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Recent experiments on rare-earth intermetallic compounds have given us data on the contri-
bution from conduction electrons to the magnetization and hyperfine fields at rare-earth nuclei.
Analyses based on isotropic bilinear exchange interactions between the 4/ and conduction elec-
trons have not been able to explain the systematic variation of these contributions across the
rare-earth series. To explain these variations it is necessary to take into account the full 4/
conduction-electron exchange interaction (higher-rank couplings) and the crystallographic sym-
metry at the rare-earth sites. In some cases, it is necessary to include the spin-orbit coupling of
the conduction electrons. The conduction electrons in the rare-earth intermetallic compounds of
interest are primarily of 54 and 6s character. In this paper we derive expressions for the orbital
and spin polarizations of these conduction electrons and their contribution to the hyperfine field
and magnetization. We take full account of the site symmetry, which is cubic for the com-
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pounds of interest, and the complete 4/-5d conduction-electron interaction.

I. INTRODUCTION

Two recent series of experiments on rare-earth di-
aluminides have provided us with evidence that there
is an orbital as well as spin polarization of the con-
duction electrons in these intermetallic compounds.
We expect this phenomenon to be relatively
widespread in many rare-earth intermetallic com-
pounds, e.g., the RAg, RZn series. In this article we
give a complete theoretical analysis of these orbital
effects first from a group-symmetry viewpoint and
then on the basis of specific models for the conduc-
tion electrons and the rare-earth conduction-electron
interaction. In an ulterior paper the expressions
developed in this article are planned to be used to
analyze the extant data and determine the size of the
orbital effects coming from the conduction electrons.

From polarized neutron-diffraction studies on the
rare-earth dialuminides (RAl,) at temperatures
below their Curie points, Boucherle and Schweizer
determined the magnetic form factors for several of
the rare earths (R: Nd, Sm, Ho).! By analyzing
their data they have decomposed the form factor into
one part coming from the highly localized 4f elec-
trons and another more diffuse part coming from the
S5d and 6s conduction electrons. By extrapolating the
form factor down to zero scattering vector and com-
paring their results with magnetization measure-
ments, they have decomposed the total magnetization
into a part due to the 4/ electrons M, and another
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part from the conduction electrons M 4. In addition
by fitting the magnetic form factors to their data,
Boucherle and Schweizer have been able to deter-
mine the wave functions for the 4/ electrons in the
magnetically ordered states of the compounds.

We have analyzed the contributions of the conduc-
tion electrons and find that (i) there are orbital as
well as spin polarization contributions to the magneti-
zation from these electrons and (ii) these contribu-
tions are not simply proportional to the orbital and
spin moments of the rare-earth 4/ electrons.?

From a different viewpoint, Berthier er al.,? Vi-
jayaraghavan et al.,* and Dintelmann et al.® used nu-
clear magnetic resonance to measure the hyperfine
fields at the rare-earth sites in the dialuminides (R :
Pr, Nd, Sm, Gd, Dy, Tb, and Er). Berthier, Devine,
and Belorizky® used a decomposition of the hyperfine
field at the rare-earth nucleus in one part coming
directly from the 4/ electrons H,,, another part from
the conduction electrons at the rare-earth sites, i.e.,
the self-polarization field H,, and a third part from
the moments at different sites, i.e., the transferred
hyperfine field. From their preliminary analysis of
the data they concluded that the variation of the
self-polarization field across the rare-earth series
could not be explained by only a spin polarization of
the conduction electrons; it is necessary to admit an
orbital polarization of the electrons. In addition they
found that H, is not directly proportional to the orbi-
tal and spin moments of the 4/ electrons. However
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their analysis was hampered by their inability to reli-
ably separate the 4/ and conduction-electron contri-
butions to the hyperfine field, because the 4f contri-
bution to the magnetic moment or (J. )4, is only
known for the four rare earths cited in the work of
Boucherle and Schweizer, i.e., R: Nd, Sm, Gd, and
Ho. Therefore before we can separate out the self-
polarization field it is necessary to have a reliable ex-
trapolation scheme to determine the (J.)4,’s for the
remaining rare earths, Although the total magnetic
moment per rare earth is known from magnetization
measurements, the contribution from conduction
electrons M,,q must be removed to determine
(J.)4s. The results of Berthier et al. pointed to the
need for a formula that gives us the variation across
the rare-earth series of the conduction-electron con-
tribution to the magnetization. In this way the
analysis of the composition of the hyperfine field in
these compounds is closely related to the studies of
Boucherle and Schweizer which separate M,, and
Mcond~

Our principle aim in this article is to present vari-
ous formulas which give the variations across the
rare-earth series of the conduction-electron contribu-
tions to the magnetization, and hyperfine field at the
rare-earth nucleus. As we have seen it is necessary
to know the former in order to determine the latter.
In Sec. Il we use group-theoretical arguments with a
minimum number of assumptions to obtain these
variations as a function of the multipole moments of
the 4f electrons. As many unknown parameters
enter the expressions (compared to the data avail-
able) it is necessary to make further assumptions so
as to reduce the number of unknown parameters.
We show that by making additional assumptions
about the general nature of the conduction electrons
we are able to reduce the number of parameters.
However, the general symmetry arguments presented
in Sec. II do not provide a microscopic description of
the mechanisms which give rise to the polarization
and consequent contributions from conduction elec-
trons to the magnetization and hyperfine fields.
Therefore in Sec. III we present a calculation of these
effects based on specific models of the conduction
electrons and of the rare-earth conduction-electron
interaction. Based on these models we are able to
describe the variation of both M., and Hy, across
the rare-earth series with seven parameters. A test
of the validity of these formulas must wait till we
have enough data on the 4/ electron wave functions.
Then we will be able to determine the ability of our
formulas to accurately fit the experimental data on
the variations across the rare-earth series of M .4
and Hg,

The theory we develop in the following sections is
valid for all rare-earth intermetallic compounds, but
the expressions have been explicitly evaluated only
for those compounds where the rare earth is in a site

of cubic symmetry (O, or T,), e.g., RZn and R Al,.
The extension to other point-group symmetries is
straightforward.

