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The purpose of the present paper is to study an impure Heisenberg ferromagnet governed by
the Hamiltonian H =—=J 3, 5[5, 5,44 +a(S;-§,,3)21 —2J5 3,4 [Sg- Sy +ag(Sy- S)21,
where J is the host-host bilinear exchange constant, 2(J +J;) is the host-impurity bilinear ex-
change constant, a and aq being the corresponding biquadratic coupling parameters, and A, a
nearest-neighbor vector. S and §0 are the host and the impurity spins, respectively. Through
utilization of the Dyson transformation, it is shown that at low temperatures the effect of the bi-
quadratic terms is simply to renormalize the bilinear exchange constants J and J, by
1 +2aS(S—1) and 1 + (2855 —S —S;), respectively. Some qualitative discussions on the
scattering processes are presented. The method of Green'’s function is then employed to discuss
the criteria for the existence of localized modes in the system. The situations appearing in
KMnF;, RbMnF;, KNiF;, and MnF, doped by impurities are critically examined. Some nu-
merical estimates of the biquadratic parameters « and « are also made which are found to
agree satisfactorily with those obtained by previous authors.

I. INTRODUCTION

The effect of impurities on the spectrum of ele-
mentary excitations of a magnetically ordered crystal
lattice has been studied in great detail using a
bilinear-type exchange Hamiltonian.!™'* But there
exist some experimental data in the literature which
clearly point to the fact that the host system should
have, in addition, an appreciable biquadratic ex-
change. When the impurities Ni** are embedded in
the host lattice of KMnF;, it would be clearly in-
correct to examine their data on the basis of bilinear
exchange only since KMnF; does have some biqua-
dratic exchange in appreciable magnitude.! It may be
noted that in the above example, only the host-host
interaction may contain a significant biquadratic part,
while the host-impurity interaction may still be re-
garded as a bilinear type, since KNiF3 does not con-
tain any biquadratic exchange.'® In similar manner,
one finds that in KNiF;:Mn** the host-host interac-
tion is a pure bilinear isotropic type, but the host-
impurity interaction should contain both bilinear and
biquadratic exchange. An approximate theory based
on random-phase approximation (RPA) Green’s
function approximation was developed by the au-
thor!” where it was shown that the presence of biqua-
dratic exchange sometimes enhances and sometimes
hinders the formation of localized modes. But due to
the oversimplifications involved in the theory this
general result should be critically examined in the
light of more realistic and reasonably accurate formal-
ism.

In order to discuss the effects of impurities in both
of the two kinds of situations stated above, we in-
clude biquadratic exchange in both the host-host and

2

host-impurity interactions so that one may write
down the following Hamiltonian:

H=-J 2[§i'§i+A+a(§i'§i+A)2]
ia
"'2-]02[(§0'§A)+‘XO(§O'§A)2] » (1)
A

where J is the host-host interaction, 2(J +Jy) is the
host-impurity interaction and « and «ag are the corre-
sponding biquadratic coupling parameters. §, is the
spin operator at the /th lattice site and §,~+A is the
same at the neighboring site, A being a nearest-
neighbor vector. The impurity is assumed to be sit-
uated at the origin and the impurity spin is denoted
by S¢, while the host spin is denoted by S. In Ref.
17 it was assumed J =2J and oy =0 and these ap-
proximations are mainly responsible for crude over-
simplifications in the theory.

We utilize the Dyson transformations for both the
host and the impurity spins to express the above
Hamiltonian in terms of boson creation and annihila-
tion operators. The transformed Hamiltonian is
found to convey some important information regard-
ing the physical properties of the system. These are
elaborately studied in Secs. II and III. The method of
two-time thermodynamic Green’s function is then
employed in Sec. IV to discuss the localized impurity
modes appearing in the system. The higher-order
Green’s functions are decoupled by a Hartree-Fock
approximation, and the linearized equations of mo-
tion are solved to find the criteria for the existence of
So modes. The existence of localized modes in
KMnF;, KNiF;, RbMnF;, and MnF, is then dis-
cussed on the basis of present theory and compared
with the existing observed data of literature.
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II. TRANSFORMED HAMILTONIAN

The Dyson transformations for both the host and
the impurity spins may be written in the following
forms:

Si=S—a'a, S§=S,—alay .
S*=(28)"a;, Si =(250)"aq ,
ST =281 -(1/28)a}a] ,
S5 = (250)7ad [1 - (1/250)adaq]

)

where a,-*, a; create and destroy bosons at the lattice
site / and are the corresponding operators attached to
the impurity 'spin situated at 0.

