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standing of Kondo systems it is not so much which
theoretical description is most appropriate, but rather
that both models, which were developed to interpret
spin-compensated Kondo systems, appear to be appli-
cable to this particular dilute alloy, Pt-Co; a giant
moment system.!! Hence it appears, insofar as the

1 The absence of any observable Co concentration dependence
outside of that expected from noninteracting Co moments as seen

AND ARKO 179

resistivity and magnetic properties are concerned, that
this system behaves phenomenologically as if the local
moment were a single entity scattered from and spin
compensated in a manner not unlike the nongiant
moment local moment systems such as Rk-Fe or a
“classical” Kondo system like Cu-Fe.

in the NMR results of Ref. 3 indicates that correlations, if present,
are probably not significant for our results.
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Méssbauer studies of the 21.6-keV transition of Eu'! and the 14.4-keV transition of Fe’” in europium
iron garnet, samarium iron garnet, and mixed samarium-europium iron garnets were performed at var-
ious temperatures. The recoilless absorption spectra of the 21.6-keV and 14.4-keV # rays in SmIG and in
{Sm:Eu,_,;}IG at 4.2°K differ substantially from the spectra in EuIG and other rare-earth iron garnets.
The main conclusions drawn from the experimental results are the following. (1) The Eu-Fe exchange
interaction in the garnets is anisotropic. The principal values of the anisotropic exchange field acting on
the Eu?* ions (produced mainly by the Fe?* ions in the tetrahedral sites) are 8H,/hc=12.7 cm™, BH,/hc
=119 cm™, and BH./kc=20.3 cm™.. (2) The anisotropic properties of the Eu®* ions in the garnets are
mainly produced by the anisotropy in the Eu-Fe exchange interaction and not by the crystalline-field
interactions. (3) The direction of the tetrahedral iron sublattice magnetization (ng) in SmIG at 4.2 and 20°K
and in mixed {Sm.Eu;_-}IG’s with £>0.05 at 4.2°K is close to the [110] direction of the cubic unit cell.
The experimental results tend to indicate that the direction of ng in SmIG and in mixed Eu-Sm garnet
at 4.2°K makes a small angle (~5°) with the [110] direction of the unit cell, and that the direction of ng

at 85°K is slightly canted relative to the [111] direction.

INTRODUCTION

HE anisotropy of the exchange interactions in
rare-earth iron garnets was recently studied ex-
perimentally’—® and theoretically.*~% The experiments
were limited mainly to the case of ytterbium iron garnet
(YbIG). Since Méssbauer studies of Eu®* isotopes yield
detailed information concerning exchange interactions,’
we have carried out Mdossbauer effect measurements on
Eu nuclei in europium iron garnet (EulG), samarium
iron garnet (SmIG), and mixed Eu-Sm iron garnets at
various temperatures, with the intention of studying
the anisotropy of the Eu-Fe exchange interactions in
the garnets.
Some recoilless absorption measurements of the 14.4-
keV v rays of Fe¥ in various garnet systems were also
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Humanities.
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carried out in order to verify our conclusions concerning
the direction of easy magnetization in SmIG at various
temperatures.

Almost all of the recoilless absorption measurements
with Eu nuclei were carried out using the 21.6-keV v ray
of Eu'®l. This v ray was chosen because well-resolved
lines are obtained in its recoilless absorption spectra in
magnetically ordered Eu compounds.

For the studies carried out on Eu?* ions in SmIG, a
Sm!IG source and an Eu,0;3 absorber were used and
the splittings observed corresponded to the hyperfine
interactions in the source. For the studies of Eu®* ions
in EulG and in mixed garnets, a source of Sm,'%’03; and
garnet absorbers were used. The splittings observed in
these cases were produced by the hyperfine interactions
in the absorbers.

The crystal structure of the garnets is well known.?*
The cubic unit cell contains eight formula units of
R;3Fe;010. Assuming a general direction for a magnetic
or an exchange field, there are six magnetically inequiva-
lent sites for the rare-earth ions in each unit cell of the
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iron garnets (the inequivalent sites differ in the direction
of Hex relative to the local principal axes of the crystal-
line electric fields). In most of the rare-earth iron gar-
nets, the magnetization is in the [1117] direction of the
unit cell, and two inequivalent sites with equal multi-
plicities exist. In SmIG at low temperatures the easy
magnetization is probably along the [110] direction, !0~
resulting in three inequivalent sites with relative multi-
plicities 4:1:1.