II. GROUP-THEORETICAL SYMMETRY ARGUMENTS

In this section we study the general form of the
self-polarization hyperfine field Hy,, i.e., the addi-
tional hyperfine field from the 4f electrons at-the
same site as the nucleus in question due to the pres-
ence of conduction electrons. As part of this study
we will also find the various terms that contribute to
the orbital and spin polarizations of the conduction
electrons.

To maintain maximum generality we make only
the following assumptions:

(i) The self-polarization hyperfine field coming
from the conduction electrons is induced by their ex-
change interaction with the 4.f electrons. The generic
form of the rare-earth conduction-electron (k-f) in-
teraction is given as®

Hiy==3a, 3 (-)'Y, (D) Y, (T)

v=—u

x (26,8 5 +5c,) , )

where L, S refer to the 4f shell and T, S to the con-
duction electrons. The exchange interaction parame-
ters a, can in principle be determined from the atom-
ic Slater integrals G,. The useful coupling coeffi-
cients b, and ¢, defined by Huang-Liu, Ling, and Or-
bach® are given in Table I for all rare earths.’ Note
that we use the same convention as in Ref. 6, i.e.,

Ty, (Y, (T)=1 . ()
With this normalization we have, for example,
Yio(T) = +1)(Q20+1)/3]1721, . (2a)

The exchange Hamiltonian Eq. (1) is quite general as
long as one limits ourself to the exchange of a pair of
electrons at one site.

(ii) We assumé that the conduction electrons near
the Fermi surface do not have an orbital angular
momentum exceeding / =2. For rare-earth interme-
tallic compounds this assumption has been found to
be valid. Band calculations have n&t shown that
there are many elections of f or g character, but rath-
er that conduction electrons have predominantly 6s
and 5d character.

(iii) We consider cubic site symmetry, although
the analysis could be readily adapted to other site
symmetries.

While the explicit form of the hyperfine interac-
tions will not be necessary in the following analysis it
will be useful to help us determine the physical
mechanisms giving rise to the various contributions
to the self-polarization field. The Hamiltonian
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TABLE 1. Projection factors defined in Eq. (1).

3 Y, (T)=c,¥,, (@D
LS,J Co ¢y ¢y c3 C4

C 3+ g1 13

€ 4_/ 3 7 ? 1 1 1 1 1
P+ 42 514 2.5071 1.9821 1.0653 0 ~0.9085
Nd3+ 43 632 4.0883 2.5495 0.4438 —0.8876 ~0.6371
Pm3t 454 624 5.4511 2.5495 —0.4438 —0.8876 +0.6371
Sm3+ 4f5 523 6.2678 1.9821 ~1.0653 0 0.9085
Eu* 4s8 330 6 1 -1 1 -1
Gd** a7 07+ 2.6458
To3* 4,3 336 8 1 1 1 1
Dy3+* 4s° 532 11.2821 1.9821 1.0653 0 ~0.9085
Ho* 4,10 628 13.6277 2.5495 0.4438 —0.8876 —0.6371
Er3* 41 63 2 14.9905 2.5495 —0.4438 ~0.8876 0.6371
Tm3* 412 516 15.0428 1.9821 -1.0653 0 0.9085
Ybi+ 4 332 13 1 -1 1 -1

37, (T)5,=b,7,,(D)S
by b, b, by by
Ce*t 1 1 1 1 1
prit 1.2536 0.9910 0.5326 0 ~0.4542
Nd*+ 1.3628 0.8498 0.1479 —0.2959 —0.2124
Pm3+ 1.3628 0.6374 —0.1109 —0.2219 0.1593
Sm3+ 1.2536 0.3964 ~0.2131 0 0.1817
Eult 1 0.1667 ~0.1667 0.1667 —0.1667
. Gd3* 0.3780

Tb>+ 1 ~0.1667 ~0.1667 ~0.1667 ~0.1667
Dy3* 1.2536 ~0.3964 —0.2131 0 0.1817
Ho%* 1.3628 ~0.6374 ~0.1109 0.2219 0.1593
Er3t 1.3628 —0.8498 0.1479 0.2959 —0.2124
Tm3* 1.2536 ~0.9910 0.5326 0 —0.4542
Yb3* 1 ~1 1 -1 1

describing the hyperfine interaction between the con-
duction electrons and the nuclear spin is

I =AT+V20/7[Y(T) x5V +k35)-T . (3)

The first two terms describe the orbital and magnetic
dipole interactions, while the last term represents the
contact and core-polarization contributions. The pro-
duct [ Y,(T) x 51! represents a second-rank orbital
angular momentum harmonic coupled to a spin to
form a vector (tensor of the first rank). In future

calculations we leave 4 and k as unknown parameters
and determine them by fitting to available data.

With the above assumptions the general form of
the interaction between the 4/ electron’s moments
and the nuclear spin via the conduction electrons at a
site of cubic symmetry is written

3= ehpr) ([YR(D) x SV 4x 14 . (@)

kpr

The ranks of the orbital operators go from 0 to 4



23 ORBITAL AND SPIN POLARIZATIONS OF CONDUCTION . .. 3363

only, because of our assumptions about the inter-
mediate state not having orbital character greater
than / =2. The spin rank is either zero or one
corresponding to the two types of terms entering the
exchange interaction Eq. (1) and the rank r of the
coupled orbital and spin operators must be odd to
have the proper time symmetry. When the represen-
tation D (r) of the group O (3) is decomposed into
cubic group representations, only the part that
transforms as a time odd I'y vector is retained. The
representation I'y is contained once for r =1, 3 and
twice for r =5.

The interaction Eq. (4) can be recognized as an in-
variant under the cubic group and only those parts of
the operators referring to the 4./ electrons that
transform under the representation I'y are retained.
As shown in Table II there are eight different combi-
nations of k, p, and r that enter the self-polarization
Hamiltonian; thus without further assumptions this is
the number of parameters needed to describe Hy,
which is the field acting on the nuclear spin when
one takes the expectation values of the 4/ electron
operators in Eq. (4). Most of the parameters £ (kpr)
can be identified with one of the three contributions
to the hyperfine interaction Eq. (3), but as seen from
Table II there are three parameters which have con-
tributions from both the spin and dipole terms. We
could have included in Eq. (4) the direct hyperfine
interaction between 4/ electrons and the nucleus; it

would contribute to three terms, £(011), £(101),
and £(211). However, as we will eventually be using
Eq. (4) to explain the variation of self-polarization
field across the rare-earth series, the direct hyperfine
interaction from the 4f electrons is expressly omitted
from this equation.

