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We have studied the magnetic-exciton behavior expected in cubic systems containing Pr®*
with a crystal-field-only I'; singlet ground state. We use this study to discuss the experi-
mentally observed behavior in Pr;T1 and fce Pr. In particular, we show that crystal-field
states lying higher than the T'; first-excited triplet have an important qualitative effect on the
magnetic-exciton dispersion relationship. The most important difference from the results
for a singlet-triplet model is the appearance of a substantial gap at §=0 (~18°K in a typical
realistic case) for the transverse excitons in the ferromagnetic state; while the gap for the
longitudinal modes would also be much different if one neglected the higher-lying crystal-field
states (~75% greater in a typical realistic case). The necessity of including effects of crys-
tal-field states above the T, triplet led us to adopt an effective boson (i.e., Bogoliubov-type)
approximation valid only as the temperature approaches zero. We then use our knowledge of
the random-phase-approximation (RPA) results for the singlet-singlet problem to discuss the
expected temperature dependence of the excitation spectrum. The existing theory, including
the effects of all crystal-field levels, is quite successful in quantitatively predicting the ex-
perimental magnetic-exciton behavior at low temperature in PrgTl. On the other hand, the
existing theory offers no explanation for the absence of any measurable change with tempera-
ture of the measured dispersion relationship even when going to temperature well above the
Curie temperature in PrsTl and fcc Pr. Incidental to our discussion of the magnetic~exciton
behavior, we treat the macroscopic magnetization variation with temperature in PryTl1 includ-
ing all crystal-field levels in a molecular-field theory.

I. INTRODUCTION

For several years there has been much interest
in the magnetic behavior of systems with crystal-
field-only singlet ground states.! There have been
theoretical studies of both the macroscopic mag-
netic properties of such systems®*?® and of the
collective-excitation (magnetic-exciton) be-
havior. #%6~10 For the most part these calculations
have been for model singlet-singlet systems (i. e.,
where the only excited state considered is also a
crystal-field-only singlet), or, to a lesser extent,
for model singlet-triplet systems. There havebeen
some molecular-field calculations for the macro-
scopic magnetization behavior including the full
crystal-field level scheme for real systems, !! but
there has been essentially no work including the
effects of the full crystal-field level scheme on the
dispersion relationships for the collective excita-
tions, i.e., the magnetic excitons. Until quite re-
cently the experimental studies of such materials
have been entirely on the macroscopic magnetic
properties. However, within the past year experi-
mental studies of the collective excitations by
neutroninelastic scattering have begun to appear. 12-15
In particular, the striking magnetic-exciton be-
havior of fcc Pr and Pr,Tl has been reported, 141
An attempt to understand the results of these ex-
periments calls for inclusion of the effects of the
full crystal-field level scheme. The exciton be-
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havior expected including such effects is qualita-
tively different in one important respect from the
results for a singlet-triplet model. This is the ap-
pearance of a gap at =0 for the transverse ex-
citons in the ferromagnetic state. The existing
theory, including the effects of all crystal-field
levels as described below, is quite successful in
quantitatively describing the experimental magnet-
ic-exciton behavior at low temperatures in Pr3TIl.
Indeed, the results of calculations given in Sec.

IIT, although not previously reported, were done
some months before the experiments, and success-
fully predicted their results. The agreement with
the behavior of fcc Pr at low temperature is not
quite as good; however, this is probably related

to the experimental ambiguity!*!® with regard to
the details of magnetic ordering in fcc Pr. On the
other hand, the existing theory offers no explana-
tion for the absence of any measurable change with
temperature of the measured dispersion relation-
ship even when going to temperature well above the
Curie temperature in PryTl and fcc Pr. (This lack
of any mode softening is in contrast with the re-
ported behavior!® in paramagnetic dhcp Pr, where
there is evidence for mode softening on going to
low temperature.)

The contents of the present paper are as follows.
In Sec. II we first briefly review the experimental
situation for the macroscopic magnetic properties
of Pr3Tl and fcc Pr. We describe our basic model

2730



6 MAGNETIC EXCITONS IN REAL SINGLET-GROUND-STATE. ..

and assumptions for treating the equilibrium and
dynamic magnetic behavior of these materials,
and then relate the expected behavior of the macro-
scopic magnetization, including crystal-field effects,
to the experimental behavior. In Sec. III we dis-
cuss the low-temperature exciton behavior expected
for crystal-field parameters near the value of x,
the parameter specifying the ratio of fourth- to sixth-
order anisotropy, pertaining on a point-charge
picture, x=-0.877. For this value of x the first-
excited crystal-field state is a T', triplet, and the
T5 triplet lies well above the I'y state. We show
that, using the experimental crystal-field splitting
and ordered moment at T=0 as the only adjustable
parameters, we predict magnetic-exciton behavior
for Pr,TI in close agreement with experiment. In
Sec. IV we discuss the situation for values of x
near the I'y;-T'; crossing, whichoccursatx=—0.375.
Here, the transverse excitons involve strong mix-
ing of the T', and I'; states. (The longitudinal-ex-
citon behavior is independent of x.) The exciton
behavior found for x near the I'y,-T'5 crossing does
not describe the experimental behavior. This,
coupled with the agreement of theory and experi-
ment for x near the point-charge value as dis-
cussed in Sec. III, indicates the dominance of
fourth-order crystal-field effects as predicted by
the point-charge model and found experimentally
in a number of rare-earth intermetallic com-
pounds. 16721 In Sec. V we discuss the expected
temperature variation of the theoretical exciton
spectra found in Secs. III and IV, and the failure
of the theoretical behavior to describe the experi-
mental lack of temperature dependence.

II. CRYSTAL-FIELD LEVEL STRUCTURE AND MACROSCOPIC
MAGNETIC PROPERTIES OF fcc Pr and Pr; Tl

A. Basic Model and Assumptions

For Pr;Tl the neutron investigations of Birgeneau
et al. 15 find a Curie temperature of (11.6+0. 3)
°K ingood agreement with the value of 11. 3 °K found
in the susceptibility measurements of Andres et
al.? The ordering appears to be simple ferromag-
netism, and thetransition is second order. 415232
The susceptibility measurements indicate an ordered
moment at very low temperature of about 0.22
of the free-ion moment of Pr® (3.2u5); while the
neutron measurements indicate alarger value, about
0. 30 of the free-ion moment. For fcc Pr the bulk
magnetization measurements of Bucher et al. 24
indicate a ferromagnetic transition at 8.7 °K; how-
ever, the situation is more complicated. There is
remanence persisting up to 20 °K, and neutron
measurements!¥1® indicate a second magnetic phase
transition at (20+2)°K. The ordered moment per
Pr ion as T approaches 0 °K is somewhere between
0.20 and 0. 25 of the free-ion moment of Pr3",
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The crystal-field Hamiltonian for a rare-earth
jon in a cubic crystal-field has the form®

Wop = By(00+5%0% + Bg(03 - 21 0%) (2.1)

Here 03, 0%, 0%, and O} are specified operators
for a given J(J =4 for Pr¥), and the axis of quan-
tization has been chosen parallel to a cubic crys-
tal axis. The operators OJ and O} are fourth-order
in the components of J, while O and O} are sixth-
order in J. Thus, the crystal-field Hamiltonian is
completely determined by symmetry considerations
except for the parameters B, and Bg. Rather than
deal with B, and By, it is more convenient to treat
two other parameters, % x and W. The ratio of
fourth- to sixth-order anisotropy is given by x;
while W gives the absolute scaling of the crystal-
field energy levels:

By/Be=[x/(1-|x|)F(6)/F(4)],
B,F(4)=Wx .

