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V is the same for MnF; then (55) predicts the intensity
of the first-order line to be only ¢ that of the second-

order peak.
V. CONCLUSION

To the methods for studying spin waves—neutron
scattering, infrared absorption, optical sideband ab-
sorption—has been added another: inelastic light
scattering. In the above paper we have presented the
theory for both one- and two-magnon light scattering
and have explained our experimental results in MnF,
and FeF, It was shown that details of the magnon
dispersion relation could be extracted from the spectra
of scattered light. We should note that for the Dg!?
materials the selection rules for two-magnon scattering,
two-magnon absorption, and optical-magnon sidebands
are all different—so the experimental methods are
complementary. We should also note that the ability
to study magnons at the zone center and the zone edge
in the same experiment is best suited to light scattering.
In at least one case—NiFy—studies of zone-edge

P. A. FLEURY AND R. LOUDON

166

magnons by two-magnon absorption are not possible
due to a strong infrared-active phonon (E,) at ~225
cm™L. However, since this phonon is not Raman active,
it has not interfered with the study of the zone-edge
magnon by second-order light scattering.®

All of the magnetic materials thus far examined by
light scattering have quite simple magnon branches.
But as techniques improve and experience grows it is
quite likely that the use of light scattering will become
much more important in the study of magnetic materials.
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A microscopic theory of the effect of spin-lattice interaction on the ground-state and spin-wave excitations
in UO, is presented. Three parameters required by a Jahn-Teller description of the local spin-lattice inter-
actions and an exchange constant are introduced as basic variables to describe the system at 7’=0°K. The
spin-lattice ground state reveals a competition between the Jahn-Teller forces and the exchange energy
that results in a reduction of the magnitude of the spin. It is also shown that the indirect quadrupole-
quadrupole interaction caused by the virtual exchange of an optical phonon is as large as the exchange
coupling (~30°K), and significantly modifies the spin-wave energies and wave functions. Values for the
interaction parameters are obtained by fitting the theory to the excitation spectra and to wave functions
deduced from far-infrared absorption spectroscopy and from the inelastic scattering of neutrons. The theory
is consistent with the upper limits placed on the lattice distortion and with the anomolous behavior of the

elastic constant Cy.

I. INTRODUCTION

HE ground-state degeneracy of a concentrated
system of magnetic ions at 7’=0°K is usually lifted

by the exchange interaction. However, if the single-ion
ground state is orbitally degenerate and possesses an
even number of electrons, interesting alternatives to
the exchange splitting may occur. These usually mani-
fest themselves as electrostatic quadrupole-quadrupole
interactions or cooperative Jahn-Teller distortions. The
electrostatic interactions appear to be comparable with
the exchange interaction in the rare-earth! and probably
1R. J. Birgeneau, M. T. Hutchings, and R. N. Rogers, Phys.
Rev. Letters 16, 584 (1966) ; R. Finkelstein and A. Mencher, J.

Chem. Phys. 21, 472 (1952) ; B. Bleaney, Proc. Phys. Soc. (Lon-
don) 77, 113 (1961); J. M. Baker and A. F. Mau, Can. J. Phys.

45,403 (1967).

the actinide-series insulators. Uranium dioxide appears
to be a particularly striking example of this situation.
The ground-state degeneracy is largely due to the
unquenched orbital motion of the two 5f electrons and
there is evidence that the interaction between the spin
and the lattice is as strong as the exchange interaction
between pairs.2?

In the present paper a microscopic theory of the
ground electronic state and elementary electronic exci-
tations (spin waves) is described. The basic interaction
between the local spin and the distortion of the nearby
lattice is parametrized by a set of constants prescribed

?G. Dolling and R. A. Cowley, Phys. Rev. Letters 16, 683

(1966).
80. G. Brandt and C. T. Walker, Phys. Rev. Letters 18, 11

(1967).
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by the Jahn-Teller theorem. These constants in ad-
dition to the exchange constant provide a basic set of
parameters in which to describe both the ground state
(lattice distortion, and spin magnitude and direction)
and the spin waves. The parameters obtained by fitting
the theory to experiment are shown to be reasonable
by comparing them to values obtained from a point-
charge model calculation. Of particular interest are the
following observations:

1. There exists a competition between the Jahn-
Teller energy and exchange energy that results in a
non-fully polarized spin in the ground state.

2. The indirect quadrupole-quadrupole interactions
caused by the virtual exchange of an optical phonon*
are as large as the exchange forces in this system.

II. EXPERIMENTAL SITUATION

There exists a wealth of experimental evidence per-
taining to the low-lying excitations in magnetically
ordered UQ,. Frazer ef al® have determined that the
magnetic structure consists of ferromagnetically aligned
planes perpendicular to a cube axis. The moment in
each plane is antiparallel to the moment in the neighbor-
ing planes. Although it is clear that the moment lies in
the plane, the results cannot determine its direction
within the plane. The structure is shown in Fig. 1.
In contrast with most antiferromagnets, the transition
to the ordered state is a first-order transition. Despite
the strong spin-lattice interaction, no distortion of the

®

&

.
O O
o .

F1c. 1. Crystal structure of UQs. Spins shown aligned along the
[110] direction.