The hyperfine splittings of the 21.6-keV transition of
Eu®! and the 103-keV transition of Eu'®® in EulG were
measured in previous works.!*=!® The spectra obtained
indicated that the difference between the values of Hest
corresponding to the two magnetically inequivalent
sites in EulG is small. Atzmony ef al.'® have estimated
the exchange magnetic field at Eu ions inside various
rare-earth iron garnets (RIGs) from measurements of
the splittings of the 103-keV Mgssbauer line of Eu!®?
with sources of the composition (Rg.9755m'%%) g25)3F 5012
and an Eu,0; absorber. They found that the spectra
obtained for Eu®* in all RIGs except SmIG were very
similar in shape to that obtained in EulG. For Eu+ in
SmIG they found a different spectrum, which was ex-
plained as due to the different direction of the easy
magnetization in SmIG. In the present work, the spec-
tra obtained for Eu**in SmIG and in mixed Eu-Sm iron
garnets at 4.2°K, using the 21.6-keV v ray of Eu's!, were
found to be very different from those obtained with an
EulG absorber. Their general shape is consistent with
the interpretation that they are composed of three sub-
spectra with relative intensities of 4:1:1, as expected
when the magnetization is in the [110] direction. The
analysis of these spectra proves that the Eu-Fe exchange
interaction is very anisotropic. The principal values of
the exchange field acting on an Eu®t ion in the garnets
at 4.2°K are

BH ./ hc¢=12.7 cm™', BH,/hc=11.9 cm™,
and

BH ,/hc=20.3 cm™1.

THEORY
A. Anisotropic Exchange Hamiltonian

Wolf* has suggested that the rare-earth—iron (RE-Fe)
exchange interaction should be anisotropic from con-
siderations of the anisotropic or ‘“‘spiked” nature of the
4 f orbital wave function of the rare-earth ion.

The Hamiltonian of the exchange interaction between
an Fe’* jon and a rare-earth ion can be written in the
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following form®:
3=2J(L,L,)S(RE)-S(Fe). (1)

The exchange integral J, which is a constant in the
ordinary isotropic Heisenberg Hamiltonian, is now an
operator in the rare-earth angular momenta. The opera-
tor J(L,L.) can be expanded in terms of spherical har-
monic operators:

J(L,L)=Jo[14+ 2 G.mV."(L,L.)]. (2)

Assuming that the exchange operator has the local point
symmetry of the rare-earth ion, only a few #» and m
values are allowed in the expansion. For rare-earth
ions (4f electrons), in the orthorhombic symmetry of
the garnet, only ten parameters in the expansion must
be considered (Jo and G,™, where n=2, m=0, 2; n=4,
m=0, 2,4;n=6,m=0, 2, 4, 6).

According to previous work, the interactions between
the ¢ and ¢ sublattices in the garnets are negligible com-
pared to the interactions between the ¢ and d sublat-
tices,” -2 and thus S(Fe) in Eq. (1) can be replaced by
Sd(Fe).

The Hamiltonian of the exchange interaction between
the Fe** jons and a rare-earth ion can also be expressed
in the more familiar form!?

c=26S(RE)-A-Su(Fe), 3)

where A is an exchange tensor. If we define a vector
Hex by

Hex=A-S.(Fe), 4
then (3) obtains its usual (formal) isotropic form:
3=28S(RE)- He. )

In the simple molecular field approximation, S4(Fe) is
replaced by its expectation value, which is proportional
to the tetrahedral iron sublattice magnetization M o(T).
Thus, one obtains
Hex(T)=Sv[M o(T)/M 4(0)]A - ng. )
Here Sre=1%, and ny is a unit vector in the direction of
the tetrahedral (d) sublattice iron magnetization. Hex is
not parallel to ngs and its magnitude depends on the
direction of ng.
It is usually assumed that the exchange tensor A is
diagonal in the principal axes of the local crystalline
field at the rare-earth-ion site. Hence the expressions for
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Hex and |He,| at 0°K are

Hex(0°K)=3A-ny, (7a)
|Hex(0°K) | =5 (4 202+ A 0+ A 20 2) 2
=(H n+H, n,+H . n.?)'. (7b)
| Hex(0°K) | can also be expressed in the form
[Hex(0°K) | = Hex(uo?n24-p, 2024 u2n.2) 2, (70)

where

gex=%<Hz+Hu+H=); l-‘z=3Az/(Ax+Ay+A2);
py=34,/(As4 A+ A4.), and po=34,/(4,4 4,4+ A4.).

B. Eu?t Ions in an Anisotropic Exchange Field

The ionic ground state of Eu?t is 7F,, which is dia-
magnetic. The separation (A;) between the first excited
ionic state (J=1) and the ground state is only about
480°K. Therefore, the exchange interaction mixes the
excited state into the ground state and produces non-
vanishing magnetic moments and hyperfine fields.?!:2?

First-order perturbation theory yields the following
expressions for the magnetic moment and internal effec-
tive magnetic field at 0°K 21.22;

MEu(OoK) = (1662/A1)Hex= (4062/A1)A ng, (8)

Het:(0°K) = (—8082/3A1)(1/7%)Hex
=(—20062/3A1)(1/r3)A-nd=aA-nd, (93.)
I Heff(OOK) l =Heff(l»‘x2n12+#u2ny2+M22n22)1/2 ) (9b)
where Hor=3a(Ad,+A,+A.). pz, py, and p, were de-
fined in Eq. (7¢).