There is another form of the self-polarization in-
teraction which is more appropriate when we make
some assumptions about the nature of the intermedi-
ate states. If we focus on conduction electrons with d
character (those with s or p character are not split at
sites of cubic symmetry and will not alter the conclu-
sions we draw) they will be split by the cubic crystal
field of the surroundings. When we neglect this
splitting the expression for ), Eq. (4) reduces to an
isotropic form like Eq. (3) where the orbital and spin
operators are replaced by those referring to the 4/
electrons. However, if the crystal-field splitting of
the d electrons is greater than their spin-orbit cou-
pling, it makes sense to classify the orbital operators
referring to the d conduction electrons in Egs. (1)
and (3) according to representations of the cubic
group before they are coupled to the spin operators.
This scheme of coupling the orbital and spin opera-
tors of the d conduction electron reflects itself in the
classification of the 4f electron’s operators in Eq. (1)
in order to keep Eq. (1) in an invariant form. Thus
in this scheme the hyperfine interactions induced by
the 4f electrons by their interaction with the conduc-

TABLE II. Parameters entering the general self-polarization hyperfine interaction for cubic symmetry Eq. (4),

=2 Ekpr) [(YE x S”),’;.,»]r“x e
kpr

The tensor of rank » must always be time-odd.

Parameters ¢ (kpr)

Hyperfine interaction

Possible combinations?
Exchange interaction

r=1 k=0 p=1 £(01) Spin only Hg,; Spin only a0b0§ 5
k=1 p=0 £(101) Orbit only H g Orbit only alclL 1
k=2 p=1 £(211) Dipole contribution H 5, a2b2)’2 K Y,(1)S-%
r=3 k=2 p=1 £(213) Dipole contribution H, ayby Y5 (D) ¥o(1)S -3
k=3 p= £(303) Orbital part H ascs Y;(L) - Y3(1)
k=4 p=1 £(413) Spin and dipole Hy, + H agb Y (L) Y (NS ¥
r=5 k=4 p=1 £(415) Spin and dipole Ho + H, a4b4y;(f) Y, (1S5
k=4 p=1 £'(415)b Spin and dipole Hgy, + H ) aba ¥ (D) - Y, (DS- 5

“The coefficients a,, b, and c,, refer to the exchange interaction Eq. (1). The coefficients Hy;, H o, and H, refer to the spin,
orbital, and dipole contributions to the hyperfine field, see Eq. (3).

YThe presence of two parameters £(415) and £'(415) for r =5 comes from the fact that there are two independent representa-
tions I'y in the reduction of DS in the cubic group.
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tion electrons is written

Hop= 3 EV Up) ([YHD) ] 7 xS7tx 1™, (5)

kpy

where the ranks k and p are the same as for Eq. (4)
and the representations I',, that can appear are y=1,
3,4, and 5. In Table III we list the nine possibilities.
As shown below these nine parameters ¢’ (kp) are
related to the eight parameters £(kpr). Each parame-
ter £7)(kp) is associated with a specific contribution
from the hyperfine interaction except for £1(01)
which has contributions from both the 6s as well as
the 5d electrons and £V (41) which has contributions

J

r,r, r, ,
% (kpr) [Ty E\/2r+121('—)k‘p—‘l (T,jlkq)
q

The symbol (T',jlkq) defined in Eq. (14) gives the
linear combination of spherical harmonics Y, to
make up a Kubic harmonic I',, see Ref. 7. By plac-
ing the relation Eq. (6) in Eq. (5) and comparing the
ensuing expressions to Eq. (4) we find that

ECkpr) =3 €7 (kp) " (kpr) . (8)
Y

The form Eq. (5) is useful if details of the inter-
mediate (conduction-electron) states are known. For
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from the spin and dipole terms in Eq. (3).
Although we use the index y to enumerate the
number of parameters £ (kp), it should be noted

that this index has no meaning in the coupling
scheme appropriate to the rare-earth electrons, i.e.,
LSJ. Therefore we really have

(LY 7 x 57174y, = 389 (kpr) ([(YEx 57)1"%y, , |
(6)

where the coefficient ¢**(kpr) is a combination of
Clebsch-Gordan coefficients for the cubic and three-
dimensional rotation groups

kp r ]( T
g ;' —q' |01l N

-
example, if they are not spin-orbit-coupled states the
dipolar term does not contribute to £"(41) and
£9(41), and we have one fewer parameter, i.e.,
eight. If in addition only 5d4-t,, states need be con-
sidered ¢37(21) =—¢2(21) and there are seven in-
dependent parameters. Finally, if only 5d-e, states
need be considered, only I'y and I'; are possible and
we have only four parameters £7(01), ¢3(21),
£1(41), and £93(41).

To determine the variation of the self-polarization

TABLE IIl. Parameters entering the general self-polarization hyperfine interaction for cubic sym-

metry, Eq. (5),

Koy= 3 €N U [(Y0) Y x 571 x 1™
kpy

The sum of the ranks of the tensors k +p must be odd to satisfy time symmetry.

Contributions from?

Exchange
interactions Eq. (1)

Hyperfine

Parameters £7)(kp) interactions Eq. (3)

kypr

011 ¢ (on) Ho, agheS - S

140 £9(10) Hy ae LT

231 £B)(21) = T
25 1 £9(21) Hy abyl Y7 (L) - V(1153
340 £4(30) Hyo aze3 YD) - vy(T)
411 £ (41) Ho +Hy

431 £34D)

451 E(S)(4l)] H2| 04b4[ Y;(f) Y4(T)]§?
4 41 £4(41)

The coefficients a,, b,,, and c,, refer to the exchange interaction Eq. (1). The coefficients Hy,,
H g, and H, refer to the spin, orbital, and dipole contributions to the hyperfine field, see Eq. (3).
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field across the rare-earth series it is necessary to TABLE IV. Projection factors defined by Eqs. (10b) and
evaluate the average the 4f electron operators enter- (10c).

ing Eq. (4) over the appropriate crystal- and
molecular-field states. This is done in four steps.