4 R. Orbach and M. Tachiki, Phys. Rev. 158, 524 (1967); J. M.
Baker and A. F. Mau, Can. J. Phys. 45, 405 (1967); D.
H. McMahon and R. H. Silsbee, Phys. Rev. 135, A91 (1964_);
L. K. Aminov and B. I. Kochelaev, Zh. Eksperim. i Teor. Fiz.
42, 1303 (1962) [English transl.: Soviet Phys.—JETP 15, 903
(1962) ]; K. Sugihara, J. Phys. Soc. (Japan) 14, 1231 (1959).

5 B. C. Frazer, G. Shirane, D. E. Cox, and C. E. Olsen, Phys.
Rev. 140, A1448 (1965).
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lattice was observed ( $0.0025) at the Néel point,
30.8°K. (Blume has inferred from the lack of distortion
that the first-order phase transition is a consequence of
the electronic properties alone and has shown that if
the ground state of the U** jon is in fact the T singlet,
but within reach of an exchange split-off component
of the T, a first-order transition may occur.?)

The relative dispersion of the low-lying excitations
has been measured by Dolling and Cowley.”# The
polydomain character of the samples leads to ambi-
guities in the actual wave vector associated with the
excitations. (This ambiguity can be resolved by a
proper interpretation of the far-infrared absorption
experiments.) Large differences in the transverse
acoustic mode frequencies are also observed between
measurements at 90 and 9°K, which directly indicate
a strong coupling between the phonons and magnons.?
The interpretation is confused, however, by the lack
of understanding of the spin-wave excitations.

Relevant to the interaction between the lattice and
the low-lying electronic states is the anomalous behavior
of the elastic constants observed by Brandt and
Walker? Despite the first-order phase transition, the
effects of a spin-phonon interaction are observed to
persist in Cy4~200°K above the transition temperature.
No such effect is seen for Cy or Cyy—Cye. (Within the
framework of the model formulated in Sec. III, these
data can be used to determine the spin direction in the
ferromagnetic sheet.)

Three independent measurements of the far-infrared
absorption spectrum have been reported, with various
interpretations.** One of the objectives of the present
paper is to reveal the details of the spectra and to
indicate a reasonable interpretation.

Far-Infrared Absorption

Two sources of UO, were used in the far-infrared
absorption experiments; the first was grown by arc
fusion, the second by a floating-zone technique.* The
O/U ratio in the second was of the order of 2.005.
The stoichiometry of the first is not known, but is
certainly no closer to 2.0 than the second. The first
sample appeared to contain more cracks and inclusions
and was likely more strained than the second. Spectra
were taken with a Fourier-transform spectrometer.’®

At 4.2°K the absorption spectrum revealed the struc-
ture shown in Figs. 2-4. Only the structure in the vi-
cinity of 17.5 cm™ is sample-dependent and shown for

¢ M. Blume, Phys. Rev. 141, 517 (1966).
( "R.)A. Cowley and G. Dolling, Bull. Am. Phys. Soc. 11, 109
1966).
8R. A. Cowley and G. Dolling, Phys. Rev., (to be published).
9K. Aring and A. J. Sievers, J. Appl. Phys. 38, 1496 (1967).
0 M. R. Daniel, Phys. Letters 22, 131 (1966).
1S, J. Allen, Jr., J. Appl. Phys. 38, 1478 (1967).
2 A, T. Chapman and G. W. Clark, J. Am. Ceram. Soc. 48,
494 (1965).
13 P, L. Richards, J. Opt. Soc. Am. 54, 1474 (1964).
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SAMPLE 2
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FiG. 2. Far-infrared absorption near 17 cm™. Resolution 0.2
cm™!, Sample 1 grown by arc fusion, sample 2 by floating-zone
technique.

both samples. As the sample is warmed, the mode
frequency (17.6 cm™ for sample 1 and 17.75 cm™ for
sample 2) does not change, but the intensity decreases
and the structure broadens, so that by 20°K the line
is no longer observed. The best-resolved field depend-
ence is observed with the field parallel to a (111)
direction. It reproduces the results obtained by Aring
and Sievers. The important result is the fact that the
intensity of the line varies by a factor of 3 between the
two samples, indicating that it is not intrinsic to pure,
single-domain UQ,. In other words, the structure near
17.5 cm™! cannot be a £=0 antiferromagnetic resonance.
Furthermore, the observed frequency, 17.740.1 cm™,
does not coincide with the 1940.6-cm™ excitation
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F1c. 3. Far-infrared ‘lattice” -absorption appearing only in the
ordered state; resolution 1 cm™.
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observed by inelastically scattering neutrons at a mag-
netic Bragg reflection.” Therefore, we conclude that the
194-0.6-cm™! excitation observed by Cowley and
Dolling”® must be a zone-boundary excitation. There
are two possible explanations for the 17.6-cm™! structure
seen in the far-infrared work—either an electric dipole
electronic impurity mode or a magnetic dipole tran-
sition associated with the presence of domain walls.
A magnetic dipole impurity mode could generate the
observed intensity only if it were present in relatively
large concentrations. The ‘“impurity” that may be
present in such large concentrations is the domain wall.
It may be related to the sample-dependent weak ferro-
magnetism reported by Hambourger and Marcus® and
Tourov.?

