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The statistical mechanics of simple antiferromagnets is studied over the entire temperature range by
methods similar to those of Callen and Liu for ferromagnets. It is shown that the energy spectrum and the
sublattice magnetization as functions of temperature are the solutions of a set of coupled equations. The
equations are solved numerically for S=%, and the results compare very well with existing theories in
both high- and low-temperature limits. The Néel temperature is also calculated for general spin value.
Compared with other theoretical estimates, the Néel temperature obtained this way is appreciably higher
for S=% but approaches agreement in the large-spin limit. The transverse correlation functions of two
spins and the correlation length for short-range order above the transition temperature are also calculated.
The longitudinal correlation functions of two spins are calculated by extending Liu’s method for ferro-
magnetism to antiferromagnetism. A calculation is carried out for S=3% using the Callen decoupling scheme
for three-spin Green’s functions. It is shown that the longitudinal correlation functions are related to the
first-order response of the system to a space- and time-varying field. Thus, to calculate the longitudinal
correlation functions, a perturbation calculation to first order is necessary and Callen’s original decoupling
scheme for the three-spin Green’s functions has to be extended for Green’s functions with perturbation.
A satisfactory extension of the Callen decoupling scheme to the first-order equation of motion for Green’s
functions is found. The extended decoupling scheme leads to a number of desirable results: Rotational
invariance of the correlation functions and susceptibilities at and above the Néel temperature and the
validity of the sum rule for spin operators over the same temperature range. The parallel susceptibility
is also calculated, as well as the internal energy and the specific heat above the Néel temperature. The ground-
state energy turns out to be slightly lower than the values predicted by other theories. Numerical calcula-
tions of parallel and perpendicular susceptibilities for S=% are carried out and the results are presented.
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INTRODUCTION

STATISTICAL theory for antiferromagnetism

usually starts from a specific molecular model,
and does not inquire very much into its justification.
One frequently used model is the Heisenberg model,
which consists of a regular array of localized spins that
are coupled together by exchange interaction. It is
generally hoped that the statistical theory of the
model will explain the observed behavior of antiferro-
magnetic substances, at least semiquantitatively.

The crudest approximation for the solution of the
model is provided by the so-called molecular-field
theory.! This theory gives several successful qualita-
tive predictions, including the existence of the transi-
tion temperature, specific-heat anomaly, etc., but it
has many weak points, such as the failure of the
analysis at very low temperatures and the lack of
short-range order above the transition temperature.
The more refined Bethe-Peierls-Weiss approximation
was first applied to antiferromagnetism by Li? and
this method gives short-range order above the Néel
temperature but again fails at very low temperatures.
General experience with cooperative phenomena sug-
gests two ways of making better approximations: the
high-temperature approximation and the low-tempera-
ture approximation. The 1/7 expansion method de-
veloped by Opechowski® is an analog of the Bethe-
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Kirkwood expansion method for a regular assembly
and belongs to the first category. The most important
method for low temperatures is the spin-wave theory.*
Both approximations rely on series expansions and they
suffer from the drawback that their applicability is
limited to a certain range of temperature where a
small number of terms is sufficient. They have not
been able to discuss the existence of phase transitions
since it has not been possible to determine the general
term in any of these expansions.

Tyablikov® first employed the technique of double-
time temperature-dependent Green’s functions to
Heisenberg ferromagnet with spin 4. Extension of the
theory to higher spin has been achieved by Tahir-Kheli
and ter Haar® and Callen” The application of the
theory to Heisenberg antiferromagnet has been studied
by Pu?® Oguchi and Honma,® Lines,”® Anderson and
Callen,"* and Lines and Jones.? The most important
feature of the Green’s function theory is that it treats
the entire temperature range and agrees with the
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Kramers, Proc. Roy. Acad. Amsterdam 37, 378 (1934); L.
Hulth)én, Proc. Amsterdam Acad. Sci. 39, 190 (1936); P. W.
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7H. B. Callen, Phys. Rev. 130, 890 (1963).

8 F.-C. Pu, Dokl. Akad. Nauk SSSR 130, 1244 (1960);
131, 546 (1960) [English transls.: Soviet Phys.—Doklady 5,
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10 M. E. Lines, Phys. Rev. 131, 540 (1963) ; 135, A1336 (1964) ;
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spin-wave theory at very low temperatures and with
statistical theory at very high temperatures. Thus there
is hope that the result may not be too far from the
correct implication of the Heisenberg model over the
entire temperature range. The exact equation of motion
for the Green’s function involves higher-order Green’s
functions and must be linearized by some approximation
so that it can be solved for the Green’s function. The
random-phase approximation is the simplest and most
popular decoupling scheme for this purpose, but it
results in a disagreement with the low-temperature
theory.”1% Callen” and Anderson and Callen! proposed
a more desirable decoupling scheme from heuristic
physical grounds.