We shall reexpress our basic Hamiltonian in terms
of boson operators using the transformations written
above. Utilizing the usual boson commutation rela-
tions successively, we rearrange the boson operator
products in such form that all the creation operators
stand in the left and the annihilation operators stand
in the right. The procedure is indeed very lengthy
and tedious. The result obtained is

H=R\JS ), (a''a; +a'\aaia—aa;1a— allaa)
i

+2RPJo 3 [Sadag+Soalan — (SS0)aday
2 .

—(8S)alagl +V+Vy , ()

where the first two terms refer to the low-
temperature region and R; and R{ are two renormal-
ization factors given by

Ri=14+2aS(S-1) ,
Rlo =1 +a0(2SSQ_S_S0)

4)

The third and the fourth terms of Eq. (3) refer to
magnon scattering processes. The involved interac-
tions ¥ and V), are given by

V=—J 3[R, Vi(i,A) +R3V,(i, A)] ,
A Q)
Vo=—2Jp E[Rng(O, A) +RIV,(0,A)] ,
A

where

Vi, 8) = (iyi +Aii +A)= A5 G +A,i +A,ii +A)
=344 Giiyi +4) (6)

Vo(i, A) = Ciiyiyi)) + M;(i +Ai +A,i +A,i +A)
+N;Giiyi +A,i +A) +Q;(i +A,i +4,i,1)

—2m;Cii +A,i +A,i +A)—2q;(ii +A,ii) .

@)
The symbol (i,i +A,i,i + A) stands for the product

a,'ail,,aia,ﬂ. For i #0, it is implied that
A=A =1, M;=Q,=N;=m;=q;=1
but for i =0,
AP =4y, A =4, My=(So/S)¢, No=6¢,
Qo=50/S, mo=d(So/H'2, q=2(So/H'? ,
where all the symbols are explained as follows:
Ry=1+a(2S-1)(35-1) ,
Ry=5aS(25-1) ,
RY =1+ao(68S5— 35 —3S+1) ,
R =3aS(25-1) , ®
¢=(25,-1)/(25-1) ,
A;=(1/R?)(So/)H'[1 +ap(2S,—1) (35 -1)] ,
Ay=(1/R?)(So/S)'2[1 + ap(25 —1)(3S,—1)] .

IIIl. LOW-TEMPERATURE EFFECT

The transformed Hamiltonian as shown by Eq. (3)
conveys some important basic physical information
regarding the effects of biquadratic exchange. In the
present section we shall mention the important ef-
fects at low temperatures. Since the magnon scatter-
ing is insignificant at very low temperatures the
transformed Hamiltonian would correspond to

Hipw=—R1J 3,(5;-5,4) —2RJ, 3(5-54), 9
i,A A

which implies that the presence of biquadratic terms

" simply renormalizes the bilinear exchange constants

at low temperatures where the magnon scattering
processes can be ignored, the renormalization factors
being R; and R{ in the case of host-host and host-
impurity interactions, respectively. It is relevant to
remark that in the case of a pure system with bilinear
and biquadratic coupling the effect of the biquadratic
term, at low temperatures, is to renormalize the bilin-
ear exchange constant J by the same factor R, pro-
vided the interaction between two spins becomes iso-
tropic.

We conclude this section by pointing out some in-
teresting effects of biquadratic exchange on the local-
ized modes in the system described by Eq. (9). Fol-
lowing Wolfram and Calloway' or Hone and Callen*
one can have the following condition for the ex-
istence of a localized mode:

RYJ,y > 1.965 —0.96S,
RJ 1.965 +0.96S,

If S= % So=1 one therefore gets the condition for
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the localized mode

Jo _ 0.67+5.025a

J > 1+1.5aq ’ (10)
When ag =0, which corresponds to the situations in
KMnF;:Ni** one finds that a negative a enhances
the possibility of formation of a localized mode and a
positive a hinders it. In the case ag # 0 which may
correspond to the situations in KMnF3:Eu*t the ef-
fects of @ and ag would be reverse. If S =1, So=%
the condition for the appearance of a localized excita-
tion at 7 =0 K becomes '

[Jo/T| >0.2/2+3aq , an

which is free from «, but depends on . The in-
crease (decrease) of a enhances (hinders) the possi-
bility of appearance of a localized mode. This condi-
tion may correspond to the case KNiF;:Mn**. The
above two conditions are valid at 0 K but localized
excitation is also found to split off the spin-wave

€U=2R1.’S g (Sji_sj,i+A) +(C1 -1)8,08/()+

and Vjym, is the magnon scattering matrix

band at finite temperatures, and therefore the effects
of scattering terms have to be considered. We shall
discuss these effects in subsequent sections.