The values of A, 4,, and 4, can be expressed in
terms of the more fundamental exchange parameters
Jo and G,™. If in the expansion of J(L,L.) [Eq. (2)]
terms higher than #=2 are neglected, then 4., 4,, and

A. can be calculated as functions of Jy, G2, and G2
Under those assumptions, the exchange Hamiltonian

[Eq. (1)] is given by
Je=2Jo{14+G:"[2L.2— L(L+1)]
+G2[L*+L*]}S(Eu)-S(Fe),

and, from first-order perturbation theory, the following
expressions for 4., 4,, and 4, are obtained:

Ar=Jouz=Jo(1—3G*+9G,?),
Ay=Joﬂy=J0(1“—%Gzo—QG22) 5
A;=J0ﬂ;=.’0(1+9620) .

(10)

(11)

The above expressions were calculated in first-order
perturbation theory for the ground-state wave function.
Crystalline-field effects were neglected. If one also takes
into account the mixing effects of the crystalline-field

21 W. P. Wolf and J. M. Van Vleck, Phys. Rev. 118, 1490 (1960).
22 G. Gilat and I. Nowik, Phys. Rev. 130, 1361 (1963).
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potential I,

Ve=2 Ax™r") [l )0n™, (12)

where all the symbols have their conventional mean-
ing,?® then third-order perturbation theory yields the
following expressions for Mg,(0°K) and H.(0°K):

M(OOK)= (40/32/A1)B' ng, (13)

where

Bo=Jo(1—3G2"+9G:2— 4:0(r2)/5 A1+ A 2(r*)/5 A

— A0(r)/5 004+ A2(r?)/500)
By=Jo(1—3G"—9G2— A:9(r2)5/ Ay— A 2(r2)/5A

— A0(r2)/500— A2(r2)/5As)
B.=Jo(14 9G04 24:9(r2)/SAr+ 24:0(r2)/5As) ,

and
Heie=(—2008%/34:)(1/7*)C-nq, (14)

where

Co=Jo(1—3G249G2>— A:%(r*)/5014 423 (r*)/5A,
—514,9(r?)/ 2500+ 5145%(r2)/250A,) ,

Cy=TJo(1—3G0—9G2— A:%(r2) /58— A2(r?)/5A
—514:%(r2)/250A,— 514,%(r%)/250A,) ,

Co=TJo(14-9G20424,0(r2)/5A14 5145%(r2)/125As) .

The crystal-field parameters for Eu** in EulG as
given by Koningstein?* are A4,°(r?>)=105 cm™! and
A2(r*)==295 cm™!. Using these parameters and Eq.
(14), the anisotropy in Hes; produced by the crystalline-
field interaction is found to be about 109,. Since the
experiments carried out in the present work show that
the anisotropy is much larger, the conclusion is that the
anisotropic nature of the RE-Fe exchange interaction
and not the crystalline-field interaction is the main
reason for the anisotropy of Hex and Hegs.

EXPERIMENTAL DETAILS

Two Sm!S!-fission product sources were used for the
recoilless absorption measurements of the 21.6-keV
v ray of Eu'®l. One source was in the form of Sm;O; and
the other in the form of SmIG. The source used for the
recoilless absorption measurements of the 103-keV vy ray
of Eu!® was Sm!% in the form of SmIG. This source was
produced by neutron irradiation of 15 mg of SmIG for
10h in a flux of 10'® neutrons/sec. The v radiations
were detected in both cases by a 4-mm-thick NaI(Tl)
scintillation counter with a Be window.

The following absorbers were used for the 21.6-
keV v ray emitted by the Sm,!*'Q; sources: EulG,
{Euo.ssmo,a}IG, {Euo.75SmoA25}IG, and {Euo‘sssmo.oa}
IG. The thickness of all these absorbers was ~100
mg/cm?. An absorber of 40 mg/cm? Eu,O; enriched to

23 M. T. Hutchings, Solid State Phys. 16, 227 (1966).
2 J. A. Koningstein, J. Chem. Phys. 42, 3193 (1965).
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809, in Eu'! was used together with the SmIG
source.

All the above measurements were carried out with
both source and absorber at the same temperature,
using a cryostat filled with liquid helium, liquid hydro-
gen, or liquid air. Both source and absorbers were im-
mersed in the respective liquids.

Recoilless absorption measurements of the 14.4-keV
v ray of Fe¥ in EulG and SmIG at 4, 20, 85, and 300°K
were also performed. The source consisted of 10 mCi
Co¥ in Pt at room temperature, and the various ab-
sorbers had a thickness of 20 mg/cm?. In addition, ab-
sorption measurements of the 14.4-keV v ray at room
temperature, or slightly above it, were also carried out
with absorbers of substituted garnets: EusSci.sFes 5012,
Eu;sSciFesO1s, and EusGay ¢Fe;.4012. As a detector for
the 14.4-keV v radiation, a 0.1-mm-thick NaI(Tl)
scintillation counter with a Be window was used. All the
garnet samples used as absorbers were analyzed by
x rays. Their powder photographs or diffractometer
patterns were carefully analyzed in order to be sure that
single phases were obtained. The lattice constants were
measured and found to be consistent with the systematic
behavior of the lattice constants of the respective garnet
systems.'®2%26 Some of the values of the lattice con-
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F1G. 1. Recoilless absorption spectra of the 21.6-keV v ray,
emitted from a Sm!!IG source, in a Eu;Os absorber. The solid
lines are the theoretical spectra, computed with the parameters
given in the text and in Table IV.
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FiG. 2. Recoilless absorption spectra of the 21.6-keV v ray,
emitted from a Sm!51,0; source, in EulG and mixed {Eu.Sm, ;}1G
absorbers. The solid lines are the theoretical spectra computed
with the parameters given in the text and in Table IV.

stants determined in the present work, which are not
found in the literature, are given in Table I. The prepa-
ration of the samples required, in many cases, several
regrindings and refirings.