Although much progress has been made in the
direction of Green’s function theory, it has not been
possible to make a complete study of the Heisenberg
model in this way because an essential quantity, the
longitudinal or zz correlation function of two spins,
does not follow directly from the theory, z being the
direction of preferred antiferromagnetic spin alignment.
For the Heisenberg ferromagnet, this problem was
solved by Liu® for general spin values using the
random-phase approximation.

The present work treats the statistical mechanics of
cubic antiferromagnets with isotropic, nearest-neighbor,
Heisenberg interactions by use of Green’s-function
technique. In the first part of the paper, the energy
spectrum, sublattice magnetization, and Néel tempera-
ture are studied for the general spin value in close
analogy with Callen’s work for ferromagnet.” In addi-
tion to these, the transverse correlation functions,
perpendicular susceptibility, and correlation length for
short-range order above the transition temperature are
also calculated. In the later part, Liu’s work for
ferromagnet® is extended to antiferromagnet and an
explicit calculation is carried out for S=%. The longi-
tudinal correlation functions, parallel susceptibility,
internal energy, and specific heat are calculated and
discussed there.

THE GREEN’S-FUNCTION EQUATIONS

For a system with time-independent Hamiltonian H,
the temperature-dependent causal Green’s function
involving two Bose operators 4 and B, is defined by

Gan() =({A (1) B(0) ))=—i(TA(1)B(0)), (1)

where A4 (¢) is the Heisenberg operator at time ¢; T is
the time-ordering operator of Dyson, which is defined
in the usual way so that

TA(H)B(0)=6() A () B(0)+0(—1)B(0)A(1), (2)

6(t) being unity for positive ¢ and zero for negative ¢;
and the single bracket denotes an average with respect

138, H. Liu, Phys. Rev. 139, A1522 (1965).
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to the canonical density matrix of the system. The
equation of motion for G45(#) is derived easily from its
definition and the equation of motion for A (#) and it
reads™

i(d/di)Gan(t) =5(2) ({4, B])—i(TLA(1), H(£) 1B(0) ).
(3)

One can define the Green’s function for imaginary
time argument 7 by an analytic continuation which is
equivalent to the replacement of ¢ by —ir and Gag(?)
by —iG4g(r) .5 Then the equation of motion for G4g(7)
reads

(d/dr)Gan(r) =5(r) (4, B)+(T[H(r), A(r) 1B). (4)

The model of the present problem is taken as a cubic,
two-sublattice antiferromagnet with nearest-neighbor
interaction. The Hamiltonian has the form

H=J32 SuSeins T 22 S1is Sy (5)
78 I

where 17 refers to the lattice site 7 in the sublattice 1;
and the index for the nearest neighbor of 7 is 74-6. It is
assumed that the spontaneous magnetization of the
sublattice 1 is in the 4z direction and that of the sub-
lattice 2 in the —3z direction. Following Callen,” the
Green’s function to be used in this section is defined by

Griwi®(1) = ({Shit; Sui™ exp(aS,®) )
= (TSt (7) S, exp(aS,i®) ), (6)

where ¢ in the exponent is a parameter and Syt (r) is
the imaginary time version of the Heisenberg operator
Syit(#) and A\¢ and uj refer to lattice sites. The equation
of motion for the Green’s function can be written as

(d/dr) Gyiui* (1) =8(7) Br,d:01 (@)
+2J Za:[(TSMJ’(T) Sy,i45°(1) Sui™ exp(aS,©) )
- <TSM'Z (T) Sv,i+6+(7) SM'M eXP(aSuiz) >:|7

where

v (7)

tx(a) = ([Sht, S~ exp(aSiri®)]), (8)

and it is independent of 7 because of translational
invariance.

In order to solve Eq. (7) for Gy () it must be
linearized. The simplest approximation is the random-
phase approximation (RPA), in which the fluctuations
of S\# are ignored and the operator Sy* is replaced by
its average value (S).?). To take into account the
fluctuations of Sy;# around its average, Callen’ sug-

“D, N. Zubarev, Usp. Fiz. Nauk 71, 71 (1960) [English
transl.: Soviet Phys.—Usp. 3, 320 (1960) ].