IV. GENERAL STUDY OF SCATTERING PROCESSES

Before discussing the effects of scattering terms on
the localized modes we shall present some general
study of different scattering processes so as to eluci-
date their implications on impure biquadratic systems.
The emphasis is given to the discussion of transla-
tional invariance of the system due to the presence of
biquadratic terms in the scattering matrix.

Equation (3) can be written in the form

H= ze,-ja,»ta, +3 Vimaalama, (12)
< .

ijmn

where €; is the dominant interaction at low tempera-
tures given by

s $o]"”
Cl"‘SE"I]S,‘ASJA—lcll*S?"] _1](8,'08]A+8,'A8j0)} (13)

Vimn =—R2J 2 (€8 +a8midni+a—8idmi+adnisa) +2(C2—1)8,08,48m0na
a

—(CyA1 = R2/R1)8ia8;a8madna— (Cy4,— R2/R 1) 80808034l

=2R3J 3, {(8;i =8 +4) (88 +8mi+48ni+a) +(C3—1) 808,08 m08n0
A

—2[C3(S0/S)"? = 1180848 madna —2[ C3(S0/S)/2 —118,08;48madno) 14)
where
R{J, R3J, R3J, __ i SO
C, = . Cy= , Cy= 15 OO <>
TR TRy TRy (15)

Various possible diagrams representing magnon
scattering processes may be discussed in terms of
creation and annihilation of magnons at two adjacent
sites. Restricting only to nearest neighbors one can
draw the diagrams representing two-magnon, three-
magnon, four-magnon, and higher-order scattering
processes. These are shown in Fig. 1. In relevance
with the present problem we suppose /i =0,/ =A so
the two-magnon scattering diagrams are those in Fig.
2. The matrix elements for different interactions
shown in Figs. 2(a) and 2(b) can easily be found out
from Eq. (5) or from Eq. (14). These are shown in
Table I. An inspection of the table exposes some
salient features of the problem. We find that if 0 and

FIG. 1. Diagram representation of various two-magnon,
three-magnon, and four-magnon scattering processes.
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FIG. 2. (a) Typical two-magnon scattering diagrams.
Only the magnon creation and annihilation occurring at the
impurity site 0 and its neighboring site A are considered.
Voooa- Voaoar VYooaa. and Vgago are the respective interac-
tions. (b) Two-magnon scattering diagrams reverse of (a).

A are both host sites the situations represented by
the diagrams of (i) —(iv) of Fig. 2 become identical,
since the interactions in each case are equal. This is
what one expects from the symmetry of the lattice.
However, when 0 happens to be an impurity site two
classes of diagrams become possible: (i) symmetry
class, as a result of interchange of 0 and A the di-
agrams of Fig. 2(a) and those of Fig. 2(b) remain
identical; (ii) asymmetry class, as a result of inter-
change of 0 and A the diagrams do not remain identi-
cal.

In the case of two-magnon scattering which is our
present consideration the diagrams (i) of Fig. 2(a)
and 2(b) correspond to the symmetry class since one
finds Voaoa = Vaoao= Voaao- All other diagrams
drawn in Figs. 2(a) and 2(b) correspond to the asym-
metry class if the biquadratic coupling is taken into
account. When a =ap=0 all the diagrams fall to the
symmetry class since then one would find one-to-one
correspondence between the diagrams of Figs. 2(a)
and 2(b). The inclusion of biquadratic interactions

TABLE I. The matrix elements for different interactions
corresponding to Figs. 2(a) and 2(b). We have units in
which JZ =1.

