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TasLE II (continued)
Krypton C;;(Vr-o°k,T) in kbar
T Chyise C2d Cu (T C2d Bis o V1107 pV1e?[110] m
5.99 48.6 48.6 243 23.9 24.0 32.2 60.6 12.3 12
13.30 48.1 48.6 24.1 23.7 24.2 31.9 60.5 12.2 12
59.86 46.1 51.2 22.6 23.3 28.4 30.9 62.4 114 12
95.82 41.8 49.3 20.0 219 29.5 28.5 59.4 9.92 11
99.76 454 54.2 21.8 23.6 324 30.8 65.1 10.9 12
103.5 48.9 59.1 23.7 25.2 35.3 33.1 70.9 11.9 13
Xenon Cij(Vexpt,T) in kbar
2.57 50.4 25.2 249 33.4 62.8 12.7 11
2.68 54.9 27.5 27.2 36.4 68.6 13.9 12
2.78 59.2 29.7 29.3 39.3 74.0 15.0 13
11.91 54.4 54.7 27.3 26.9 27.2 36.1 68.2 13.7 12
21.25 53.0 54.1 26.6 26.1 27.2 35.1 67.2 13.4 12
30.81 51.2 53.1 25.7 25.1 26.9 33.8 65.7 13.1 12
50.26 46.9 50.3 23.7 22.5 25.9 30.6 61.8 12.2 12
77.66 40.2 45.6 20.5 184 23.9 25.7 55.3 10.9 12
103.91 31.7 38.4 16.3 13.9 20.7 19.9 459 8.90 11
106.3 33.2 41.0 17.3 14.2 22.0 20.5 48.8 9.50 12
108.3 34.4 43.3 18.1 14.3 23.2 21.0 514 10.1 13
Xenon C;j(Vr-ok,T) in kbar
5.37 55.0 55.0 27.5 27.3 27.3 36.5 68.6 13.9 12
11.94 54.6 55.0 27.3 27.1 27.5 36.3 68.6 13.8 12
53.73 53.3 56.8 26.3 26.8 30.4 35.7 69.9 13.2 12
63.21 53.1 373 26.2 26.9 31.1 35.6 70.4 13.1 12
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The states of the ¥ center are considered on the basis of models which treat the movement of the nearest
neighbors to the F center and the F electron in a self-consistent manner. The lattice is first described in terms
of a classical ionic-crystal theory. The theory is then extended to treat the nearest-neighbor ions in a quan-
tum-mechanical manner. The one defect electron (the F electron) is treated according to polarizable-ion
models. The absorption energy, the emission energy, the lifetime of the first excited state, the zero-phonon
transition energies, and the Huang-Rhys factors are evaluated for two models, which differ in the rigor used
to compute the polarization of the nearest and next-nearest neighbors. It is found that the model that con-
tains the more rigorous evaluation of the polarization agrees best with the experimental results for CaO and
perhaps MgO. In addition, it is found that both these models are least successful for F centers in NaCl and
KCIL Not enough data exist to make judgments about the agreement for CaF,, SrF,, and BaF,.

I. INTRODUCTION

HE F center in ionic crystals consists of one
electron (the F electron) localized about a vacant

anion site, regardless of the valency. Even though the
F center is one of the simplest defects which may occur
in ionic crystals, calculations of its optical properties
have been a challenge to theoreticians ever since Tibbs
first undertook such calculations for the alkali halides.!
Such calculations are even today unsatisfactory in
many cases when one studies the lifetimes of the ex-
cited states, the phonon structure, and the spatial ex-

1S. R. Tibbs, Trans. Faraday Soc. 35, 147 (1934).

tent of the F-electron wave function. Two basic models
from which we may calculate the electronic structure
of the F center exist. For brevity, we refer to these
models as Hartree (or Hartree-Fock) polarizable-ion
models (HFPI) and semicontinuum (or semicontinuum-
polaron) models (SCP). Both types of models reduce a
many-electron problem to an effective one-electron (the
F-electron) problem and treat the lattice polarization
and the F electron in a self-consistent manner. They
differ most profoundly in their treatment of the effective
interaction between the F electron and the anion va-
cancy due to ionic polarization. We may view the va-
cancy as an infinite-effective-mass hole having a charge
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Z,>0. The HFPI models assume that the F-electron
orbit will be small enough (or equivalently, that the
I' electron will move sufficiently fast) so that the ionic
polarization cannot follow rapid changes in the F-elec-
tron motion. The SCP models contain an approximate
expression for the F-electron-vacancy interaction which
is based upon the Haken theory of Wannier excitons??
and which thereby allows the ionic polarization to
follow to some extent the motion of the F electron when
the latter is in a large orbit (or is moving slowly).

The author has discussed, in a previous paper,* some
of the SCP models within the context of variational
procedures employing hydrogenic trial wave functions.
It was found there that the SCP(HF) model was most
successful for NaCl and KCl, was successful for only
optical absorption in CaFs,, SrF,, and BaF,, and gave
inconclusive results for the oxides MgO and CaO. In
this paper, studies of the F center in ionic crystals are
continued. Results are reported here for the F center
in NaCl, KCl, MgO, CaO, SrO, CaF,, SrF,, and BaF,
that follow from two HFPI models. The electronic and
ionic polarizations are computed by a more rigorous
procedure for the second model, HFPI (2), than for the
first model, HFPI (1). Both HFPI models assert that
the ionic polarization does not respond to rapid changes
in the F-electron state when the F electron undergoes
an optical transition. This means that all low-lying F-
electron states should be compact if the model predic-
tions are to be internally consistent with the assump-
tions of the model.

The method of the present calculations is a two-
parameter variational procedure. The author assumes
a trial wave function which has a suitable symmetry
and which contains a variational parameter 7. He then
computes the ion displacements ¢ which are consistent
with the assumed trial wave function. In this way, he
obtains the total energy of the crystal as a function of
7 and o. Finally, he minimizes the total energy as a
function of 5 and ¢ to obtain the F-electron wave func-
tion and the lattice configuration.

It is found that the HFPI (1) model gives incon-
clusive results because the forms of the trial wave func-
tions most likely do not approximate even crudely the
exact solutions (eigenfunctions) to the HFPI (1) model.
If success is measured by agreement with present experi-
mental data, it is found that the HFPI (2) model is
rather successful for CaO, is successful with some
qualifications in MgO, and is least successful in the
alkali halides and alkaline-earth fluorides. Making
judgments about the success of a given model for the
F center in the alkaline-earth fluorides is hazardous be-
cause the only known experimental data treats the ab-
sorption, and this is probably least sensitive to the

? H. Haken, Nuovo Cimento 10, 1230 (1956).

8 H. Haken, in Polarons and Excitons, edited by C. G. Kuper
and G. D. Whitfield (Oliver and Boyd, London, 1963), p. 295.

* H. S. Bennett, Phys. Rev. 169, 730 (1968). Hereafter, we shall

refer to this as paper I. We shall use, whenever possible, the no-
tation of this reference.
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physical details of a model. The above is contrasted
with the SCP(HF) models of paper I. It is shown in
paper I that the SCP(HF) models are successful in
agreeing with the known experimental data for the
alkali halides and alkaline-earth fluorides; but they give
inconclusive results for the alkaline-earth oxides.

The author will review in Sec. II the classical ionic
lattice and will summarize the calculation of the change
in the lattice energy due to replacing an anion with
an F-center electron. Using the results of Appendix A,
he will list in Sec. III the many terms of the Hamil-
tonians for the HFPI (1) model and the HFPI (2)
model. He will present in Sec. IV the theoretical expres-
sions for those quantities which are measured in the
optical absorption and emission experiments. In Sec.
V, he will tabulate the numerical results of the HFPI (2)
models and will discuss some additional modifications
which he has studied. He will extend in Sec. VI the
HFPI models to treat the nearest-neighbor ions in a
quantum-mechanical manner and then will derive with
reference to Appendix B the theoretical expressions for
those quantities which are measured in the experiments
on the zero-phonon transitions of the F center. In Sec.
VII, he will compare the HFPI (2) models and the
SCP(HF) models and will attempt to relate their pre-
dictions to some of the uncertainties which plague both
theoretical and experimental studies. Appendix A con-
tains a discussion of the polarizable lattice and the
notation used in Sec. III. Finally, Appendix B contains
the derivation of the Huang-Rhys factor for the case in
which the nearest neighbors (nn) move quantum me-
chanically in a breathing mode and all the remaining
ions move classically.

II. PRELIMINARIES

The two models for the F center which the author
shall present below contain the same treatment of the
lattice energy and differ only in their treatment of
the contribution to the F-center energy due to the elec-
tronic and ionic polarizations. The author has given in
Secs. II and III of paper I a discussion of the total
crystal Hamiltonian and of the classical ionic lattice.
Because he will use here the results contained in Secs.
II and III of paper I, he summarizes below the contents
of those two sections. He will treat first the entire
lattice classically, as was done in paper I, and then in
order to discuss the zero-phonon line in Sec. VI (a
quantum-mechanical concept), he will treat the nn
cations quantum mechanically. In this section, the en-
tire lattice is viewed classically.

Using the Born-Oppenheimer approximation, we
write the one-electron Hamiltonian for the F center as
the sum of two terms,

GCT(I',R) =3Cp(l',R)+5CL(R) . (1)

The expectation value of the operator 3Cp gives us the
F-electron energy, while the expectation value of 3¢,
which contains no F-electron operators, gives us the
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F16. 1. Schematic configuration coordinate diagram for the
HFPI (2) model in which the distant ions obey the Franck-
Condon principle for all optical transitions. The quantity Ep is
the total energy of the F center, and o gives the nn radial motion
r’=r(1—0). The points A, B, H, C, D, and G correspond,
respectively, to the states |ao;ao,00), |Bo;ao,00), |B2;an,00),
|81; B1,01), |eu; Br,01), and |as; Bi,03). The F electron is in the
ground state [“1s”, Eq. (5)] for curves V4 and Vp, and it is in the
excited state [“2p”, Eq. (6)] for the curves Vp and V. The
electronic polarization responds for all states to rapid changes in
the F-electron wave function. The distant ionic polarization does
not respond to the rapid changes in the F-electron wave function
when it undergoes an optical transition (Franck-Condon principle).
The distant ionic polarization of the lattice induced by the ¥
electron is the same for curves V4 and Vg and is the same for
curves V¢ and Vp. It is computed from state |ao; ao,00) for curves
Va4 and Vp and from state |Bi; B1,01) for curves Ve and Vp. An
axis which is perpendicular to the plane of the paper and which
is not drawn represents the configurations of all the distant
classical ions. Curves V4 and Vp are coplanar and lie in a plane
parallel to the Er—a plane. Curves V¢ and Vp are coplanar and
lie in a plane which is parallel to the Er-¢ plane and which does
not coincide with the plane in which the curves V4 and Vp lie.

lattice energy of the crystal. We shall study the follow-
ing process: The F center, which is originally in its
ground state |ao; ao,00), becomes excited into the state
|Bo; €0,00) which is assumed to be a quasistationary
state with an electronic wave function calculated from
the same crystal potential (same ionic polarization) as
that for the ground state |ao; a,00). We designate the
total F-center state by the notation |5;{,0). The
quantity o gives the distance the nn ions move from
their sites in a perfect lattice. The symbols 7 and ¢
would be the generic quantum numbers in an exact
description of the F center and are variational param-
eters in the calculations given below. The symbol «
denotes a state which transforms as a “1s” state trans-
forms, and the symbol 8 denotes a low-lying excited
state which transforms as a ““2p” state transforms. The
two symbols which are to the right of the semicolon,
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¢ and g, characterize the crystal potential which the ¥
electron in the state n experiences. The lattice then
relaxes and, thereby, the crystal potential which the F
electron experiences changes. The excited electronic
state calculated from the relaxed crystal potential
|81; B1,01) may differ from the unrelaxed excited elec-
tronic state |Bo; ao,00). The F center may then undergo
a transition to the unrelaxed ground state |ai;f1,01)
with an electronic wave function calculated from the
same crystal potential (ionic polarization) as that for
the relaxed excited state |8;;81,01). In Fig. 1, we pre-
sent a simple configuration diagram which illustrates
the four F-center states discussed above and two ad-
ditional states associated with the zero-phonon tran-
sitions. We shall treat the two zero-phonon states in
Sec. VI.