(2.2)
(2.3)

Here F(4) and F(8) are numerical factors known
for a given J.

In Fig. 1 we reproduce® the variation of crystal-
field energy (in units of W) with x for Pr®. Pr,Tl
has the CujAucrystal structure. Each Pr site has four
Tl nearest neighbors and eight Pr nearest neigh-
bors arranged as on an fcc lattice. So if we ignore
the difference in effective charge on Pr and Til, the
crystal.- field acting on a Pr® jon in Pr,Tl behaves
in the same way as in an fcc lattice. Thus, in the
nearest-neighbor point-charge model the crystal-
field parameters for both fcc Pr and PryTl are
given by the same expressions®:

By=+x (|e|q/d%B(r*) , (2. 4a)
Bo=s55(|e|a/d") B, rS . (2. 4b)

Here |e| is the electron charge, ¢ is the nearest-
neighbor charge, d is the distance to a nearest-
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FIG. 1. E/W vs x for J=4, applicable to Pr®* (after
Ref. 25),
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neighbor, B; and 7; are specified constants for
specified J(J =4 for Pr*), and (#*) and (»%) are the
average values? of #* and 7% for an f electron on the
Pr® ion. %

We use the point-charge expressions only in con-
sidering the ratio of fourth-order to sixth-order
terms. The magnitude of the crystal-field splitting
is set by the experimental behavior. Then,

By/Bg= 5 B8 (B /v 1)/ (rY) . (2. 5)

Note that this expression is independent of the sign
and size of the effective nearest-neighbor point
charge. Using the lattice parameter® (5. 186 A)

of fcc Pr, the known values of 8; and ¥, and Free-
man and Watson’s?" calculated values for {(#* and
%) gives

x=-0.877, point-charge model. (2.6)

(The lattice constant of Pr;Tl is about 5% less than
that of fcc Pr. This gives a value of x about 1%
smaller in magnitude, a negligible difference so
far as affecting any of the magnetic properties

is concerned.)

Weused this value of x in our first considerations
of the magnetic-exciton behavior. Subsequently,
we also considered values of x near the I'y-T'
crossover. ‘As discussed in Secs. III and IV, the
point-charge value of x leads to a low-temperature
exciton spectrum in Pr;Tl, very close to the ex-
perimental behavior at low 7T'; while the dispersion
curves for x closer to zero (i.e., near the I'y-T';
crossover) do not agree with experiment. For this
reason, we discuss the bulk magnetization behav-
ior of Pr,Tl for x given by the point-charge value.
Actually, the bulk magnetic properties are not
particularly sensitive to the value of x.

The model used in our calculations does not pre-
dict different behavior for Pr;Tl and fcc Pr, since
the only parameters used are the crystal-field
splitting and the ordered moment per Pr®* at T=0,
and both these quantities are about the same for
Pr;Tl and fcc Pr. However, these seem to be
rather significant differences between the experi-
mental behavior of PrgTl and fcc Pr. This may be
because the ordering of fcc Pr is not simple ferro-
magnetism. For this reason all of our detailed
comparisons with experiment for both the macro-
scopic magnetization and the magnetic excitons
are for PryTl rather than for fcc Pr.

Analyzing the specific-heat measurements on
fcc Pr in terms of sharp energy levels for the Pr¥
ion indicates that the splitting to the first crystal-
field level (A) is®* 69+4 °K; while considering that
one has a dispersion curve, as measured in the
neutron experiments, rather than a sharp crystal-
field excited state could give a A as high as!*'1
80 °K. For (Pr,La,);Tl, susceptibility measure-
ments on samples dilute in Pr indicate a A of
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about?® 65 °K, while consideration of the exciton
dispersion again might give a A more like4'15

80 °K. Specific-heat measurements® also lead to
an estimate A~ 80 °K for PryTl. Our calculations
were initiated and largely completed when the only
experimental information available on A was from
the specific-heat work on fcc Pr. For that reason
we have used A =69 °K in all our calculations.
(Fov all values of x we have considered, the first
excited state is always T'y; so & is always the T'y-T'y
splitting in Fig. 1.) This falls within the narrow
range indicated by the various experiments. (The
results we find for the exciton behavior at T=0 °K
in Sec. II indicate the value of A might be a few
°K larger, but this is a difference of no real sig-
nificance.)

For our treatment of the equilibrium and dynamic
magnetic behavior of Pr3Tl and fcc Pr we assume
a Hamiltonian consisting of a crystal-field term
and an isotropic exchange term. (The exchange
may very well be anisotropic, but this assumption
gives us something concrete to work with.) Aniso-
tropic exchange effects would make no qualitative
difference unless rather large. The a posteriori
agreement of the magnetization vs T and low-T
magnetic-exciton behavior for Pr;Tl indicates that
our assumption that anisotropic exchange effects
are not large enough to change the behavior quali-
tatively is justified. The fact that biquadratic ex-
change does not couple I'y to T'y except by higher-
order processes would tend to minimize the effects
of any such interaction. (Biquadratic exchange
means that the effective spin operator on site ¢
is qtadratic and, therefore, ~I';+I's. Note, how-
ever, that the fact, discussed below, that the
molecular-field I'; admixture to the ground state
has significant effects on the soft-mode behavior
indicates that higher-order exchange processes
cannot in general be ignored for these systems. )
Also, the fact that the neutron scattering experi-
ments are on powder samples would tend to aver-
age out any anisotropic exchange effects:

7C=Zi>Vci -239453:+3,

i#f

(2.7

Here the first term is the crystal-field Hamiltonian
of (2.1) summed over all Pr¥ sites, and the second
term is an isotropic exchange interaction.

We separate this Hamiltonian into a molecular-
field Hamiltonian ¢, and a contribution 1¥¢;, giving
the correction between the molecular-field Hamil-
tonian and the exact Hamiltonian:

=30 +1Cy (2. 8a)

3o= 22 [V,i = 29(0) ) I,5]+ NS(OK)? ,  (2.8b)

7(31:‘251';3’:'-]?; . (2. 8¢)
i#i
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Here J(0) is the §=0 component of the Fourier
transform of the exchange energy,

9@) =20 9,5 s,

and (J) is the thermal expectation value of J,,
where the z directionis chosen parallel to the direc-
tion of magnetization. Also, we have

Ji=d-(De,

(2.9)

(2.10)

where €, is a unit vector along z.