(1) The n 4f electron operators are projected on d dy d3
the ground state given by Hund’s rule in the
Russell-Saunders coupling scheme.
Ce’t 0.9035 0.8571 0.7825
z - - pri+ 0.8863 0.8497 0.7948
?1 Y’“’( [)= Cu Y‘“’(L) (%a) Nd*+ 0.8569 0.8170 0.7583
' Pm3* 0.8038 0.7488 0.6698
and Smi+ 0.6838 0.5811 0.4438
3 ¥ (T)5=06,7,,(DF . (9b) Eu 0 0 0
i=1
TH3* 1.2748 1.1095 0.8876
The values for b, and c, are given in Table [. Some Dy3+ 1.1721 1.1058 1.0106
of these have been given previously. Ho3t 1.1229 1.0823 1.0227
(2) The orbital and spin operators are projected Er’* 1.0934 1.0617 1.0148
onto the total angular momentum manifold J of the Tm3* 1.0719 1.0415 0.9959
ground state. Ybi+ 1.0498 1.0102 0.9476
Y, (D)=d,(NY,(T) , (10a)
where
LS Y, (D) IILSJ) finition we find,
WD =—Fvn ¥, (D) x 8,15 = Moy (D Y5(T)
JJ u where
= (= 1)L+ (2] +1) (10b)

( LLS (N =[S +DQS+1)/312M7, () . (13a)
and the curly bracket represents a 6j symbol. In In Table V we list the values of those recoupling
Table IV we list the values for d,, d,, and d;. For coefficients which will be needed for the expressions
the spin-dependent terms we find in Sec. III. The recoupling coefficients d; and N¢,

- - b dint f the Landé g, factor.
[V, (D) xS = (uviglulrm) My, (DY, (T) , can be expressed in terms of t 52 andé g, factor
(11a) d,= Z((Z+11)((21+11)) (2-g) (10c)
where the term in angular brackets is a Clebsch- +DQL+

Gordan (vector coupling) coefficient, and

and
1/2
LLp Ny = |LUFDQI+D |7y (13b)
M, ()= + DV +1V3{s § 1 (11b) o1 32L +1) A
J Jr
. (3) We determine the proper linear combinations
The curly bracket represents a 9 symbol. From of spherical harmonics that make up the Kubic har-
the definition of the irreducible tensors, Eq. (2) we monics Ty
have v
Y (T)] 4=3 (T4 Y, (T) . 14
S, =[S(S+1)(28 +1)/3]128{ (12) (YD1 = 3 Ty lrm) ¥, (T) (14
and Apart from a normalization factor the coefficients
| 1 (T'4i|rm) have been given by Watanabe for the
ﬁ5i= FIS(S+1) (28 +1)/31'28%, . values of r =1, 3, and 5 we need.” In Table VI we
list some of the Kubic harmonics needed to study the
Therefore when we recouple the orbital and spin self-polarization field. In case there is more than one
operators S,= (¥ 1/\/-2-)Si,S, by using the above de- J state to consider, e.g., SmAIl, we write
J
- ~ , - mp -
[(Y,(C)x S")’],r“= S, (T4ilrm) Y, (L) x 8717, = % (Tailrm) (= 1)r+P—m2p 41 v g =m Y, (L)S; , (14a)

vq
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TABLE V. Projection factors defined by Egs. (13a) and (13b).

N NG, N N N3 N N3
Cedt 0.5345 —0.2259 0.4949 —0.2020 —-0.1620 0.5663 —0.0681
pr3t 0.9909 —0.4671 0.8697 —0.4471 —0.3933 0.8795 —0.2600
Nd3+ 1.4210 —0.6870 1.2255 —0.6637 —0.5887 1.1818 —0.3984
Pm3* 1.7974 —0.8593 1.5329 —0.8111 —0.6933 1.3916 —0.4514
Sm3* 2.0226 —0.9009 1.6775 —0.7645 —0.5491 1.2278 —-0.1477
Eult 1.3093 0 0 0 0 0 0
Gd** 6.4807
Tb3* -3.5406 2.5495 —2.3274 2.8244 2.7563 —1.0512 1.9329
Dy3* —2.7524 1.8532 —-1.9907 2.1013 2.1879 —1.3046 2.0755
Ho’* -2.1174 1.4005 —1.5703 1.5986 1.6937 —1.1250 1.7266
Erdt —1.5407 1.0228 —1.1468 1.1762 1.2604 —0.8372 1.3319
Tm3* —0.9924 0.6779 —0.7282 0.7917 0.8624 —0.5143 0.9455
Ybit —0.4629 0.3499 —0.3194 0.4286 0.4904 —0.1870 0.6015

TABLE VI. The Kubic harmonics for Egs. (22), (23), and (24d) in terms of spherical harmonics

quantized along the three principal directions of a cube.

(Y, 3 (T, lka) Yy,
q
(rple
[100]
[111] Yio
(1101
(ry)e
[100] Y30
(11 — (23 Y39+ (N10/4) (Y33= ¥5_3)]
[110] ”(1/4)[Y30_V15/2(Y32+ Y}_z)]
(v,
[100] VI20Y 410+ VSTT4(Y 4+ Yy
(1111 — (UIVI120Y 4o +VIO/T(Y 3= ¥ 4 _3) ]
(110l — (Y/8NT/120 Y 4= V10 )+ Y y_3) = 335/14(Y g4+ Y 4_) |
(rs) ethe
[100] Yso+ (3/NT0) (Y4 + ¥s_y)
[111] — () [ Y5+ (8/NT0) (V53— ¥5_3)]
[110] — (/&) Y5o—Va25(Ys3 + Y5_3) = (9/NT0) (Y54 + Y5_y)]
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where we have used the 3/ symbol to decompose the
product of orbital and spin operators.