We want to compute the change in the lattice energy
due to replacing an anion with an F-center electron.
We first create a vacancy at the anion site ro=0 of
charge Z, by adding an effective vacancy charge Z,
=—2Z, at 1p=0 and permit no lattice relaxation. This
fictitious lattice state will serve as the reference energy
for the lattice part of the total F-center Hamiltonian.
We compute the change in the lattice energy AE;
(vacancy, distortion) due to replacing an anion with an
F-center electron by classical ionic lattice theory. We
allow the nn to move radially from 7, to )’ =r,(1—0)
in order to accommodate the F-center charge density.
We define the total F-center charge density p4(r) by the

relation
pa(r) =pr(r; n)+p.(r), 2
where the F-electron charge density is given by
o6 1) = — el (Oa(D), 3)
and where the charge density of the vacancy is given by
pu(1)=2.8%r). 4)

The F-electron wave function is ¥,(r) =(r|7; {,0)r and
the effective vacancy charge is Z,. The § function 3(r)
indicates that we treat the effective vacancy charge
Z, as a point charge. We also define Zp= —e, where
the magnitude of the electronic charge is e. The change
in the lattice energy is written as the sum of many
terms. Each researcher has his own way of carrying out
the summations. We have chosen the method given by
Egs. (17) and (18) of paper I; i.e., the lattice energy
has the form AE; (vacancy, distortion)=AE,+AE,,
where AE, is the change in electrostatic energy, and
AE. is the change in the effective repulsive energy which
takes the Pauli exclusion principle between the ith- and
jth-ion cores into account. Because the van der Waal
terms increase the formation energy by about 59, and
decrease the distortion by about 49, and because we
do not expect the F-center-electronic part of the
Hamiltonian to be accurate to within 5%, of the experi-
mental results, we do not include the van der Waal
terms in our expression for the cohesive energy from
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which we compute the lattice energy. In addition, be-
cause we have found previously that unless we include
next-nearest-neighbor (nnn) repulsions for the oxides,
the inward distortion compatible with a compact F
center will be excessive, we include both first- and
second-nn repulsive terms in the cohesive energy. We
express the repulsive energy contribution to the cohesive
energy by means of the empirically determined Born-
Mayer exponential form. Again, the reader is referred
to Sec. I1T of paper I for the details.

III. POLARIZABLE-ION MODELS

Neglecting lattice vibrations, magnetic interactions,
and the spin of the F electron, we shall discuss the
polarizable-ion Hamiltonian for the F center in a re-
laxed state (lao;co,00) and |81;81,01)) and then in an
unrelaxed state (|Bo;ao,00) and |ai; R1,01)). We mean
by “relaxed” that the electronic state with a given sym-
metry has existed for a time long enough to allow the
lattice to accommodate itself to the defect. In our case
here, the F-electron state |5; n,0)r exists long enough
for the nn ions to move. The “unrelaxed” state arises
when the F-electron state |7; {,0) r has existed for such a
short time that the lattice has not had time to accom-
modate itself to the new charge density associated with
the F electron. We denote the total relaxed F-center
state by |n;7,0) and the total unrelaxed F-center
state by|»; ¢,0).

The trial wave functions which we shall use in the
variational approach are

Yis(n)=(rla; ¢,0)p=(a®/Tr) ' 2(1+ar)e= (3)

and
Var(r) = (1183 6,006 = (8%/m) 3 cost e, (6)

where @ and B are independent variational parameters,
and { assumes the variational value of o for the relaxed
ground state or the variational value of 8 for the relaxed
excited state. If our calculations were exact, then the
distortion ¢ would be the only variational parameter in
the problem. The notation |7;{,¢) means that the nn
are at 7'=r1(1—¢), and the ionic polarization of the
remaining ions is that polarization which occurs when
the F center is in the state |{;¢,0). The wave functions
are normalized to the crystal volume

/\Pn*(f)%(r)dam K §yolns §o) p=1. ()

Because all terms of the model Hamiltonian operator
are real, we may choose the trial wave functions ¥,(r)
to be real.

Referring the reader to Appendix A for a discussion
of what follows, we now list the terms of the Hamilto-
nians for the two polarizable-ion models. We list first
those terms which are common to both model HFPI (1)
and model HFPI (2).

The kinetic energy operator 3¢;= —(42/2m)V? con-
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tributes an energy
Hi(n; §,0)= / V()3 (r)dér . (8)

We consider the ions as point charges Z,, and we
write the operator for the F-electron-point-ion inter-
action in the form

Ko(r;0)=Z é; {Z,/(x=1)}, )

where the prime means that the »=0 site is not included
in the summation, and r, is the location of the vth ion.
The Madelung constant is defined by

ay =713C2(0; 0)/(—e), (10

where 7, is the nn distance (anion-cation) for the NaCl
structure and is the lattice constant (cation-cation) for
the CaF, structure. The potential energy is invariant
under the full cubic group, and we may expand it in
terms of the Kubic harmonics Q(T;,/,0); e.g.,

(15 0) = Voo (r)Q(T'45,0,0; )
+Va(nQ(T'1,4,0; 6p)+ - - -
FVao(n)Q(T1,n,0; 0¢)+- - -,
where 1 is an even integer.” Because we shall limit the
trial wave functions to functions which belong to the
irreducible representations I'i*(1s) and T'#(2p) of the

cubic group O, and because the following matrix
elements vanish,

<I"1e l Q(Fluynyo; B‘PI Fle>=0
and
(Ts

Q(I‘f,n,O; B,‘p) I I‘4e>=0 ’
for all >4, we have that

(n;¢,0|5Ca(r; 0) [n; §,0)
=<’7; §',0‘| Vsph(r; U)lﬂ;i’;"): (11)

where the spherically symmetric part of the point-ion-
crystal potential is denoted by Vpn(r,0) = Vo(r,0).

We consider the point ions as distributed on shells
centered at the anion vacancy. We denote the radius
of shell s by 7,, the number of ions on shell s by S,, and
the charge of the vth ion on shell s by Q,=Z,. We then
express the spherically symmetric part of the crystal
potential Vn(r,e) in terms of the above notation,
namely,

Vipn(r; 0)=V,, for O<r<ry
=Vo—{($:101/r") = (S:1Q01/r)}Z .2 »,

for r/<r<r,

for r,<r<r,p1

=Vat+(Dn/r), (12)

where

VO=ZI\ZF[aM/Fl""SlQlO'/fl(l —a)] ,

SH. A. Bethe and I. C. Von der Lage, Phys. Rev. 71, 612
(1947); and B. S. Gourary and F. J. Adrian, ibid. 105, 1180 (1957).
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where for #2> 2 we have
Va=Vo—=Z,Z p(S1Q1/r/+ 3 S:Qi/7i),
=2
and where

D.=Z.,Zr Y SiQ:.

=1

The term Si1Q10/71(1—0) represents the total ionic
polarization potential arising from the first shell owing
to both the point charge Z, and the F electron. The
operator for the F-electron—point-ion interaction, 3Cs,
contributes the energy

ses(n )= [ OV amlroN @, (13
Because practical considerations limit the number of
shells we may explicitly treat, we will consider the first
21 shells in our computations and will use the Coulomb
potential for distances beyond the 21st shell;

Ven(r)=Z,Z5/r, (14)

We shall introduce two approximations to compute
the electronic polarization and the ionic polarization
induced by the defect charge density ps(r). In the first
model HFPI (1), we consider only the spherically sym-
metric part of the polarization potential which arises
from the dipoles induced on all of the ions; while in the
second model HFPI (2), we consider rigorously the
polarization potential from the first-two shells of dipoles
(s=1 and s=2) and consider only the spherically sym-
metric part of the polarization potential from all the
other dipoles on shells s> 3.

The interaction energy between the F electron and
the polarization induced by the effective vacancy charge
Z, has the form

Hy(n; 0) = =Z r{Q r(r1'; ) P(0; M(0,T); Z,)
+ gl LOr(rors; M) —Q p(re; m)IP(s; M.(0,7),2,)} . (15)

for r>ry.

The interaction energy between the F electron and the
electronic polarization induced by the F electron has
the form

1142(71'0') =—ZpZ F{Q I"('l,; 77)P(0J M,,(O,e); QF( : ':77))
+ gl [OF(rers; m)—Qr(rs; )]
XP(s; M,(0,6); Qr(---,m)}, (16)

and the interaction energy between the F electron in
the state |9; {,0)r and the ionic polarizations induced

S.
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by the F electron in the state |{; {,0)r has the form
Hai(n; $,0)=—Z rZ i{Qr(r1; 1)

XP(1; M,0,8); Qr(- - +58))

+ §1 [Or(res1; M) —Qr(re; m)]

where ¢{ =7 for the relaxed state, and { is the initial
state of the F electron for the unrelaxed state (the final
state of an optical transition). Because the HFPI models
do not allow the ionic polarization to follow rapid
changes in the F-electron wave function, we use the
ionic polarization and the nn distortion ¢ which are
appropriate for the initial state of an optical transition
when we compute the F-electron wave function for the
final state. The interaction energy Hu(n;¢,0) then
means that the F electron in the state |9;{,0)r inter-
acts with the ionic polarization potential which arises
from the nn distortion ¢ and from the ionic dipoles
induced on the distant ions in shells s> 2 (distant ionic
polarization) by an F electron in the state |{;{,0)r.
We shall use hereafter this notation:
The self-energy of the F electron is®

HseF': —%(H42+H4i)~ (18)

The interaction energy of Z, with the polarization in-
duced by Z, itself is

Hy=—Z,P(0; M,(0,7); Z,), (19)
and the self-energy of the effective vacancy charge is®
Heo,=—3H;. (20)

The interaction energy between Z, and the electronic
polarization induced by the F electron is

Hﬁe(n:”)=_ZvZFP(O;MV(Oie);QF(' ‘ "77))) (21)

and the interaction energy between Z, and the ionic
polarization induced by the F electron is

Hei(§)=—Z.ZrP(1; M,(0,); Qr(- -+ ,8)).  (22)

The total F-center energy for the model HFPI (1)
becomes

Hr(n$,0;1)=H+Ho+Hy+3(Hye+Hy)+3Hs
+Hg.+Hei+AE(vacancy, distortion),

where AE[(vacancy, distortion) =AE,+AE,.