The counting rate as a function of relative velocity
between source and absorber was measured using an
apparatus similar to the one described by Cohen et al.??
The recoilless absorption spectra were recorded auto-
matically on a multichannel pulse-height analyzer work-

TAaBLE 1. Sizes of unit cell of some garnets
determined in the present work.

Cubic unit cell dimension
Compound (A)

{Euo.s5m, 5} IG 12.51240.005
Eu;SciFeOr2 12.57240.005
EusScy.sFes 5012 12.6064-0.005

7 R. L. Cohen, P. G. McMullin, and G. K. Wertheim, Rev.
Sci. Instr. 34, 671 (1963).
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TaBLE II. The components of na along the local axes of the
rare-earth sites in the garnets. ¢, b, and ¢ are the components of
ng along the axes of the cubic cell.

Site No. Nz My n.
1 (b+c)3v2 (b—0)3V2 a
2 (b—c)3Vv2 (b+c)3V2 a
3 (c+a)3V2 (c—a)}V2 b
4 (c—a)4V2 (c+a)}V2 b
5 (a+b)3V2 (a—b)3V2 c
6 (a—b)3Vv2 (a+b)3V2 c

ing in the multiscaler mode. The absorption spec-
tra were folded automatically in the multichannel
analyzer.?®

EXPERIMENTAL RESULTS

A. Recoilless Absorption of the 21.6-keV
v Ray of Eu'!

The absorption spectra in a EuyO; absorber of the
21.6-keV v ray of Eu'®!, emitted from a Sm'3'IG source,
with both source and absorber at 4.2, 20, and 85°K, are
shown in Fig. 1. The recoilless absorption spectra of the
21.6-keV « ray emitted from a Sm,'%'Oj; source and using
a EulG and mixed {Eu-Sm}IG absorbers at 4.2°K are
shown in Fig. 2. In the spectra shown in Fig. 1, the split-
tings are due to internal hyperfine interactions in the
source, whereas in the spectra shown in Fig. 2 the split-
tings are produced by the hyperfine interactions in the
absorber.

As has been shown in the Introduction, the effective
magnetic field acting on the Eu nuclei in garnets is equal
to ¢A-ng, where n, represents the unit vector in the di-
rection of the easy magnetization of the d sites. For an
arbitrary direction of ng, one can expect six different
fields acting on the Eu nuclei in the six inequivalent
sites. The components of ng with respect to the local
axes at each of the six sites are given in Table II. The
components are expressed in terms of ¢, b, and ¢, which
are the components of ng along the cubic axes of the
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F16. 3. Recoilless absorption spectrum of the 21.6-keV v ray,
emitted from a Sm'51,0; source, in a {Euo.75Smo.25} IG absorber.
The solid line is the theoretical spectrum computed with the pa-
rameters given in Table III.

( z*’}:‘5. Nadav and M. Palmai, Nucl. Instr. Methods 56, 165
1967).
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crystallographic unit cell. Using Table II and Eq.
(9b), we have calculated expressions for |Her| at the
six sites, as a function of a, b, ¢, Hett, pz, iy, and u..

As pointed out in the Introduction, the direction of
magnetization in most RIGs is known to be in the [111]
direction, whereas there are some indications that the
magnetization of SmIG at low temperatures is in the
[110] direction.}®—12 It is seen clearly from Figs. 1 and 2
that the recoilless absorption spectrum obtained with
EulG at 4.2°K differs substantially from the spectra
obtained with Eu®* in SmIG and in mixed { Eu-Sm}IG
absorbers at 4.2°K. All the spectra of the mixed garnets
are very similar. Even a garnet containing 5%, Sm and
959% Eu gives a spectrum similar to the one with a SmIG
source and a Eu,O; absorber. The spectrum obtained
with the EulG absorber can be explained as a super-
position of two spectra of equal intensity, one corre-
sponding to an internal field of 611 kOe and the other
to an internal field of 564 kOe. The general shape of all
the other spectra at 4.2°K can be explained assuming
that they are composed of three subspectra with rela-
tive intensities of 4:1:1, as expected when ng is in the
[110] direction. Theoretical fits to the experimental
spectra were calculated under these assumptions and
are shown for EulG in Fig. 2 (the solid line) and for
{Euo.755mo.25}1G in Fig. 3. Peaks a, b, ¢, and f, in the
absorption spectrum in Fig. 3, are produced by the
highest point symmetry sites, while peaks a’, &', ¢/, and
f’ are produced by the Eu nuclei in the two other in-
equivalent sites. All sites contribute to peaks ¢ and d.
Further assumptions made in the construction of the
theoretical spectra were the following: Each individual
absorption line has a Lorentzian shape with a full width
at half-height of 3.45 mm/sec. (This width was deduced
from the absorption spectrum obtained with a Sm,O;
source and a EuyO; absorber. The reconstructed spec-
trum is quite insensitive to small changes in this line-
width.) The ratio of the g factors of the 21.6-keV excited
state and the ground state in Eu'®(g./go) is 0.532,7-1¢
and the magnetic moment of the ground state is
3.464ux.%° Because of the symmetrical shape of all the
experimental spectra, quadrupole interactions were as-
sumed to be negligible. The values of |Hes;| in the three
Eu?* sites which were used in the reconstruction of Fig.
3 are given in Table ITI. The table also includes the pa-
rameters derived for a Eu®* ion in SmIG under the
above assumptions. The fits obtained are seen to be