(4) Finally the operators Y;,(T) or [ Y, x §71;, are
projected onto the eigenstates of the 4/ electrons
(Y5,(T))4s. To determine the states in the magneti-
cally ordered phase of the compounds one must take
into account the molecular field acting on the 4f elec-
trons in addition to the crystal field. If more than the
ground state is occupied the thermal average of the
operator over the occupied states must be taken. De-
tails of the wave function for the occupied states of
the 4/ electrons for several rare earths have been
obtained by Bourcherle and Schweizer from their
determination of the 4f electron contribution to the
magnetic form factor.! In those cases where this data
is not available from experiment, it is necessary to
determine the 4/ electron states by simultaneously
diagonalizing the crystal- and molecular-field Hamil-
tonians, and then taking the average over thermally
occupied states.

If we assume the parameters £ (kpr) or ¢”(kp) do
not vary across the rare-earth series, and following
the above steps we are able to use Egs. (4) and (5) to
determine the self-polarization fields (the expectation
value of 3C,, over the 4f electron states) for all the
rare earths. Needless to say there are too many
parameters in general (eight or nine) and we are
forced to make further assumptions to obtain a tract-
able expression. In Sec. III we describe three model
calculations which reduce the number of parameters
considerably. The ensuing expressions contain
fewer parameters, but the assumptions are restrictive
and reduce the general applicability of the expres-
sions.

We can also use the above arguments to determine
the number of parameters needed to describe the
contribution to the magnetization from conduction
electrons. The Zeeman interaction between an exter-
nal field and the conduction electrons is

= r r
scmas=_m00nd'H=_mco‘}1d XH* . (15)

As mng represents the magnetic moment induced in
the conduction electrons by their interaction with the
4f electrons we can write

mata = 3 € (kpr) [(Y* % SPY 154 . (15a)

kpr

These are all the possible combinations of 4f electron
operators that transform as the 'y representation of
the cubic group and are time-odd. Thus from sym-
metry alone the same number of parameters ¢ enter
the general expressions for the contributions to the
magnetization from the conduction electrons as for
the self-polarization field. Note that if conduction
electrons with different orbital characters, i.e., spd,
are present, they contribute to ¢”(kpr) but do not
produce additional parameters. Thus the most gen-

eral expression for the magnetization of the conduc-
tion electrons is given by the eight parameters
&m(kpr) or the nine parameters £’ (kp) and these
parameters describe the variation of the conduction-
electron contribution to the magnetization across the
rare-earth series. If details of the conduction elec-
trons are known or assumed, we can use Eq. (1) to
directly find the number of parameters that enter Eq.
(15). By using the explicit interaction Eq. (1) we
drastically reduce the number of unknowns, however
we must have details of the conduction-electron
structure.

III. MODEL CALCULATIONS

As we saw in Sec. II there are a large number of
parameters that enter the general expressions for the
hyperfine field and orbital and spin polarizations of
the conduction electrons. To arrive at a tractable
analysis of the experimental data it is necessary to
reduce the number of parameters. Therefore we
must resort to specific models of the conduction elec-
trons and of the rare-earth conduction-electron in-
teractions.

In the following calculations we make the following
approximations:

(i) The conduction electrons of interest are of 5d
and 6s character. The 6s electrons have only spin po-
larization while the 54 have orbital and spin contribu-
tions. We further assume there is negligible overlap
between 5d electrons localized at different rare-earth
sites (tight-binding approximation). The 54 electron
does strongly interact with other conduction electrons
and forms a virtual-bound state (vbs). As there is
usually less than one 5d electron per rare earth, we
further neglect the intra-atomic Coulomb interactions
U and J between d electrons.

(ii) The rare-earth 5d conduction-electron interac-
tion is described by the 4/-5d intra-atomic Coulomb
interaction. The integrals entering the interaction
could be evaluated from the 4/-5d Slater atomic in-
tegrals F, and G,. We will use these atomic integrals
only to determine the ratios of the higher-rank in-
teractions with respect to the bilinear interaction.
This allows us to determine these interactions by fit-
ting them to the data with only one exchange param-
eter. For the 4/-6s interaction we have one parame-
ter which is determined by fitting to the data.

(iii) The polarization of the conduction electrons
by the rare-earth 4/ moments is calculated by using
linear-response theory. This - method was originally
used by Caroli, Caroli, and Fredkin,® then by Dworin
and Narath,® and most recently by Huang-Liu, Ling,
and Orbach.® In previous calculations the 54 vbs was
polarized by the Zeeman interaction and the intra-
atomic interaction between 5d electrons were taken
into account, i.e., the Coulomb direct and exchange
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interactions represented, respectively, by the integrals
U and J. In our application we neglect U and J and
the 5d vbs is polarized by its interaction with the
rare-earth 4/ electron’s moments which themselves
are polarized in the magnetically ordered states of the
compounds under consideration.

(iv) We consider separately the effects of crystal-
line field and spin-orbit coupling on the 54 vbs, and
the splitting of the 54 vbs and 6s states into spin-
up—spin-down bands. In reality all three effects oc-
cur, however the lack of detailed knowledge of the
nature of the conduction electrons does not permit us
to simultaneously take them into account. When we
split the conduction electrons into two spin bands we
implicitly break time-reversal symmetry. The results
derived in Sec. Il were based on the assumption that
time-reversal symmetry is preserved. Therefore
terms not present in Egs. (4) and (5) will appear
when we consider the splitting of the conduction
electrons into spin-up and spin-down bands.

On the basis of the above assumptions we find the
contribution of conduction electrons to the hyperfine
field, i.e., the self-polarization field, by calculating
the expectation values of the operators entering Eq.
(3) for 5d and 6s electrons,

Hy=A (L), +V20/T([Y,(T) x 51),)
+B<Sz)rl+C(Sz>s . (16)

Thus the calculation of Hg, reduces to one of finding
the orbital and spin polarizations of the conduction
electrons and the expectation value of the dipole
term [ ¥,(T) x§1'. Thus in this approach we find the
contribution of the conduction electrons to the mag-
netization as well as to the hyperfine field

McondElLB[<[z>d+2(<sz>d+(sz>s)] . (17)

In Egs. (16) and (17) only the components of the
conduction-electron operators parallel to the internal

4 3

—AF =Xy _sa=—23 3 (=)a,b,Y,(1)s

u=0v=—p

Finally the operators B are those for which we want
to find the expectation values, i.e., ()4, (s.)q, and
([Y,(T)x 5154 Insummary we can rewrite Eq.
(19a) as

(B.)sa=— 3, (ni|B,1ny)(n,|3Casysaln,)S (nyny)

"1"2 (19b)
when we set to zero the expectation values of the
operators in the absence of the 4f-5d exchange in-
teraction, and the components of the vector operator
B perpendicular to the molecular field.

molecular field appear; the other components are ei-
ther zero or very small and may safely be neglected.