We consider the equilibrium magnetization be-
havior on the basis of the molecular-field Hamil-
tonian %C,. In Secs. III and IV, we will include the

effect of 7€, in considering the collective excitations.

Our basic physical picture is as follows. Inzero
appliedfield, we assume each crystallite hasits mag-
netization along an easy axis. The easy axis for PryT1
or fcc Pr for the range of x we consider is (100),
so the z direction, i.e., the axis of quantization
and the direction of the exchange field, is (100).
(Presumably the (100) axes of the various crystal-
lites are randomly oriented with respect to one
another, but that does not enter into our calcula-
tions. )

To determine the molecular-field states, we
considered the mixing of the crystal-field-only
states, where the splitting to the first excited (I"y)
state was set at 69 °K as given by Bucher et al. #
The crystal-field-only wave functions® are:

|T'p=0.4564|4) + 0.7638|0)+ 0. 4564| - 4) ,
| T4 =0.7071]4) - 0.7071| - 4) , (2.11a)

| T'5p» =0. 5401 4) — 0. 6455| 0) + 0. 5401| —4) ;

| Ty)=0.3536]3)+0.9354| - 1) ,

(2. 11b)
| T50 =0.9354|3) — 0. 3536] — 1) ;
I'y)=0.3536| —3)+0.9354|1
1 4c> I >+ I >’ (2.110)
| 5.y = 0. 9354| — 3) - 0. 3536 1);
T3 =0.7071(2)+0.7071] - 2
I 2 -2, (2.114)

| Ts)=0.7071[ 2) = 0. 7071| - 2).

Here the states on the right are identified by their
J, quantum numbers, and we have arranged the
states into four groups. The molecular field along
the z axis admixes the states within each of these
groups. The crystal-field-only energy eigenvalues
(for — 1< x<0) are:

E(T))=(-80~52x)W, E(Ty)=(4+18x)W,
(2.12)

E(Ty) = (- 20 - 46x)W.

Note that the I'y-T', splitting is always + of the
I'y-T', splitting, so that if E(T'y) - E(T,) is kept con-
stant on varying x, E(Ty) - E(T,) is also kept con-

E(T,)=(64+68x)W,

stant.

To determine the molecular-field states, we first
specified x= 0. 877 (the point-charge value). Setting
E(I'y) -~ E(T'y)=69 °K then gave W=3.052°K com-
pletely specifying the crystal-field level scheme.

To determine the exchange field,

glpH = 290X, (2.13a)

necessary to find the molecular-field states [and
also giving J(0)], we used the experimental value
of the ordered moment at T~ 0. The value for this
moment found in neutron experiments!*'!® is some-
what less than that found by bulk susceptibility
measurements?*# in fcc Pr and somewhat greater
in PryTl. We used a value of M(T=0)=My=0.75up,
closer to the bulk susceptibility value®'?* in both
fcc Pr and Pr;Tl. We then calculated the molecular
field states and the expectation value of J, in the
molecular-field ground state [1,,), for varying val-
ues of H,,. We found that H,, =9. 155X 10* Oe gave
ghp(l,1J,11,)=0.75y Once H,, is specified,
9(0) is determined from (2. 13) with (J)=(1,,1J,11,).
This gives
9(0)=2.623 °K . (2.13pb)

To give the reader some feeling for the degree
of mixing of the crystal-field states involved in
arriving at the molecular-field states, and for later
reference, we give the molecular-field states for
x=-0.877, W=3.052°K, and H,,=9.155x10* Oe
(giving My=0.75u5/Pr):

E;= - 107.3°K,

[1,)=0.9834| T'}) +0. 1799 Ty +0. 0224 | Ty,);
E,=-38.0°K,

|2,5==0.1790| ') +0.9441| Ty} +0. 2767| Ty, 5
Ey=17.6°K ,

|3,0=0.0286| ;) —0.2762|Ty, +0.9607| I'y,) ;
Ey=-34.0°K ,

|4,)=0.9970|Ty,) +0.0774|Ty,) ;

E;=50.3°K ,

| 5,9 ==0.0774|Ty,)+0.9970| Ts,);
Eq=-38.8°K,

| 8, =0.9984|Ty,) - 0.0574| Ts,);

E,=74.8°K ,

| 7,9 =0.0574 ], +0. 9984 |T%

Eg=11.4°K ,

[8,.) = 0.9817| T'y,) +0.1906| T's,);

Ey=64.0°K,

[9,)= —0.1906 | T'y,) + 0. 9817 |T'5p).

(2.14)
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FIG. 2. Magnetization of Pr* for x =—0.877, A(T',-T';)
=69°K at T=0.

This gives the molecular-field states for the
value of H,, giving the behavior at T=0. Figure 2
shows the variation of M with H, at T=0. At any
specified temperature the magnetic moment per
Pr® ion in Bohr magnetons is given by

9
M(H, T)=(g i(nmlsz.nm)e'En/T)/ e EalT
n=1 n=1

(2.15)

where E, is in units of °K. Thus, one produces a
curve of the form shown in Fig. 2 for any given
temperature. While only the (100) easy magnetiza-
tion curve is relevant to the present discussion, we
also show the (111) hard direction curve. We note
that at the exchange fields relevant to the behavior of
Pr;Tl or fcc Pr there is little anisotropy; an addi-
tional 5 kQOe brings the magnetization in the hard
direction up to that in the easy direction. (We have
also verified that (100) is the easy direction, and
the small size of anisotropy, for the value x = - 0. 425
near the I';-T'y crossing.) This accounts for the
behavior noted by Andres et al.? that magnetic
“saturation” is achieved in comparatively low fields,
indicating a small magnetic anisotropy. As we
have noted elsewhere, ° the anisotropy in the mag-
netization arises from the presence of excited crys-
tal-field states in addition to the I'; triplet.

Simultaneously satisfying (2.13a) and (2. 15) at
any T determines M, and also H,,, atthat 7. This
gives the curve of M/M, vs T shown in Fig. 3,
which is in reasonable semiquantitative agreement
with the experimental behavior for Pr;Tl found by
the neutron measurements. !* (The value we assumed
for My, 0.75up, is close to that found in suscepti-
bility experiments® with the Pr diluted by La; and
is lower than the value of close to 1uz found in the
neutron experiments. °) The difference between
the theoretical and experimental curves corresponds
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to the fact that the theoretical value of the Curie
temperature is 14.4 °K compared to the experi-
mental value®® of 11. 6 °K. This difference probably
reflects the limitations of a molecular-field treat-
ment, particularly when the Curie temperature is
in a regime of behavior where it is sensitive to the
values of exchange and crystal-field parameters. !
(The magnetization-vs-temperature curve for fcc
Pr deduced from neutron-scattering intensity
measurements® has a much different shape than
that for PryTl. This is presumably associated with
peculiarities of magnetic behavior between 8 and
20 °K in fcc Pr, and we do not discuss this here.)
The theoretical value of T, has a fairly signif-
icant difference from the value obtained by includ-
ing only the I', excited state. For the singlet-trip-
let model, T is given by

[1-(a/402T%)]+ 31 - (Mu/ga)a]lla)'l
T-Ti- (4 /ga) T :

To=A ln(
(2.16)

Here a=(T';|J,|Ty,)=2.5818, and M, is the ordered

moment at T=0. [The (8/40%T%) term was omitted
by Bucher ef al.® and changes the value of T, only

by about 1%.] From (2. 16) one obtains Tc=17.4°K
for the singlet-triplet model for the same A and

M, as used to obtain 14. 4 °K using the full crystal-

field level scheme.

