the defect-state electron density is included.
Strictly speaking, the defect electron will not participate
in screening itself so that it might be best to use the
charge density of only the bulk electrons in the model.
However, the change in screening upon including the
defect-state electron density should be relatively small,
so the full charge density is used in the model.

A bulk LiCl calculation requires 64 k points in the
full Brillouin zone to adequately converge the band edges
for both the LDA and GW calculations. Therefore, the
2x2x2 supercell employs S—E—point sampling to ensure
comparable accuracy in the (bulk) band edges. It is im-
portant to recognize that the LDA calculation yields a
Bloch form and a finite bandwidth for the defect-bound
electrons (due to the periodic repetition of the defect in
the supercell geometry). Thus the self-consistent occu-
pation of the half-filled defect band generates a Fermi
surface. This does not accurately reflect the isolated
defect limit and so the occupations are constrained by
placing one electron in a localized (Wannier-like) 1s de-
fect orbital. The constraint alters the self-consistent
charge density, although, in practice the LDA eigenvalues
change by less than 0.1 eV between the two cases.

A similar modification to the Green function of Ref.
27 is critical for treating the defect state correctly. The
exchange expectation of localized defect electrons should
not be computed from itinerant defect states with a Fermi
surface in the occupation. Thus, when constructing the
Green function Eq. (2.3), the LDA Bloch wave functions
for the defect band are replaced with localized states con-
sisting of Wannier orbitals and the occupations are con-
strained. (The bulk band states remain in Bloch form
appropriate to itinerant electrons.)

The localized defect orbital for a 1s orbital at site R;
is constructed from the Bloch states at I'; X, and L

() = o= 3 e () (26)
E

for N = 8 k points in the Brillouin zone of the 2x2x2
supercell. The energy of the localized orbital is taken to
be at the center of the defect band.

There is a further complication to the Green func-
tion — each localized defect electron must be taken to
have a definite spin. This is required to ensure that
the self-exchange of the bound electron precisely cancels
the Hartree self-interaction. The LDA Wannier orbitals
from neighboring defects overlap somewhat because of
the proximity of the 8 vacancy sites. Therefore, the 1s
states at neighboring vacancies are taken to be in a para-
magnetic configuration in the Green function (i.e., in a

superposition of equal amounts spin up and down). This
is not a critical issue; the exchange between adjacent de-
fect states is small.

In principle, fixing the spin configuration of the defect
Wannier orbital induces exchange splittings in the bulk
quasiparticle local density of states.3® This splitting is
explicitly not considered, as the defect energies are not
expected to be greatly affected by the spin response of
the bulk electrons.

It is useful to note at this point that the LDA calcula-
tions do not include a self-interaction correction.?® There-
fore, the GW calculation (which has no self-interaction)
will modify the 1s quasiparticle wave function as well as
the energy. The opening of the bulk band gap in passing
from the LDA to GW (Ref. 40) will further alter the de-
fect wave functions. These wave function changes (which
we expect to be small) have not been considered.

III. RESULTS
A. LDA results

The LDA energies for the bulk band edges and defect
levels are displayed in Table I. The bulk band edges
(valence band maximum and minimum, and conduction
band minimum) occur at the I' point while the defect
levels correspond to the Wannier orbitals generated from
8 k points in the 2x2x2 or 3x3x3 supercells.

The top of the valence band is taken as the reference
point for each of the LDA band structures. This is rea-
sonable, as the gross features of the valence band are
little affected by the presence or absence of a vacancy.
The valence bandwidth is 13.16 €V in the bulk, 13.03 eV
in the 8-cell defect case, and 13.13 €V in the 27 cell defect
calculations.

In contrast, the band gap changes noticeably for the
defect calculations. The direct band gap at I' is found
to be 6.06 eV in the bulk, comparable to that obtained
from a fully converged, all-plane-wave basis calculation.
The 8-cell plus vacancy calculation yields a gap of 6.33
eV and the 27-cell defect calculations a gap of 6.25-6.26
eV. This clearly shows that the supercell band gap is
widened by the introduction of defect states to the gap;
the effect decreases with increasing supercell size as the
system approaches the bulk limit.