15 See for, example, L. P. Kadanoff and G. Baym, Quantum
éﬁztistilcal Mechanics (W. A. Benjamin, Inc., New York, 1962),
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gested a decoupling scheme for ferromagnet of the form
((S:=Si*; B))igi—(S#){(Si*; B))
—b(SSit){(S:*; B)), (9)

and he chose b to be (S;*)/25? from physical grounds.
If one tries to extend this decoupling scheme to an
antiferromagnet, an ambiguity arises from the fact that
there are two sublattices. If one writes 14 for < and 2j
for 7 in Eq. (9), then there are two possible choices of b:
(S1#)/25? and —(Sy?)/2S5% Anderson and Callen
claim that the first choice results in an internal incon-
sistency. But without an external field, which is the
case treated by the present work, there seems to be no
internal inconsistency. We carried out calculations
based on both, but only the latter is reported here. It
turns out that the latter gives not only simpler algebra
in perturbation calculation, but also the following
a posteriori advantages over the first: continuity of a
number of physical quantities at the Néel temperature,
rotational invariance of correlation functions and sus-
ceptibilities at and above the Néel temperature, and
the validity of the sum rule for spin operators over the
same temperature range. After decoupling, Eq. (7)

K. H. LEE AND S. H.
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leads to
(d/dr) Grip® (1) =8(7) Brbiitr (@)
-2 ;{mx[l — Y+ 2i(0) /287G iy i® ()
_ml’[l "—‘)l’)\i,v(i+5) (0) /252](;)\,;,,,1"’(1') } ) ”#)‘: (10)
where
Yai i (@) = (SniLexp(aSii®) 1S,it), (11)

and m, is written for (S\i*).
Green’s functions can be Fourier analyzed:

Ghipi®(7) =(2/NB) ;ZGxu“(k, m)
X exp[ik+ (Ryi—Ry;) —iwnt],
riwi(a) =(2/N) ijm(k, a) exp[ —ik- (Ry—Ryj) ],

(12)

where 1N is the number of magnetic ions in each
sublattice, the sum over k runs over 3N points of the
first zone in k space, m is an integer, w,=2mm/B, and
B=(kzT)~. The equation for Gy(k,m) is easily
found to be

—iwnGr (K, m) =801 (a) +2m,J (0) [1— (N 52)“111{:7(1{')%»(1&', 0)JGre(k, m)

where

z being the number of nearest neighbors and & being a nearest-neighbor vector. If one defines 4, (k) by

An(k) =2m\J (k) [1— (N Sz)“‘%'v(k’)%(k’, 0)],

then from the symmetry of two sublattices one can show that

The solution of Eq. (13) is

Gue(k, m) =3[61(a) 1{[1+4(0) /wi] (wx—iwn) " H[1—4(0) /] (—wx—iwn) ™},
G (k, m) =[0:(a) A (k) /201 ][ (ere—1teom) ™ — (—wr—iwn) ],
Guo (K, m) = —[61(a) A (k) /201 [ (wx—iewn) 71— (—wx—iwn) ],

Got (K, m) =1[0:(a) J{[1—4(0) /on](wx—twn) [ 144 (0) /] (—wx—iwn) 7},

with

If one uses the standard relationship

—2mJ (k) [1—(N52)_‘%:7(k')%x(k', 0)1G,(k,m),  »=N (13)
J (k) =2Jy(k) =J 3 exp(ik-3), (14)
3
y#EN (15)
A(K)=4:(k) =y(k)4(0) = —A4a(k). (16)
17)
wx=[42(0) —A4%(k) J"2=A4(0) [1—~*(k) ' (18)
(19)

By exp(—iwnr)/ (L wx—iwm) = exp(For)/[1— exp (FBuwx) 1,
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Eq. (17) leads to
e N 1 A(O)] exp(—wir) [ _ A(O)] exp (wir) }
Gll (k) T) _2[01(0’)] “:1"'!_ o 1_ exp(—ﬁwk) + 1 o 1__ exp(ﬁwk) )
. _0:(a)A(k) [ exp(—wr) _ exp (wi) ]
G12 (k’ T) - Zwk [1-— exp(—Bwk) 1— exp(ﬁwk) ’
. __6()A(k) [ exp(—wir)  exp(wir) ]
Gatt(k, 7) = 2w [l—exp(-—-ﬁwk) 1— exp(Bwy) |’
a 1 A(O) eXp(_wkT) A(O) exp(wkr)
Gk, 7) =3(0)] [ 1- 22 | Ry [y SO ]_owlon) |, 20)
It is evident that one can write with
P, ) =G (k, 7=07) = (@) (1), (20) S o) )= (/M) 2m (). (26)

where
¢11 ( k) = l['— 1 +A (0) wk_l COth%‘ﬁwk],
d)zl ( k) = —¢h1o ( k) =14 (k) wk_l COth%ﬂwk,