Using the notation given in Appendix A, we list the
energy terms E; to Eg; for the case of model HFPI (2)
which correspond to the energy terms H; to He; of
model HFPI (1). The set of »’s corresponding to the sth
shell is denoted by T,.

(23)

Ey(n;0)=—{Z:Zr L a*(Z)A()+Z.Zr T M_(0,T)A,(n)+Z rQ r(rs; 1) P(3; M,(0,T); Z.)

+ZF Z”[QF(’:H; n)=Qr(rs; ) 1P(s; M(0,7);Z,)),  (24)

vel A1V

¢ T. Kojima, J. Phys. Soc. (Japan) 12, 908 (1957). Appendix A of this reference contains the derivation of Eqgs. (18) and (20).
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Ew(n;0)=—ZrZr{ X 1®Qr(- - ,m)B(n; n)+ Zr M_(0,6)B,(n,1)+Q r(rs; n)P(3; M:(0,6); Qv (- - -,m))
vz

+ 3 [Qr(rars; m) —Q r(re; 1) IP(s; Mo(0,0); Q£ (- - -5m)},

823

(25)

Esi(n; §,0)=—ZpZ p{ X M_(0,0)B,(n; )+Q r(rs; n) P35 M, (0,)Q r(- - ;1)) + Z> 3[Q F(rae; M) —Q p(rs; m)]

v&rl2

Esei' = ""%(E42+E4i) )
Esev = _%H5 )

Es=H;,

Eﬁe(ﬂﬁ) = _ZﬂZF{ Z ale(Q F(' o )U))A P(TI)+ gr M—(O;e>‘4ﬂ(n) +P(3, M"(O)e); QF( o ’77))} ’

vl

and

E65(§)= _Zv{ZF Z M—(Oal)Av(g-)-l'ZFP(S) M”(Oyi); QF( : ')g‘))} .

v&T-

The total F-center energy for the model HFPI (2)
becomes

HT(TI; $,0; 2) =H1+H2+E3+%(E4e+E4i) +%E5

+Es.+Egi+AE  (vacancy, distortion). (31)

IV. ABSORPTION AND EMISSION

The low-lying states of the F center can be described
by referring to Fig. 1. The F center is originally in the
relaxed ground state A, |ao;a000). We minimize
Hr(a;a,0) simultaneously with respect to a and ¢ to
obtain the energy of state 4, i.e., E4=Er(ao; ao,00)-
The F center becomes excited into the state B, |81; ao,00),
which is assumed to be a quasistationary state with an
electronic wave function calculated from the same dis-
tortion o and distant ionic polarization as that for the
relaxed ground state |ao; ao,00). This is a statement of
the Franck-Condon principle. It should be emphasized
that the distortion o represents the ionic displacement
(ionic polarization) of the S; nn due to both the F
electron and the effective vacancy charge Z,, and that
the distant ionic polarization (long-range ionic polari-
zation) refers to the ionic displacements of all the re-
maining ions located on shells beyond the first shell.
This distinction will be most important in Sec. VI when
we treat the first shell of ions in a quantum mechanical
manner. We minimize H7(83; ao,00) with respect to only
B to obtain the energy of state B, Ep=Er(Bo; ®o,00)-
The lattice then relaxes to the state C, |81; 81,01), and
the distant ionic polarization and the nn distortion
change to accommodate the F electron. We minimize
Hr(8;8,0) simultaneously with respect to 8 and o to
obtain the energy of state C; i.e., Ec=FEz(8;;B81,01)-
The unrelaxed ground state D, |ai;31,01), into which
emission occurs is assumed to be a quasistationary state
with an F-electron wave function calculated from the
same distant ionic polarization and distortion ¢ as that
for the relaxed excited state |B8y;B1,01). We minimize

XP(S,M_.,(O,l),Qp( ’ 7())}, (26)
(7
(28)

(29)

(30)

Hr(a;B1,01) with respect to only a to obtain the energy
Of state D, ED=ET((!;; B],dﬂ."

The optical absorption energy for the transition from
state 4 to state B is E(A-B)=Eg— E,4, and the optical
emission energy from state C to state D is E(C-D)=E¢
—FEp.

The lifetime of the relaxed excited state C is pro-
portional to the ratio of the square of the dipole matrix
elements for absorption and for emission. We expect an
order-of-magnitude estimate for the radiative lifetime
to be given by?®

r=7pX1077 sec, (32)

where
[ {Bo; 0,00] 2| ct0; 0,00 )abs | 2

TR= .
[(B1; B1,o1|5|a1; Br,o1)emis | 2

We have considered only dipole radiation to the state D
in the above estimate for the radiative lifetime. There
are, of course, other processes which may compete with
the dipole-radiation decay, such as nonradiative decay
(high-temperature thermal ionization) of the excited
state and tunneling to the conduction band. Hence,
our present treatment of the HFPI models will be least
subject to criticism for low temperatures.

The expectation value of a given power of the radial
coordinate r gives us information on the spatial extent
of the F-electron wave function. As a measure of the
spatial extent, we have chosen to consider only the first
power of r, namely,

(33)

r(n; §,0)=rYn; Cyolr|n; bho). (34)

" The SCP(HF) and SCP(QA) models of paper I allow those
ions which are sufficiently far from the F center to violate the
Franck-Condon principle whenever the F-electron wave function
is diffuse. Notice that in the present HFPI models the Franck-
Condon principle applies to the distant ions for all F-electron
wave functions. This is a most fundamental difference between
the EC P models of paper I and the HFPI models of the present
work.

& We refer the reader to Sec. V of paper I for a more complete
discussion of the radiative lifetime.
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Tasre I. Input data for the HFPI (1) and HFPI (2) models for the F center. The Pauling factor for .tt_le ith and the jth ions is Bi.
The ionic radius of the cation is p; and of the anion is p_. The quantity p is the stiffness factor in the empmcal Born-Mayer ex_ponepngl
form which characterizes the repulsive energy between the 5th and the jth ions. The Madelung potential constant at the anion site is
ax. The high-frequency and low-frequency dielectric constants are e, and eo, respectively. The quantity 7, is the lattice constant (cation-
cation) for the CaF, structure and is the nn distance (anion-cation) for the NaCl structure. Ihe quantities By, B4, B, €x, €0, a}nd
a are dimensionless. The free-ion electronic polarizabilities e4¢ and a_° are expressed in units of 107 cm?®. The lqngltudmal—optxcal
phonon frequency w; is expressed in units of 103 rad sec™1. The letters CAW mean cation atomic weight. The CAW is used to compute
the cation mass in Sec. VI. All other quantities are expressed in terms of a.u.; 1 a.u.=27.2 eV for energy and 0.529X1078 cm for length.

NaCl KCl MgO Ca0 SrO CaF, SrF. BaF.

B+ 1.25 1.25 1.50 1.50 1.50 1.50 1.50 1.50
B+- 1.00 1.00 1.00 1.00 1.00 1.125 1.125 1.125
B-- 0.75 0.75 0.50 0.50 0.50 0.75 0.75 0.75
P 0.599= 0.637» 0.629> 0.629> 0.629° 0.546¢ 0.560¢ 0.582¢
ot 2.21» 2.77> 1.76> 2.21> 2.48> 2.214 2.484 2.764
p— 3.002 3.002 2.55b 2.55% 2.55> 1.984 1.98¢ 1.984
oy 1.748 1.748 1.748 1.748 1.748 4.071 4.071 4.071
€0 ! 0.444¢ 0.469¢ 0.339¢ 0.305¢ 0.302¢ 0.489f 0.483f 0.463f
€ 0.177¢ 0.214¢ 0.102¢ 0.085° 0.075¢ 0.149¢ 0.152f 0.139f
71 5.31 5.93= 3.97° 4,54 4.860 10.324 10.954 11.714
C, 3.579# 3.579¢ 3.579 3.579& 3.579& 1.8652 1.865" 1.8652
Ce 0.9895¢# 0.9895¢ 0.9895¢ 0.9895¢ 0.98952 [RX o
Cs 2.042¢ 2.042¢ 2.042¢ 2.042¢ 2.942¢ . e =
oyt 0.411 1.331 0.096i 0.48i 0.86i 1.10¢ 1.60 2.50%
a ’ 2.961 2.96i 1.65} 2.36i 2.58i 0.641 0.641 0.641
Wy 4.88° 3.95¢ 19.83¢ 13.07¢ 8.06° 1.38¢ 1.12¢ 0.977°
CAW 22.99% 39.10% 24,32k 40.08k 87.63k 40.08% 87.63k 137.36

s M. P. Tosi, in Solid State Physics, edited by F. Seitz and D. Turnbull (Academic Press Inc., New York, 1964), Vol. XVI, p. 52.

b M. L. Huggins and Y. Sakamoto, J. Phys. Soc. (Japan) 12, 241 (1957).

16 G B A B e R0y, Soc (London) A266, 344 (1962)

e M. B.or:‘zlisnot‘fll én Hdénge.%gs:zr;zic;?ci'hegg of C'ry:tal Lattices (dxford Univérsity Press, Oxford, England, 1954), p. 85, Table 17.

¢ W, Kaiser et al., Phys. Rev. 127, 1950 (1962).

& A. Scholz, Phys. Status Solidi 7, 973 (1964).

h H, S. Bennett, J. Res. Nat. Bur. Std. 724, 471 (1968).

i J. R. Tessman et al., Phys. Rev. 92, 890 (1953), Table VI.

i J. R. Tessman et al., Phys. Rev. 92, 890 (1953), Table VII.

kS, Glasstone, Atomic Energy (D. Van Nostrand Company, Inc., Princeton, N. J., 1958), p. 12.