Finite size effects on the defect levels are also very
prominent; the F-center 1s band is 1.4 ¢V wide in the
8-cell case and 0.3 eV wide in the 27-cell case. A nearest-
neighbor tight-binding interaction describes the disper-
sion well; the 1s state at the L point lies at the center of
the band.

It is necessary to locate the excited defect states (e.g.,
the 2p level) in order to calculate the energy of the F-
center absorption band. Unfortunately, they are not easy
to identify in the LDA. Due to the LDA band gap under-
estimation, no excited defect states are found to lie below
the conduction band minimum (at I') in the 8- and 27-cell
calculations. Instead, many of the 2p states in the super-
cell are resonances; thus it is difficult to unambiguously
identify them.
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TABLE I. Bulk band structure and defect levels with and without lattice relaxation (in eV). All
energies are measured from the valence band maximum. Extrapolating from the 8- to the 27-cell
to the bulk LDA calculations gives the finite-size corrections to be added to the 8-cell GW results.
Note that the neutral defect 1s — 2p excitation does not equal the difference in the 1s and 2p

quasiparticle energies.

GW LDA LDA LDA LDA GW

16 atom 16 atom 54 atom 54 atom bulk bulk
unrelaxed unrelaxed unrelaxed relaxed

Band gap 9.54 6.33 6.25 6.26 6.06 9.26
1s 5.27 4.79 4.70 4.83
2p 10.73 7.82 7.18 7.23

valence bandwidth 15.00 13.03 13.13 13.13 13.16 15.10

A good example of the problem can be found in the
analysis of the lowest unoccupied state at the L point
for the 2x2x2 supercell. The state has L) symmetry,
appropriate to a tight-binding p band. This suggests an
F-center-derived 2p excited state, but symmetry does not
uniquely identify the state. The bulk conduction band
edge should also have L}, symmetry and, in fact, both of
the lowest unoccupied bands at L have this symmetry.
(The next highest band of L}, symmetry lies 1 eV higher
than either of these and is not a reasonable candidate for
the 2p defect orbital.)

The LDA band gap at L for this supercell size should
increase by approximately 0.1-0.2 eV from the bulk value
(i-e., by the same amount as the minimum band gap,
which is unambiguously determined).*! This coincides
with the energy of the higher band. Additional evidence
can be gleaned from plots of the density distribution of
the states; this confirms the lowest unoccupied band at
L as a 2p defect level. The other 2p defect states at L
are of Lj symmetry; they are found to be resonances at
higher energy that hybridize with bulk bands.

The entire 2p defect band is found to be 2.9 eV wide in
the 8-cell case. The center of the band lies some 1.5 eV
above the LDA bulk conduction band minimum, compa-
rable to the center of the 2p complex at the L point. In
the 27-cell case, the 2p bandwidth is reduced to 1.2 eV,
while the center falls by 0.5-0.6 eV (see Table I).

As discussed earlier, the 2p levels obtained from the
LDA ground state calculation are not appropriate for
the neutral excited state calculation. It is interesting
to first examine a LDA treatment of the excited state
rather than to simply approximate the formal electron-
hole correction (as will be done for the GW calculation).
After the F electron is moved to the L} 2p state, the
self-consistent LDA Wannier 2p level falls by 0.3 eV. The
splitting of the 2p states at L does not change. Thus the
LDA 1s — 2p excitation energy with full electronic re-
laxation is 2.0 eV. A LDA transition state calculation*?
yields an excitation energy of 2.4 eV. This places the 2p
level in the LDA conduction band continuum.

It is expected that the lattice relaxes slightly around
the vacancy while preserving the point-group symmetry
of the defect (O) in the ground state.!® The 3x3x3 su-
percell LDA calculations indicate that the lithium atoms
move outward by approximately 1% of the distance to
the vacancy. This relaxation is found to lower the total
energy by parts in 10 while raising the 1s state by 0.13

eV and the 2p state by 0.05 eV. This result is in reason-
able agreement with earlier work; the calculation of Ref.
19 relaxes the two nearest-neighbor shells and obtains a
similar lithium displacement and level shifts of +0.24 eV
for the 1s state and +0.14 eV for the 2p state.