_Tastie III. Effective magnetic fields and anisotropy parameters
giving the best fit to experimental results at 4.2°K, assuming ngq to
be strictly in the [110] direction. s.p.=relative site population.

Hetr (kOe) Heit(k Oe) s Ky '
Compound s.p.=4 s.p.=1 s.p. =1
Eudt in SmIG 634 484 438 564 0.86 0.77 1.37
{Euo.7sSmo.2%} IG 628 467 455 561 0.83 0.81 1.36

”71. M. Baker and F. I. B. Williams, Proc. Roy. Soc. (London)
A267, 283 (1962).
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TasLE IV. Effective magnetic fields and anisotropy parameters giving the best fit to experimental results,
assuming ng to be in the (0015) plane. s.p.=relative site population.
Hest (kOe)
Compound T(°K) sp.=2 sp.=2 sp.=1 sp.=1 Hey (kOe) Uz iy e )
Eu?* in SmIG 4.2 680 599 484 438 566 0.86 0.77 1.37 7°
Eu?t in SmIG 20 668 572 533 468 576 0.92 0.81 1.26 12°
{Euo.sSmo. s} IG 4.2 656 605 473 450 562 0.85 0.79 1.36 6°
{Euo.75Smo.25}IG 4.2 651 605 469 452 559 0.85 0.79 1.36 4°
{Euo.95Smo.05}IG 4.2 668 610 490 478 576 0.85 0.82 1.33 5°

quite good—indicating that n4, the direction of the
magnetization of the Fe’* ions at the d site, is approxi-
mately in the [111] direction in EulG and in the [110]
direction in SmIG and in the mixed Eu-Sm garnets.
The large difference found between the values of pz, uy,
and p. proves that the Eu-Fe exchange interaction is
very anisotropic.

Better fits to the experimental spectra can be obtained
by splitting the spectrum corresponding to the high
multiplicity site in SmIG and in the mixed Eu-Sm gar-
nets into two spectra of equal intensities with fields
differing by about 109, ,thus resulting in four subspectra
with relative intensities of 2:2:1:1. The solid lines in
the 4.2° and 20°K spectra in Fig. 1 and in the mixed
{Eu-Sm}IG spectra in Fig. 2, are the theoretical spectra
obtained assuming four sites with different fields. The
values of | Her;| which gave the best fit (the least sum of
square deviations from the experimental points) in each
case are summarized in Table IV. Four Eu3+ magnetic-
ally inequivalent sites with relative multiplicities
2:2:1:1 exist if ng is not exactly in the [110] direction
of the crystal, but lies in the (001) plane and makes a
small angle & with the [110] direction. From the values
of Hes at the Eunuclei in the four sites, as obtained from
the best computer fits to the spectra, the values of
Hest, pzy 1y, 1, and & were derived. These values are
given in Table IV. We estimate the possible errors on
the values of us, py, and u, to be £20.04 and the possible
errors on & to be 2=2°. (The values of § given in Table
IV provide the best fit to the experimental data consist-
ent with the assumptions mentioned above.) It is seen
that the anisotropy parameters obtained from the
analysis assuming four sites with relative multiplicities
2:2:1:1 (Table IV) are almost identical with those ob-
tained from the analysis assuming three sites with rela-
tive multiplicities 4:1: 1 (Table III).

The emission spectrum of SmIG at 20°K is clearly
different from that obtained at 4.2°K. It can be fitted
by assuming that ng is in the (001) plane. The recon-
structed spectrum is then composed of four subspectra
corresponding to H ;=576 kOe and u,=0.92, uy=0.81
and u.=1.26, and §=12°. These anisotropy parameters
are different by about 7%, from those obtained at 4.2°K
by assuming that n, is in the (001) plane. With the con-
ventional assumptions made in the analysis of Mass-
bauer spectra, we cannot fit the 20°K spectrum by as-

suming that the magnetization is exactly in the [110]
direction.