We use the following procedure to estimate how well
the variational wave functions approximate the exact
eigenfunctions of our model Hamiltonians: We take the

‘TasLE II. Numerical results of the HFPI (2) model for NaCl
and KCl. The quantities E(4-B) and E(C-D) are energies ex-
pressed in atomic units (1. a.u.=27.2 eV). All other quantities are
dimensionless.

matrix elements of the operator equation
[z, Hrl=ihp./m (35)

between the states A and B for absorption and between
the states C and D for emission, namely,

(8o; a0,00| 2] 0; at0,a0) E(A-B)
= (i#1/m){Bo; cto,00| 2| ao; ct0,00)  (36)

NaCl Ka for absorption and
a9 0.014 0.036
7(ct0; cto,00) 0.725 0.703 a1 z|B1; B1,01)E(C-D
(B0: ani) 102 0.957 (o33 By 21613 Bu,an E(C-D) _ _
R 2.95 3.05 = (ifi/m){e; Br,01| pz|B1; Bron)  (37)
ﬁOR((' ) 2‘4? :12?1; for emission. We then compute the left-hand and right
7 m(a,00, 1.1 .15 r 1ss1on. - -
fgﬁ“ﬁ ; thet{;‘.\') 3(1)31" ggggl hand sides of Egs. (36) and (37). If the trial wave func-
HA-D; exp red ol i ; igenfuncti f the model
o (theory) 0,032 —0.015 tlons-(rl ; ¢,0)r were exact eigenfunctions o
o'i(expt) —0.07 to —0.08¢  —0.125¢ Hamiltonian, then the equalities of Eqs. (36) and (37)
:Eglf gl,: 13 (1’;’82 8;(153 would be satisfied. However, our variational wave func-
wRs 285 208 tions are not exact, and the amount by which the ratio
BiR: 244 2.58 7x(¢,0) of the left-hand side divided by the right-hand
;:A({C(elbu-l)theory) (1)_'(2);] é(l); 4 side differs from unity will be a measure of how well
E(C-D: expt) 0.044 0.046¢ we have carried out the mathematics for the HFPI
TR(thCOl'y) 0.86 0.87 models.
Tr(expt) 10.0¢ 5.71¢

s The quantities Ro and Ri are given by the relations Ro=r1(1—0a0)
and Ri1=7r1(1 —a)1.

b J. J. Markham, in Solid State Physics, edited by F. Seitz and D. Turn-
bull (Academic Press Inc., New York, 1966), Vol. VIII (Suppl.), Table 3.2a.

¢ N. F. Mott and M. ]J. Littleton, Trans. Faraday So-. 34, 485 (1938);
N. N. Kristofel’, Fiz. Tverd. Tela 5, 2367 (1963) [English transl.: Soviet
Phys.—Solid State 5, 1722 (1964)].

d Reference b, Table 8.1.

¢ Reference b, Table 8.5.

V. RESULTS FOR ABSORPTION AND EMISSION

In this section, the results of the preceding two HFPI
models are reported. We shall divide the presentation
of our results into three groups: the alkali halides
(NaCl and KCl), the alkaline-earth oxides (MgO, CaO,
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and SrO), and the alkaline-earth flourides (CaFs, SrFs,
and BaF;). We use the Born-Mayer empirical form
[Eq. (15) of paper I] for the repulsive energy terms.
Table I contains the values of the input data which were
used in the two HFPI models.

If the test ratio 7, is not close to unity, then we must
say that our results are inconclusive because we have
not solved the model Hamiltonian with sufficient rigor.
We stress that even when 7, equals unity, the varia-
tional wave functions may differ substantially from the
exact wave functions. The test ratio 7, gives us only
first-moment information. The extent to which 7, may
differ from unity before we must reject the variational
wave functions as being too crude for the computed
quantities is a subjective decision. Our experience with
the SCP models of paper I suggests that values of 7,
between 0.5 and 1.3 are reasonable.

We consider the results of the HFPI (1) model for
the alkali halides, the alkaline-earth fluorides, and the
alkaline-earth oxides as inconclusive because all values
of the test ratio 7, are too far from unity in both the
absorption and emission studies. We may attribute this
difficulty of the HFPI (1) model to the deficiencies of
the hydrogenic variational wave functions. The Ap-
pendix of paper I contains a discussion of some of the
deficiencies of the variational procedure. The author
concludes that hydrogenic-type functions (5) and (6)
do not even approximate the exact eigenfunctions of the
model Hamiltonian HFPI (1).

In Table II are presented the HFPI (2) model pre-
dictions for the two alkali halides, in Table III the HFPI
(2) model predictions for the three alkaline-earth oxides,

Tasre III. Numerical results of the HFPI (2) model for MgO,
CaO, and SrO. The quantities E(4-B) and E(C-D) are energies
expressed in a.u. (1 a.u.=27.2 eV). All other quantities are
dimensionless.

MgO Ca0 SrO
a9 —0.067 —0.055 —0.048
(ot co,00) 0.709 0.673 0.658
f(ﬁo; ao,u‘o) 1.04 0.947 0.906
aoRo® 3.02 3.18 3.26
BoRo 241 2.64 2.76
7 m(o0,00) 1.28 1.23 1.21
E(A-B; theory) 0.141 0.127 0.120
E(A—B; expt) 0.180v; 0.182¢ 0.134¢ 0.110; 0.118-0.024
a1 —0.090 —0.074 —0.066
r(u; B1,01) 0.751 0.700 0.678
r(B1; B1,01) 1.06 0.944 0.905
C!]Rl 8 2.85 3.06 3.17
Bk, 2.37 2.65 2.76
TM(ﬂl,Ul) 137 127 123
E(C-D; theory) 0.127 0.119 0.113
E(C-D; expt) 0.088¢ 0.121¢ 0.090-£0.014
rr(theory) 0.86 0.90 0.92

® The quantities Ro and R: are given by the relations Ro=r1(1 —aq)
and R1=r1(1 —a1).

b B, Henderson et al., J. Phys. C1, 586 (1968), Table 2; and B. Hender-
son, Natl. Bur. Std. (U. S.) Spec. Publ. 296, 41 (1967).

¢ J.C. Kemp et al., Phys. Rev. 171, 1024 (1968) ; and B. D. Evans ef al.,
Phys. Letters 27A, 506 (1968).

4B, D. Evans (private communications). These are preliminary and
unpublished results for which the author thanks B. D. Evans.

¢ Ref. b. Because the Huang-Rhys factor is experimentally about 39,
the F-center emission peak has not been observed in MgO. The authors
estimate that it is near 0.088 a.u.

IONIC CRYSTALS. 11

925

TaABLE. IV. Numerical results of the HFPI (2) model for CaFs,,
SrFq, and BaF,. The quantities E(4-B) and E(C-D) are energies
expressed in a.u. (1 a.u.=27.2 eV). All other quantities are
dimensionless.

Can SI‘Fz Ban
a0 0.042 0.041 0.041
7(ow; @0,00) 0.732 0.721 0.709
r(Bo; ao,00) 0.993 0.972 0.947
aoRo? 293 2.97 3.02
BoRo 2.52 2.57 2.64
rw(ao,vo) 116 11() 115
F£(A-B; theory) 0.142 0.131 0.119
12(A-B; expt) 0.121b 0.101" 0.069"
Ty —0.004 —0.005 —0.006
r(ou; Br,01) 0.754 0.740 0.725
r(By; B1,01) 1.02 1.00 0.974
aR® 2.84 2.89 2.85
iRy 2.45 2.50 2.57
m(B1,01) 1.20 1.19 1.18
E(C-D; theory) 0.125 0.115 0.105
E(C-D: expt)© . o .
Tr(theory) 0.86 0.86 0.87

R s Thz: quantities Ro and R1 are given by the relations Ro=r1(1 —00) and
1=r1(1 —o1).
b P, Feltham and I. Anders, Phys. Status Solidi 10, 203 (1965), Table 3.
¢ Experimental values for emission have not been reported.

and in Table IV the HFPI (2) model predictions for the
three alkaline-earth fluorides.

Two modifications to the HFPI (1) and HFPI (2)
models have also been studied. The first modification
contains a different evaluation of the electronic polari-
zation. Namely, during an optical transition the elec-
tronic polarization induced by the F electron responds
to only the change in the F-electron charge density of
each state. These modifications are called the HFPI
(1, mod) and HFPI (2, mod) models. The absorption
problem may be used as an example in order to be more
explicit. The electronic polarization induced by the F
electron for the state B=|B; as,00) may be obtained
from the electron polarization induced by the F elec-
tron for the state A=|ay; ao,00) by adding the elec-
tronic polarization induced by the change in the charge
density between the final and the initial states Qr(r;
Bo; @o,00) —Q r(r; ao; a,00). For all the quantities given
in Tables II, III, and IV, there are only negligible dif-
ferences between the HFPI (1, mod) model and the
HFPI (1) model and between the HFPI (2, mod) model
and the HFPI (2) model. Also, the analogs of Egs.
(15)-(31) are much lengthier than any of those equa-
tions. Therefore, we do not report the numerical results
for these models. The HFPI (1, mod) model yields test
ratios 75 which are much too large and the HFPI
(2, mod) model agrees with the HFPI (2) model to
within 39,. The latter result obtains because all states
are rather compact.

The second modification attempts to study the finite-
ion-size effect and approximates the Coulomb-inter-
action integrals between the F electron and the first-
and second-nn core electrons. This second modification
neglects the exchange integrals and hence is subject to
question. We mention the second modification here only
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because we want to avoid confusing its results with the
present results. We replace in the second modification®
the point charges of the first- and second-nn by spheri-
cally symmetric charge densities of the form C,(r)
=(a,e%")?, where r is the radial distance from the vth
ion on shells s=1 and s=2. The conditions

47rf C(r)yridr=2,
and ’

Py
41r/ C,(r)rtdr=0.92,
0

determine the parameters a, and b, for the »th ion. The
second condition states that 909, of the ionic charge is
contained within a sphere whose radius is the ionic
radius, p,=p, for cations, and p,=p_ for anions. We
evaluate the Coulomb integrals between this effective
ionic charge density and the F-electron wave function
and thereby obtain, in a most heuristic manner, the
effect of the finite size of the nn and nnn ions on the
self-consistent potential which the F electron experi-
ences. We then proceed as in the HFPI (1) model and
call this second modification the HFPI (1, finite-ion)
model. Using this model, we studied the F center in
CaO and reported the results in Ref. 9. Except for the
absorption energy, only a negligible numerical difference
exists between the HFPI (2) model and the HFPI
(1, finite-ion) model. The HFPI (2) model predicts
E(A-B)=0.127 a.u. and the HFPI (1, finite-ion) model
predicts E(4-B)=0.133 a.u. We feel that any model
such as the HFPI (1, finite-ion) model which approxi-
mates the Coulomb interaction integrals between the F
electron and the core electrons should include also an
evaluation of the exchange-interaction integrals to de-
termine their values relative to the Coulomb-interaction
integrals. We expect that this second modification is
justified only for very compact F-electron states,
r(n; £,0)50.6, and for very compact core-electron
states. This is the case for which the F-electron—core-
electron overlap integrals are small and for which ex-
change integrals may be neglected. We doubt that all
the F-electron and core-electron states meet these con-
ditions, and for this reason, we shall not discuss the
HFPI (1, finite-ion) model any further.