B. GW results

The GW results for the bulk and 2x2x2 supercell cal-
culations are displayed in Table I. They are presented
together with the LDA results because the energies must
be extrapolated to the infinite supercell limit. The cor-
rected values are presented in Table II.

Finite-size and lattice relaxation corrections to the
GW results are obtained by comparing the different LDA
calculations in Table I. For example, the 1s defect level
does not shift relative to the valence band minimum be-
tween the unrelaxed 8- and 27-cell LDA calculations.
This implies that the 1s energy obtained from the 8-cell
GW calculation is well converged with respect to super-
cell finite-size effects. A final correction to the 1s level
arises from the lattice relaxation at the vacancy; this is
calculated in the LDA to raise the 1s level by 0.13 eV
relative to the band edges.

In contrast to the localized 1s state, the valence and
conduction band edges (i.e., the band gap) are noticeably
affected by the size of the defect supercells employed. For
example, the conduction band minimum lies too high in
energy in the 8-cell calculation, as can be seen by com-
paring the LDA or the GW 8-cell and bulk calculations.
The finite-size correction to the 8-cell conduction band

TABLE II. Bulk band gap and defect excitation energies
(in the infinite supercell limit) compared to experiment (in
eV). The calculations include the size-effect, lattice relax-
ation, spin-dependent, and electron-hole corrections discussed
in the text. The final results are shown.

LDA GW Expt.
Band gap 6.06 9.26 9.4*
1s — 2p 2.4 3.4 3.1-3.3°
1s = L. 1.8 4.5 4.5°¢
1s = A, 2.2 5.0 5.0°
1s = X, 2.8 5.7 5.8°

2Reference 26.
PReferences 2-5.
“References 15, 32, and 33.



minimum is estimated to be —0.14 eV from comparing
the LDA results or —0.21 eV from the GW results. A
similar magnitude shift applies to the valence band max-
imum, yielding a total band gap correction of 0.27-0.28
eV (see Table I).

After applying the GW finite-size correction to the
bulk band edges and the LDA relaxation correction to
the 1s level, the 1s level lies 3.92 eV below the conduc-
tion band edge. The bulk GW calculation yields other
low-lying conduction band critical points at the X and L
points, which respectively lie 1.7 eV and 0.5 eV above the
conduction band minimum at I'. There is an additional
local extremum along the A line which is estimated to lie
1.0 eV above the conduction band minimum, based on an
extrapolation of the GW correction to the LDA eigenval-
ues. This yields excitation energies from the 1s level to
conduction band critical points of 4.4 eV, 4.9 eV, and 5.6
eV. These values should be compared to measurements
of peaks in the L-band optical absorption at 4.5 eV, 5.0
eV, and 5.8 eV (which corresponds the 1s level to the
conduction band process).}:32:33 If both the finite-size
and lattice relaxation corrections to the 1s and conduc-
tion band levels are obtained from the LDA calculations,
the extrapolated GW 1s state to the bulk excitation en-
ergies are 4.5, 5.0, and 5.7 eV, in good agreement with
experiment (see Table II).

Estimating the 1s — 2p excitation energy is a com-
plicated procedure because several corrections to the 2p
GW quasiparticle energies are required. Based on the
8-cell GW calculation, the 2p defect state is found to
lie 5.46 eV above the 1s level. This corresponds to the
energy of an F'~ center with a 1s'2p' configuration. It
assumes that the 1s and 2p electrons are not in a parallel
spin configuration. In contrast, the final state 2p electron
from a 1s — 2p transition should have the same spin as
the inital 1s electron had, forming a singlet electron-hole
pair. The calculated exchange interaction of the added
2p electron with the 1s electron is underestimated by %
relative to the spin parallel case. Therefore, the spin-
parallel 2p quasiparticle energy should be reduced by ap-
proximately 2(1—1/€x) times the unrelaxed 1s—2p bare
exchange interaction (which is 0.42 eV for the 8-cell cal-
culation). Thus the spin-dependent correction reduces
the excitation energy by 0.13 eV.