The general shape of the absorption spectra of SmIG
at 85°K (Fig. 1) is similar to that of EulG at 4.2°K
(Fig. 2), indicating that the direction of ng in SmIG at
85°K is close to the [111] direction. We cannot get an
exact fit to the spectrum of SmIG at 85°K by assuming
that ngis exactly in the [111] direction. The theoretical
spectrum expected with ng in the [111] direction is
presented by the solid line in the Eul G spectrum of Fig.
2, which is quite different from the experimental spec-
trum of SmIG at 85°K. In order to obtain a good fit to
the SmIG spectrum at 85°K, an angle of 10° between ng
and the [111] direction has to be assumed (solid line in
the 85°K spectrum of Fig. 1).

The recoilless absorption spectrum of {Eug.955mo.05}
IG at 20°K shows that, at this temperature, the direc-
tion of ng for this mixed garnet is close to the [111]
direction.

In the theoretical spectra where canting was taken into
account, it was assumed that ng is in a fixed direction.
Itis clear that the spectra could also be fitted by assum-
ing a small random canting.

We have remeasured, at 4.2°K, the recoilless absorp-
tion spectrum of the 103-keV v ray of Eu's® emitted from
a Sm'%IG source in a Eu,0; absorber. The spectrum ob-
tained is similar to that given in Ref. 16, but is much
more symmetrical. The asymmetry of the spectrum ob-
tained in Ref. 16 was due to the presence of small
amounts of Sm;0s impurities in the source. The Sm!%IG
spectrum is consistent with the interpretation that it is
composed of three subspectra corresponding to internal
hyperfine fields of 630, 467, and 455 kOe with relative
intensities of 4:1:1 (see Table III).

B. Recoilless Absorption Measurements of
the 14.4-keV y Ray of Fe®

As an additional check to our conclusion that the
magnetization in SmIG at low temperatures is along the
[110] direction, recoilless absorption spectra of the 14.4-
keV v ray of Fe® in SmIG and EulG were performed at
4.2, 20, 85, and 300°K. The spectra obtained at 85 and
4.2°K are shown in Figs. 4 and 5. It is clearly seen that,
whereas the two spectra at 85°K are almost identical,
there is a very significant difference between the spectra
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Fi6. 4. Recoilless absorption spectra of the 14.4-keV v ray,
emitted from a Co® source, in EulG and SmIG absorbers at 85°K.
The arrows in the SmIG spectrum indicate the calculated position
of the lines, computed with the parameters given in Table VI.
(The calculated positions of the lines in the EulG spectrum are
identical to those in the SmIG spectrum.) The length of each arrow
is proportional to the population of the site associated with the
respective line.

taken at 4.2°K. Such a difference between the two
spectra is expected if the direction of n at 4.2°K is close
to the [111] direction in EulG and to the [110] direc-
tion in SmIG. Because of the difference in the angles
between the directions of Hesr and the local crystalline-
symmetry axes at the Fe?* sites in the two garnets, the
effective quadrupole-interaction parameters e.t=1eqQ
X[3(3 cos?6—1)] in EulG and SmIG will be very
different (8 is the angle between Hy; and the local sym-
metry axis). The symmetry axes of the d sites in the
garnets are along the principal axes of the unit cell and
those of the a sites are along the diagonals of the cubic
unit cell. The resulting relative populations of the sub-
sites and the values of cosf and e are summarized in
Table V. (6 and ¢ are the angles between the direction
of the local symmetry axis and the [111] and [110] di-
rections, respectively; eq=3%eqsQ and e,=21eq.Q, where
gq and ¢, are the electric field gradients at the Fe nuclei
in thed and a sites, respectively, and Q is the quadrupole
moment of the 14.4-keV level of Fe®.)

. TaBLE V. Relative population of sites and effective quadrupole
interactions in Fe® in the various sites in iron garnets. s.p.=rela-
tive site population.

n along [111] n along [110]

direction direction
Iron site s.p. cosf €eff s.p. cos#’ Eoff
Tetrahedral @’ 6 33 0 4 V2 le
Tetrahedral @’ 2 0 —%e
Octahedral o’ 1 1 € 2 0 —%e
Octahedral o 3 1 —1¢ 2 (3 $ea
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F1c. 5. Recoilless absorption spectra of the 14.4-keV vy ray,
emitted from a Co% source, in EulG and SmIG absorbers at 4.2°K.
The arrows indicate the calculated position of the lines, computed
with the parameters given in Table VI. The length of each arrow
is proportional to the population of the site associated with the
respective line.