Two-magnon scattering matrix Matrix elements

Voooa %R2+R942
Voaoa: ¥V ac0a ~R,—2R}
Vooaa —2R;
Voaoo 4R;[1 +C5(Sy/9)12]
Vaano %R2+R?A1
V a0a0: Yoano —Ry-2R}
V aa00 —2R3;—2R{(Sy/S)
V aoan 4R;[1 +C39(8y/S)12]

destroys this correspondence in certain cases. It is
found that the diagrams of the symmetry class
remain unaffected. We find that in these diagrams
no exchange takes place between the host and the
impurity sites, bosons being created and annihilated
at 0 and A independently. But in the diagrams of the
asymmetry class the exchange of bosons occurs
between the host and the impurity sites. Topological-
ly equivalent diagrams of the symmetry class demon-
strates the translational invariance of the lattice,
whereas it breaks down in the case of the diagrams of
the asymmetry class. This breakdown of translational
invariance is clearly due to the perturbation caused by
the impurity spin on the neighboring host spin and
we therefore categorize the diagrams of the asym-
metry class as strong-coupling cases. The diagrams
of the symmetry class may conversely be regarded as
those representing the weak-coupling case. To dis-
cuss the effects of these diagrams on the spin-wave
modes we may follow the arguments of Hone et al.”
We note that the diagrams of the symmetry class
(weak-coupling case) cause additional small perturba-
tion of the spin-wave band downward in the vicinity
of the impurity, the top of the band remaining practi-
cally unchanged, while the diagrams of the asym-
metry class (strong-coupling case) provide an addi-
tional small distortion of the spin-wave band upward
in the vicinity of the impurity, but the spin waves at
the bottom of the band are not appreciably influ-
enced. Furthermore, it is interesting to note that if
ao=0 all the diagrams of Fig. 2 fall to the symmetry
class, thus decreasing the perturbing potential at the
impurity, and thereby distorting the spin-wave band
downward. We see also that for spin-half case the ef-
fect of biquadratic exchange on the scattering process
is nill and in all other spins the effect of increase (de-
crease) of a is to increase (decrease) the perturbing
potential at the impurity which renders additional
small distortion of the spin-wave band upward
(downward).

V. LOCALIZED SPIN-WAVE MODES

In order to examine the effects of biquadratic cou-
pling on the spin-wave impurity modes we employ
the method of Green’s function which may still be -
regarded as a convenient tool for such a description.
We shall work with the following Green’s functions:

Gol(E) = ((ao;aJ Ne
GaolE) = ({anad ) .

where the symbols bear conventional meaning.
Henceforth we shall omit the subscript £ occurring in
the right-hand side.

The equations of motion for the Green’s functions
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Gw(E) and Gao(E) are

Sl
EGoo(E) = ( 1:) +R|[blGoo(E) —glGAo(E)] -Rz(((bza,{aAao—azaJaoaA); a(; ))
|
—R;3({(bsadaoao + $1adasan—gsalacag— dralasas); al)) , (16)

EGo(E) =R [ hGao(E) — £1Gw(E)] — Ry ({(bradacas—aialasac); ad M

—R3({(¢salanas+hsalagao— dradasan—giadaeas); al)) , amn

where we have written R, R,, and R; for
2JZ (S*)R,, 2JZ (S*)R;, and 2JZ (S*) R, respec-
tively. The symbols a, b, g, and h are given by

by=1+C, |
gn=1+C,(So/S'? ,
a,=1+4,C, 18)

h,=1+C,(S¢/S) ,
where # runs through the values 1, 2, and 3. The
symbols ¢, and ¢, are given by
¢1=1+C3¢ ,
¢2=1 +C3¢(So/S)1/2 .
In order to linearize Egs. (16) and (17), we decou-
ple the higher-order Green’s functions appearing on
the right-hand side of these equations. It is con-

venient for the present purpose to use the Hartree-
Fock approximation which may be stated in the forms:

((ag amay; ad ))g;#}agam) (as; ad ))

+{aja) ((am; ad)) ,

((a;agag; aJ » =2(as'ax> ((ag; aJ » - 0

We restrict our calculations to the low-temperature
zone so that the following approximations can be em-
ployed:

(19)

(i) The differences S — (S?) and So— (S§ ) are small;

Gi) fom= (agam) =0 for g # m;
(iii) fzm =0 for g =m = A and f, # 0 for
g =m=0. We now express the correlation {(adao) in
terms of the polarization deviation parameter
dm=(S3)/(S%) —1

such that d,, #0 for m =0 and zero otherwise.