¢2(K) =3[ —1—A4(0)wi! cothdBuwy . (22)
One also observes that
(GaO(k, 7=0T) )= (2/N) zk:Gu"(k, r=07)
=S5(S+1) —{((S\*)*)Fm
=1Fm for S=L1. (23)

Thus, for S=%,
(3NV) Gu(k, 07) ) and  (3IV) (G"(k, 0F) )i

can be interpreted as the total number of spin reversals
in each sublattice. Then Gi°(k, 0~) and Gx?(k, 0%)
are the occupation numbers of elementary excitation
of wave vector k in each sublattice. For higher spin
this interpretation is not so evident because of the term
((Sn#)?). From symmetry one expects occupation
numbers to be equal in pairs corresponding to the two
sublattices, and in fact this is the case as one can
easily see from Eq. (20).

Equations (8), (15), (18), (21), and (22) are the
basic set of coupled equations for the theory. If one
introduces a quantity

O (a) = (exp(asi) ), (24)

and exploits the functional dependence of Q) (a), 6\(a),
and (Ym(k, @) ) on the parameter a, then one finds
that the formal relationship between these three quan-
tities is exactly the same as that of ferromagnetic case
as worked out by Callen.” For example, the sublattice
magnetization s, is given by

m=[(d/da)(a) Joo
_ (S—¢m) (146m) 214 (S+14a) (d) 251
(1) 51— (p) 25+

(25)

From Eq. (22) one observes that

butda=—1,

and substituting this into Eq. (25) one finds ma= —my
as expected from symmetry of two sublattices.

For S=1 it is not necessary to go through the above
procedure with parameter ¢ since Eq. (21) and the
relation

determine Yy (k, 0) as a function of m, and Eq. (23)
provides a requirement of self-consistency which de-
termines m,.

ENERGY SPECTRUM, SUBLATTICE MAGNETIZA-
TION, TRANSVERSE CORRELATION FUNC-
TIONS, AND NEEL TEMPERATURE

If one introduces the Fourier transform of spin
operator defined by

S)\,k= Z_SM exp( —*ik’RM) y (28)

then from Eq. (22) and the definitions for the involved
quantities one easily gets

(S2,-1Sa07) = (S, S1.*)
=3mN[A(0)w ™ cothifw,—17,
(82,1t S107) = (St Sa i)
= <51 ,—k—SZ,k+> = (SZ.—k_SI,k’{")
=—imNA (k)w! cothifuwy,
(S1,xF 81 = (S2Sant)
=1mN[A(0)wy™? cothifw+17], (29)

with 7 written for m;. Then the transverse correlation
function of two spins or (S\i/~Su) is given by the
inverse Fourier transform of Eq. (29). The energy
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SUBLATTICE MAGNETIZATION (m)

0.5
TEMPERATURE (T/TN

Fic. 1. Sublattice magnetization per spin for a simple cubic

antiferromagnet (S=%).

spectrum in Eq. (18) turns out to be

wr=2SzJR[1—+2(k) ]2, (30)
where
i m s I ]
R= S[1+ A7y2k3[1_72(k)]1/2 cothiBw | (31)

is the renormalization factor for energy spectrum.
R=m/S is the result of decoupling by RPA while R=1
corresponds to noninteracting spin-wave theory.

Thus, for arbitrary spin S, temperature 7, and
nearest-neighbor interaction J, one may determine the
energy spectrum wy, the sublattice magnetization per
spin #, and the transverse correlation function of two
spins completely via a set of coupled equations: Egs.
(25), (29), (30), and (31). For S=3%, numerical cal-
culations of 7 and R have been carried out and the
results for simple cubic (sc) structure are shown in
Figs. 1 and 2. The results for bee are very similar.

