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An improved version of the theory for the temperature dependence of the hyperfine coupling constant of
rare-earth S-state ions in cubic crystals is developed which incorporates an exact spatial-averaging procedure
valid over the entire phonon-wavelength range. The improved treatment eliminates one of the major weak-
nesses and points of uncertainty in the theory, viz., the ambiguity arising from the existence of separate
calculations applicable only in the long- or short-wavelength limits. The question of the range of validity of
these approximations is therefore removed. Contributions from both the acoustic branch, based on a Debye
spectrum, and the optical branches, based on an Einstein spectrum, are determined. It is shown that the new
expressions reduce exactly to those obtained in the long-wavelength limit, but not to those commonly
associated with the short-wavelength approximation. The improved theory is applied to the temperature
dependence of the hyperfine coupling constant of 'Eu?* in CaFz, SrTe, and BaF, and the results are com-
pared with those of the long-wavelength model as well as with the experimental data. Good qualitative
agreement with experiment is obtained, and possible sources of the disagreement between the observed
magnitude of the temperature decrease in the hyperfine constant and that predicted by the improved theory
are discussed. In addition, calculations of the rigid-lattice values of the hyperfine constant of Eu?* are made,
and it is found that these values are not equal in the alkaline-earth fluorides, the differences lying outside
the error limits. Finally, the improved treatment shows that some of the results produced by the long-wave-
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length approximation are in fact spurious.

I. INTRODUCTION

HE orbit-lattice interaction Vor, describes the in-
fluence of the phonon field on the orbital motion

of electrons in impurity ions. It has been successfully
applied to the study of spin-lattice relaxation times of
ionsin crystals by Van Vleck! and by Orbach.? Although
it plays a negligible role in the crystal field splitting of
S-state ions,** the orbit-lattice interaction has a pro-
nounced effect on the temperature dependence of the
hyperfine coupling constant of these ions. Simének and
Orbach’ first demonstrated this effect for the MgO :Mn?**
system. Their calculation was based on the long-wave-
length approximation, i.e., ZR<1, where % is the phonon
wave vector and R is the interionic distance. Good
qualitative agreement with experiment was obtained,
but Huang?® later argued that the long-wavelength ap-
proximation was not appropriate for the high-tempera-
ture region. He then applied the theory to Mn?* in
alkali halides using the opposite approximation, i.e.,
kR>>1, and also obtained good agreement with the data.
It is interesting to note that both approximations have
also been used in the analyses of spin-lattice relaxation
data.l” Consequently, an ambiguity has developed in
the general theory of the orbit-lattice interaction, since
calculations may be performed using either the long- or
the short-wavelength approximations. The validity of
the results obtained from these calculations is neces-
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sarily questionable, since the temperature range over
which either of these opposing approximations is valid
is not known.

Calculations based on the long- or short-wavelength
approximation encounter other difficulties as well. Both
the acoustic and optical branches of the phonon spec-
trum should, of course, be included in such calculations.
Generally, one considers the acoustic branch only and
employs the approximation £R<1, but calculations in-
cluding both acoustic and optical branches using ZR>>1
have also been performed.® Some portions of the phonon
spectrum are necessarily excluded in treatments involv-
ing any of these approximations, and of course the region
kR=~1 has never been treated at all. In addition, it is
commonly found?® that orbit-lattice calculations which
invoke the point-charge model yield magnitudes of the
coefficients which are considerably smaller than the ex-
perimentally observed values. It is important to know
how much of this discrepancy can be attributed to the
use of the long- or short-wavelength approximations.

It is the purpose of this paper to present a calculation
of the temperature dependence of the hyperfine coupling
constant for rare-earth ions which includes an exact
treatment of the phonon wavelength. Spatial averaging
over products of the normal coordinates of the molecu-
lar cluster, which has previously been accomplished only
by utilizing the long- and short-wavelength approxima-
tions, is achieved here by expanding the normal coordi-
nates in spherical Bessel functions so that the spatial
averaging is valid over the entire phonon-wavelength
range. The analytical expressions obtained are suffi-
ciently simple so that there is no longer any advantage
to performing the calculation in either the long- or

8 M. Blume and R. Orbach, Phys. Rev. 127, 1587 (1966).
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short-wavelength limits. Moreover, it is shown that the
new calculation correctly reduces to the expressions ob-
tained previously by Menne, Ames, and Lee® in the
limit 2R«<1.