The second condition for the approximation men-
tioned in (iii) therefore gives foo= (aJao) =—do(S?).
Thus the equations of motion are reduced to the

following simple forms:

[E—(R by +2R3b3dy) 1Geo{ E)
=(8§)/m—(R1g1 + Ryaydo) Gao(E) , (21)

[E — (Ryhy + R,ybydg) 1Gao(E)
=—(R g1 +2R3g3do) Goo(E) . (22)

f
Eliminating Go(E), one gets readily

(57) E-4,
m™ (E—Al)(E"Az)—'A; ’
(23)

where 4, A,, and A; stand for the following expres-
sions:

Gp(E) = (1 +dy)

Ay=Rhy +Ryb,dy ,
A;=R by +2R3b3dy , (24)
A3=(R1g1+Rya,do) (R1g) +2R3g83dy) .

The zeros of the denominator of Eq. (23) gives the
localized spin-wave modes. One gets after simplifica-
tions (restoring the units of R, R, and R3) the fol-

lowing expression
12
E 4v,
‘ 1- 2°l ] , (25)

Ze 1+
Ey

v

1
2 v

where Ej is the spin-wave energy for the unperturbed
host and is given by Eq=2Jz (S?). The symbols ¥
and ¥, are

¥ =a; +vy +doa, +4a:;) , (26)
‘1’0= (a1 +4a3do)(a1 +a2d0)
= (B1+doy,) (By +4doBs) . @7

The symbols «;, a;, a3, B1, B3, ¥1, and y; are given
by .

ar=R,+xR} ,
azzR2+XOR3 »

a3=R3+x0R§) N

Bi=R,+xR} ,
Bi=R;+xRY ,
yi=Ri+x;R} ,

y2=Ry+Ax0R] ,

n/2 ._’g
7 ,

where

So
s

Xp =
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the integer » running through 0, 1, and 2.

Since Eq. (25) was obtained as a solution from a
quadratic equation, there would occur a negative sign
in front of the parentheses. This negative sign has
been discarded since in that case one would find that
it would lead to an unphysical result for a =0,
Jo>>J, and Sy > S.

We shall now discuss the effects of biquadratic ex-
change on the localized spin-wave modes with the
help of Eq. (25). We first study a simple situation:
Jo/J =1, So/S =1, and ap=0. Equation (25), in this
case, reduces to

Eq/Eq=2+dy+20S(S —1)+7ado(25 —1)(SS —1) |

(28)

This equation shows that if « =0 the localized
modes depend on dy. At T =0 K since dy=0, one
thus finds that a localized excitation just tends to split
off the spin-wave band and as the temperature in-
creases, since (S§) does not decrease rapidly as (S?)
does, dy becomes greater than zero so that at any fin-
ite temperature a "well-localized" excitation mode
splits off the spin-wave continuum.

The presence of nonzero host-host biquadratic ex-
change complicates the problem. We shall present
some simple observations from Eq. (28). For the
spin-half case one finds that at T =0 K, E,/E,
=2- ;—a which implies that a negative « enhances
the possibility of the appearance of a localized mode
while a positive « hinders it. In other words, the de-
crease of a renders the situation more favorable for
the formation of a localized mode. This conclusion
was also reached previously by the author!” for a gen-
eral spin pattern which is not true. From Eq. (28)
one may find that for § > % the effects of an in-

crease or a decrease in a become different. For S =1
at T=0K, E,/E=2and for S =3, E,/E;=2+3a.
In the spin-1 case the biquadratic exchange has,
therefore, no effect, while in the latter as « increases
the situations become favorable for a localized excita-
tion to split-off the spin-wave band. Similar results
are also obtained for spins greater than %

However, one obtains distinctly different results
when Jo/J #1 and S¢/S # 1. We first consider the
case where So/S <1 and Jo/J < x§ so that no local-
ized mode can be observed at 0 K, x§ being the criti-
cal value of Jy/J for which a localized mode is possi-
ble when the biquadratic interactions are absent. x§
has been calculated by different authors using dif-
ferent methods with slightly different results. Hone
and Callen found

1.96 —0.96(So/S)
1.96 +0.96(So/S)

In the present treatment we get for a localized mode
QQ¥-v,-4) >0

(29)

x§ =

which yields the value
x§ =11 —(S¢/8)'2]!
x {1 —[4(S/Se) 2 =2(S/Sy) =112} . (30)

The comparison of Egs. (29) and (30) will readily
show that the value of x§ becomes greater in the
present formalism. This is due to the consideration
of the scattering effects. In the case S = -5—, So=1
one gets from Eq. (29) x§ =0.67 and from Eq. (30)
x§ =1.04.