The other absorption structure that will be discussed
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[e]

F16. 4. Spin-wave resonance of 4.2°K; resolution 1 cm™1.

only briefly is that shown in Fig. 3. Allen!! reported
resonant absorption at 184 and 216 cm™, but more
careful measurement of the profile has revealed a more
interesting line shape. As previously discussed,* the
structure is insensitive to fields up to 50 kG, and loses
intensity without broadening or shifting as the sample
approaches the Néel point. The fact that the absorption
is insensitive to sublattice magnetization suggests that
the transition leaves the ground electronic state un-
molested—a phonon absorption. The peculiar line shape
and the coincidence of the two peaks with twice the
zone-boundary phonon frequencies at [001] (MY,
10942 cm™) and [1117] (Ly/, 924=1 cm™) ! suggest a
two-phonon absorption allowed only in the ordered
state by virtue of the spin-wave phonon coupling.

The two remaining resonances at 79 and 99 cm™'
agree within experimental error with the modes meas-
ured by Cowley ez al.”® at a magnetic Bragg reflection;
therefore, they are true 2=0 excitations. A 50-kG field

4P, D. Hambourger and J. A. Marcus, Phys. Rev. 157, 438
(1967).

1 E. Tourov, Compt. Rend. 252, 3420 (1961).

16 G. Dolling, R. A. Cowley, and A. D. B. Woods, Can. J. Phys.
43, 1397 (1965).
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along either the (100), (110), or (111) produces only
slight (<0.5 cm™?) shifts and/or line broadening. The
temperature dependences of the frequencies and line-
widths are shown in Fig. 5. At ~25°K, the frequencies
have fallen by ~59%, approximately the change in
sublattice magnetization.® From 4.2 to 25°K, the total
integrated intensity, within experimental error, does
not change. One concludes that these modes are the
two antiferromagnetic resonances that one expects for
a two-sublattice antiferromagnet.

Little more than a qualitative fit to experiment can
be achieved with an exchange-coupled” two-sublattice
model. Consider, for example, the fit suggested by
Allen."! The relative intensities of the high-to-low fre-
quency mode are predicted to be ~1.5. The observed
ratio is ~0.64-0.05. Further, the relative dispersion
when compared to the observations by Cowley and
Dolling’® shows only qualitative agreement, differing
by as much as ~80 cm™ for spin waves near the zone
boundary propagating perpendicular to the ferromag-
netic sheets. These two deficiencies appear to be suffered
by any two-sublattice model where the U**-U** inter-
action is dominated by exchange.!®

Considering the results of Brandt e/ a/? and Dolling
et al.? it is clear that one must include the interaction
with the phonons. In the next section a model is con-

LINEWIDTH (cm ~!)

90 -

(ecm™)

FREQUENCY

L ! ] | |
0 5 10 15 20 25 30
TEMPERATURE (°K)

F16. 5. Temperature dependence of frequency and linewidth of
spin-wave modes.

17 ], ter Haar and M. E. Lines, Phil. Trans. Roy. Soc. (London)
255, 1 (1962).

18 Qbviously anisotropies must be introduced to produce any
fit at all but within the framework of the above models these
terms are found to be <159, of the isotropic exchange.
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F16. 6. Types of distortion of the cube of oxygens that mix
levels of the I's. Only one of the three different modes for each of
the T, distortions is shown.

sidered which modifies the spin-wave spectrum by
including spin-lattice interaction and it is shown that
the proper dispersion relations and wave functions can
be obtained.

ITII. THEORY OF THE SPIN-LATTICE
INTERACTION

There are clearly two aspects of the problem. The
first is to find the proper ground state. In a molecular-
field approximation the problem reduces to a calcu-
lation of quantum-mechanical average values and a
minimization of the total free energy which includes
exchange energy, spin-lattice interaction energy, and
the elastic energy. Having found the ground state, the
spin-wave excitations can then be calculated by intro-
ducing suitable off-diagonal ion-pair interactions. The
off-diagonal terms include, in addition to the exchange
coupling, indirect quadrupole-quadrupole interactions
which are biquadratic in the spin but may be as large
as the exchange.

The interaction between the spin and lattice dis-
tortion is assumed to occur exclusively through the
crystal field (magnetostriction). Although exchange
striction is also present, it will be apparent that it is
too small to compete with the magnetostrictive terms.
The ground electronic state of the U*t ion in UQO; is
taken as the I'5,*2 and is predominantly derived from
the 8H, term of the S5f? configuration of the Ut ion
under the action of the cubal crystal field formed by
the eight surrounding oxygens. The local distortions
of the cube of oxygens that mix levels of the I's manifold
must transform as do the representations contained in
the symmetric square [I'?*] which are F, and Ty,
An analysis of the various modes of distortion of the
UO;s complex reveal a single F, mode and two Ty,

1 C, A, Hutchison Jr. and G. A. Candela, J. Chem. Phys. 27,
707 (1957).

2§, U. Rahman and W. A. Runciman, J. Phys. Chem. Solids
27, 1833 (1966).
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modes shown in Fig. 6. The Wigner-Eckart theorem
allows us to express the interaction in terms of three
arbitrary constants which can be specified only by a
more detailed examination of the problem. The matrix
elements between states of the I's are written as

Hi= gj Frhii(k, 1) Q. (1)
o

where & runs over the three distortions £, and 275,
and p over their components. ;(k,u) is the 7,7th com-
ponent of coupling coefficient? for the normal coordi-
nate operator g, between the states < and 7 in the T’
manifold, and F is the reduced matrix element. Equa-
tion (1) is clearly an expression of the Jahn-Teller
effect.?