Both the acoustic and optical branches are included
in the calculation and are treated by means of the Debye
and Einstein approximations, respectively. Then the
improved theory is applied to the analysis of the tem-
perature-dependent hyperfine constant A(T), as well
as its rigid-lattice value Agy, for the Eu?tin CaF,, SrF,,
and BaF, data.® 1% Results of this analysis are compared
with those obtained from the long-wavelength theory.

We wish to emphasize that, besides the use of ap-
proximations concerning the phonon wavelength, there
exist other weaknesses in the present theory for the tem-
perature dependence of the hyperfine constant for both
iron-group and rare-earth ions, e.g., use of the point-
charge model with covalency and overlap neglected,!!
inclusion of nearest neighbors only, use of a constant
Debye temperature over an 800°K temperature range,
neglect of local modes, and use of improper lattice
eigenvectors of the host crystal. Seeking to improve the
theory, and in order to evaluate the zero-point phonon
contribution to the hyperfine field, Orbach and co-
workers!?:1% invoked a linear diatomic chain model of
the lattice which enabled them to treat both the acoustic
and optical branches of the spectrum. Their approach
represents an improvement with respect to effects aris-
ing from the entire crystal lattice, whereas our exact
treatment of the phonon wavelength represents an im-
provement in the treatment of effects arising from the
local environment of the rare-earth ion. Thus, we believe
that the exact phonon-wavelength method presented
here is a significant advance over the approximate treat-
ments and serves to remove one of the major weaknesses
and points of uncertainty in the model. Further im-
provements in the theory are desirable but difficult to
achieve at this time.

A similar calculation for the temperature-dependent
hyperfine coupling constant of the iron-group S-state
ions is being performed and will be reported shortly.

II. IMPROVED CALCULATION
A. Spatial Averaging

The model describing the effect of lattice vibrations
on the hyperfine field of rare-earth ions possessing a half-
filled 4f shell (857/2 ground state) in a cubic environ-
ment was developed in Ref. 9 and is equally valid here.
We admixed excited #zs orbitals (#>6) into the ground
4f orbitals by a first-order perturbation in the orbit-
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lattice interaction Vor, and then calculated the matrix
element of the contact hyperfine operator in the per-
turbed ground state | 85", g). The result is given by Eq.
(14) of Ref. 91in terms of the 10 antisymmetrical normal
coordinates g; of the X¥s molecular cluster depicted in
Fig. 1 of that reference. When the ionic displacements
Qj® are expanded in lattice waves,'* one obtains

Qj“ =2 Z Pre®or® cosk- RJ.() , (1)
k.o
where

.P/w= (ﬁ/Zwk,M)l/z(ake"k'“"—l— ak'fe*“‘"f") » (2)

and where all symbols have been defined in Ref. 9.

It is necessary now to evaluate the average hyperfine
field (Huyp) by calculating the average over all direc-
tions in % space of quantities like

(Bar?®gi® cosk: R cosk-R%)=(a,8,7,)s, (3)

where a and 8 are any of x, ¥, and 2, and j and / are any
of 1, 2, 3, and 4, while ¢ denotes either the longitudinal
() or transverse (#) mode. Note that {(a,8,7,l) is sym-
metric in ¢ and 8 and in j and /. In the past, this averag-
ing has been accomplished by making either (a) the
long-wavelength approximation, i.e., k- R;%<1, and ex-
panding the cosine to first order in kR for the iron-group
ions! (even normal coordinates) and to second order in
kR for the rare-earth ions® (odd normal coordinates),
or (b) the short-wavelength approximation, i.e., k-R;°
>>1, and treating the quantity in Eq. (3) as a constant®?
(independent of k). However, it is possible to perform
the spatial average in Eq. (3) exactly by making use!®
of the following expansion'® in spherical Bessel functions
J» and spherical harmonics ¥,™:

e®R=4r 3 i"j (kR) 2 YVau"(0r,08) Y "*(0r,0r), (4)
n=0 m=—n

where 0r and ¢ are the polar and azimuthal angles of
the vector F. Then we find that

© 2n
cosk-R® cosk-RP=27 >~ X 2V ,m(0h,)

n=0 m=—2n

X [jZn (kR—F) Yan*(0R+)¢R+)
+j2n (kR—) YEnm*(oR-)qSR—-)] ’ (5)
R.=R,%+ Ry ©)

As an example, consider the quantity (x,y,1,3); for the
longitudinal mode. We have

in which

&, =sinb; cospr, Pyi'=sinby singy, ©)

14 M. Born and K. Huang, Dynamical Theory of Crystal Lattices
(Oxford University Press, London, 1954).

15 The author is grateful to Dr. J. G. Broerman for pointing out
the potential utility of this expansion in performing the directional
averages.