VI. QUANTUM LATTICE

The F-center absorption and emission in CaO ex-
hibit some structure which Henderson and Kemp!!
interpret to be zero-phonon lines. The concept of zero-
phonon lines is a quantum-mechanical concept. In this
section, we shall extend our models to treat the nn ions
in a quantum-mechanical manner. We shall continue
to treat classically the ions on shells s> 2. The quantum-

® H. S. Bennett, Bull. Am. Phys. Soc. 13, 420 (1968).

10 B. Henderson, Natl. Bur. Std. (U. S.) Spec. Publ. 296, 41

(1968).
11J. C. Kemp et al., Phys. Rev. 171, 1024 (1968).
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mechanical model which we present is very idealized.
We assume that the nn ions are constrained to move
only in the breathing mode.

We write the total idealized F-center Hamiltonian as

r=Tr+Tn+V(E,X)+Vilr; O)+Velr; n)+35Cs

+AE;(vacancy, distortion). (38)

Here Ty is the F-electron kinetic energy; Tn is the
kinetic energy of the S; nn ions; and X represents the
positions of the S; nn, i.e., X,=r,(1—0) for the breath-
ing mode. We now treat, in the Hamiltonian of Eq. (38)
the F electron and the S; neighbors in a quantum-
mechanical manner and all the remaining ions in a
classical manner. We shall define below the potential
operators V, V;, V., and 3C.

The Born-Oppenheimer approximation separates the
total wave function ¥, . into electronic and nuclear
factors:

W0 =¥(r; X)Xy (X)), (39)

where the F-electron wave function {z|n; {,6) r=y,(r;X)
depends parametrically on the ion (nuclear) coordinate,
and where the ion (nuclear) wave function (X|7;{,0)
=X, .(X) depends not on the F-electron coordinate r
but on the F-electron state n. We define, within the
context of the Born-Oppenheimer approximation, the
potential operators V, V;, V,, and 3C; by the identifi-
cations

(n; 8,0V (r,X) | n; §,0) =Hs(n; 0)+Es(n; 0), (40)
(03 6,01 Vir,0) |5 §,0) = Esi(§) +3Euai(n; §,0) (41)
(n; 6,6\ Ve(rm) | n; €,0) = Ese(n,0) +3Ea(n; o), (42)

(n;¢,0]3Cs]n; §,0)=Hs, (43)

and the F-electron kinetic-energy operator by the
identification
(n;§,0| Tr|n; §,0) =H(n; o). (44)

Using the Born-Oppenheimer approximation, we ob-
tain the following equations for the F-electron and
nuclear systems:

{Te""‘V(r; X)+Vi(r; §)+ Ve(r; ﬂ)}‘/'n(r; X)

=HF(’7; f,d’)\l/,,(f,X) ) (45)

and
{Tv+Hr(n; $,0) +AEL(0)}Xg,n(X) = 8, Xy n(X)

where

(46)

h? S1
Ty=—— % W
2M »em

M is the mass of the ion at r, on the first shell,
i) d ]
vv=:i: { { ’
0X,. 0X,, JX,.

AE (o) =AEL(vacancy, distortion)+3Hjs,

(8

RN
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and
HF'("’; {,0’) =HT(77; g‘;a') _AEL(O') .

In order to proceed further, we introduce the har-
monic approximation. The total energy Hr(n; {,0) hasa
minimum at o.(n; {). For example, our results in Sec.
V tell us that om(ao; @) =00 and o,(81;81)=01. We
expand the total energy about the minimum o, to
second order; i.e.,

Hr(n; §,0) = Hr(n; $,0m)
+3S1Mwn®(n; (o —om)?,  (47)

where the relation
62HT(77; f;a)
— (48)
da?

o=0m

S1M e (n;¢) =112

defines the local breathing-mode frequency wx(n; {) and
71 is the nn distance for the perfect lattice. The lattice
equation (46) becomes

S1 w2 92
2M712 ;
+%[Mwm2(77; g-)rlg(a'—'o'm)zj Xn,n(X)

v&rI

={8ny—Hr(n; {,0m) )Xy n( X).

Equation (49) is separable, and we therefore write the
breathing-mode-lattice wave function as the product
wave function

(49)

S1
Xv,,n(X)= H L‘r'r,,n(-yv);
v&T

where U,.n(X,)=U,,.(X,)) for all » and »' on the first
shell. The individual-ion wave functions satisfy the
equation

5 W e, (X))
Z —
vt 2MrU, W (X) do?
+%M0’m2(7l; ?)712(0—"%)2 = 811.17-HT(77; (,‘Tm) .

(50)

D

We see from Eq. (51) that the quantum-mechanical

lattice reduces within the context of the Born-Oppen-

heimer and the harmonic-lattice approximations to the

solution of the Schrédinger equation for the harmonic

oscillator. Letting ym=r1(c —on), we have finally
w02

+%Mwm2(77; f)ym2 Uq,n(ym)

2M dyn?
=S Enn—Hr(n; §,0m)}Unn(ym) . (52)
Hence, the eigenvalue for each ion is
St En = Hr(n; §,0m)} =hwn(n; ) (n+3), (53)
and the wave function for each ion is
Upon(ym) = NoH o (ymym)edrmtom? (54)
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where =0, 1, 2, 3,- - -,
No=(yn/Vm220)12, yu?=(Mon/h),

H,(%) is the Hermite polynomial of order #, e.g.,
Ho(¢)=1, H,(£) =2¢, etc., and where é=vnym.

When we treat the breathing mode of the first S; nn
quantum mechanically, the total F-center energy be-
comes

ETQ——_gnvv::HT("I;g';UM)‘}‘hwrn("‘*“%) . (55)

We see from Eq. (55) that the total energy Erq should
be minimized to obtain the correct F-center energy.
That is, we should find the appropriate minimum of
Hr(n;¢,0m), €.g., Er(ne; ¢1,00), use this energy to com-
pute the frequency w,, and calculate the total quantum
energy Erg. We then should vary, simultaneously, the
parameters 7, {, and ¢ about the respective values 7,
¢, and o,, compute a new w(n;{,0), and thereby, a
new Epo. These steps should be repeated until the
minimum of Erq obtains. But this iteration procedure
requires excessive computer time. We, therefore, use
below the results from the first step of the above iter-
ation procedure. We expect the error to be negligible
because m<<M and therefore (T.)>>(T ).

At this point in our discussion, let us consider how we
calculate the states G and H of Fig. 1 and how we evalu-
ate the local frequencies wn(n;¢,0m). We minimize
Hr(B; ao,0) simultaneously with respect to 8 and o to
obtain the energy of state H, i.e., Ey=Er(8s; ao,02).
This notation means that the distant ionic polarization
for state H is the same as that for states 4 and B.
Similarly, we minimize Hr(a; 81,0) simultaneously with
respect to @ and ¢ to obtain the energy of state G, i.e.,
Eqg=Ey(as; £1,03). This notation means that the dis-
tant ionic polarization for state G is the same as that
for states C and D. Let us summarize the polarizations
in the six F-center states. The electronic polarization is
different for all six states 4, B, H, C, D, and G. The
distant ionic polarization (s> 2) is the same for states
A4, B, and H and for the states C, D, and G; but that
for states C, D, and G differs from that for states 4,
B, and H. States A and B have the same distortion o,
and states C and D have the same distortion o1 a.

We compute the local breathing-mode frequencies
from the following relations:

U EA0.01)—E4}

wo*(ao; 0y) = (56)
Sth?(0.0l)?
20 Ec(0.01)—E¢}
(B )= (37)
51M1’12(0.01)2
2{Ez—En)} i
wy*(a; 09) =—————, (58)
Serlg(dg—O'())z
2(Ep-Eq) 3
ws*(B1; 03) = (59)

S1M7’12(03—0'1)2’
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TasLE V. Numerical results of the HFPI (2) model for the zero-phonon transitions. The quantities E(0-ph) are
energies expressed in a.u. (1 a.u.=27.2 eV). All other quantities are dimensionless.

NaCl KCl MgO Ca0 SrO CaF. SrF, BaF,
S(abs; theory) 7.81 11.39 3.56 3.56 443 7.53 11.07 14.19
S(abs; expt) 25.0* e 39.0 3.9¢ e .- e .o
E(0-ph; abs,theory) 0.085 0.079 0.132 0.122 0.116 0.132 0.122 0.111
E(O-ph; abs,expt) .es e 0.134b 0.128¢ ee .o ves cee
np 7.33 11.05 3.00 3.04 3.95 7.27 10.87 14.14
S(emis; theory) 6.15 10.05 2.61 2.46 3.26 7.48 11.04 14.50
S(emis; expt) 3.5 to 4.9¢
E(0-ph; emis,theory) 0.086 0.079 0.134 0.123 0.117 0.134 0.123 0.112
E(0-ph; emis,expt) e ‘e 0.134> 0.128¢ cen e e e
np 5.57 9.27 2.22 1.98 2.78 6.77 10.34 13.65

s J, J. Markham, in Solid State Physics, edited by F. Seitz and D. Turnbull (Academic Press Inc., New York, 1966), Vol. VIIIj(Suppl.), Table 3.5.

The Huang-Rhys factor is assumed to be 25 for the Poissonian curve.

b B, Henderson et al., J. Phys. C (Proc. Phys. Soc.), 1, 586 (1968), Table 2; and B. Henderson, Natl. Bur. Std. (U. S.), Spec. Publ. 296, 41 (1967).

These values are estimates.

¢ J. C. Kemp et al., Phys. Rev. 171, 1024 (1968) ; and B. D. Evans, Phys. Letters 27A, 506 (1968).

where we minimize Hr(a;ao,00—0.01) with respect to
a only to obtain the energy

EA(OOI) =ET(a'; Qo, 0’0—001)

and Hr(3; 81, 01—0.01) with respect to 8 only to obtain
the energy E¢(0.01)=Er(8’; 81, 01—0.01).

When the quantum number # is large, we define the
classical turning point as that displacement oci(n,m)
for which the kinetic energy of the oscillating ion is zero,
namely,

LM onroa(n,m) —om 2 =tiwn(n+3). (60)

The oscillator quantum number is zero for the states 4,
C, G, and H, and it is approximately

111,»=[Mw22r12(ao—ag)2—hw2]/2hw2 (61)
for state B and
np=[Mas*:*(c1—03)?—tiws ]/ 2h3, (62)

for state D.