We have deduced the values of eq and ¢, and the iso-
mer shift between the spectra of the Fe’* ions in the a
and d sites (AE,—AE,) from recoilless absorption mea-
surements performed on europium iron-gallium and
europium iron-scandium garnets above their Curie tem-
peratures. These measurements are described below.
The effective magnetic fields acting on the Fe nuclei in
EulG at the different sites at various temperatures are
accurately known from NMR measurements.?’ The
exact positions of the various absorption lines for the
different sites were calculated for EulG using the known
hyperfine parameters. For SmIG, the same quadrupole-
interaction and isomer-shift parameters as those of
EulG were used and the values of H.s; were chosen to
fit the experimental spectra (these values are almost
identical with those of EulG). The computations were
based on the tabulations of Parker,? which give the
hyperfine splittings of the excited state as a function of
a parameter A\, measuring the strength of the quadrupole
coupling relative to the magnetic hyperfine coupling.
The value of g./go, the ratio of the g factors of the ex-
cited state and ground state in Fe®, was taken as
—0.571.3! The parameters used in the calculations of
theline positions of EulG and SmIG at 4.2 and 85°K are
summarized in Table VI. As seen from Tables V and VI,

the quadrupole-splitting parameters were calculated by

30 P. M. Parker, J. Chem. Phys. 24, 1096 (1956).
31 G. J. Perlow, C. D. Johnson, and W. Marshall, Phys. Rev.
140, A875 (1965).
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TasLe VI. Effective magnetic fields, quadrupole interactions, and isomer shifts in the different Fe®* sites,
used in computing the line positions shown in Figs. 4 and 5. s.p. =relative site population.
T Direction of gottnHest €off AE,—ALE,;
Compound (°K) magnetization Site s.p. (mm/sec) (mm/sec) (mm/sec)
EuIG 4.2 [111] a 3 6.59 0.05
a 1 6.49 —0.155 0.21
d 6 5.64 0
SmIG 4.2 [110] a 2 6.59 0.078
a 2 6.59 —0.078 0.21
d 4 5.72 0.12
d 2 5.52 —0.235
SmIG, EulG 85 [111] a 3 6.52 0.05
a 1 6.43 —0.155 0.21
d (] 5.58 0

assuming that the sign of e is positive and that of ¢,
is negative. The spectrum of SmIG at 4.2°K can also
be fitted if it is assumed that the sign of eq is negative
(such an assumption was made in Ref. 35), but much
better agreement is obtained with a positive value for
ea. The calculated positions of the lines in the 85°K
spectra, assuming n to be in the [111] direction are
indicated in Fig. 4. They are seen to be in very good
agreement with the position of the lines in the experi-
mental recoilless absorption spectra of the 14.4-keV
v ray in EulG and in SmIG at 85°K. In Fig. 5, the cal-
culated positions of the lines, assuming n to be in the
[111] direction in EulG and in the [110] direction in
SmIG at 4.2°K, are shown. Again the agreement be-
tween the calculated and the experimental positions is
very good. These measurements strongly support our
previous conclusion that the direction of m is close to
the [110] direction in SmIG at 4.2°K and close to the
[111] direction in SmIG at 85°K and in EulG at all
temperatures measured. The recoilless absorption spec-
tra of the 14.4-keV v ray in the garnets are not sensitive
enough to detect small deviations of the direction of
magnetization from the [1117] or [110] directions.

The recoilless absorption spectrum of the 14.4-keV
v ray in SmIG at 20°K is very similar to the one ob-
tained at 4.2°K, indicating that at this temperature n
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F1G. 6. Recoilless absorption spectrum of the 14.4-keV v ray,
emitted from a Co% source, in a Eu;Sc;FesO,2 absorber at 315°K.
The solid line is the theoretical spectrum computed with the pa-
rameters given in Table VII. T indicates the position of a line
associated with the d site, and | indicates the position of a line
associated with the a site.

in SmIG is still close to the [110] direction. The recoil-
less absorption spectra obtained at 300°K for SmIG and
EulG absorbers were almost identical. (The fields in
SmIG are 39, larger than in EulG.) These results are
in disagreement with the conclusions of Van Loef,
which state that the direction of easy magnetization in
SmIG is along the [110] direction even at 295°K.

C. Quadrupole Interactions in Fe®” in
a and d Sites of Garnets

The values of €, ¢, and AE,—AE,; were deduced
from recoilless absorption measurements of the 14.4-
keV v ray in europium iron-gallium and europium iron-
scandium garnets. The measurements were performed
above the respective Curie temperatures of the com-
pounds. The results are summarized in Table VII. Since
the field gradients acting on the Fe’” nuclei in the garnets
are mainly produced by neighboring ions, they are not
appreciably affected by the presence of the exchange
field and are almost temperature-independent.

The recoilless absorption spectra of the 14.4-keV vy ray
emitted from a Co% (in Pt) source in EusSci.oFeq.¢O12
and Eu3Ga, ¢Fe; 4014 absorbers, at 315°K, are shown in
Figs. 6 and 7. The solid lines in the figures represent the
theoretical spectra giving the best fit to the experimental

(Eu3}[Gag 25Fey7,](Gay 3, Fey 65) Or;
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FiG. 7. Recoilless absorption spectrum of the 14.4-keV y ray,
emitted from a Co® source, in a Eu;Ga,.¢Fe; 40,2 absorber at
315°K. The solid line is the theoretical spectrum computed with
the parameters given in Table VII. { indicates the position of a line
associated with the d site, and | indicates the position of a line
associated with the a site.

32 J. J. van Loef, J. Appl. Phys. 39, 1258 (1968).
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TasLE VII. Quadrupole interactions and isomer shifts in Fe®? in the two Fe3* sites, as measured in
substituted RIGs above their Curie temperatures.