By a procedure similar to that for the ferromagnet,’
the transition temperature can be determined and the
discussion of properties at the transition temperature
and very low temperatures is possible* For example,
the Néel temperature at which m vanishes is deter-
mined by

(ksTn/22JS)

=[(S+1) /31 ]J[1+(S+1) (L,—1)/3SL], (32)
with
Iy=2N"1Y [1—*(k) ]
~21.516 for sc; 1.393 for bec. (33)

For the right-hand side of Eq. (32) the molecular-field
theory gives (S-+1)/3 while the RPA result is
(S+1)/31,. At very low temperatures it is possible to
expand 7 and R in powers of T, and one finds that
the deviation between the present theory and the

LEE AND S.
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interacting spin-wave theory'®" appears in 72 terms
and becomes very small as S increases. Thus, it turns
out that the agreement between two theories becomes
better with increasing S.

PERPENDICULAR SUSCEPTIBILITY

Using the Kubo method for the linear-response
function,® one can write the perpendicular suscepti-
bility of the system in terms of spin-correlation func-
tions as

8
xu= (gua)? [ (T $() TS,(0))dr,  (39)
0 Ad ui

where g is the Landé g factor and up is the Bohr mag-
neton. If one uses Eq. (29), Eq. (34) leads to

x1=mN (gug)?/(4sJSR), (35)

which decreases slightly as the temperature rises from
0 to Ty because of the factor m/R. This is also the
case in the interacting spin-wave theory,” while a
constant value is predicted by the molecular-field
theory, the noninteracting spin-wave theory, and the
Green’s-function theory with RPA.® If the above
susceptibility is expanded in powers of T' at very low
temperatures, the temperature-independent term turns
out to be the same as that of interacting spin-wave
theory while the 7% term gives small deviation propor-
tional to the 1/S. A numerical calculation result for
(35) is presented in Fig. 3.

ANALYSIS ABOVE THE NEEL TEMPERATURE

In a real antiferromagnet, there still exists short-
range order even above the Néel temperature. In the
absence of an external field, a proper way of treating the

ENERGY RENORMALOIZATION FACTOR (R)
3
7
|

1

(o] 1.0

05
TEMPERATURE (T/Tn)

F1c. 2. Energy-spectrum renormalization factor for a simple
cubic antiferromagnet (S=3%).

16 T. Oguchi, Phys. Rev. 117, 117 (1960).

17 S, H. Liu, Phys. Rev. 142, 267 (1966).
18 R, Kubo, J. Phys. Soc. Japan 12, 570 (1957).
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problem is to introduce a fictitious field H; pointing in
the 42z direction at the sites of sublattice 1 and in the
—z direction at those of sublattice 2 and to take the
vanishing H; limit at the end of calculation.”® To this
end the Hamiltonian

H=73.3 S1Sears+J 22 Suirse o
T8 i
—h2 SRSy, (36)
[ 7

with h=gupHy, is used, and the vanishing % limit is
taken after the calculation is carried out. The symmetry
between two sublattices still exists and hence the rela-
tion (16) holds. The results of explicit calculation are
the same as those of the Hamiltonian (5) except for
the replacements: 4 (0)—#%-+4(0) and

= [A%(0) = 4°(K) J'2san= ([t A (0) = 42(0) 2,

To investigate the properties above the Néel point,
it is convenient to introduce an order parameter x and
the quantity 4 defined by

x=lim(m/k) and A= 1m[4(0)/m], (37)
0 R0

since 7#—0 in the limit of 2—0 above the Néel point.
The quantity « is related with the correlation length
between two spins and approaches infinity as the tem-
perature is lowered to Ty as shown in the following.
Above Ty one obtains

B 2224 ksTv*(k)
A=27 [““ NS 2 (1w —[ady (B)

s 2 ksT(14+2A)
=ou— =

hN 5 (14-x4)2—[xAy(k) ]’

] , (38)

(39)

so ¢ diverges as #—0. In the same limit # can be
expanded in powers of ¢, and from the first term of
this expansion and Eq. (39) one obtains the equation
for x
S(S+1) szTZ (14-x4)
3 N (1424 —[xdy(K) ]

Putting x—o0 in Eqs. (38) and (40) and solving them,
one finds the temperature at which x diverges:

(kBT /227 S)

=[(S+1) /3114 (S+1) (Zo—1) /38T, ],

the right-hand side of which is nothing but that of
Eq. (32). Thus the temperature at which x diverges is
the Néel temperature. At very high temperatures, it is
possible to write

x=S8(S+1)/3ksT+0(T-2).