L. EXCITATION SPECTRUM FOR x =-0.887 (POINT-CHARGE
VALUE)

In investigating the theoretically expected excita-
tion spectrum for fcc Pr and PrgTl, we anticipated
that it would be necessary to include the effects of
the full crystal-field level scheme. Furthermore,
we anticipated that for values of x not too far from

=~ 1 (fourth-order anisotropy only), while the
effects of the crystal-field states lying higher than
the I'y-triplet would be important in finding the cor-
rect molecular-field states, once the molecular-.
field states are found, to a good approximation only
the molecular-field states derived primarily from
the I'y state [states [2,), 14,), and [6,)of Eq. (2.14)]
would give rise to strongly magnetic-dipole-ex-
cited collective excitations showing substantial dis-
persion. The higher-lying molecular-field states
were expected to give rise to weak but sharp ex~
citations. On the other hand, for x near the value
for the I',-T'5 crossing (see Fig. 1), for the trans-
verse modes we expected strong mixing of the mo-
lecular-field states with parentage from the T,
and T'; states (states [4,), 15,0, 16,), and 17,)),
and that finding the transverse collective excitation
behavior would involve including molecular-field
states including all mixing effects of the I'y and
T'; states. We will now show that all of our expec-
tations outlined above were justified.

The necessity of including effects of crystal-
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FIG. 3. Normalized magnetization vs temperature

for PryTl. Experimental data are those of Fig. 3 of
Ref. 15.

field states above the T’y triplet led us to adopt an
effective boson (i. e., Bogoliubov-type) approxima-
tion?®~8 to study the behavior at 7=0. Such an ap-
proximationisvalid only as T approaches zero. Al-
ternatively, we could have attempted to develop
some treatment like the random-phase-approxima-
tion (RPA) treatment for the singlet-triplet; how-
ever, abandoning self-consistency for the effective
molecular field which always enters such a theory.
We considered this a rather doubtful procedure;
and, in any case, one could not treat strong mixing
of the T’y and I'; states in such a calculation.

We begin by considering the longitudinal excita-
tions for x= - 0. 877, the point-charge value. We
retain all mixing effects between the molecular-
field states 1,,), 12,), and |3,) of Eq. (2.14), and
use this treatment to ‘show that our anticipation
was justified that only the mixing of |1,) and |2,,)
need be considered to find the strongly magnetic-
dipole-excited states with substantial dispersion.
We then consider the transverse excitons, including
the mixing of [1,), 14,), and |6,,), which gives rise
to the strongly magnetic-dipole-excited states with
substantial dispersion. We show that the theoreti-

3(31232 - E zgijjlzjjz ’
i#
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cal exciton dispersion curves for x= - 0. 877 are in
excellent agreement with the low-temperature ex-
perimental results for Pr;Tl. In Sec. IV we go on
to consider the transverse exciton behavior for

x =—0,425 near the I'y;-T'; crossing, where all mix-
ing effects of the molecular-field states |1,) with
14,), 15,), |16,), and |7,) must be included. This
would predict quite different behavior than that for
x=-0.877. Finally, in Sec. V we use our knowl-
edge of the RPA results for the singlet-singlet
problem to discuss the expected temperature depen-
dence of the excitation spectrum. The experimental
lack of temperature dependence is quite anomalous
in the light of this discussion.

A. Longitudinal Excitations

The Bogoliubov-type approximation is based on
separating the Hamiltonian, in the manner shown
in Eq. (2.8), into a molecular-field Hamiltonian
¥y, and the difference %C, between that and the exact
Hamil tonian.

We first express %C, in terms of fermion opera-
tors

9
3o=21 21 E,d},d;, +Ng(O)X)?

i n=1

(3.1)

where E, are the molecular-field energies given
by (2. 14);

9 9
1o =20 [E (1 = 22d},d i) + 23E 4d}ud ;] + N(0)IH2
i n=2 n=2

=N [E1+3(O)<J>z] +E Zg>€nd}‘ndin ’

(3.2)
i n=2

where

¢=E,-E; n=2-9 (3.3)
and defining the effective boson operators

ayEdlydi, al,=dindiy (3.4)
gives

3= N[E, +5(0) (J}2]+Zi):zae,,a{,,a,,, (3.5)

Similarly, we can rewrite %C; in terms of the
boson operators:

3(31:3()'12: +3Ce- (3. 6)
where

(8.7a)

(3. o)

?Cm=-i§ Iy L (AT yahd i+ | T, Dy dfudiy) (1] To|m)didpm +(m| | 1A fnd 1)
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=—pg,n22(<1|J,Inmin+<n\J,t1>a3,.> ([T, m) @+ [T, Daln) .
#j n m
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(3.8)

Since only |2,) and |3,) have nonzero matrix elements of J, with 11, ,

Hyoz=— g 95l T,[ @iz +aly) + A1 J,| (aig +al) [ (1]T.]2)asz+aln) +(1|J, Dlasz+ay)] .

(3.9)

Thus, the boson Hamiltonian determining the longitudinal excitation energies consists of 1C,,, plus

the terms in ¢, involving states 11,), 12,), and [3,):

mzz:? (ezaztzaiz*' €3“Ia“i3) -0 311[<1 l Jz‘ 2>a(a,-'za}2 +QAiQ52+ %Iaajz)
i#j

+(1]J,| ¥ afsals +aza;s+2al3a;5) +2(1]J,]2) (1] J,]3) (aiza55 +afsals +afzass+apaly)] .

In connection with Eq. (2.12) we have alveady
noted that the T'y-T'y splitting is always ¥ of the
T'\-T, splitting. Since in our calculations we keep
E(Ty)-E(Ty) constant on vavying x, this means that
the longitudinal exciton behavior is independent

of x.

With some moderately complicated algebra, one
can actually diagonalize the Hamiltonian of (3.10)
exactly in closed form after, of course, Fourier
transforming.