The average for the s electron (s, ), is straightforward

and is written in our notation as
(s.)s=agboNei (Y10(I) )arXs (18)

where ay is the isotropic 4 f-6s exchange constant and
X, the susceptibility of the 6s electrons.

To calculate the d electron averages entering Egs.
(16) and (17) we use linear-response theory. The
expectation values (L) 4, (s.)q, and ([Y,(T) x51}),
are the response of the conduction electrons due to
the ‘‘perturbation’’ of the 4/-5d exchange interac-
tion, Eq. (1), i.e., if we write the Hamiltonian for the
conduction electron as

H=3—AF , (19)
where A is a conduction-electron operator which cou-
ples to a field F, then to first order in F, the response
associated with another conduction-electron operator
B is given as

(B) = (B)r-0=XssF ,

Xpa= 3, (mi|Blny)(nylA|n\)S (n\ny)

nlnz

(19a)

The states |n) are eigenstates of the unperturbed
Hamiltonian 3Cy and S (n,n,) is the susceptibility
which can in principle be calculated if enough is
known about the states and spectrum of 3C;, but
which we will consider as unknown in our work and
will assume to remain constant as we go across the
rare-earth series. The operator 4 for our calculation
are those terms in Eq. (1) referring to the conduction
electrons, i.e., ¥,,(T) and Y,,(T)%, and the field F
is the remainder in Eq. (1) after one takes the expec-
tation values of the rare-earth 4f electron operators
over the appropriate crystal- and molecular-field
states. That is to say we write in our case

—-— = lod -— —
'(Yu—v(L)s>4_f'_% EC# 2 (—)VY,“,(I)<Y'“__,(L)>4/

p=0  v=—p

(20)

Now we evaluate the expectation values by using
Eq. (19b) in three different limits for the unper-
turbed Hamiltonian 3C;. First when the crystal-field
splitting of the 54 electrons is most important, second
when the 54 band is split into spin-up and spin-down
bands, and third when spin-orbit coupling is impor-
tant so we have two bands with j =% and —;— In
each case we have three susceptibilities S (n,7,) but
their meanings are different as they refer to different
limits of the eigenstates of the conduction-electron
Hamiltonian JCy.
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A. Strong crystal-field limit

In this case the eigenstates of the 5d electrons are labeled by the cubic group representations e, and t,, and the

spin. As we neglect the spin polarization of the band and the spin-orbit coupling, the susceptibility depends on the
orbital labels e, and t,,, and Eq. (19b) is written

(B,)=—=3, 3 (dmi|B.\dpsmy) (dam;|3Ciarysaldim ) S (d102) @21

b9y mymy

where the ¢’s are the 54 — e, and t,, orbitals and m refers to the 54 spin. If one resorts to the details of the
virtual-bound-state model, one can write the susceptibilities S (¢,¢,) in terms of the energies and linewidths of
the 1, and e, states, see Ref. 6. By placing the 4/-5d exchange interaction Eq. (20) in Eq. (21) we find'®

(Iz)d=%alcl([Yl(f)]zr“)[S(tt)+4S(te)]——\/%mc;([Y3(f)]zr")[S(tt)——S(te)] , (22)
<s,>,,="°T’;"’<y0(E)sz>[3sm)+zS(ee)1—ma4b4<(y4)r'sz)[5(ff)—S(ee)l . 23)

We have classified the 4 electron orbital operators according to the cubic group representations.” The axis of
quantization z is along the direction of the molecular field. As this direction varies from one rare-earth com-
pound to another we give in Table VI the explicit forms of the operators in terms of the spherical harmonics re-
ferred to the three principal cubic axis, i.e., [100], [110], and [111].

For the dipole term it is not possible to give one expression, as Egs. (22) and (23), valid for all principal axes
and we must give a separate expression for each principal direction. For the molecular field along [100] we find

(LY, (T)x 5184
=~ 2V275a;b,{( Yo(D)S,) [38 (11) +4S (ee) | = $V3/2([ V1 (D)S_— ¥, (D) S, 1) [35 (1) +45 (re) 1)

- ]7\/5a4b4[( (Y40 (D) = VT/T00 Vg (D) + Y4y (D)1}S.) [S (1) — S (ee) ]

3

—mu[n,(r)—ﬁy4_3(t)1s_+c.c.}>[sm)~S(re)1 : (242)

For [111] we find

([Y,(T) x5 ,,=——§\/2/5a2b2[( Y2(D)S,) [3S (1) +4S (te) ] - (D)S_— Y, (D)S,)

1
2*\/%()’21
%[9S (#) +4S (te) +8$(ee)]——j—§—(Yzz(f)S++ Y, (D)S_)[S (te) — S (ee) ]

+2—‘1\/§a4b4l4({y40(t) = 3VIT00Y43(D) = Yi3 (DS, ) [S (1) = S (re) ]

+3\1/—_5_(Y41(i)s_— Yo (T)S4) 1S (11) — 58 (e) +4S (ee) ]
+—2%(Y42(f)s++ Yeo(D)S_) [=7S (1) +8S (ee) — § (te)]

+VT/5(Y4a(D)S_+ Y44 (D)S, ) [—2S (1) + S (te) + S (ee) 1] . (24b)
b
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Finally for [110] we find
(LY (T) x §18) == 3V2/5a,6,{ Yoo(L)S.) [3S (1r) + 35 (1) + S (ee) ]
= V372V (D)S_~ Yo (D)S,) [3S (1) +2S (te) + 25 (ee) ]

+V372(Y 1 (DS = Y5 (D)S + [ V3o (D) + ¥, (D) 1S, ) [S (ee) — S (1) 1)