We now examine the effect of positive « (but
ap=0) on the localized modes when S¢/S <1 and
xo < x§. Computations show that as « increases from
zero, E,/E increases from 1.68 (approximately) for
Jo/J =0.5, So/S =0.4 but as « crosses 0.05 we have
found that E, turns out to be complex and the excita-
tion rapidly decays into the spin-wave continuum.

However, the above situation does not arise in the
case where So/S > 1and Jy/J > x§. It is quite evident
that these conditions are favorable for the appearance
of a localized mode at 0 K even in the absence of bi-
quadratic coupling. In this case it has been found
that the effect of increase of « in the positive side is
simply to diminish the magnitude of E,.

Interesting results are obtained when the magni-
tude of « increases in the negative side. When the
situation happens to be such that it does not favor

43.0
1.7/7=1.0
2.7,/7=0.8
3.3/7-0.6
4.7,/7=0.4
5.70/7=O.2
12.5
Eq
Ey
LOCALIZED
MODES
———————— 2.0
SPIN-WAVE
CONTINUUM
S=5/2,’ Sp=1I
| 1 1 1 1 '5
-0.1 -0.08 -0.06 -0.04 -0.02 0
o

FIG. 3. Localized modes for negative « and for various
positive values of Jo/J. Here S = % So=1.
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LOCALIZED
MODES

% SPIN -WAVE
3=0.2 conTinuum

1 1

-1l0 -08 -06 -0.4 -0.2 0
«

FIG. 4. Localized modes for S =1, So=75-

any localized excitation at 0 K in the absence of bi-
quadratic coupling, one may find in that case that a
certain negative « will render a favorable situation
for an excitation mode to split off the spin-wave con-
tinuum. Conversely, when the conditions become
such that these are favorable for the appearance of a
localized mode even in the absence of biquadratic
coupling, the increase of « in the negative side com-
pels the excitation to decay into the spin-wave contin-
uum. That is to say, the increase of « in the nega-
tive side acts adversely with the existing behavior of
the system. This is clearly demonstrated in Figs. 3
and 4.

We conclude this section by making some com-
ments on the influence of « on the localized excita-
tions. Computations show that for S¢/S < 1 the ef-
fect of ap resembles closely the behavior mentioned
above, but the changes in «aq alter the magnitude of
E,/E, appreciably. For example, when Jo/J =1 we
find that E,/E, decreases rapidly as aq increases in
the negative side and at about ag=—0.4, E, vanishes
which is markedly different from the result shown in
Fig. 4.

VI. COMPARISON WITH OBSERVED DATA

Although it is not possible to verify all the theoret-
ical results obtained in the preceding sections in view
of the unavailability of proper experimental data, we
point out some definite examples where some of our
conclusions can be shown to be valid qualitatively, if
not semiquantitatively. In the present section we
shall discuss the situations which appear in the sys-
tems KMnF;, RbMnF;, KNiF;, and MnF, doped by
impurities. The exchange parameters and other phys-
ical constants are tabulated in Table I1'372! where the
values of S, Sy, J, J +Jy, and xg are collected from
literature. The table shows that except for
RbMnF;:Ni** no localized mode can appear in other
systems at 0 K in absence of biquadratic coupling.
One, therefore, feels it necessary to include biqua-
dratic exchange in all such cases. We shall attempt to
make the estimates of the biquadratic coupling
parameters a and « in all these cases.

In KMnF3:Ni** a localized mode is found to split
off the band at very low temperatures. The host-host
bilinear exchange and host-impurity bilinear ex-
change constants were estimated by Johnson et al.
and their values are shown in the Table II. In view
of the spin-wave result and the calculation of Hone

TABLE II. Exchange parameters and other physical constants for several impure Heisenberg sys-
tems are shown. Only the bilinear interactions are taken into account. The sign + (—) denotes
that a localized mode exists (does not exist) at T =0 K. The values of J, J +J, are collected from

literature (Refs. 18—21).