In order to estimate the magnitude of the Fy, we
consider the interaction of the quadrupole moment on
the U* with the surrounding eight O*~ monopoles.
The electrostatic energy for small displacements of the
oxygens from equilibrium is given by

E=(4me0)(Ze¥/NBret) (r.2) (e || T || )
X ; {O[300(22:8.i—%i65i—9:8yi) + 30 (x:62i—3:0,:) ]

- ZPEOyz (yz3=@+215y1) + M :]"" SP[Oyzxiayisxiazi’{" ce J } 3
(2)

where the sum is over the eight oxygens, e is the
electronic charge, Z is the charge on the O%* in units
of electronic charge, 7, is the U*t-0>~ separation, and
(rs?) is the average square radius for the 5f electrons in
the T's configuration. (|| J|| @) is a reduced matrix
element evaluated by Elliot and Stevens.? §,; assumes
the sign of the ath component of the vector pointing
from the U* ion to the ith O> ion, while «; is the
displacement of the ¢th O%" in the « direction. The T’
triplet can be transformed into an S=1 manifold, in
which case we write

0,=3S2—S(S+1),
0.=82—S/2
Ous=%(SaSp+SpSe) . 3)
P and Q are then determined as follows:
37 2—J(J+1)=0[352—S(S+1)],
(oS s+ TsJa) =P(SaSs+SsSa) . (4)
Relating Eq. (2) to Eq. (1) we have, for instance,
F(E,) =zQ (4me) "1 (Ze*/N3re") (r2 ) || T || @), (S)
2 G. F. Koster, J. O. Dimmock, R. G. Wheeler, and H. Statz,
Properties of the Thirty-Two Point Groups (MIT Press,
Cambridge, Mass., 1963).
2 H, A. Jahn and E. Teller, Proc. Roy. Soc. (London) A161,
220 (1937).

2 R. J. Elliot and K. W. H. Stevens, Proc. Roy. Soc. (London)
A218, 553 (1953).
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where %=8 the number of surrounding oxygens. The
parameters Fi(Ty,) and Fu(Ty,) obtain in the same
fashion. To estimate the interaction energy, we simply
multiply F(E,) by the root-mean-square displacement
of one of the oxygens due to the zero-point motion,
~0.05 A. The other parameters in (5) are estimated
as follows. Using the wave functions of Hutchinson
et al.’® we get Q=4, P=21& For (r.%), we use a value
calculated by Lenander,? 0.471 A2 7,=236 A and
{a|| J || @)=0.021.2 The interaction energy is found
to be ~zp 7.5 cm™., a rather large interaction energy
to contend with.

We rewrite the interaction energy in terms of three
parameters, A, B, C:

E=F Y A[206(23:8,i—%:d:i—yidys)
<
480 (82— yi8y:) J+BLOy: (982t 2:8,:) ++++ ]

+C(0yzxiazi6yi5zi+ b ) ’ (6)
where

F = (4meo) ' (Ze2/N3ret) (r2)(a || T || @).

For the preceding point-charge calculation, we have
A~4, B~—6.5, C~—16. In the following discussion,
A, B, C are left as parameters to be determined by a
good fit to experiment. However, if the fit is reasonable,
they will not differ drastically from the above values
estimated by the point-charge calculation. Using Eq.
(6), we now calculate the electron and phonon ground
state and then proceed to find the low-lying electronic
excitations.

A. Ground State

To find the ground state in the molecular-field ap-
proximation, we write down the total free energy in-
cluding exchange, magnetostrictive, and elastic energies.
Most treatments of the magnetostriction problem pro-
ceed from a phenomenological expression of the free
energy.? Since the lattice dynamics of UO, are rather
well understood,”® we elect to derive the free energy
from a microscopic point of view with the aid of Eq. (6).
Although the final expression” must resemble the phe-
nomenological result, the microscopic theory allows us
to isolate terms due to internal distortions from those
due to external strains. Ultimately, we wish to check the
consistency of the theory by comparing the parameters
used to fit the excitation spectrum with those used to
fit the ground state. This can be done only if both are
derived from the same microscopic interaction.

Assuming a homogeneous deformation, Eq. (6) can

% C, J. Lenander, Phys. Rev. 130, 1033 (1963).

% For a review of magnetostriction, see J. Kanamori, in Mag-
netism I, edited by G. T. Rado and H. Suhl (Academic Press Inc.,
New York, 1963), p. 127.
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be written in terms of internal and external strains as
follows:26

Ey—g= (20r0/%V3)
XFA 3002V 3= Usa=Up) +30.(Uza—Up) }
+ (2070/QV3) FB{Oyy(Usy+Uy2) + -+ }
+ (20/2Q0) FC{OyoLatz (1) =145 (2) JH++-+}, (7)

where in the Voigt notation we can substitute U,,=
Sy, ¢+, and Uy, +U,, =Sy, etc. @(1) and @(2) are the
internal displacements of either oxygen 1 or oxygen 2
with respect to the uranium. Qy is the volume of the
paramagnetic unit cell and Ej_g is clearly the energy
per unit volume.