Before we calculate the zero-phonon transition energy
in terms of the above quantum lattice, we must empha-
size the difference between the experimental F center
examined in the laboratory and the idealized F center
described by Eqs. (38) and (39). The experimental F
center is a complete quantum system for all ions (s=1
and s> 2) and for the defect electron. It does not have
any obligation to satisfy the Born-Oppenheimer ap-
proximation and the Franck-Condon principle. The
final state of a zero-phonon transition which occurs in
the laboratory is a totally relaxed state. Because the
experimental F center emits no additional phonons
after a zero-phonon transition, the distant ions, which
behave quantum mechanically, also relax during the
optical transition. Unfortunately, because we are forced
for practical reasons to treat the distant ions classically
and the nn ions quantum mechanically, we destroy our
ability to describe the zero-phonon transition in an
entirely satisfactory manner. Given the HFPI model,
we must calculate correctly within its framework the
zero-phonon transitions. The idealized F center (the

HFPI model considered here) satisfies the Born-Oppen-
heimer approximation for all states. Because the distant
ions have behave classically in the HFPI model, they
exhibit no zero-point motion and hence must satisfy the
Franck-Condon principle during any optical transition.
Also, as a result of this classical treatment of the distant
ions, the HFPI model contains no direct mechanism for
relaxing the distant ions during an optical transition.
That is to say, the probability that the distant ions are
at positions other than their positions appropriate for
the relaxed state 4 for absorption or the relaxed state C
for emission is zero. This is not the case for the nn ions.
Their quantum behavior gives them a finite (nonzero)
probability to be at positions other than oo(absorption)
or oi(emission). This classical aspect of the model in-
troduces a surprising behavior in view of present
thought when we treat the zero-phonon transition within
the restraints of the Born-Oppenheimer approximation
and the Franck-Condon principle for the distant ions.
The model allows the zero-phonon transition energy
and the Huang-Rhys factor in absorption to differ from
the corresponding quantities in emission [Eqgs. (63)—
(66)]. Experimental data on the zero-phonon transitions
for F centers are scarce. The present interpretations of
the experimental data suggest that E(0-ph;abs,expt)
equals to within experimental error E(0-ph; emis,expt)
and that S(abs; expt), the absorption Huang-Rhys fac-
tor, differs from S(emis;expt), the emission Huang-
Rhys factor. We refer the reader to Table V. This subtle
theoretical and model-dependent feature may be of no
quantitative consequence when we insert numbers into
the model. In fact, we shall show for the crystals studied
here that this is the case.

The above discussion suggests that we should consider
modifying the model to treat the zero-phonon transi-
tions in a more realistic manner. However, any practical
modification would destroy the internal consistency of
the present model for some of the states and would add
more unknown parameters. These additional parameters
would be associated with the coupling between the im-
mediate neighbors to the defect and the distant ions.
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We choose instead to calculate within the context of the
HFPI (2) model the zero-phonon transition energies
and the Huang-Rhys factors and then to see what
it then predicts numerically. We shall find that
E(0-ph; abs,theory) =~ E(0-ph; emis,theory) to within
29%,. Hence the model does agree with present experi-
ments on the near equality of E(0-ph;abs) and
E(0-ph; emis).

Other researchers might prefer altering the model in
order to treat more realistically the zero-phonon tran-
sitions. But unless their resulting model is completely
quantum mechanical and treats all ions in the same
manner, they also will be forced by practical consider-
ations to choose between equally and physically un-
satisfactory alternatives and to add additional param-
eters. For example, consider the model in which the F
center consists of the one-defect electron and only the
Si-nn ions. The one-electron and S; ions all behave
quantum mechanically. We neglect completely the
distant ions (s2>2). Let us call this greatly reduced
model the HFPI [nn only, quantum-mechanical (QM)]
model. The configuration diagram for the HFPI (nn
only, QM) model which corresponds to Fig. 1 for the
HFPI (2) model appears similar to Fig. 1 in paper I.
Referring to Fig. 1 in the present paper, we find that
the curves V4 and Vp coincide, the curves Vz and V¢
coincide, the points 4 and G coincide, and the points
C and H coincide. In addition, the resulting curves
Va(Vp) and V¢(Vg) both lie in the Er-¢ plane. The
zero-phonon transition for the HFPI (nn only, QM)
model is between states A and C. However, even though
we may calculate now the zero-phonon transition
correctly and without any ambiguities, the HFPI (nn
only, QM) model is not physically satisfactory for the
optical transitions from 4 to B or from Cto D. These tran-
sitions are greatly influenced by the more distant ions
which are neglected in the HFPI (nn only, QM) model.

Such problems associated with the distant ions plague
all theoretical treatments. Also, the theories on the
zero-phonon transition depend upon the validity of the
Born-Oppenheimer approximation. The concepts by
which researchers attempt to overcome the distant-ion
problem are one of the main features which distinguish
the many models for the F center from one another.
We shall return to this in Sec. VII.

A zero-phonon transition occurs within the limited
context of the idealized quantum lattice of model HFPI
whenever the quantum number # does not change dur-
ing the transition, and whenever the distant ions (s> 2)
do not move in accordance with the Franck-Condon
principle. A finite probability that the nn ions for state
4 may be at o, instead of at ¢y exists because of the
zero-point motion. If during an optical transition from
state 4 (or C), the nn ions (quantum) move to a»(or to
03) because of their zero-point motion, then a zero-
phonon transition is possible. Hence, the existence of
zero-phonon transitions for the HFPI models means
that the nn ions (quantum) may violate the Franck-
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Condon principle, but that the distant ions (classical)
(s22) must satisfy the Franck-Condon principle. The
transitions from states 4 to H and from states C to G
correspond, respectively, to the idealized zero-phonon
transition in absorption and to the idealized zero-
phonon transition in emission. The optical energy for
the idealized zero-phonon transition in absorption is

E(0-ph; abs,theory)=Ep—E,, (63)
and that in emission is
E(0-ph; emis,theory) =E¢—Eg. (64)

The probability for the zero-phonon-absorption tran-
sition from state A, with #,=0, to the state H, with
ng=0, relative to the entire F-center absorption band
is e~ Sabs, where Sapbs is the absorption Huang-Rhys factor
Similarly, the probability for the zero-phonon-emission
transition from state C, with n¢=0, to state G, with
ne=0, relative to the entire F-center emission band is
¢ Semis, where Semis is the emission Huang-Rhys factor.
We derive in Appendix B the expressions for Sap: and
for Semis. From Eq. (B11) we have that

Sabs =Sm?r12(02—00) 2/(1+7nbs2) (65)
and

Semis = 51712712(0'3 - 0'1)2/(1 +'Yemis2) )

where yaps ="0/7v2 and Yemis=Y1/73.

We list in Table V the oscillator quantum numbers
ng and np, the idealized-zero-phonon transition ener-
gies, and the Huang-Rhys factors for the HFPI (2)
model and compare them with their experimental
values. We observe that

(66)

E(0-ph; abs,theory) =~ E(0-ph; emis,theory).

This agrees with the limited number of experiments
reported.

VII. COMMENTS AND DISCUSSION

The author uses in both the SCP models of paper I
and the present HFPI models a variational procedure
with trial F-electron wave functions to approximate the
exact solutions to model Hamiltonians. The variational
ground-state energy is known to be greater than the
exact ground-state eigenvalue. But, it is not known
whether an excited-state energy will be greater than or
less than the exact excited-state eigenvalue. The test
ratios 7(¢,0) indicate to what extent the trial wave
functions approximate the exact solutions of the model
Hamiltonians. Another feature which is common to both
the SCP and HFPI models is the implicit assumption
that radial changes in the F-electron wave function
dominate in determining the energy levels and the life-
times of excited states. Recent experimental data!2 and
preliminary theoretical studies!s suggest that radial and
angular changes may be both equally important.

2L. D. Bogan, thesis, Cornell University, 1968 (unpublished).
13'H. S. Bennett, Bull. Am. Phys. Soc. 13, 1474 (1968).
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TaBiLe VI. Comparisons of the longitudinal-optical phonon energy #w; and the localized-oscillator energies #iwo, iwi,
#ws, and #iws. All the energies are expressed in terms of a.u.X1073 (1073 a.u.=0.0272 eV =4.133 X103 rad sec™).

NaCl KCl MgO Ca0 SrO CaF, StF, BaF,
ot 1.18 0.955 4.800 3.16* 1.95¢ 0334 0271 0.236b
Heon(eto,0) 0.903 0.527 2.73 1.70 1.02 1.20 0.738 0.509
Ton(aoys) 0.909 0.542 2.64 1.68 1.03 1.28 0.779 0.542
Heor(B1,01) 0914 0.554 2.58 1.68 1.03 1.30 0.775 0.550
Foa(B1,03) 0.892 0.525 2.69 1.70 1.04 1.23 0.748 0.525

s M. Born and K. Huang, Dynamical Theory of Crystal Lattice (Oxford University Press, Oxford, England, 1954), p. 85, Table 17.

b W. Kaiser et al., Phys. Rev. 127, 1950 (1962).

The SCP and HFPI models differ in many ways. One
advantage which the HFPI models have over the SCP
models is that no ambiguity exists in calculating the
distant ionic polarization within the framework of the
Franck-Condon principle. Because the SCP models
allow the distant ions to violate partially the Franck-
Condon principle, researchers must decide under what
conditions and to what extent the distant ions may
violate the Franck-Condon principle during an optical
transition. This decision, which depends upon physical
intuition, is the source of ambiguity and of differences
among recent studies'® and requires further study. The
HFPI models have the advantage that they use less in-
put data than the SCP models use but, at the same time,
they require substantially more computer time than
the SCP models require. A most important difference
between the SCP models and the HFPI models is that
the former predict spatially diffuse states for state C
in NaCl and in KCl and for state B in CaF,, SrF,, and
BaF,, while the latter predict that all states are com-
pact. This should be the case if the HFPI models are
to be internally consistent with their assumptions. Ob-
servations, based on the predictions of the HFPI
models and the SCP models (compare Table IT of paper
I and Tables II-V of the present paper), indicate that
the spatial extent, the lifetime of state C, and the
Huang-Rhys factor are closely interrelated. Keeping in
mind that these models allow only radial changes in the
F-electron wave function for state C, we note that
Huang-Rhys factors greater than about 20 appear to
be associated with at least one spatially diffuse state.

We see from Tables II and V that the HFPI (2)
models for the F center in NaCl and in KCI agree well
with the experimental absorption energies and with the
fact that zero-phonon lines are not observed [.S(abs)> 6
and S(emis)>6], but disagree with the experimental
emission energies and with the lifetimes of the relaxed
excited states. We constrast this with the good agree-
ment between the SCP model and experiment (Table II
of paper I) for the above four quantities.