System S So J J+Jy X0 x§ Inference
(observed)
KMnFE;:Ni+* 2 1 5.05 8.7 0.72 1.04 -
KMnFyEutt 3 1 5.05 1.52 -0.6 1.04 -
RbMnFyNitt 3 1 34 8.1 1.38 1.04 v
RbMnEyEu*t 3 1 34 1.52 ~0.55 1.04 -
KNiFy:Mn** 1 2w 8.7 ~0.98 -0.22 -
MnF,Ni*+ : 1 176 3.2 0.81 1.04 -
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and Callen, one finds a Jo/J ratio which may favor a
localized mode. But since the present treatment
yields a larger critical ratio, a localized mode cannot
be possible. In order to introduce biquadratic cou-
pling, we first note that the host-impurity biquadratic
coupling should not be very significant in such case
so that «p=0 and only a small negative « may be
found to be sufficient for the appearance of a local-
ized mode. An estimate of a is seen to be —0.014
(approximately). Incidentally this value coincides ex-
cellently with that obtained by Joseph, who found
that a value of a= —0.015 is necessary for good
high-temperature-susceptibility data. Also this value
is consistent with that calculated by Shrivastava?? for
linear Ty, system V**—F~— V**in cubic KMgF;.
Recently, the author?® has performed a Green’s-
function calculation and obtained a value

a= —0.016 for a good fit for the susceptibility data
of KMnF;.

In KMnF3:Eutt we note that xq < x§ and calcula-
tions show that the above value of « together with
ag =0 would result in the appearance of a localized
mode.

We now discuss the situations appearing in
RbMnF; and KNiF; doped by impurities. Various
measurements show that these two systems have
negligible second-neighbor exchange and anisotropy
and that the properties of pure systems can be satis-
factorily understood on the basis of simple bilinear
exchange. So a=0 in these cases can be assumed.
In RbMnF3:Ni*t we thus find a =0, ag=0, x¢ > x§,
and a localized mode is possible, which agrees with
the observation of Johnson ef al. But we find that in
RbMnF;:Eu*t since xo < x§ no localized mode be-

TABLE IIl. The values of the bilinear and biquadratic ex-
change constants for the host and impure spins estimated
from the present treatment.

System From
literature a g
KMnF3:Nitt —0.0152 —-0.017 0
—0.01°
—0.016¢
KMnF;:Eutt R —0.017 0
RbMnF;:Nit* 0? 0 0
RbMnF;:Eutt - 0 0
KNiF;:Mn** 0? 0 —0.017
MnF,:Nit* —0.0054 —0.013 0

‘Reference 23.
dReference 24.

3Reference 25.
bReference 22.

comes possible. As a=0, ag=0 in this case no
question of modification of this result by biquadratic
exchange arises. However, due to the lack of experi-
mental data this conclusion cannot be verified.

Regarding KNiF;:Mn** it was remarked by Parkin-
son that the large host spin of the Mn salts and the
large host exchange in KNiF; tend to favor the reso-
nance impurity modes within the spin-wave band
rather than the localized excitation above the band.
Table II demonstrates xo < x§ and so no localized
mode is possible when biquadratic exchange is ab-
sent. But in this case we note that although a =0, «a
is not zero since there should exist an appreciable bi-
quadratic coupling part in host-impurity interaction.
Considering the estimate we have found E,/Eq <2
and thus no localized excitation is possible.

Lastly, in the case of Ni** doping in MnF, one
finds an estimate: a==—0.013 for the appearance of
a localized mode. This estimate agrees with that ob-
tained by Rodbell ef al.?* In Table III,? we have put
a9 =0 for MnF;Ni**. A very small value of «ay is
possible since NiF, may have some small biquadratic
exchange.

VII. CONCLUSION

A theory of the impure Heisenberg system with
both bilinear and biquadratic interactions has been
elaborately studied and the results are found tc be
consistent with the observed data. The theory is,
however, valid at low temperatures and the criteria
for the existence of localized modes are duly modi-
fied when their temperature dependence is more
rigorously considered. Indeed, a localized mode
which feels harder to split off the spin-wave band at
0 K may appear at some high temperature where the
scattering effects should be appropriately included. It
becomes, furthermore, necessary to study the tem-
perature variations of the host magnetization and the
impurity magnetization, giving proper consideration
of the scattering effects. However, it may be be-
lieved that more rigorous consideration of the scatter-
ing effects can only alter the numerical results,
without affecting the qualitative results too seriously.
We also point out that the theory only presents the
discussion of the appearance of s-type localized exci-
tation. The conditions for the appearance of p and d
modes should also be studied. All these aspects
along with those related to more complicated magnet-
ic systems give rise to great mathematical complexi-
ties and enormous computational labor. The problem
of inclusion of biquadratic exchange related to more
complicated systems can be studied easily at low tem-
peratures by simply extending the existing theory.
Complication arises at high temperatures where such
simple extension cannot work well.
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