We define the Fourier-transformed operators,

Am=N"Y220 a0t (8.11)
and also define

An=€,=28a)X10| T, 2 n=2,3 (3.12a)

Bn=3@)1n| L |nm? ,  n=2,3 (3.12p)

D =29 1|2 2m) (Ll I, | By, (3.12c)
so that
DRV AN Boy(@gst ozt ajpalys)

+A3,0730, = B3,(ag3a.i3+agsalys)
~D (Al +0g3al5 +aga gralal, )], (3.13)

If one did not have the final term coupling the modes
from |2,,) and ] 3,), the mode energies would be

E,,=(AZ, - 4B2 )V 2={¢ [, - 49(g)(1,,| I, n.02I} 2,

n=2,3 (3.14)

and the generating operators for these modes would
be

042,,=w,,qa2,,+cma_qn , n=2,3 (3.15)
with
W, =2B,,[4B2 - (A, —E )2, n=2,3
(3.16a)
Cre=[(Ang=EL)/2B, w,, . (3.16b)

We can express 3C,, as

- t t
WZZ—EG[EZU Agp Uga +E30 Qg3 Qg3

(3.10)

!
t t t 1
+Pq(a¢2 Qg3+ Qyp Qgg + QA3+ aaz"-qs)] ’

(3.17
with

PqE—Dq(WZq_CEQ)(wk—CSQ) . (3. 18)

Upon considering the commutation relationships for
(al,+ ;) and (ot a_3) with 1,
[’:K:zz’ Ol;,, +a-an] = Enq(a;n - a-qn)y

n=2,3 (3.19a)

[‘,}sz: a;n - a-q"]: EM(O[;"+ Q_qn\

+2P, 2 (1- amn)(azm"‘ a-qm) , (3.19Db)
m=2,3
one recognizes that the generating operators for the
eigenmodes of IC,, are linear combinations of these
four operators. The resulting 4X4 secular deter-
minant has the solution

Ei=3(Ef +E3)+ 1[(EE — E2)?+ 16E,, E, P2V 2,
° (3.20)
Now for the case at hand the I'; states lie well
above the T', states. Since (1,,1J,13,,) is nonzero
only because |1,) and |3,,) contain an admixture
of Ty [as seen from the molecular-field wave
functions of (2. 14)], the substantial separation in
energy between I'; and I'y means that the admixture
is sufficiently small so that (1,,1J,13,) <<{1,1J,12,.
Thus, the presence of state |3,,) has little effect
on the energy values given by the negative sign in
front of the square root in (3. 20), and these mode
energies are very close to those given by E,, of
(3.14). [Including |3,) in the calculation so that
the energy is determined by (3. 20) (with the minus
sign in front of the square root) for numbers cor-
responding to the states in (2. 14) and g(0) given by
(2.13b) gives an E for g =0 about 3 to 4% lower
than that given by E,, of (3.14).] Also, in this
weak-interaction case, (1,,1J,13,) is sufficiently
small so that

9OV (L] I 20 (L[ e[ 3)
as well as g(0X1,,1J,13,)% is negligible compared
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to €3. Thus, the roots given by the plus sign in
front of the radical in (3. 22) have very little disper-
sion and are almost exactly equal to €5. (The dif-
ference typically is less than 0.1%.) Since there is
very little magnetic dipole coupling of state |3,,)
to state |1,), these modes are expected to be weak-
ly excited in comparison to those given by E,, and
quite likely are unobservable. In Sec. IIIC, we
shall make use of these observations in comparing
the theoretically predicted behavior to the experi-
mental results. -

The Bogoliubov-type treatment is expected to
be quite good at T=0. As something of a check on
this, we calculated the mode energies using the
same adjustable pavameters as the expevimental
input in the veal cases of intevest, i.e., the mag-
netization at T =0 and the crystal-field splitting,

- t t t t
3C,.=€ 42 alsa;4+€ G{Eaieate‘*(szaisa:sﬂ‘f7?1117“17
i i
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for the Bogoliubov-type calculation and for the
pseudospin treatment® in the RPA. This was done
for the singlet-singlet problem. For a T=0 mag-
netization (J)/a=0. 148, this gave the ¢=0 mode
energy at T=0 for the Bogoliubov-type treatment
as E,/A=0.150; while the pseudospin RPA treat-
ment gave E,/A=0.155. (Here the notation is that
of Wang and Cooper.® o is the matrix element

of J, between the two crystal-field singlets, and

A is their splitting.) Thus the difference is indeed
quite small.

B. Transverse Excitons

By a treatment analogous to that leading to (3. 10)
for the longitudinal excitons, we find that the
boson Hamiltonian determining the transverse ex-
citation energies is

- ggij[<1ml‘]+l4m>ai4+ <1m ’J+l 5m>a£5+<6m|‘]¢] 1m>a;6 + <7m |J+| 1m>aI7]

X[<4mlJ-| 1m>a;4+<5m|J-\ 1n>a}5+<1m"’"6m> a16+<1m‘J-‘7m>aj '7] .

For the values of x near the point-charge value
of x=—-0. 877, the T; state lies well above the I'y
state. The same type of reasons that we gave in
Sec. III A to show thatthe strongly magnetic-dipole-
excited longitudinal excitons with appreciable dis-
persion involved essentially only the interaction
between the molecular-field ground state |1,,) and
the lowest-lying molecular-field state (the parent-
age of which is predominantly I'y) applies here.
The strongly magnetic-dipole-excited transverse

Eg=t3les- €= (1], 4% = (64| .| 10 8(a)]

(3.21)

r

excitons involve states |4,) and |6,,), the parent-
age of which is predominantly T, [ see (2.14)],
while states |5,) and [7,) give rise to sharp but
weakly excited levels very close to the molecular
field energies €5 and €4

Keeping only the terms in (3. 21) involving states
|14, and |6,), on Fourier transforming with a
modest amount of algebra one obtains the mode
energies,

+%{[€4 —€g— (<1m|J+| 4:m>a - <6m ‘ J+i 1m>z)§J((I)]z

+heg€ g K1l T, | 426 9(@) - 46, .| L)% 4 9@}

Note that as H.,~ 0 the transverse mode energies
of (3.22) approach the longitudinal mode energies
of (3.14).

It is imporiant to emphasize that in contrast to
the behavior in the singlet-tviplet model, ® theve
iS a finite enevgy gap at q=0. This occurs because
the molecular-field states |1,), 14,), and |6,)
contain a small admixturve of the higher-lying crys-
tal-field states |Ty), |Ts,), and |T5,) [see Eq.
(2.14)].

(3.22)

C. Model Used for §(q") and Comparison of Theoretical Low-
Temperature Exciton Dispersion Relationship with Experiment

We have evaluated g(0) as given in (2. 13b) by
using molecular-field theory to match the experi-
mental ordered moment per Pr® in the limit T'=0,
given the experimental crystal-field splitting. To
find the theoretical exciton dispersion curves for
all { we have to either engage in a fairly elaborate
fitting of the experimental dispersion curve allow-
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ing for exchange constants to as many neighbors
as are necessary to fit the data within some ex-
perimentally significant accuracy, or we can adopt
some simple model for §(d), and see how well that
fits the data. The fact that the experimental data
are on a powder sample, thereby giving a disper-
sion relationship averaged over direction, provides
some motivation to take the latter course, and we
have adopted a simple model for g(g). Indeed,
there is a second stronger reason for doing this.
This is to emphasize that, without introducing any
further adjustable parameters, one was able to an-
ticipate with high accuracy the results of the low-
temperature exciton dispersion experiments for
PrgTl. With this in mind, we show the results of
calculations done prior to the experiments, with
9(@) given by nearest-neighbor-only exchange for
an fcc lattice. We do not, of course, expect such
a simple form of the exchange interaction to hold in
practice. Indeed, for the metallic systems of inter-
est, the exchange is probably rather long range.
However, this simple model for g(q) allows us to
proceed with no further adjustable parameters.
[Actually, for long wavelengths the behavior is not
sensitive to the details of the model for §(d)]. The
fact that, as we shall see, calculations done on
this basis some months before the experiments were
able to predict the experimental results for PryTl
quite accurately tells us two things. First, some
features of the low-temperature theoretical dis-
persion curves are sufficiently sensitive to the de-
tails of the mixing of the crystal-field states with-
in the molecular-field states (especially the energy
gap as d— 0) that we feelwe are correctly recognizing
the nature of the experimentally observed excitons,
and that the present theory describing the behavior
of those excitons in the limit of zero temperature
works quite well. The second point is that our good
understanding of the low-temperature behavior,
in effect, emphasizes our puzzlement in not being
able to understand the lack of temperature depen-
dence in the experimental dispersion curves.