Both experimental and theoretical studies of the F
center (one-defect electron) in the alkaline-earth oxides,
particularly MgO and CaO and more recently SrO,
contain many uncertainties. Tables III and V show
that the HFPI (2) model for CaO predicts reasonable

14 R. F. Wood (private communication); and R. F. Wood and
U. Opik, Phys. Rev. 179, 783 (1969).

values for the absorption and emission energies, the
zero-phonon transition energies, and the Huang-Rhys
factors. We lack sufficient data on SrO to judge the
agreement between the HFPI (2) model and experi-
ment. At first sight, one may conclude that the HFPI
(2) model fails to explain the F center in MgO, par-
ticularly, the large Huang-Rhys factor estimated by
Henderson. Recent experimental studies!® on MgO in-
dicate that perhaps the F (one-defect electron) band
and the F’ (two-defect electrons) band lie sufficiently
close to one another to obscure details of the spectra.
This means that if the F band had zero-phonon struc-
ture on its tails (S<6), it would be most difficult to
observe due to the presence of the F’ band. We might
conclude then that the possibility of a Huang-Rhys
factor less than 6 has not been excluded by present
experiments. One unsolved mystery is why experiments
on the F center in MgO seem to be qualitatively differ-
ent from those in CaO. The F and F’ bands in CaO are
thought to be well separated. We compare this with
what the HFPI (2) model seems to say. Except for the
fact that the free-cation electronic polarizability of MgO
is one-fifth that of CaO and one-ninth that of SrO, the
input data in Table I is qualitatively the same for these
three alkaline-earth oxides. Tables IIT and V reveal that
the HFPI (2) models for MgO, Ca0, and SrO predict
qualitatively similar results. One might conclude from
this that the ionic polarization is much more important
in determining the optical properties of the F center in
the alkaline-earth oxides than the electronic polariza-
tion is. We must wait for the completion of additional
research before we might hope to resolve the above
uncertainties.

It is most difficult to compare theory and experi-
ment for the alkaline-earth fluorides because sufficient
experimental data are not available. At present, we
may only remark that the SCP(HF) model (Table III
of paper I) gives much better agreement with the ab-
sorption experiments than the HFPI (2) model gives.
Also, we observe that state B is diffuse for the SCP(HF)
model and compact for the HFPI (2) model. Again, this
dramatizes the need for further studies, both theoretical
and experimental.

We conclude by comparing the present paper with
Ref. 14. The researchers of both efforts examine the

16 J, E. Wertz (private communication).
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behavior of the distant ions in some detail and must
choose among various alternatives, none of which are
completely satisfactory. The researchers of Ref. 14 study
only the alkali halides and calculate the absorption
and emission energies, some of the matrix elements
which might appear in a lifetime calculation, the hyper-
fine interaction of the F electron with the nn ions in the
ground state, and the relative positions of the 2s- and
2p-like levels which are important for the Stark effect.
We do not calculate the latter two but instead calculate
the zero-phonon transitions and the Huang-Rhys fac-
tors. They use a variational F-electron wave function
which is orthogonal to the electronic orbitals of the
neighboring ions. The orbitals are free-ion (unpolarized)
Hartree-Fock orbitals. Both theories inlcude the classi-
cal ionic lattice to determine the relaxation of the nn
in a breathing mode. They treat the ionic and electronic
polarization in terms of the effective-mass approxima-
tion for the F center. We both rely upon the Franck-
Condon principle to suggest the polarization during
any optical transition. However, our respective methods
differ substantially. They represent the ionic and elec-
tronic polarizations by a polarization potential written
as the sum of the ionic polarization potential and the
electronic polarization potential. These polarization po-
tentials are not explicit functionals of the F-electron
wave function and contain two additional parameters.
Choosing reasonable values for these parameters is a
troublesome process. The Franck-Condon principle
and assumptions about the spatial extent of the F-
electron wave function suggest various alternative pro-
cedures. One of the more successful ones states that the
ionic polarization potential is zero for states 4 and B
and that it contains for states C and D an effective di-
electric constant determined by the effective-mass
theory and the thermal ionization energy. On the other
hand, our self-consistent polarization potentials for the
HFPI models introduce no additional parameters into
the theory and thereby do not require parameters whose
values change when going from the absorption states to
the emission states.

Both models attempt to satisfy the Franck-Condon
principle during any optical transition. The ionic and
electronic polarizations in the HFPI models respond for
all states to the average F-electron charge density. The
models of Ref. 14 allow the ionic polarization for the
relaxed state C to follow to some extent the F electron. If
the effective dielectric constant for the relaxed state C
lies between the high-frequency dielectric constant and
the static dielectric constant, then the ions must follow
partially the F electron. But during an optical transi-
tion, the distant ions of both models do not follow the
F electron because otherwise this would imply a change
of the ionic polarization. Hence, the HFPI models
compute state C in a different manner than do the Ref.
14 models. It is only when we treat the zero-phonon
transition within the limitations of the Franck-Condon
principle for the distant ions (classical) that the HFPI
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(2) model strains our physical intuition by allowing
E(0-ph; abs,theory) to differ from E(0-ph; emis,theory).
If the researchers of Ref. 14 had computed the zero-
phonon transition, they would have encountered the
same result. But this is of no quantitative consequence.
The HFPI (2) model for the eight crystals studied here
predicts quantitatively that the absorption and emis-
sion zero-phonon energies are essentially equal.
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APPENDIX A: POLARIZABLE LATTICE

Both of our polarizable-ion models require a study of
the polarization about the defect. Polarizable-ion models
contain an explicit evaluation of the polarization energy,
while semicontinuum models relate the polarization
energy to the Mott-Littleton radius. The change in
electrostatic energy

W =8U=56(8r)"" / E-Daér, (A1)

which occurs when a point charge —Z, moves to the
surface of the crystal is expressed in the semicontinuum
models by the relation

W=—Z21—eY2R), (A2)

where R is the Mott-Littleton radius, and e is the ap-
propriate dielectric constant. The electric field is E, and
the displacement vector D=E+47P, where P is the
polarization vector (dipole moment per unit volume).

The author has previously discussed the ionic and
electronic polarizations which a charge density pa(r)
induces in an ionic crystal.'® We therefore shall apply
those results to the F-center problem. We consider an
ionic crystal which contains one molecule M, X ,_ per
volume v, of the crystal. The volume of the unit cell is
v.=1a® and the lattice constant a is the cation-cation
distance. The nn distance (cation-anion) is ;=2a for
NaCl structures and r;=3V3a for CaF, structures.

We view the anions (e.g., X =0) and the cations (e.g.,
M =Ca) as polarizable point charges occupying the
lattice sites. The anion ionicity is Z_ and the cation
lonicity is Z;. The unit cell is electrically neutral,
nyZi+n Z_=0. We also associate an ionic polariza-
bility a_¢ or ay? and an electronic polarizability a_¢ or
a4 with each ion in the lattice. These polarizabilities
determine the response of the crystal to weak-static and
high-frequency electric fields, respectively. In general,
the polarizability is a tensor. However, we assume here
for convenience that it is diagonal. This is a very reason-

18 H. S. Bennett, J. Res. Nat. Bur. Std. 72A, 475 (1968).
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able assumption for cubic crystals such as CaO and
Can.

We compute the ionic polarizability from the repul-
sive interaction energy between the ionic cores E,.
When the »th ion moves a distance |r,|0, towards one
of its neighbors, it experiences a restoring force F, due
to the repulsive interaction E,, i.e., F,=—p,1,0,. The
position of the vth ion in the perfect lattice is r, and o,
is a dimensionless quantity which represents the dis-
tortion. The force constant p, is a linear combination of
first- and second-order derivatives of the repulsive in-
teraction E, evaluated at ¢,=0. When we neglect the
electronic deformation due to ionic motion and assume
that the crystal is isotropic, the displacement (ionic)
polarizability of the »th ion assumes the form

0,4= (Zv2/pv) . (A3)

We determine for both model HFPI (1) and model
HFPI (2) the ionic polarization of the first shell of ions
explicitly, and we determine the ionic polarization for
all the remaining shells of ions from Eq. (A3). The ionic
moment [Z,r;6/(1—c)]#, for the vth ion on the first
shell (s=1) represents the ionic polarization and is that
moment which minimizes for a given F-electron state
the total F-center energy. We obtain the electronic
polarizabilities from Ref. 17.

We therefore represent an ion which is located at the
lattice site r, and which experiences a static electric field
E(r,) as a point charge Z, located at r, and upon which
we superpose a point dipole moment

() =(+e,)E(,). (A4)

When the period of the electric field is much shorter
than the characteristic period for ionic motion, but also
longer than the orbital period for the electrons about the
ion, the point dipole moment is u(r,) =o,E(r,). When we
view an ionic crystal as a dielectric continuum, the
static dielectric constant e and the high-frequency
(optical) dielectric constant e, give us information
about the ionic and electronic dipoles which are induced
by weak electric fields.

In order to make the present computations feasible,
we shall consider only the spherically symmetric part
p(r) of the F-center charge density p,(r), i.e., we average
pa(r) over the unit sphere

27 L

o(r) = (dm)t ] do [ sinfdbpur),  (AS)

—_r

where 7= [r|. The electric field E4(r)? at the point r
due to the defect charge density p(r) is

Eq(r)=r2 / ' p()exdt. (A6)

We then define the average defect charge Q(r) con-
17 J, R. Tessman et al., Phys. Rev. 92, 890 (1953).
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tained within a sphere of radius 7 centered about r=0,
namely,

00) = / p(0)dt. (A7)
0

We also define the average F-electron charge Qr(r; 1)
contained within a sphere of radius by the relation

r 27 +
Qr(r;n)= (41r)“1f t2dt/ d¢/ sinf d6
0 0 -7

X¥y* (O¥(t),

where ¥,(r) is the F-electron wave function.

The total electric field which the polarizable ion at
1, experiences is the sum of the electric field due to the
defect charge density Eq(r,) and the electric field due
to the dipoles induced on all the other ions except the
ion at r,,

(A8)

Etot(rv) = Ed(rv)+ Z, Ed ipole(rv; rvl) .

vyl

(A9)

The Mott-Littleton procedure is an approximation
which attempts to overcome the formidable task of
solving the system of equations given by Eq. (A9).
Following the first-order Mott-Littleton procedure,s we
divide the crystal into two regions. Region I contains
all the ions on shells centered about the F center and
having a radius less than or equal to 7,. The radius 7,
is the radius of the sth shell of ions centered about the
F center. Region II contains all the remaining ions. The
first-order Mott-Littleton procedure states that region
I contains only the first (s=1) shell and that region II
contains all the remaining shells.

We first outline the prescription for the dipole mo-
ments in region II. We view region II as a dielectric
continuum. The electric field E and the displacement
vector D are related in region II by the constitutive
equation for a dielectric continuum.