18 L. I. Schiff, Quantum Mechanics (McGraw-Hill Book Co.,
New York, 1955).
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TasLE 1. Spatial averages of the quantities (,8,7,/)s in Eq. (3) for both the longitudinal and transverse modes.
(ayﬁyj:l>’
a,B 7t Longitudinal Transverse
%y 1,2;1,4 0 0
2,3;34 0 0
1,3 —172(01) $72(01)
2,4 $72(p1) —372(01)
1,1; 3,3 —%72(ps) T5J2(p3)
2,2; 4,4 72(ps) —75J2(e3)
%,3 1,3;14 0 0
23,24 0 0
1,2 172(01) —372(p1)
34 —%72(e1) $72(p1)
1,1;2,2 472(09) —17J2(ps)
3,3;4,4 —%72(ps) Tr72(ps)
Y,2 1,2;1,3 0 0
2,4; 34 0 0
14 $72(01) —5J2(p1)
2,3 —1J2(p1) $72(p1)
1,1;44 372(ps) —77J2(p3)
2,2;3,3 —%J2(0s) T272(ps)
x,x 1,2; 1,3; 2,4; 3,4} {£72(02) —F572(p) +3LJo(0) +o(e) T} {—Fr72o2)+(1/24) j2(or) +2[ Fo(p1)+ Folo2) I}
1,4;23 {%72001) —372(p2) + 3L Jo(p1) +7o(02) 1} {—2272(01) +372(p2) +3L70(01) +o(o2) 1}
1,152,2; 3,3; 4,4} a1 +jo(ea)] §L1+Jo(es)]
¥,y 1,3; 1,4; 2,3; 2,4} {872(02) —7572(p1) +4do(o1) +5o(02) T} {—Tasalo2)+ (1/24) j2(o1) +3[Fo(o1) + o (p2) I}
1,2; 3,4 {872(p1) — 3 72(02) + 4L Jo(o1) +7o(o2) I} {—572(01) +572(02) +4LH0(p1) +jolo2) 1}
1,1;2,2; 3,3; 4,4} #1+70(es)] #[1+70(oa)]
2,8 1,2; 1,4;2,3; 3,4} {372(02) — 2 52(00) +3[Jo(o1) +50(p2) T} {—F572(02)+(1/24) 72(o1) +3L 0(01) + fo(p2) 1}
1,3;2,4 {#72(01) — 5 72(p2) +3L jo(p1) +jo(p2) 1} {—7272(01) +572(02) +3Lfo(o1) +jo(p2) 1}
1,1;2,2; 3,3; 4,4} #[1+jo(pa)] 1+7o(es)]
so that the number of terms in the summation of Eq. (9) is also

P! P, =sin?0;, singy cospy

{5 0o
Now

(x7y1173>l
1 T 27
— / f B.41®,40 cosk-Ryd cosk- Ry sinfud0udese
471' 0 0

0 2n

= % Z Z izn[jzn (kR—l—) Yan*(oR.pd)R.‘.)

n=0 m=—2n

Fjon(RR) Y 2a™*(0r_spr_) 47 (n,m) , (9)
where ,
A lxy(%)m) =/ f q)zkt(pyklymzm(ok,(ﬁk)
’ ’ Xsinﬁk dﬁkdqsk . (10)

The quantity in Eq. (10) can easily be evaluated by sub-
stituting for ®,;'®,;! from Eq. (8) and by mak’ing use of
the orthogonality properties of the ¥,™. In this manner

severely restricted, and hence we finally obtain
<x)y71)3>l= —i]2[(8/3)1/2kR:' ,

in which R is the rare-earth-ion-to-ligand distance.