_—5‘/62a4b4 (Y4(L)S,)[S (11) —6S (te) +5S (ee) ] + —= \/_ (Ya(D)S_— Y, (D)Sy)

x [3S(#1) =55 (te) +2S (ee) ]

W (Y4 (D)S_—= Y4y (L)S,) 178 (211) — 58 (te) — 25 (ee) ]
+V2/5([ Y3 (L) + ¥4, (L) 18,) [ 7S (1) — 6S (te) — S (ee) ]
+ VTS5 Y (D)S- = Y4 3(L)S,) [—3S (1) + S (te) +25 (ee) ]

+VII5( Y45 (D)S_ = Yis(D)S4) [S (1) +S (e) — 25 (ee) ]

+3VT/10([ Y4u (D) + Y4y (D) 1S, ) [= 38 (1) +2S (te) + S (ee) ]| . (24¢)

For most rare earths we can confine our attention to one J manifold and write the orbital and spin operators in
terms of total angular momentum operators. By using Egs. (10) and (13), and remembering we only want the
“time-odd’’ terms that transform according to the I', representation, see Eq. (5), we find'®

(LYs= a.c,d (Y (TS (1) +4S (re) ] - ma;c;d;([Y;(J) YIS —-S(e)] (22a)
(s),,—-\/_aong()l([Y (T3S (1) +25 (ee) ]
+ LT T0a,b4 (NG (Y5 (T = VBN (YD) (S () = S (ee)] (23a)

and
(LY(T) x S W)y =—azb,N4 (1Y, (T 1158 () +128 (re) +8S (ee)]

+ 43\23(121,21\/;, (LY S (re) — S (ee) ]

a4b4N4| ([ Y](J )] 4) 7S(”)“3S(f€) _4S(€€’)]

21f
—5-V25a4b4N5y 3, An (S (i) (Y5, (T) + Vs, (T)) . (24d)

In Table VI we list the Kubic harmonics {Yk(T)]zr“ in terms of the spherical harmonics for z along the three
principal cubic axes. When the representation D’ is decomposed in terms of the cubic group the representation
I'4 appears twice; for this reason we have two different representations for [YS(T)]ZF“, and the specific combina-
tion in Eq. (23a) cannot be found from symmetry alone. The combinations given in Table VI have been found
to be the appropriate ones from our calculations. In addition in Eq. (24d) the harmonics Ys(T) come from dif-
ferent parts of Eqs. (24) and it is further not possible to write down one combination of susceptibilities associated
with the harmonics ¥s(7) that applies to all three principal cubic direction. For this reason we give them expli-

citly for each direction. For [100] we find
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3 A, SN (Y5 (T)+ Y5, (T)) =128 (1) +3S (te) — 55 (ee) 1( Y5o(T))

+3V7710028 (1t) —3S (te) + S (ee) 1{ Y5s(T) + Y5s_o(T)) , (25a)

for [111] we find
3 A (SN (Y5 (T) + ¥s_,, (7)) == 2 {[118 (11) = 155 (re) +4S (ee) 1( Y5o(T))

+VT/10LS (1) + 68 (te) — 7S (ee) 1{Ys3(T) = Ys_5(T))} , (25b)

and for [110] we find
3, 4, (SN (Y5 (T) + Y5, (T)) = £ 1238 (11) — 605 (te) + 375 (ee) 1{ ¥50(T))

m

+ V217100138 (1) — 125 (te) = S (ee) 1( ¥ 5,(T) + ¥5,(T))
+2VT/100— S (11) +48 (te) =35 () 1( Y5 (T) + Y54 (T)) . (250)
When we make the simplifying assumption that the susceptibilities do not depend on the crystal-field level, i.e.,

S()=S(te)=S(ee)=§ ,
we find from Eqgs. (22)—(24)

(’z)d=malcls(ym(i)>=%013<Lz)4/‘ . {8:Ya="/5a0bo $(Yo(L)S.) =V5/7a¢8(S.)4s -

and
([ Yz(T)x§ 5)d=-\/§ﬁazb28({Yzo(DSz "%\/—3—/_2[ Y2l(_l:)S—"' YZ-—I(E)S+]})4f =‘12b23([Y2(t) X ?]6)4f .

(26)
In this limit we find the same results as those found by using isotropic exchange. The effect of the crystal-field
splitting can be seen by comparing Eqgs. (22)—(24) to Egs. (26). It makes the 5d electron expectation values
dependent on higher powers of the 4./-5d exchange interaction.

B. Spin-split bands

Below the magnetic ordering temperature it is conceivable that the conduction electrons are separated into two
bands, one with predominantly spin up, the other spin down.'! If one assumes the susceptibilities S (n,n,)
depend only on the spin indices and not the orbital variables, the expectation value for the conduction-electron

operators, Eq. (19b), is
(B,)s=— 3 (mio(|B.|myay) (myo3|Xiapysalmio) S (oy0y) . 27

maoy
mza'z

Here m labels the 5d orbital variables and o the spin. There are three different susceptibilities S, S_—, and
S._. When we place the 41-5d exchange interaction Eq. (20) in this expression we find,

</z>d=x/?/‘zalcx<Ym<‘L*)>[zsw +2malb‘<ho(t>sz>[zaswl

=‘/_57§a;6‘1d|<Y;O(T))(S+++S__)+\/T()—/§a,bl[————/§.,i+_1N{’l +VINY (YT [(S4s—S5_2) , (28)
1 5 1/2 5 B
D=3 130 11 aocolg,osm, +-—2——a0b0(Yo(L)SZ)[§SW]
i s )" 3 -
=750 aoco(S++—S__)+~2—aob0N(}l(YIO(J))(SH-;-S__) i 09




E. BELORIZKY, J. J. NIEZ, AND P. M. LEVY 23

3372
and
([ YZ(T = \7{6 [—c2<y20(r))[Easmy]—b2<y20(t)sz> [ESmr +‘\/3/_2b2< Yz](r)s_—' Y2_|(i)S+>S+_

=—5%.—(\/§b21v2', (Yio(I))(S4y+S__ 438, ) —=3b,N3 (Y3 (T)) (S, +S__—25._)
—-\g—g“(‘zd2<Y2(](_j‘)>(S++—S—_.)] . (30)

The difference in the susceptibilities S”, depends on the spin polarization of the conduction bands. It disappears

as one approaches the magnetic ordering temperature and reaches a maximum at low temperatures. If one makes
the assumption that the various susceptibilities are equal we find Eqgs. (28)—(30) reduce to Egs. (26).