For nearest-neighbor-only exchange in an fcc
lattice 9 (d) is given by:
qli€111), 9(g)=69[cos(ga/V3)+1],

0<ga<3n (3. 23a)

qll{110), 9(q)= 29[cos(qa/V2)+1+4cos(qa/2v2)],

0%ga<3vV2q (3. 23b)
all{100), 9(q)= 49[2cos($qa) +1],
0%ga<2r. (3.23c)

The value of J is obtained from g(0) of (2.13b). [In
using the J(q) of (3.23) we do not make a distinction
between the fcc lattice and the CuzAu lattice, where
four of the nearest neighbors to a Pr are Tl. Since

BERNARD R. COOPER 6

we always use the J(0) necessary to give the experi-
mental magnetization at 7'=0, this allows us to ar-
rive, ina convenientand physically reasonable way,

at a J(g) that has the over-all cubic symmetry cor-
rect for the CugAu lattice, while avoiding the com -
plications associated with the fact that there are
three inequivalent types of Pr sites each having
locally tetragonal symmetry. |

Using J(g) given by (3. 23) in Egs. (3.14) and
(3. 22), with the various matrix elements of J,, J,,
and J_ determined using the molecular-field states
of (2.14), gives the longitudinal and transverse ex-
citon curves shown in Fig. 4. For the longitudinal
modes one also predicts a weak, but sharp, spec-
trum coming from state | 3,,) for E~127 °K; and
for the transverse modes, weak but sharp states
corresponding to 15,,) and |7,) at E~158 and
182°K.

To check the sensitivity of the results to use of a
different value for the T'=0 magnetization My, we
have also repeated the calculations for My=0.87up
(i.e., a 16% increase in My). This leads to an in-
crease in the ¢ = 0 gap for the longitudinal modes
from 12, 2 to 14.4 °K and for the transverse modes
from 17.8 to 20.8 °K, while the energies at the
maximum g are almost unchanged. Also we varied
x slightly from the point-charge value to see how
the excitation energy changed. Keeping the other
parameters fixed, for x= -1 the lowest-lying exci-
tation energy increased by about 3% over the value
at x=-0.877.

—— L —

| LONGITUDINAL EXCITONS

o

8

60~

x=-0877, A (l"“-l'i)=69°K 1

40
Mg=0.75g

0 qroe—
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e q f<ti> ——-
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FIG. 4. Theoretical dispersion curves for magnetic
excitons at 7=0 in Pr3T] and fcc Pr with x=-0.877,
A(Ty—T4)=69°K, and M(=0.75u5.
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FIG. 5. Comparison of theory and experiment for

magnetic-exciton dispersion in PrgTl, Data are those of
Ref. 14.

Again, we emphasize the importance of the ad-
mixture of the |T's) and | I'y) states into the molec-
ular-field states of predominantly | T'y) and |T,)
parentage to obtain the results of Fig. 4. If there
was no | I's) admixture, the energy gap for trans-
verse excitons would disappear. If the |T';) admix-
ture was neglected in finding the longitudinal mode
energies, the energy gap at ¢ = 0 would increase by
about 75%.

In Fig. 5 we compare the theoretical prediction
[where the only adjustable parameters are
x=-0.877 (point-charge value), M, (moment per
Pr at T=0)=0.75u5, and A (T,-TI'; crystal-field
splitting) = 69 °K] to the experimental results of
Birgeneau ef al.* for powder samples of Pr,Tl.

(In the plot vs ga, the lattice constant value used
for Pr,T1is'® 4.926 A.) The experimental disper-
sion curve is essentially unchanged from 4. 2 up to
60 °K above which temperature the excitons are no
longer observable. [The maximum value of Ig|
found in the experiments is |gl=1.4 A™, This is
in good agreement with the longest dimension of
the first Brillouin for the fcc lattice, from I' to W,
equal to 1.43 A™ using the lattice constant'® (4.926
A) of Pr,T1.] In Fig. 5 for visual clarity we show
only the theoretical curves for q[/{110). The aver-
age dispersion curve for a powder sample is prob-
ably rather close to the average of the three (110)
curves shown. The agreement between theory and
experiment is strikingly good. Using a A somewhat
higher than 69 °K would make the agreement even
somewhat better. (The experimental14 dispersion
curve for fcc Pr is considerably flatter than that
for PryTl. Since, as already stated, there are
peculiarities in the magnetic ordering of fcc Pr, we
do not attempt to explain this.) Not surprisingly,
there is no experimental indication of the sharp
weak modes corresponding to states |3,), 15,),
and 17,).

MAGNETIC EXCITONS IN REAL SINGLET-GROUND-STATE. ..
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IV. EXCITATION SPECTRUM FOR x NEAR I',-T's CROSSING

As shown in Fig. 1, the I', and I'; crystal-field
levels cross at x=-0.375. We investigated the ex-
citon behavior near this crossing to see how much
different this would be from the behavior near the
point-charge model value for x. This was done
with the thought that having the I'; level near the T',
level might be involved somehow in the puzzling
temperature dependence (i.e., lack thereof) of the
dispersion behavior. The dispersion behavior ex-
pected near the I'y,-I'; crossing is indeed quite dif-
ferent; however, this does not appear to be of help
in understanding the anomalous behavior. Never-
theless, to complete our discussion we briefly
present these results. The neutron observations®
seem to eliminate the possibility of the I'; level
falling below the I'y level, so we considered
x=-0.425, where I's is slightly above I'y. The
I',-T', splitting has been kept at the value of 69 °K
used in the x= - 0. 877 calculations.

As already pointed out, so long as the I'y-T";
splitting is kept constant, the longitudinal mode
behavior is unchanged. On the other hand, in this
x regime where strong I'y-I'; mixing is expected,
the full Hamiltonian of (3. 21) must be used in find -
ing the transverse mode behavior.