In a similar manner we have evaluated all of the
averages (o,8,7,0). for both the longitudinal and trans-
verse modes, and they are recorded in Table I. Use has
been made of the following definitions:

po=kR, p1=(8/3)'?kR, pr=(v/4)ER, ps=2kR. (12)

To treat the displacements ay of the central (rare-
earth) ion, we first note that

(11)

an=2, PrsPar’, (13)
k,o
so that L
<laNl2>¢=§§ | Pro|? (14)

for all a=x, y, z and =1 or ¢ It remains then to deter-
mine the averages

(Qfan)e=(Q:*Bn ), (15)

and these are presented in Table II in units of
Zk,v IP le2-
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B. Final Expressions

There are three acoustic modes for each &, and 3n—3
optical modes, where # is the number of atoms per unit
cell. To include all branches but maintain the total
number of modes fixed, any function f(w,,k,) must be
summed over NV, values of 2, where IV, is the number of
unit cells in a crystal of volume V, for each polarization
direction in every branch. Replacing this sum by an
integration yields the following operation for each
branch:

kD

Z=:1 % f(@koks) =— g f-(R)k2dE,  (16)
where
kp=(672N,/V)Y3= (672N /nV)13, an

N is the total number of atoms, and where w;, was
eliminated by means of the dispersion relation appro-
priate to the branch in question.

Acoustic branch. A Debye spectrum and the disper-
sion relation wx,=1v,%, where v, is the velocity of sound
for the oth mode, are used for the acoustic branch. Since
the experimental value of the Debye temperature © is

Hsd 8r s (::’)22 14967 kﬂ) 9’”’
=—gy 2 —
hyp 3g B s) oo 5103p7r2 f

{;3[ +1—(5]2(Po’) —“]O(Pol)>+————(755 J2(e) — !

2618

1309

3 (755 : t)+7462.( ,)\J
2618\ 2 180 I 300

where

1
——{7205:(02)+
( Jilee) 1309

/360]2(402‘) -

po’=k"x, p1°=(8/3)"*"x,
K= RkBT/Y),h,

and o=/ or £&. We have also defined
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TasiE IL. Spatlal averages of the quantltles (Q:*8w)s
in Eq. (15) in terms of Y z,o | Prs|%

<Qi B )U
o,B i Longitudinal Transverse
x,y 1;3 —372(00) 372(p0)
2;4 72(00) —372(p0)
%2 1;2 372(p0) —342(po)
3;4 —372(p0) 372(po)
3,3 1;4 372(p0) —%72(00)
2;3 —372(p0) 372(po)
aa i 3doleo) %7oloo)
(all @) (all 2)

generally determined by assuming that the entire pho-
non spectrum can be described by a Debye distribution,
we must employ, from Eq. (17), the value of the
“reduced Debye temperature” ®’ given by

0'=0/n'3, (18)

We can now evaluate Eq. (14) of Ref. 9 by means of
Tables I and II and by recalling that only those cross-
product terms between normal coordinates transforming
like the same component of the repeated I's, irreducible
representation are nonzero. Then we find

=+)

496 J O(Pll)>

1 89].0 (pa'))] ;‘8[1_%6;(2 ]2(90')4——]0(#0‘))

7331 jo(p2t))+—1~(6—sfh(p3t>+u 389jo(pst>>]}xdx, (19)

(Ras|7*| Rno)(Ruvs|7*| Ra)

1309
prr= @), prr=2e, (20
x=rhw/ksT, (21
Wns| 80 ¥} - 22)

" [E@)—E() LEG) —E@'s)]

The zero-point contribution can be integrated exactly, so that we finally obtain for the hyperfine constant

A(T)=A0){1—[Fo’+Foo(T)]}.