The elastic energy for a nonprimitive lattice? is
written as

kK
Ep=% 2, Z[ ]ua(k)us(k’)

ke KB |y B

k
+;Zl, p’ua<k)sp+%2{po}spsv; (8)

» la oo

before introducing the exchange energy we first combine
(7) and (8) and find the equilibrium lattice distortion
for a given set of quadrupole moments. The addition of
Eq. (7) to (8) introduces the following linear terms in
the expression for elastic energy:

,,Z A ta(B)+ 2 7S, 9)

For a given external strain the elastic energy is mini-
mized with respect to the internal distortions by the
internal distortion

ko R\ [F
ua(k)z_zz:( ) <’ P)SP
PHE\B a B
¥R\
—E( ) ¥, (10)
k'8 B o

The total elastic energy then becomes, upon substi-
tution of (1C) into Egs. (7) and (8),

EE+EM—E=% L Cpp’SpSp’

ep!
A
=DM RE v
ka KB B «a
X Z [7;7'_
P
2% W. F. Brinkman (unpublished).

k B\ [k
PID IRV , ) |S. (1)
k'8 ka a 6 a
2 M. Born and K. Huang, Dynamical Theory of Cryslal Lattices

(Oxford University Press, London, 1954), p.
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We now have an equation that can be simply minimized
with respect to the external strains {.S,} and the total
gain in energy for a given set of quadrupole moments
calculated.

The parameters needed to evaluate the matrices in
Eq. (11) are taken from the best rigid-ion model pro-
posed by Dolling et al.’* Although the shell model is
clearly a better model for the lattice dynamics, we are
not inclined to include these complications at this time.
The short-range force contributions are straightfor-
wardly calculated from the definition of the matrices.®
The Coulomb contributions are obtained by reference
to calculations by Srinivasan.?® In particular, we find

E E\/k
PIDIDIPV , p)S,
p KB k,a a B a

=Q (20reFCG/H) ({0y2)Ss+ {02 ) S5+ (O ) S6)
and
Z ‘YpSp =Qo—1(ZofoFB/\/3_)

(12)

X ( <Oyz>S4+ <Ozz>S5+ <0:cy>SB) +QO_I(ZOfoFA/\/3_)
X [{00) S5+ (3(0)—=5(00)) S1— (3{0c)+5(00)) Sz,

(13)
where the new parameters G and H are given by

G= (2/‘/3) [1O~076ZZ+§(A1 —By) ]:
H=‘§‘(A1+231)+4(A2+232)- (14)

The constants A,, B;, 4, and B, are short-range force
parameters defined by and obtained from Dolling ef a.1%
The external strains that minimize the free energy for a
given set of quadrupole moments are

S1=%((00)—3(0c)) [20reF 4 /V3Q(C11—C1o) ],
S2=5({00)4-3(0¢)) [2070F A /V3Q (Cr1—C12) ],
Sz=—{0p)[ 2070 FA/V3Q(C11—C12) ],
Si5,6=— (2070F /UCss) [(B/V3) — (G/H) CIOpz 2,20,
(15)

where the quadrupole parameters are quantum-
mechanical averages. The change in energy per unit
volume is

A(Eg+Eu_g) = —3 (4re/e*re?) [ (20F Cro)*/2H ]
X ({02 *+ 022+ €042)*) —39657[ (2070F) */ Caao ]
X[(B/N3) = (G/H) CF({0s)*+ {0z2)*+(O042))
— 395 (20r0F 4)%/2(C11—C12) 2] (3(0e 4 (06 )?) .

(16)
8 R, Srinivasan, Proc. Phys. Soc. (London) 72, 566 (1958).
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To have the total magretoelastic energy in the mo-
lecular-field approximation, we simply add to (16)

Exyr=—312.J(S)?, (17)

where J is the exchange constant and z,=4 is the
effective number of spins contributing to the molecular
field.

To minimize the total energy, a single-ion ground-
state wave function is constructed from an arbitrary
mixture of the components of the I's. The sum of
expressions (16) and (17) is then minimized with
respect to this wave function.

Consider the wave function

[ )=a: | y2)+ay | 22)+a | yx), (18)

where the basis functions are real. The plane containing
the spin direction will be taken as the xy plane. Since
there is no spin in the z direction, we restrict the wave
function to have the phase of @, equal to the phase of
ay. Then a,=| o, | exp(i¢), a,=| a, | exp(ip), and «,
can be taken as real. We then write

| Yy=sinf cost exp(ip)| y3)

+sind sing exp(ip) | 2z)+cosb | xy). (19)
The average spin and quadrupole components are
(S®) =sin sin20 sine,
(S¥)=cos¢ sin26 siny,
(5#)=0,
(0y:)=1% sin26 cose sing,
{0..)=1% sin26 cose cos,
(Ory) =1% sin2¢ sin’%,
{0p)=(1—3 cos?),
(Oe) = —sin?(cos —sin%). (20)

As a function of ¢, £, and 6, the free energy becomes

E= —1e(sin220 sinZp) — §e(cos?p sin?26--sin?2¢ sin’f)

—ZLes[ (1—3 cos?0)2+3 sin®d cos?2¢], (21)
where
€1 =Qo—12u],
@= 627’()2 2H ' C44Qo \/3 H ’
63=Qo"'1[(207’0FA)2/2(Cn—clz)ﬂo:]. (22)