To find the modes of 3C,_ given by (3. 21) we first
find the Hamiltonian in terms of Fourier-trans-
formed boson operators, i.e., as given by (3.11).
Next we separately diagonalize the parts of the
Hamiltonian involving only |4m) and |6m ) and only
|5m ) and |7m ). For the |4m), |6m ) terms this
means diagonalizing

3¢ 46=2ue €4 =139 ()] aleasq +[es =159 (@)

X abqasq =NaMs (@) @ho0hq +asa6.)t,  (4.1)
where for convenience we define
N4= Ly | L) =4 n| - 1), (4. 2a)
N6={6,|J.]| 1) =1,]|J.|6,), (4. 2b)
N5= Ay [J, |5 ) =G nld 1), (4. 2¢)
M= (T | a1 ) = U |9 T) 5 (4. 2d)

while for 15,,) and |7,,) one makes the replacement
4-5 and 6~ 7 to define 3C5,.
The generating operators diagonalizing JC .4 are

@l 2= Wet, 20k +Car, 20heg s 4.3)
where

wq1,a:B4sq/[Bisq -y, -E4eq1,2)2]1/2, (4.4a)

Cat, 2= [(Agq = Euga1,2)/Base] war, 2, (4.4Db)
with

A4q554-7723(61), (4.5a)
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Bug,=-n4ms3(q) , (4.5b)

and the energy eigenvalues of 3C 44 are

Egge1,2= = 5 (Agq —Ag) [(Ag, +A4,)% - BE, I3,

(4.6)
. where
Ag,=€5-39(q). @7
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o

[1f E4, in (4.4) is negative, the absolute value
should be taken of the quantity within the brackets
in the denominator.] The replacement 4—5, 617
serves to define the generating operators

t _ 1 T
ﬂal,Z‘tq1,2a54+s¢1,2a7-a (4‘8)

and eigenvalues Ej;, diagonalizing 3Cg,.
Then 3 ,. can be written in terms of the o, ,

and B, 2,

_5 t t t t
5. =200 [E 1601051001 + E g 02 ¥g20 g2+ Esqq1 BitBar + Esq2Bh2 Bea

+ D1 (@181 + @g1By) + Dol 1 Bla+ @1 Byz) +Dosl oy + whpBy) + Dogla oo+ alaByp)],  (4.9)
with
Dy1= = K(q) (= 14M7C g2l g2+ N4l5C g2S g2 = NsTe Wa2S a2+ NeM7 Wazlqz) 5 (4.10a)
Dyz==K(q)nN7Caata = N5 CoaSa1 + NsNewaaSar =Nl Waalar) 5 (4.10)
Dqos==K(q)MgNqc a1tz =TaN5C 1 Sq2+MsMs War Sqz = Mell7 Wat Lq2)s (4.10c)
Dgy= =K(q)(=NgM7Ca1te1+Nall5C 01501 = MsTe WarSa1 + Ml Warta) (4.104d)
r .
where of zero temperature. However, we can use the re-

K(q)=9(q)/(wa1¢ 42 =~ W o2001)(te1 Sqz ~ 1425 q1) -
(4.11)

For each ¢, the four eigenvalues of 3¢, . are the
roots of the 4X4 secular determinant,

(E46q1 _E) 0 Dql DqZ
0= 0 (E46a2 -E) DqS Dq4
Dql Da3 (E57a1 —E) 0
Dy D4 0 (Es02 = E)
(4.12)

Figure 6 shows the dispersion curves for
x=-0.425, A=69°K, My=0.76u5, with q along a
(110) direction. There is sufficient mixing of the
third branch (i.e., ordering the branches with in-
creasing energy) with the lower two branches for
us to expect that branch to be excited with signifi-
cant intensity in magnetic-dipole transitions. This
appears to be incompatible with the observed exci-
tation spectrum.® This, coupled with the good
agreement shown in Fig. 5 between the experimen-
tal spectrum and the theoretical prediction for
x=-0.877, indicates that the value of x for Pr,TlI,
and also probably for fcc Pr, is in the neighborhood
of the point-charge value, i.e., where fourth-order
anisotropy is predominant.

V. TEMPERATURE DEPENDENCE OF EXCITATION
SPECTRA

The effective boson (i.e., Bogoliubov-type) theo-
ry used in Secs. III and IV to calculate the excitation
spectra shown in Figs. 4-6 is valid only in the limit

sults found by Wang and Cooper® for the singlet-
singlet problem using the pseudospin treatment in
the RPA as a guide to discuss the expected tempera-
ture dependence. On this basis we now discuss the
expected temperature dependence for the excitation
spectra with x = —0. 877 as shown inthe limit 7=0

in Fig. 4 and compared to experiment in Fig. 5.

From the RPA pseudospin singlet-singlet results
we expect that as T approaches T, the ¢ =0 longi-
tudinal and transverse mode energies drop and ap-
proach each other as they go to zero at 7. Above
T, the behavior eventually becomes that for the
allowed crystal-field transitions with intensities
determined by the thermal population. The weak
sharp modes expected at €3, €5, and €, are ex-
pected to become weaker and sharper, disappear -
ing at T.

The experimental behavior!4 shows no evidence
of soft-mode behavior on approaching Tc. Indeed,
there is essentially no temperature variation of the
observed dispersion behavior up to ~ 60 °K, above
which temperature the excitons are no longer ob-
servable.

As a guide?® to the fraction of the Brillouin zone
over which mode softening might be observable,
we calculated the change in the Bogoliubov-type
boson spectrum at 7'=0 as the exchange, and hence
the ordered moment decreased. This is shown in
Fig. 7 for the longitudinal excitons for x = - 0. 877,
A=69 °K, but decreasing H,, and g (0) so that M,
decreases to values equal to about %and % of the
value (0. 75 i p) pertinent to Figs. 4and 5. We real-
ize, of course, that this does not give us the change
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FIG. 6. Theoretical dispersion curves for transverse

magnetic excitons at 7=0 in Pr3T] and fcc Pr with x
==0.425, A(Ty~Ty) =69°K, and My=0.76uz.

with temperature for fixed J(0) on going toward T;
but it was felt that the results found could serve as
a gauge to see if one might reasonably expect to
see effects over enough of the Brillouin zone to be
experimentally observable. The only significant
change in mode energies as shown in Fig. 7 occurs
at quite low ¢. (For this x value, the softening of
the transverse modes for the same change in ex-
change at 7=0 is quite comparable.) Nevertheless,
had there been effects of this size, and if the mode
softening had involved an approach to linear varia-
tion of E with ¢ at low ¢, these effects could have
been detected experimentally.*® Such an approach
to linear variation of E with ¢, associated with
mode softening, is found in the RPA treatment® of
the temperature-dependent behavior for the singlet-
singlet model, and is also found in the T =0 behavior

T T T T T T T
80~ .
60+ E
=
i’ LONGITUDINAL EXCITONS
£ 40 T l<no> ]
= x=-0877, A(L,-T, )=69°K
[T]
— MO =0.75,u.B
20 7 —— Mg =050, 1
// ————— Mg =025,
0 g S 1 1 1 1 1 1 L
0 04 08 1.2 1.6 20
(qa/m)

FIG. 7. Theoretical dispersion curves for longitudinal
magnetic excitons at 7=0 in Pr3Tl and fcc Pr for M,
=0.75ug, 0.50ug, and 0.25ug with x=—0.877 and A(T',
-Ty)=69°K.
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with decreasing exchange shown in Fig. 7.