The thermal acoustic-phonon contribution is
Foo(T)

l_(”‘)ﬁg / e,/1[1+——(512(/>o‘) ——Jo(po‘)>+-2-6—i§<7 55 a(or)) — 4962

1 (720.( ’)+37
1300\

23)
DT, 24)
jo(m)
31 1y 1 %
: ]o(p;))—g@(ﬁsh(pa) i Pal)) = o
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o 16, 1 3 4155 1462
n=2 [ [ (B i) )= o (5 i)

2618\ 2

1
+—<360jz(pz‘)
1309

and the zero-point acoustic-phonon contribution is

3731
- 10(92‘)>+

(26)

1 /655 o L)+11 389 o t)>:| xdx
—Ja(p pst) ) |—,
1300\ 2 72 o 1) g

D,./0\? 1 1 1 /608 23213
FLa= (—) vﬁ[<~—+~>z2— + )+
2 \zg 208 0} 1309\ 2 8v,;

16 /52 31 240 )
— coszt —— coszo‘> ————(sinzy’ —sinz*)
1683\ 7, V4 187

2

1 /1571 9622
(sinz;* —sinz;?) —i———( cosgol+ coszf)
5236\ u; /B

16 883 1965

1 /14257 8129 20 385
——~—<—~—— coszt+ coszl‘> _—
20 944\ o, V4 20 9449,2,¢
1620 1 /17 284
- (sinzy! —sinzst)
130902 47124\ o,
The subscripted 2z’s are given by
20°=23/7,, 2= (8/3)V%z/v,,
0’=2/ 1°=(8/3)"%/ (28)
229=($)V22/v,, 23°=23/v,,
and unsubscripted z is defined as
z=Rkp®’/%. (29)

The constant D, in Eqgs. (24) and (27) is

87 gua(S.) fee’\* 29924 /kg\2
LT S
3 H, \R/ nmr " 5103pr205\ %

in units of (°K)™2.

Optical branch. An Einstein spectrum and the con-
stant-frequency dispersion relations wy;=w; and wi:=w,
are used for the optical branches. Then for each optical
branch we find for the hyperfine constant

A(T)=A(0){1—[Fop"+ Fop(T) 1} .
The thermal optical-phonon contribution is

Fop(T) D[ ol 2\
P e ehwz/chT_l ' ehwe/chT_l !

wi/on 1
(i)
ehwzlkBT_l ehw¢/k31‘_1

{1122yp—2244:(yp)

(31)

(32)

DZ

1683
—(/$)(1599)5:[(8/3)'*yp ]
—V3(1599) /1L (v/$)yp1+16271(2yp)} ,

L1=

(33)
5 YD

Ly=—— 2247, 453 7,[ (8/3)1/2
1309/0 (2242(y)+ 45372 (8/3)112y]

—28875[ (v/5)y1—26272(2y)}y*dy, (34)

coszzl+ cosz3‘>+ (sing;! —sinzg‘):l . @n
Ut 52367) lZ3t

and the zero-point optical-phonon contribution is

Fop?= 3Dyl (/o 2) Lt (oo/r—DLs].  (35)

We have defined

yp=kpR, (36)

and kp is given by Eq. (17). The unitless constant D,,
in Egs. (32) and (35) is

14967 1
" 5103p1 Reos

06
2 \te/ \R/ o,
Contributions to the hyperfine constant from the

various branches are additive, so that the final expres-
sion for A(T") becomes

8 gus(S-.) fee’\*
73 m, _6>

n,n’

37)

A(T)=A(0){1—[F.'+ El (Fop")+]

C[Fu(D+S Fo(T)T). (38)

C. Comparison with Previous Results

By expanding the expressions'® for j.(p) about p=0,
we obtain

2 4 2 4

P P P
7 ._>1___+._._....’ 7 )._>__.___.+...‘ 39
Jo(p) 6 120 J2(p 15 210 (39)

Substitution of these expansions into Egs. (25) and (26)

vields
e'/T

Foo(T) — CT“[ %* (e*—1) T, (40)

0
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TaBLE III. Values of the parameters for CaF,, SrF;, and BaFs.
R v 7 0 wi(1)2 w(1)* wi(2)=w:(2)* (€] e
Host (A) (10% cm/sec) (10° cm/sec) (g/cm?) (1013 Hz) (10 Hz) (1013 Hz) (°K) (°K)
CaF, 2.370 7.36° 3.34¢ 3.21° 8.724 4.844 6.07¢ 508¢ 352
SrF, 2.51b 5.46f 2.921 4,32t 7.05d 4.09d 5.28s 380¢f 264
BaF, 2.69> 4.48h 2.300 4,891 6.144 3.474 4.58¢ 282h 196

w.
I%{Huffman and M. H. Norwood, Phys. Rev. 117, 709 (1960)

aiser, W. G. Spitzer, R. H. Kalser. and L. E, H
Gerlich, Phys. Rev. 136, A1366 (1964).