Temperature of

Curie temp. measurement | ea] |€al AE,—AE;
Garnet °K) (°K) (mm/sec) (mm/sec) (mm/sec) Ref.
(Eus)[GaozeFer e 208 315 0.45 £0.02 0.17 +£0.015 0.2140.02 this work
(Gay.34Fer.66) .
(Eusd[ScroFeno] 3000 315 0.4854:0.015 0.16 +0.02 0.224:0.02 this work
(Fes)O
(Eus) [Sc <Feo <] 300 200 049 +0.015 0.15 40.02 0.2140.02 this work
(Fes)O
vIG 0.4654:0.010 0.2354:0.010 0.23-£0.07 36
{Vs.2Cas)Fes.Sn.On 0.50 +0.03 0.24 £0.02 0.26-£0.03 36
(av.
RIG (av.) 0.46 20,03 023 +0.03 0.2240.05 35

» Reference 34.

spectra from which the parameters given in Table VII
were deduced. The third spectrum was similar in shape
to the two shown in the figure and was analyzed in the
same way. As was known from previous measurements,'®
and verified in the present work, Sc ions substitute for
the Fe ions in the ¢ site only, whereas Ga ions replace
preferentially the Fe’+ions in thed sites, but occupy the
a sites, as well.”+26:33.3¢ The numbers of Ga and Sc ions
in each site were also derived from the best theoretical
fit to the experimental spectra, assuming equal recoil-
free fractions at the ¢ and d sites. The numbers found
for the europium iron-gallium garnet agreed very well
with those given in Ref. 7. (The same EusGa,.¢Fes 4012
sample was used in the present work and in the work de-
scribed in Ref. 7.) For comparison, Table VII also in-
cludes quadrupole-interaction and isomer-shift param-
eters obtained in previous works for pure RIGs?®% and
for yttrium iron-tin garnets.®® The results obtained in
the present work are in good agreement with the previ-
ous results for the d sites, but differ for the a sites. The
averages of the parameters obtained in the present work
were used in the calculations of the theoretical recoilless
absorption spectra of the 14.4-keV v ray in pure EulG
and SmIG at various temperatures, as described in the
previous paragraph.

CONCLUSIONS

The experimental results reported in the previous
sections lead to the following conclusions:

(a) The Eu-Fe exchange interaction in the garnets
is anisotropic. The anisotropy parameters are u,=0.85
+0.08, 1, =0.78=-0.08, and p,=1.37£0.14.

(b) The anisotropic properties of the Eu*t ion in the
garnets are mainly produced by the anisotropy in the

3 M. A. Gilleo and S. Geller, Phys. Rev. 110, 73 (1958).

% B. Luthi and T. Henningsen, in Proceedings of the International
Conference on Magnetism, Nottingham, 1964 (The Institute of
Physics and the Physical Society, London, 1965), p. 668.

3 W. J. Nicholson and B. Burns, Phys. Rev. 135, A156 (1964).

1. S. Lyubutin, E. F. Makarov, and V. A. Povitsky, Zh.
Eksperim. 1 Teor. Fiz. 53, 65 (1967) [English transl.: Soviet
Phys.—JETP 26, 44 (1967)].

b Reference 18. (The Curie temperatures given here are those of Sc substituted for GdIGs.)

Eu-Fe exchange interaction and not by the crystalline-
field interactions.

(c) The values of G2° and G,? derived from the experi-
mental values of us, py, and u., using Eq. (14) are G5°
=0.02120.002 and Go*= —0.00554-0.0005 for 4 ,* posi-
tive (G:2=+0.012 for 4,* negative). These values may
be compared with those obtained by Wickersheim and
White®” for YbIG: G2°= —0.03 and G?>=0.07. It is seen
that the values for YbIG are very different from the
values derived here for EulG. The value of G2?/G° is
about 2 for Yb, whereas it is ~0.25 (4.? positive) for
Eu. Since it is reasonable to believe that the parameters
G,® and G,? should be approximately the same for all of
the rare-earth ions, the difference obtained here tends
to show that there is no justification for taking only the
first three (out of the ten) terms in the expansion of
J(L,L.) in Eq. (2) into account. The contributions of
the higher terms to the RE-Fe exchange interactions in
the garnets cannot be neglected.

(d) The direction of the tetrahedral iron sublattice
magnetization (ng) in SmIG at 4.2 and 20°K and in
mixed {Eu-Sm}IG at 4.2°K is close to the [110] direc-
tion. The direction in SmIG above 85°K is close to the
[111] direction.

(e) With the conventional assumptions made in the
analysis of Mgssbauer spectra, we could not fit the emis-
sion spectrum of SmIG at 20°K by assuming that ng is
exactly in the [110] direction nor the emission spectrum
at 85°K by assuming that ng is exactly in the [111]
direction. The agreement between the theoretical and
the experimental spectra of SmIG and mixed Eu-Sm
garnets at 4.2°K is improved if it is assumed that n,
is canted relative to the [110] direction.
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