In Fig. 8, we show the results of the same sort
of decrease in M, at x=~0.425. Note, however,
that one has to decrease M, to much smaller values
than at x= -0.877 in order to get strong softening
of the small ¢ modes. This comes about because
of a combination of two effects. First is the im-
portant point that according to present theories it
is the softening of the longitudinal modes that drives
the transition to magnetic disordering. The trans-
verse modes are driven soft only because the effec-
tive molecular field mixing the crystal-field states
disappears at the Curie temperature. Second, at
x=—0.425 these transverse modes involve a much
larger admixture of I'; states into the I', states
than at x=-0.877. It is only when this admixture
becomes very small that appreciable mode soften-
ing for small ¢ finally occurs. Actually, the I'y-T;
mixing effects are so strong for M, as small as
0. 21up (corresponding to H,,= 2.54X 10* Oe), that
the ¢ =0 energy gap is almost constant between M,
=0.76up and My=0. 21y, and actually is slightly
larger at My=0. 21 than at M,=0.76u 5 before start-
ing to decrease for smaller M,. These stvong mix-
ing effects for small exchange fields suggest that it
may be intevesting to see the applied magnetic -
field effects on the excitation spectrum. Observa-
tion of such effects, or the lack theveof, could
further confirm our identification of the x value as
corvesponding to predominanitly fouvth-ovdev anisot-
vopy .

It is tempting to raise the possibility that the ef-
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FIG. 8, Theoretical dispersion curves for transverse
magnetic excitons at 7=0 in PrgTl and fce Pr for M,
=0.24pg and 0.05up with x =—0.425 and A(T'y—~T'y) =69 °K.
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fective field mixing the crystal-field states, and
thereby leading to an energy gap at g =0 for the
transverse modes, is not identical with a molecular
field that disappears when magnetic ordering dis-
appears (i.e., some sort of effective mixing field
associated with short-range order). Thus, one
might rationalize the absence of significant soften-
ing of the transverse modes at T.. However, this
does not seem tenable as an explanation of the ex-
perimentally observed behavior, since one would
in any case expect to observe the softening of the
longitudinal modes. Also, the fact that the experi-
mental dispersion relationship is essentially un-
changed at a temperature four times the Curie
temperature in Pr;T1 does not seem amenable to
this point of view.

Thus present theory is quantitatively extremely
successful in predicting the low-temperature mag-
netic-exciton behavior in Pr3Tl, and is quite un-
successful in predicting the lack of temperature de-
pendence of the exciton dispersion relationships.31
Finally, we must point out that in neutron-inelastic-
scattering experiments on single-crystal dhcp Pr
performed by Rainford and Houmann®® the optic
exciton at I" has an energy that is considerably
lower at 4.2 °K than at 18 °’K. Since single-crystal
dhep Pr is paramagnetic at all temperatures, Rain-
ford and Houmann point out that this is in at
least qualitative agreement with the predictions
of Wang and Cooper® for mode softening. Mea-
surements at temperatures intermediate to 4. 2 and
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18 °K are desirable to verify whether indeed one
has mode softening in the expected way for dhcp Pr.
If one does verify the mode softening, it is very
difficult to understand why dhcp Pr on the one hand
and Pr;Tl and fcc Pr on the other should behave
qualitatively quite differently with regard to the
presence of mode softening. There is certainly

no reason in principle why the mode softening in
Pr;T1 on decreasing temperature from 60 ° K down
to the Curie temperature of 11 ° K should behave
qualitatively differently than the mode softening in
dhcp Pr on going from 18 °K to a very low tempera-
ture. Obviously, it is quite desirable to have single
crystals of a singlet-ground-state ferromagnet like
Pr;Tl or fcc Pr. Then one could measure the com-
plete exciton dispersion curves, and one could feel
complete confidence that the presence or absence
of mode softening was experimentally verified.
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The electronic coupling in the 4f%5d configuration of Eu?* in crystals has been studied. The
complete f-d Coulomb matrix within f¢ (F,) %, has been obtained and the Hamiltonian diago-
nalized for various values of the spin-orbit and Coulomb parameters. The magneto-optical
spectra in the first band and the g values of the 4130-A resonance line of CaF,: Eu2* are quite
well explained by using f-d Coulomb interaction about one-half that of the free ion. Even this
reduced interaction is by no means negligible and it is shown qualitatively that the same Cou-
lomb f-d parameters are appropriate for EuF, as well as CaF,: Eu®. It is argued that the re-
duction from the free-ion case is a physically significant result caused by the crystal environ-
ment of the ion, and is not merely the result of some neglected configuration interactions.

I. INTRODUCTION

The optical-absorption, emission, and magneto-
optical spectra of CaF,: Eu?* and EuF, are rich in
detail and have been the subject of numerous
studies. !™® The absorption spectra contain two
bands in the uv, and at low temperatures the lower
energy band has considerable structure and strong
magneto-optic dichroism. 4-6 The bands are due to
allowed electric dipole transitions from the ground
state of Eu®*, 47" (8S;,,), to states of the 4f%5d con-
figuration. A narrow intense resonance line at
41304 is observed in both emission and absorp-
tion! at 4 °K in CaF,: Eu®*. The excited state of
this line is a fourfold degenerate level and is the
lowest-energy component state of the 4f%5d con-
figuration. 3

The two bands have been attributed to the cubic
crystal field splitting of the 5d electron; however,
the Coulomb interaction between 5d and the 41"
core is not small and this complicates the inter-
pretation of the 4/"5d band states. The 4f"5d
configurations have not been extensively studied,
particularly in crystals. Several approximate
calculations on 4f®5d have been made for Eu®
in order to explain variously the structure in the

first band, =% the Faraday effect* and magnetic
circular dichroism (MCD), and the Zeeman effect
of the resonance line.” The coupling schemes
used have ranged all the way from pure Russell-
Saunders zero 5d crystal field splitting to strong
5d crystal field weak f-d Coulomb interaction. In
fact, intermediate coupling is indicated by con-
sideration of various typical energy splittings of
the lanthanides: (a) 54 crystal fields of 10 000-
15000 cm™, (b) 4f 5d term splittings of 2000-
5000 cm™, (c) spin-orbit splittings of 2000-5000
cm™,

We shall show that the spectra and the g values
of the excited state of the resonance line are well
accounted for by intermediate coupling within 54
crystal field configurations. The configurations
are formed by coupling the crystal field % ¢ and
%,, orbitals of 5d to the "F ground term of the f°
core. The full matrix of f®("F;)%,, including
spin-orbit and f-d Coulomb interaction, was diago-
nalized for various values of the parameters. The
effect of configuration interaction with f® ("F)%,,
was adequately treated by perturbation theory. We
find that the experimental CaF,: Eu®* data are
best explained by using the Coulomb f-d parameters
F,=65 cm™ and G,;=110 cm™, which are approxi-