Rxchman Phys. Rev. 133, A1364 (1964).
Gerlich, Phys. Rev. 135, A1331 (1964).

where

87 gus(S.) fee (32)(53)%
=3 & (RS) z U""'(81)(343)p7r2

2 1\ /ks\®
307 97/ \#%

in exact agreement with Egs. (17) and (18) of Ref. 9. In
addition, by expanding the sine and cosine terms in Eq.
(27) to seventh order in the argument, it can be shown
that

Fo'— 5C0O’s. (42)
Thus, except for our use of ® here instead of ©, the
equations for the acoustic branch obtained from the
improved theory reduce to the correct limiting expres-
sions in the long-wavelength (kR<1) approximation for
all temperatures 7". No equations for the optical branch
have been derived in this approximation.
To investigate the limit 2ZR>>1, we use!®

i) == W) colp—dnt1)al,  (43)

which is valid for p>3#(n-+1). Substitution of Eq. (43)
into Egs. (24)—(26) yields terms of the form

e’/r C’La
T2 / (x+z
0 PRAYA

where the C;° are constants and the p;1° are defined in
Eq. (20) for =0, - -, 3. Although no calculation has
been performed for the rare-earth ions in the approxima-
tion ER>>1, it is clear that the usual short-wavelength
treatment,® in which the quantity in Eq. (3) is regarded
as a constant, would yield only the first term in Eq.
(44). Consequently, the expressions derived from the
short-wavelength approximation are not directly re-
covered from the improved treatment. It can be shown
that the coefficients C,;%/T of the nonrecoverable terms
are negligible in CaF, only for 7>260°K.

i")(e-t— 1)~tdx, (44)

(1) refers to the infrared-active and (2) to the Raman-active optical branch.
G. Wyckoff, Crystal Structures (Wiley-Interscience Inc., New York, 1963) 2nd ed., Vol. 1.

R.

D.

w. owarth, Phys. Rev. 127, 1950 (1962).
11§ S. Krishman and N. Krishnamurthy, J. Phys. (Paris) 26, 633 (1965).
I,

D.

III. COMPARISON WITH EXPERIMENT
A. Temperature Dependence of Hyperfine Constant

Measurements of the hyperfine coupling constant as a
function of temperature have been made® !0 on *1Eu?*+
in CaFg, SrF,, and BaF,. The data were analyzed on the
basis of the long-wavelength Debye theory given by
Eqgs. (40) and (41), in which only the acoustic branch
was included, and where the experimental values of ©®
(not ®’) were employed. We reanalyze these data now
on the basis of the improved theory. Since #=3 for the
alkaline-earth fluorides, we include one acoustic and two
optical branches, of which the first is the infrared-active
and the second is the Raman-active branch. The values
of the parameters appropriate to the three host crystals
are presented in Table IT1. Hartree-Fock-Slater calcu-
lations of Eu®* orbitals were used® to evaluate U, and
the sum Y _,,»» Was restricted to n=n'=6.

In Fig. 1. are plotted the experimental values®1® of
the hyperfine constant as a function of temperature for
the three samples. Best-fit values of D,, and C, called

344 T T T
Improved theory
— ——— kR << 1 theory
34.2 0—-—4\ <
~ =~
N \\ Cor,.
340 =y SN
S TR
~
1 N R
-9 — 2»\@ %) g
\ N
T a6 S =
5 ) X
T N e X
g 334 \é‘@d
I~

332 \

33.0 \

328

326

0 80 160 240 320 400 480 560 640 720 800
TOK)

Fic. 1. Temperature dependence of the hyperfine constant ol
151Eu%* in CaFs, SrFy, and BaF,. Solid dots are the experimentaf
data, the solid curve is the improved, and the dashed curve is the
approximate theory, using the best-fit values D,2*Pt and Cexpt for
the constants.
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TaBLE IV. Experimental and theoretical values of Das and C for Eu?* in CaF., SrF2, and BaF,.