First, consider the minimum of £ with respect to ¢.
o=0or it as 4 <e; or 4e1> €5. The state ¢ =0 possesses
no average spin and corresponds to an ordered quad-
rupole structure. Since UO; is an antiferromagnet, we
require p=3%m and 4¢>e. The minimum with respect
to £ is either £¢=0 or {=1im, as <12¢ or e>12¢.
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That is to say the spin direction is either along a (010)
direction or (110) direction, depending on whether the
quadrupole interacts strongest with the compressional
strains or shear strains, respectively. The elastic con-
stant data of Brandt and Walker® indicates a softening
of the shear elastic constant Cy approximately 200°K
above the phase transition. The softening increases as
the temperature is reduced until the system finally
orders at 30°K. This is not observed for C;;—Cis or Ci1.
The behavior is consistent with acoustic wave inter-
action with a concentrated system of Jahn-Teller active
ions, with the interaction dominated by the B and C
terms in Eq. (6), either B or C or both are much
greater than A. It follows then that e>>e; and the
spin alignment must be along a (110) direction. We are
left with &=21r, o=3r, therefore, (S7)=(S¥)=
(1V2) sin20, (0:.)=(0,:)={0)=(S:)=0, {(Oz)=
1 sin%, and (Os) = (1-3 cos%).

Before minimizing E with respect to 6, we transform
to a new angle 6’ defined by

o' =0—1r,
then
E=—1¢ c0s220' —Ley X P (1-+sin2¢’)2
—LeX1(1—-3sin20)2.  (23)
The minimum with respect to ¢ is found at
sin260’ = (ea— 12¢;) / (166, —e2— 36e3) . (24)

It is interesting to note that the ground state, which
can be written as cosf’ | +1)—sind’ | —1) (where the
axis of quantization is taken to be (110)), is not a fully
aligned state; the average spin value differs from 1 by
(1—cos26’). This is simply a consequence of the compe-
tition between the magnetoelastic energy and the ex-
change energy. Further, if the interactions with the
lattice are sufficiently large, e+12¢;> 8¢, a purely
quadrupole state will be favored. This is clearly not
the case in UO,.5* Competition between a cooperative
Jahn-Teller distortion and ordered spin state is ex-
pected whenever the ground electronic state possesses
a large degree of orbital degeneracy. The interesting
case where the ordered quadrupole state is favored
may be relevant in other systems. The observations of
Varsanyi on PrCl; suggest that, at sufficiently low
temperatures, the degeneracy of the non-Kramers
ground state may be lifted by an ordering of quad-
rupoles.®

Before proceeding to the calculation of the spin-wave
excitations, we write down the wave functions for both

» Although neutrons can be Bragg scattered from an array of
electronic quadrupoles, the cross section is down by at least two
orders of magnitude from the cross section for scattering from an
array of magnetic moments. Furthermore, in the above calcula-
tion, the quadrupole structure formed would be commensurate

with paramagnetic lattice and hence generate no new Bragg peaks.
% F, L. Varsanyi, Bull. Am. Phys. Soc. 12, 295 (1967); and

(unpublished).
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spin sites as follows:
| g4)=| 4+1) cost’ —| —1) sinf,
| g-)=| —1) cost’—| +1) sind,
|ar)=10),
la_)=]0),
| b4)=| 41) sing’4| —1) cost/,

| b_)=] 4+1) cost’+| —1) sinf’. (25)

The molecular-field splittings are given by the following
spin Hamiltonian:

—2.J(S./)S./ —8(8.2— 8,/ +1[35,2— S(5+1)].
(26)

The corresponding splittings are z,J-+32.J sin26’+6n
for the energy between the ground state and first
excited state and 2z,J for the separation of the ground
state and the reversed spin state | &) or | b_). 2, is equal
to the number of nearest-neighbor uranium ions in a
given plane perpendicular to the cube axis and is equal
to 4. Since 7 arises from the interaction with the
compressional strains and § from the interaction with
shears, we expect 5 to be small compared with 8.

B. Spin-Wave Excitations

The spin-wave excitations can be obtained by intro-
ducing those off-diagonal spin and quadrupole com-
ponents which couple excitations to the | ) state on
site ¢ to a similar excitation on a neighboring lattice
site j. One of the coupling terms is the isotropic ex-
change represented as JS;+S;. We wish to also show
that there exists an indirect quadrupole-quadrupole
interaction which is as strong as the exchange coupling.

The interaction that is calculated is essentially the
quadrupole coupling produced by the virtual exchange
of a phonon.* Physically, a change in quadrupole mo-
ment at site ¢ causes the neighboring lattice to distort
via the interaction in Eq. (6). The energy is minimized

z

- Or
X o2
® .-

F16. 7. The xy plane showing the oxygen ions, uranium ions, and
coordinate system used in Eq. (28).
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if the surrounding quadrupoles also change in a manner
determined by the geometry of the lattice and character
of the quadrupole-lattice interaction. This clearly leads
to a quadrupole-quadrupole interaction which must
have a form similar to the electrostatic interaction but
with coefficients which may be decidedly different.
Whereas previous treatments have considered only the
interaction of the quadrupole with the acoustic phonons,
we consider the optical-phonon interaction to be im-
portant; indeed, the relative displacements of the oxy-
gen ions with respect to the uranium ion interact with
the quadrupole.