D=E+4xP=¢E, (A10)

where € is the appropriate dielectric constant and the
polarization P is the dipole moment per unit volume,

P(r)={(e—1)/4m}E(r). (A11)

The dipole moment per unit cell at r; is P.(r;) =v.P(r;).
The Mott-Littleton prescription asserts that all dipole
moments point in a radial direction from the defect
and divides the dipole moment per unit cell among the
(n4+n_) ions contained in the unit cell in proportion
to their individual polarizabilities,

a, v.(e—1)

(nyop~+n_a’) 4we

vu(n) = E(r)?,. (A12)

8N. F. Mott and M. J. Littleton, Trans. Faraday Soc. 34,
485 (1938).
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When studying the F center, one must distinguish be-
tween the electronic polarizations and the ionic polari-
zations. The electronic polarizations respond to rapid
changes in ps(r) which occur whenever the F electron
undergoes a transition from one state and another state.
However, the ionic polarizations may not respond to
such rapid changes in py(r). Hence, when ¢;=¢,, then
e must be e,. When only electronic polarizations occur
a,=a,%, and when both electronic and ionic polarizations
occur o, =a,°+a,% Referring to Eq. (A12), we define
the polarizability of an ion in region II by the quantity

o,v.(e—1
Mu(p)= (=D (A13)

47|'€1 (n+a+ +n._lL) '

We introduce for convencince in discussing the region
IT the following notation:

aievc(em - 1)

My(o; 6) = )
+( dme,(nya e+n_a_°)
Q. e'l)c(éo— 1)
M40 6) =—— ,
dreo(npa, T+n_a T)
ayTv.(e0—1)
Mo(0; T)=—

dreo(nyo T+n_a T) ’

and
M1 (0;9)=Mo(0; T)—M(0;¢),

where o,7 =0,40,9.

The radial component of the electric field at a site
r; in region I due to all the dipole moments in region II
may be written in the form!6

Bow(r)=ri™® X Q(r)Mu(s)D(s; 1), (Al4)

where |r;| =7 is the nn distance in the perfect lattice.
Each shell s of ions has the same type of ions, and each
ion of shell s exhibits the same polarizability My(s)
=M11(v). The dipole coefficients D(s,r;) for each shell
are tabulated in Ref. 16 for values of s<21. We also
define the following partial sums over cations only and
over anions only:

Feom= 2 Q@)D(s;r),
s > 2 cations
(anions) only
a= X D(s;m),
s22
cations only
and
b= X D(s;r).

§22
anions only
The first shell about an anion defect contains #,
cations at a distance 71=7, from the F center. Again,
we assume that the induced dipole moment on an ion
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in the first shell points in a radial direction and has a
magnitude u;. The radial electric field at the site r; due
to the dipole moments u;7, of the (#.—1) other ions on
the first shell is

(A15)

where the same shell dipole coefficient C; is a constant
for a given lattice structure. The system of equations
represented by Eq. (A9) reduces in the first-order Mott-~
Littleton approximation to one equation for the one un-
known dipole moment u;#;, namely,

M1t =a[{71—2Q(1‘1) +E°ut(f1)}/{ 1 —r1“3oz1C1}:|f1 . (A16)

The potential at the point r due to all the dipoles u(v)
atr, is

Eypy=r"%uCify,

(=2 w0 r'@)/|r0) %, (A17)
where r'(v) =r—r,. Noting the identity
r'E)/ Y @)=V, Y @),
where
v, =j3(a/arv:c) +§(a/arvy) -f—é(a/ar,,) )
we have
o) =2 u() v,[r'() [ (A18)

We introduce for use in Sec. IIT the quantities

A =(r/ 6%}V, / e n®z,  (A19)

and

Bno={v.[ 16 o)

v [arieoi-we . 20

The integrals which appear in Eqs. (A19) and (A20)
have been evaluated for the hydrogenic wave func-
tions.” Because the trial wave functions (5) and (6) are
linear combinations of hydrogenic wave functions, we
use the evaluations tabulated in Ref. 19 to compute the
electronic and ionic polarizations of the HFPI (2) model.

The two models, HFPI (1) and HFPI (2), differ in
the way we treat the polarization potential as given by
Eq. (A18). We use in the HFPI (1) model only the
spherically symmetric part of the polarization potential
which arises from the dipoles induced on the ions. We
consider rigorously in the HFPI (2) model the polari-
zation potential which arises from the dipoles induced
on the first two shells (s=1 and s=2) and consider
only the spherically symmetric part of the polarization

1 C. A. Coulson, Proc. Cambridge Phil. Soc. 38, 210 (1942).
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potential which arises from all the other dipoles on
shells s> 3. We illustrate this difference by writing the
potential ¢(r) in terms of summations over shells. We
define the polarization potential operator which arises
from the vth dipole ¢,(r), namely,

¢/(0)=u() V,[r—r,[~".

We write
o(1) =< (r; n)+¢>(r;n),
where
¢<(l’; ﬂ) = Z Z ¢,,(l’) )
s=1lvCs
and

sm= 3 T (0.

s=n+lrvCs

The prescription for the model HFPI (1) is to approxi-
mate ¢(r) by the expression

&(r) = > ,pn(r; 0).

The prescription for the model HFPI (2) is to approxi-
mate ¢(r) by the expression

¢(r):‘v’¢<(r; 2)+¢>,sph(r; 2) )

where ¢ ,.pn(7; ) is the spherically symmetric part of
> (75 n).

Using only the spherically symmetric part of the
polarization potential is equivalent to treating the
polarized medium as composed of dipole shells centered
about the anion vacancy. The effective charge Q(r;)
induces a dipole moment {M11(v)S,Q(r;)/r:*}7, on the
sth shell and the spherically symmetric part of the polar-
ization potential due to this dipolar shell is

daip(s) = —{Mu()S.Q(r.)/r.'},
=0,

r<r,
r>r,. (A21)

We shall list here the additional notation which we
have used in Sec. ITI. The spherically symmetric part of
the potential which arises from the polarizations in-
duced by the effective vacancy charge Z, [Eq. (4)]
becomes

¢.(r)=—P(s; M,(0;T); Z,) for r,<r<ry,
where when s=0,
PO; M (05 T); Zy)
=Z {2 re*M0; T)SiHr S0 [ 1 —r173Cro ¢ ]2

t>2
X[1—=r"%(aM(0,T)+bM_(0,7))]} (A22)
for 0<r<r,, and when s> 1,
P(s; M,(0,T); Z,)=2Z, Y. ri*M0;T)S,

t2 s+l

for 7, <r<7s41. The quantity S, is the number of ions
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on shell s, and 7, is the radius of the sth shell. Similarly,
the spherically symmetric part of the potential which
arises from the polarizations induced by the F-electron
charge density pr(r; 1) [Eq. (3)] is

or(r)=—ZpP(s; M,(0;€);Qr(- -+, 7)) forr,<r<r.i,
where when s=0,
PQ; M(05¢); Qr(---5m))
=3 ri*MA0; €)Q p(re; 1)S:
£>2

+r1_4Sla+e(1 —-11_3C1Ol+e)—1{Q F(’§ "I)

—r (M (0; T)F () +M_(0; T)F_(n)]} (A23)
for 0<r<ry, and when s> 1,
P(s; ML 0;€); Qr(--5m)= 2 7'M d0;e)
t2 s+1
XQr(re; m)S:

for r,<r<r,;1. We observe from Eqs. (A22) and (A23)
that the first-order Mott-Littleton procedure gives the
electronic polarizability of the ions on the first shell
(region I) which arises from the effective vacancy
charge Z, in the form

a*(Z,) =a (1—r*Cray) !
X{1=r=*[aM(0; T)+bM _(0; T)]} (A24)
and that it gives the electronic polarizability which

arises from the angular average of the F-electron charge
density ZzQp(r; 1) in the form

ar’(Qr(- -5 1) =a [ 1—r3Cra T Qrp(r1; 1)
—r 3 (M (0,T)Fp () +M_(0,T)Fr ()],

where (A25)

2 Qr(rs;m)D(s;m).

s> 2 cations
(anions) only

FF,+(—)(7I)=

When we allow the nn ions to move, we are in fact
explicitly computing the ionic polarization of the first
shell. Because the core electrons on the ions of shell
s=1 can respond to rapid changes in the total electric
field which they experience, we use the total polariz-
ability of the ions in region II, M, (0; 7), in Eqs. (A24)
and (A25).

APPENDIX B: TRANSITION MATRIX ELEMENTS

In order to compute the Haung-Rhys factors, we
must compute the dipole transition matrix elements

T1(T)=r(nsny; Sooslzlmimi; Sioir,  (B1)
where the total initial state is given by
|nanis; Sooidr=|mi; Co0)plni; 1)1

Because the distant ionic polarization always obeys the
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Franck-Condon principle in the idealized model of Sec.
VI, it does not change during an optical transition, and
we have ¢;=¢;. The dipole transition matrix element
becomes

T i(T)=T7«(F)T;:(L)=r(ns;§i,0r| 2055 Siso) p

Xilng;nglni e, (B2)
where the lattice overlap integral
Tyi(L)=r{ng; nslni; na)L
is
S1 +o0
Tfyi(L) = H Ur//.nf(XV) Uni-ﬂi(XV)dXv . (B3)
vely —
We define
40
Ty L) = / Vs (XD Unins(X)AX,. (B4)
Using Eq. (54), we write
+oc
Tf'i(L;V) =»\vni('Yi)A\vﬂf(7f)/ H"!('yfyf)e—‘h/zyﬂ
X Hoi(viyi)e r#vi?dX | (BS)

where y,=7,(c—0y), vi=7r1(c—0,), and dX,=rdo. In-
troducing the notation y=v,/v,, z=7v,71(s;—0;), and
y=v,ys, we have v;y;=v(y—z), and we obtain

+
Tf,i([‘;y) =’Yf_14\vn/.ni/ an(y)e—%yz

X Hoi(y(y—z))e 7=y (B6)

where Ny, n;=Nn;(yi)Na,(vs). We then complete the

F CENTER IN IONIC CRYSTALS. II

935

square of the exponent and use the notation

£={3(1+¥)}2(r—y0), Yo=72(1+y})"'=0t0,
o={3(14+2)}12, fo=v%{2(14+v2)} 12,

and y=48(¢+4£). We find that the lattice-overlap in-
tegral for the vth ion becomes

o0
Tl.i(LyV)='Yf_1:\vn/,ni58_7222/2(l+‘72)/ dt e
—00

X H (8(+E0)Hrni(v{6(¢+£0)+2}). (BT)

We are interested in the case for which #;=0. Refer-
ring to Ref. 20, we reduce Eq. (B7) to the expression
TN(L’,,; ﬂi=0) =7r"27;‘1‘\'",,056""222”“+”’2)

m<nsl2 (2880 —2mnsl om  (5—1)122m—t

1=m 2m—10)!(I—m)!

, (B8)

m=0

where w2N,, ¢y 1= (v/2"n;)12. When n,=0, we
have

T_r,,‘(L,U;%i=O, n;=0)=766“"222’2(1+72). (BQ)

The square of the matrix element gives us the transition
probability. The transition probability for a zero-
phonon transition from state 4 to state H or from state
C to state G is proportional to |7 :(L;n:;=0, n,=0)|?,
namely,

To_ph < (y8)281g= 81722 (4%) |

(B10)

We obtain from Eq. (B7) or from Eq. (B10) the
Huang-Rhys factor

Svyifri*(oi—oy)?
S=—

1+(vi/vs)?

20 P. M. Morse and H. Feshbach, Methods of Theoretical Physics
(McGraw-Hill Book Co., New York, 1953), Part I, pp. 786-787.

(B11)