108Dacexpe IOIDDMtheor 1018Cexpt 1019Ctheor
Host (°K)—2 (°K)-—2 D, expt /Dwtheor (OK)~6 (°K)—6 (Cexpt /Ctheor
CaF, 7.46+1.65 7.58 98.4 5.31+ 1.23 5.85 9.1
SrF, 14.8 +1.8 4.73 313 28.1 + 4.1 7.92 35.5
BaF, 35.2 +8.7 444 793 203 =60 25.2 80.5

D,>*pt and Co*Pt, were determined from the experimental
data. These values were used to calculate 4(7) for both
the improved and the long-wavelength theories that
appear in Fig. 1 as solid and dashed curves, respectively.
It is interesting that both models produce nearly the
same temperature dependence for the hyperfine con-
stant and both fall well within the error limits (not dis-
played in Fig. 1) of the experimental data. Hence it ap-
pears that no significant improvement in the functional
dependence of 4 on T is achieved by the improved
treatment.

Theoretical values of D,, and C, called D,ctheor and
Ctheor were calculated from Egs. (30) and (41), respec-
tively, using the parameters listed in Table III. Their
values, as well as those of D,#*Pt and Ce*?t, are recorded
in Table IV for Eu** in the three alkaline-earth-fluoride
samples. Also recorded in Table IV are the ratios of the
experimental to the theoretical values of these coeffi-
cients for the two models. For all three hosts and both
models, the theoretical values of the coefficients are too
small, but the disparity is actually greater for the im-
proved model. One possible reason for the greater dis-
parity is that in the long-wavelength model one employs
the small argument expansions of the sine and cosine
functions, and these approximations are always in such
a direction as to overestimate the value of the function.
Hence, the magnitude of Cter is enhanced with respect
to Dyetheor, the value obtained when these functions are
treated exactly. Whether or not this is a sufficient reason
to cause the improved treatment to disagree with experi-
ment by about a factor 10 more than the approximate
treatment is not certain. In any case, the improved
theory is of course the more correct one, and its inability
to predict the correct magnitude of the effect is quite
apparent. Also note that, although the percentage error
in the values of D,*?* is generally smaller than that in
Ce=rt, the difference is not great enough to represent a
significant improvement in the qualitative fit to the
data (Fig. 1).

It must be pointed out that only the value of D,; was
adjusted to produce the best fit with the experimental
data, and that the ratio of the optical to the acoustic
contribution was regarded as fixed by the expression
(37). According to this relationship, we found that the
optical contribution at room temperature was 25%, for
the CaF, crystal, 309, for SrF,, and 239, for BaF,.
Again, while it is not anticipated that the use of D,, as
a second adjustable parameter would have greatly im-
proved the qualitative fit to the data, it is quite possible

that it might have reduced the discrepancy between the
experimental and calculated magnitudes of the effect.
Nevertheless, it is believed that restricting the theory to
only one arbitrary parameter is a more meaningful
approach.

It can be seen from Table IV that the disagreement
between the experimental and calculated values of the
coefficients in both the improved and approximate
models increases with increasing atomic number of the
host cation. However, whereas Ce*Pt increases as well as
Ctheor (a]though not at the same rate as C***%) as one
proceeds down the column of the table, D,other decreases
while D,e*Pt increases. Consequently, some features of
the long-wavelength model which initially appeared en-
couraging!® are in fact deceptive, since the improved
model yields results whose magnitude and trends are
grossly different.

B. Rigid-Lattice Values of Hyperfine Constant

The zero-point contribution A4zp to the hyperfine
coupling constant is determined by the relation

AA ZP= —4 (0) (Faco"l_Fopo) ) (45)

where Fp? and F,,° are given by Egs. (27) and (35) in
the improved model and F,° is given by Eq. (42), with
©®’ replaced by O, in the long-wavelength model. Then
the “rigid-lattice” value Agr, is

ARL‘—" A (O) _ AA ZP. (46)

Listed in Table V are the values of A4 zp and Agy for
both the improved and long-wavelength models calcu-
lated by using D,*Pt and Ce*®t, respectively. Note that
the rigid-lattice values for the three host crystals are not
equal, even when the error limits are included, and that
the value of Agy in BaF, is considerably lower than
those of SrF; and CaFs. Also, there is rather close agree-
ment between the values of Agry, determined from the
two models.

Itisinteresting that the optical-phonon contributions
to A4 zp in the exact model are 42, 51, and 469, for Euz*
in CaFs, SrF,, and BaFs,, respectively. These contribu-
tions are much greater than those determined at room
temperature and indicate that optical phonons cannot
be neglected in zero-point calculations.