The problem is simplified by approximating the
optical modes with an Einstein model. We consider
that an individual oxygen ion vibrates independent of
the rest of the lattice, inside the tetrahedron of the
four surrounding uranium ions. From the force con-
stants, this frequency is found to be ~300 cm™. The
off-diagonal interaction of the quadrupole with these
modes is removed in second-order perturbation theory.
A pair of terms such as ¢0;x+b0,x, where x is the
displacement of the oxygen ion in question, simply
contribute

—2ab(h/2mw) V2 (hw) 10,0, (27)

to the interaction Hamiltonian. w is the frequency of
oscillation of the oxygen ion and m its mass. The
coefficients @ and b are easily extracted from Eq. (6).
The interaction of the quadrupole back on itself simply
shifts the entire I's manifold and does not produce any
interesting effects. This approach cannot be used as an
alternative to the preceding calculation for the ground
state. For instance, substituted into expressions like
(27), diagonal or average values of the quadrupole
operator will not even give the correct sign for the
dependence of magnetoelastic energy on relative quad-
rupole orientation. This is due to the fact that we have,
essentially, forced the external strains to be zero when
calculating the off-diagonal terms.

Carrying out this prescription using Eq. (6), we
calculate the following quadrupole-quadrupole inter-
action between a single U** ion and its four neighbors.
Figure 7 shows the coordinate system and relevant
oxygen ions. The interaction energy is

Hay= =1ty 3 {A%00:08;— 9420404+ 2(C?*~ 2B OzyiOsys

+5zj5yj([Oyziozzj+ozzi0y2j]2C2
+2A [B+C:][00i0myj+oﬂjozyi:]) }7 (28)

where §,; assumes the sign of the ath component of the
vector pointing from 7 to j. The energy u, is given as

uy=2F*(1/2mw) (hw)~? (29)

and has the numerical value of ~0.048 cm™. For the
point-charge model the term 2(C?—2B?)u,=17 cm™,
demonstrating that the effective interaction is expected
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to be of the same order of magnitude as the exchange.
It is instructive to consider the magnitude of the
similar term arising from the purely electrostatic inter-
action. It is found to be ~1 cm™. The enhancement
of the indirect quadrupole-quadrupole interaction is
very approximately given by 7’y_ya/r®v.0, where « is
the polarizability of the OU; complex. The uranium-
uranium distance 7y.y is approximately 1.6Xry.o, the
oxygen-uranium distance, and the polarizability is ap-
proximately 7%y.o, indicating that most of the enhance-
ment arises from the reduced separation involved in
uranium-oxygen interaction.

The quadrupole interaction with the other nearest
neighbors in the yz and wz planes is found in an anal-
ogous way or by simply performing suitable rotation
transformations on (28). The complete interaction
Hamiltonian is constructed by extracting from the
quadrupole and exchange interactions the off-diagonal
components that couple spin deviations on one site to
those on the next. Essential to the discussion is the use
of the molecular-field ground state (25) rather than the
fully polarized spin state. This significantly modifies the
off-diagonal spin and quadrupole operators. Trans-
forming to a plane-wave representation and writing
the Hamiltonian in second quantized form we have

H=3" R(g) (a7 a;+b,18) +S(g) (agd_g+a,'0_,")

+7(g) (agbg"+a,")
+3V(q) (a40_gt+a,Ta_g +bb_o+b,T0_,1),
where
R(q) =2,J+33,J sin20'+6p+v1(q)
X [zu] 4% (204 %40) (1+sin26’) ]
+% (3.C%10) (1—5in20") v2(q),
() =[22+} (3u(C—2B) Yuo(1—5in26') Tra(g),
T(q) = —[22,J sin20'+412,(C*—2B*) uy
X (1—sin26’) Jvs(q),
V(q) =[3(3u4%,) (1+5sin20") —2,J sin26’ Jyi(q)
— % (2.C%0) (1—5in26") v2(q),
11(g) =cos3(gza) cos3(g,a),
12(q) =sin% (¢za) sinz(g,a),
73(q) =cos3(g:a) cosi[(g.+gy)a] cosi[ (g=—g,) al.
(32)

a is the cubic unit cell dimension, 5.47 A. The Brillouin
zone is shown in Fig. 8. The Hamiltonian (30) is valid
only along the symmetry directions denoted by dashed
lines in the figure. At a general point in ¢ space ad-
ditional terms are introduced which complicate the
system but they need not be discussed here.

(30)

(31)
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The Hamiltonian can be easily diagonalized using
the equation-of-motion technique.® The eigenfrequen-
cies are found to be

M= (RHT)P= (V45"

\2=(R-T)*—(V—-S5)= (33)

Of particular interest is the ratio of the intensities seen
in a far-infrared absorption. If we define sinf, =
(V4+S)/(R+T) and sinf_=(V—-S)/(R—T), the in-
tensity ratio becomes
Iy M 1—tan3f; 1—tanz6_ 1—sin2¢’ (34)
I A_1+tan6, 1+4tani6_ 1+sin26”

where ¢ is the parameter determined from the ground-
state calculation.