The 6s conduction band will also be spin polarized and a splitting into spin-up and spin-down bands also
develops. When one takes this into account for these electrons one finds,

(8,)s== 2—2—\/L;-(S++ S )4+ bgNS (Yio(TIY(SiLy +82)]

31

where a, denotes the isotropic 4/-6s exchange constant and S, the susceptibilities for the 6s bands. If one
takes the spin splitting of the 6s band into account this introduces another parameter, in addition to that needed
in Eq. (18) to describe the spin polarization of a degenerate 6s band.

C. Spin-orbit coupled bands

Finally, if the spin-orbit coupling of the conduction electrons is sufficient to split them into separate bands which
we nominally label by their values j =/ i% we find for d electrons that three susceptibilities are needed. The ex-

pectation values for conduction-electron operators Eq. (19b) is now written

(B.yy=— 3 (m|B.1j'm,) (j'm \3Carysalim;) S Cif") (32)

/m

i m.r
J

where S3/23/2, S3/25/2, and Ss)y 5/, are the three different susceptibilies. When we place the 4/-5d exchange in-
teraction Eq. (20) in this expression we find,

(W= Y0016, (1io(D)) S GV D) G DS G

I.I

+ 202 00boro(D152) 311GV G5 1) S ()

i

+ 2\§mazb2<[y2® xS15) 3 (=) GIY (DI GHTY (T x 51 )Y S (i)

Lt
4

=%V 2/5a,¢1d,{Y10(T)) (983232 + 283725, + 14S52572)

5\/— —=aoboN{i (Y10(T)) (383232 + 483252 = 7S572572)

+ %\/7/5(121721\'2'1 (Y10(7)) (383232 = S3252— 2S5252) (33)



23 ORBITAL AND SPIN POLARIZATIONS OF CONDUCTION . . . 3373

(s:)a=gaicr(Yio(D) 3 (=Y +1GUS Y G (TS G

.t
4

+%aobo( Yo(L)S.) >;‘(—>f+f’+' GUSIY GUS )Y S Gin

Ji

+2a,6,([Y,(0) x ST}) 2( Y G GHEY(T) x S S G

././

=——=a,0,d1(Y10(T)) (383232 + 483252~ TSs52572)

5\/——

1 -
+ ﬁaoboNoln (Y10(JI)) (2831232 + 16831252+ 7S572572)

= 2V113a36:N4 (Y10(T)) (S3232— 23252+ Sspas2) (34)

and

(LY, (T)x351

a=ra,ci{Yio(D) 3 (=) G (T x 1LY GHY (DI S GiY)
i’

3‘/—aob0<Y0(L)S)2( YL GITY(T) x ST GHS )Y S GiY)

Ji

+2a,0,([V (D) x S1H) 3 (=) 1 GUIY(T) x 1Y GHTY(T) x 5141) S Gi')

")
A

=715-v7/2a,c,d|(Y10(T)) (353/23/2‘33/25/2—255/25/2)

— =\TagboNgi (Y 10(T) ) (837232 = 2837252+ S572572)

+7l5—a2b2N2‘1 (Y10(7)) (1483232 + 7837252 +4S57252) . (35

We note that all three expectation values depend only

on (J; )4, independent of their origin, i.e., (L), (S.),

or {¥,(L) x S13). In this model spherical symmetry
is preserved and for this reason the expectation
values of all time-odd vectorial quantities depend
only on (J,). When one makes the assumption that
the three susceptibilities S (jjj') are equal we find
Eqgs. (33)—(35) once more reduce to Egs. (26).

IV. DISCUSSION

In Secs. II-III we outlined the theoretical analysis
of the contributions of conduction electrons to the
magnetization and the hyperfine field at the rare-
earth nucleus in cubic compounds. Our principal aim
is to underline the existence of orbital contributions
from conduction electrons to Mg and Hg,. On
symmetry arguments alone eight parameters &(kpr)
Eq. (4) are needed to describe the hyperfine field
and another eight ¢”(kpr) Eq. (15a) are needed for

the magnetization. There are not enough experimen-
tal data to determine the 16 parameters nor can we
anticipate this in the future. It is necessary to reduce
their number and in Sec. III we have shown how this
can be done when we make assumptions about the
conduction electrons.

When we place the expectation. values (1 )4, (s, )4,
and ([ Y,(T) x §1'), derived from our model calcula-
tions, i.e., Egs. (22)—(35), in Eq. (16) for the self-
polarization field H,, and Eq. (17) for the
conduction-electron contribution to the magnetization
M nq We have a considerable reduction in the
number of unknown parameters. In the expectation
values Eqgs. (22)—(35) the isotropic exchange con-
stant a, can be put into the susceptibilities S (n,n,)
and the ratios of the exchange constants a, to a, are
known from the atomic Slater integrals. The cou-
pling coefficients b,, c,, d,, and N, are given in
Tables I, 1V, and V, and the expectation values of the
4 f electron operators must be evaluated in the
crystal- and molecular-field states of the rare-earth
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ions. In this manner we see that for M ,,q we have
three unknown parameters ayS,z for the 5d electrons
and one ag X, for the 6s electrons,'? or a total of four
unknown parameters. These same unknown parame-
ters appear in the expression for the self-polarization
field when we insert the expectation values
(L) (5200, and ([Y,( 1) x 51§, in terms of the
agS.p and ag X, in Eq. (16). To determine the self-
polarization field three additional unknown parame-
ters are needed, i.e., the coefficients 4, B, and C
entering Eq. (16).!3 In total only seven parameters are
needed to fit both M.« and Hy, if we resort to one
of the specific models in Sec. IIl. This is a consider-
able reduction from the 16 parameters £ needed in
general.

The validity of the expressions derived in Sec. I11
can be tested by attempting to fit the data on H, and
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