IV. CONCLUSIONS

We would like to summarize the advancements made
by our exact treatment of spatial averaging in the orbit-
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lattice interaction. In the past, separate and indepen-
dent calculations based on either the long- or short-wave-
length approximation have been performed for both the
spin-lattice relaxation time!7 and the temperature de-
pendence of the hyperfine coupling constant.’%? In all
of these calculations, the range of validity of the ap-
proximation used was a pertinent but unanswered
question. We wish to emphasize that this question has
not been answered here; instead, we have obviated the
the necessity of asking it. In addition, our calculation
encompasses, without approximation, the phonon-wave-
length region ZR~1, which has never been treated
before.

The improved theory for the temperature-dependent
hyperfine constant demonstrates that some of the results
obtained from the long-wavelength theory are in fact
spurious. For example, since the improved treatment
predicts a decrease in the magnitude of the effect with
increasing atomic weight of the host cation, it is only
fortuitous that the long-wavelength approximation pre-
dicts an increase in this magnitude and that such an in-
crease is observed experimentally. Consequently, the
theory based on the long-wavelength approximation can
be misleading when used to determine the systematics of
A for various ions in different crystalline hosts.

We have also shown that the expressions for the
hyperfine constant generally derived from the short-
wavelength approximation® cannot be exactly recovered
from the present theory, whereas the new equations
reduce exactly to their former expressions® in the long-
wavelength limit.

Calculations of the zero-point contribution and rigid-
lattice value of the hyperfine constant of Eu?* in the
three host materials have also been made. Unlike those
of Mn?* in the oxides,? the values of Agr for Eu?* in
the alkaline-earth fluorides are not equal, and their
differences lie outside the error limits.

Finally, the improved theory for the temperature de-
pendence of the hyperfine coupling constant of rare-
earth S-state ions in cubic crystals appears to provide no
better qualitative fit to the data than the theory derived
from the long-wavelength approximation. However,
perhaps the thermodynamic nature of the phenomenon
being studied, as well as the small (approximately 2 or
39%,) changes in A measured over a 700°K temperature
range, disguises the improvement in the model. It is ex-
pected that the improvement should be much more vis-
ible when applied to spin-lattice relaxation times which
are sensitive functions of temperature,
¥ More important is the fact that the predicted mag-
nitude of the effect is in serious disagreement with ex-

ON RARE-EARTH IONS 357

TABLE V. Zero-point and rigid-lattice values of the hyperfine
constant (in 1074 cm™) from both the improved and approximate
models for Eu?* in CaF3, SrF,, and BaF.,.

Improved model Long-wavelength model
Adzp Ary Adzp ARy

CaF; 0.185:+0.041 —34.4340.09 0.2614-0.061 —34.51+0.11
SrFe  0.20140.025 —34.37+0.08 0.2414-0.036 —34.41+0.10
BaF; 0.239-£0.059 —33.9940.11 0.28740.085 —34.040.14

Host

periment. Of course, the improved theory has not yet
been applied to the temperature-dependent hyperfine
constant of iron-group S-state ions in cubic crystals, and
hence it is uncertain how universal this result is, but
calculations for these systems will be presented in the
near future. It must also be remembered that lattice-
expansion effects on the temperature dependence of 4
have been ignored in this work because of the absence
of the experimental data, but we assume that such
effects are negligible.!®:17:18 In any case, it is clear that
the inadequacy of the theory can no longer be attributed
to the much-suspected use of the long- or short-wave-
length approximations, which is important to know so
that attention can now be given to some of the other
weaknesses mentioned in Sec. I. Of these, the use of the
point-charge model is probably the most important,
although this model is expected to be representative for
the inner-shell 4f electrons of rare-earth ions. Ap-
parently, covalency and overlap cannot be neglected in
calculations of this type.!

Also suspect are the Debye and Einstein approxima-
tions for the phonon spectrum of the crystal. To use the
correct eigenvectors and eigenvalues of the lattice would
obviously be a superior approach, but these are, of
course, unknown. However, since a directional averaging
procedure valid over the whole phonon-wavelength
range is now available, it is possible that the diatomic
linear chain!*13 or some similar model can now be em-
ployed to greater advantage than the Debye or Einstein
models.
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