The theory is reconciled with experiment by fitting
the spectrum of spin-wave excitations to the values at
I’ measured by the far-infrared absorption and at X, Z,
and M measured by neutron scattering.”-® In addition,
we require that the theory predict the ratio of inten-
sities of the lines seen in the far-infrared absorption
experiments. The input parameters are A+(T) =99
cm™, A (T) =79 ecm™, A(X)=19.6 con™, A(Z) =97
em™ N(M) =85 cm™, and I+/I~=0.6. The frequencies
can be fit with little difficulty. The best fit to the ratio
of far-infrared intensities, and still obtain reasonable
parameters, is found to be ~0.75, a considerable im-
provement over the exchange-dominated spin-wave
models,* which gave ratios of ~1.5. The resulting
spin-wave dispersion is shown in Fig. 9. In return we
extract the following interaction parameters: sin2§’=
0.375, 2,J=35 cm™, | 4 |=1.5, | B|=31.5, | C|=31,
n=—2.2 cm™, and § =32 cm™. The largest quadrupole

N

Fic. 8. The magnetic Brillouin zone. The dashed lines are the
regions where the Hamiltonian in the text is valid.

3 8. V. Tyablikov, Methods in the Quantum Theory of M agnetism
(Plenum Press, Inc., New York, 1967), p. 97 ff.
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interaction term [ z.uo(C?—2B2)](1—sin2¢’) is ~31
cm™?, of the same order as the exchange energy.

Clearly, the problem is overspecified; for there are
only four basic parameters: 4, B, C, and J. The
quantities sin2¢’ and 7 can also be determined from the
ground-state calculation and expressed in terms of 4,
B, C, and J. If the theory is to be self-consistent the
following must hold.

1. 4, B, and C should not differ seriously from the
results of the point-charge calculation.

2. From the behavior of the elastic constants we have
that B and C should be >4 and &>>.

3. The values of sin2¢’ and 7 extracted from the fit
and those calculated from 4, B, C, and J must be
reconciled.

4. The predicted lattice distortion must be less than
~3X10735

The values of A =4, B=—6.5, and C=—16 obtained
from the point-charge calculation compare quite favor-
ably with the values obtained from the fit. Furthermore,
it is seen that the values obtained certainly give B,C>>4
and §>>9. In fact, 4 and 5 are almost negligibly small.

The value of 9 calculated from 4 is —2.5 cm™, closer
to the fit value of —2.2 cm™ than is reasonable to ex-
pect. In the regime where there is a close competition
between the Jahn-Teller forces and the exchange energy
sin26’ is a very sensitive function of e, €, and e. To
reconcile the sin26’ value, obtained from the fit, to that
predicted from the values of 4, B, and C given by the
fit, we first compute =35 cm™, =300 cm™, and
es=1.4 cm™. It is clear 3 can be neglected throughout.
The ratio of e/e required to give sin2’=0.375 is 4.4.
The actual ratio is 8.5. The agreement is quite satis-
factory, considering the approximations used to derive
the indirect quadrupole interaction in terms of 4, B,
and C.

It remains to predict the distortion induced by order-
ing. Substituting into Eq. (15) we have

| Sil~] S2|~0.5X107%, | Ss|~1.X107,
S4= Ss=0, I S [N3X10_4.
100 —
T 80 - -
£ (1,1,0)
> €0 (0,1,0) OR N i
3 0,00 |
w
3 40 - .
w
&
ZOF — -
s T
X,Y
(0,0,2) (8,8,0)

F1G. 9. Spin-wave dispersion predicted by the fit in text.
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The surprisingly small value for S is due to the cancel-
lation of B/V3 by (G/H)C in (16). This same term
enters e; and makes a negligible contribution to e. The
term that persists in the expression for e, is the contri-
bution from purely internal distortions (of the order of
107?) which, of course, do not appear in the expression
for the strain. This explains why large anisotropies and
lattice interactions do not lead to large external dis-
tortions in UQ,. This result would not be apparent in a
phenomenological discussion of the magnetoelastic
energy. The strains predicted are too small to have been
seen by neutron scattering. There is no contradiction
with the length change Al/I<10~* measured by Brandt
and Walker.? Length changes measured on a poly-
domain sample effectively measure a strain determined
by averaging (15) over equivalent directions and will
give results appreciably less than those predicted above.

IV. SUMMARY AND CONCLUSIONS

A satisfactory model for the ground-state and low-
lying electronic excitations in the presence of strong
spin-lattice coupling has been derived for antiferro-
magnetic UQO,. The local spin-lattice interaction is
formulated in terms of the Jahn-Teller effect and param-
etrized by three constants. The interaction is used to
derive the lattice-spin ground state and the spin-wave
excitations in a consistent manner. The parameters ob-
tained by fitting the spin-wave energies and wave
functions to experiment are shown to be consistent with
the ground-state calculation and are reasonable when
compared to the predictions of a point-charge calcu-
lation.

We may conclude from our investigation that in a
system like UOQ, with a large orbital ground-state de-
generacy, the interaction with the lattice leads to in-
direct quadrupole-quadrupole pair interactions that are
as strong as the exchange terms. The calculation of the
ground state reveals a competition between cooperative
Jahn-Teller forces and exchange energy that leads to a
ground state with a less than fully polarized spin. The
extension of these results to a calculation of the thermo-
dynamic properties, in particular the order of the phase
transition, will be discussed in a future publication.
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