The 2p defect state is much less localized than the 1s
orbital, so that its energy is strongly dependent on the
supercell size. The difference between the LDA 1s and 2p
eigenvalues falls by 0.55 eV between the 8-cell and 27-cell
calculations. The additional lattice relaxation correction
reduces the 1s — 2p difference further by 0.08 eV.

Finally, the 1s — 2p excitation energy requires inclu-
sion of the electron-hole interaction. This has been cal-
culated in the simplest possible approximation; the LDA
1s (L; symmetry) and 2p (L} symmetry) bound states
of the neutral F' center are used for the hole and electron
orbitals. The correction consists of a screened Coulomb
attraction of —2.23 eV and singlet exchange interaction
of +0.42 eV for the 8-cell calculation. These values are
strongly affected by the finite-size confinement of the 2p
orbital; they become —1.40 and +0.09 eV for the 27-cell
case.
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Combining these four corrections yields a 1s — 2p ex-
citation of 3.410.5 eV, in satisfactory agreement with the
experimental estimates of 3.1-3.3 eV (see Table II).

IV. CONCLUSION

The GW quasiparticle energies of the bulk bands
presented here are equivalent to those of similar
calculations®! and in good agreement with available ex-
periment. The additional single-particle excitations as-
sociated with states induced by the F' center are found
to be similarly accurate. The 1s defect state is calcu-
lated to lie well within the bulk band gap of LiCl, at
4.0 eV below the conduction band minimum. The cal-
culated transitions from the 1s state to other unbound
conduction band states also agree well with experimental
datal®33 (see Table II).

Specifically, transitions from the 1s level to the (un-
bound) low-lying critical points in the conduction band
are calculated to have energies equal to 4.5+0.2 eV for
transitions to L and 5.7+0.2 eV to X. The transition to a
local maximum along the A line has an energy of 5.0+£0.2
eV. The energy differences from the 1s to these three low-
est critical points correspond to observations of peaks in
the so-called L-absorption bands of the LiCl F' center
in which the 1s electron is promoted to the conduction
band.'%:3%2:3% Three absorption peaks are definitely asso-
ciated with the F' center: the L; peak at 4.5 ¢V, the Lo
peak at 5.0 eV, and the L4 peak at 5.8 eV.!® Therefore,
the L, feature is identified as a transition from the 1s
defect state to the lowest conduction band at L, the L,
absorption peak is identified as the 1s — A transition,
and the L4 peak is identified as the 1s — X transition to
the lowest conduction band.

There is only a small equilibrium lattice relaxation at
the F center in LiCl. The nearest-neighbor lithium atoms
move outwards some 1% of the distance from the vacancy.
This relaxation shifts the defect 1s levels upwards by 0.13
eV and the 2p levels by 0.05 eV, relative to the conduction
band edge. The calculation of Ref. 19 relaxes the nearest
shells of lithium and chlorine atoms and yields a similar
lithium displacement and a slightly larger level shift.

The bound 1s — 2p intrasite excitation has been calcu-
lated with an approximate electron-hole correction; the
resulting excitation energy is 3.4 + 0.5 eV. This is in
agreement with experimental results of 3.1-3.3 eV and
is in marked contrast to the LDA prediction of 2.0-2.4
eV. (The large error estimate is a reflection of the ap-
proximate two-body correction as well as uncertainty in
locating the 2p resonances in the LDA calculations.) The
importance of the included excitonic corrections (1.3 eV
in total) indicates the need for including the full many-
body corrections from the two-particle Green function.

A quantitative analysis of F-center excitation energies
clearly requires a many-body approach. Despite the large
band gap typical of alkali halides, the dielectric screen-
ing is significant; previous work indicates that both the
local field and the dynamical dependence of dielectric re-
sponse must be included for the self-energy. This require-
ment likely extends to the electron-hole interaction. As
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discussed, the electron-hole interaction has been treated
with a simple approximation; nevertheless, the resulting
excitation energy is in satisfactory agreement with exper-
iment.
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