(40)

(41)

(42)

1 J. Van Kranendonk and J. H. Van Vleck, Rev. Mod. Phys.
30, 1 (1958).
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MOLECULAR FIELD
THEORY

SUSCEPTIBILITIES (ARBITRARY UNITS)

1 1
20

1.0
TEMPERATURE (TITN)

F1e. 3. Susceptibilities for a simple cubic antiferromagnet

2)-

THE CORRELATION LENGTH

Above Ty the transverse correlation functions are
found to be

i B ) _ NEsTx(1424)
(81 Sty = (Se e Saact) = (1+x4)2—[zAy(k) P’
) ~ ~ _ —NkgT#?4v(k)
(S, Saat)=(Sp,x Suich)= (I4x4)2—[xdy(k) 2’

(43)

and the perpendicular susceptibility is given by
X, = (qu)?/ (14+224). (44)

By putting x—co one easily sees that the above correla-
tion functions and susceptibility are continuous at the
Néel point with the lower-temperature values given in
Eqgs. (29) and (35).

When «x is large and % is small, it follows from Eq.
(43) that

(Sh S\ kT YINERT/ An* (k24 K?), (45)

where
[1—v*(k) J2=nk+0(%?), (46)
K?*=2/xA4v, 47

7 being a constant depending on the lattice structure.
Hence, for large | Ry;—R); | one finds that

(Si—Sit)=(2/N) 2; (Sr = Shact)

X exp[ —ik- (Ryi—Ry;) ]
X (ksT/2mp2A)
X exp[ —K (| Ryi—Ry; ) 1/ Ryi—Ryj |
_ (48)

Thus the quantity K~ can be interpreted as a correla-
tion length between two spins, and the square root of
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the order parameter x is proportional to the correlation
length in the long-wavelength limit. As the tempera-
ture is lowered to Ty the correlation length becomes
infinite, i.e., long-range ordering commences at Ty. At
very high temperatures the correlation length decreases
as T712, Equation (48) is very similar to the ferro-
magnetic result.?

LONGITUDINAL CORRELATION FUNCTIONS

In this section Liu’s work for ferromagnet® is
extended to antiferromagnet. For this purpose the
following perturbed Hamiltonian is used:

H,/'=H—fS, 4 exp(—iwt+et), (49)

where H is the unperturbed Hamiltonian (5); f is a
small parameter proportional to the amplitude of a
fictitious ac field which is applied to the sublattice o;
Sy —q° 1s a Fourier transform of S,:%; and e=0%. It is to
be noted that there are four longitudinal two-spin
correlation functions for an antiferromagnet in contrast
with one for a ferromagnet, and to calculate those four
it is necessary to use two different perturbation terms
in the Hamiltonian so that each choice gives two
correlation functions. By definition,

(Su#)7= Tr(p,'Sui*) (50)

where ¢ is the perturbation index and p,’ is the density
operator under perturbation. It can be shown that®

(S Yo =mk 3 () exp(—iatHe) TO(f), (51)
with
5 (@) =i S, S O)])
X exp(—iwt'+et')dt!. (52)

It will be convenient to define the Fourier component
of 2,7 (w):

2,7 (¢, @) =227 () exp(—iq-Ryj).

The quantity 2,7(q, w) has the same expression as
3, (w) except for the replacement of S,7(0) by
Sua?(0).

The two-spin correlation functions in Eq. (52) have
the spectral representations

(S50 = [ he(,0) exp( i), (59)
where
In*(q, ©) =2W%Pm(m | Sx—a®| )

’ X{n | Sua® | m)(FEn—Entaw), (54)

and the sum is taken over the complete set of eigen-
states of the unperturbed Hamiltonian H. If one

20 L., Van Hove, Phys. Rev. 95, 1382 (1954).
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defines a new quantity S,*(q, #) by
8
S2(@ ) = [ (TS0-7(7) Sy (O explionr)r,  (55)
0

it is easy to show that®

Zﬂ)‘(q’ w) =Sﬂ)‘(q7 n=iw—e), (56)
i (Q, ) ={i/[exp(—Pw) —1]}
XLSMg, —iwte) =S g, —iw—e)]. (57)

Putting this result into Eq. (53), one obtains the
dynamical zz correlation function.

In the following, the calculation is carried out for
S=3%. The general S problem is in principle the same
as the spin-}3 case except for much more complex
algebra. Since H’ is time-dependent, one must be more
careful in defining Green’s functions. The system is
unperturbed at f=—, and the subsequent motion is
described by the time-development operator U (¢, — ).
The Green’s function under perturbation can be defined
in terms of U’s, and its analytic continuation to imagi-
nary-time domain is possible.”® As already mentioned,
for the spin-} case it suffices to use a Green’s function
with ¢=0. In the imaginary-time formalism, the Green’s
function to be used in this section is

Gri i’ (1) = (T'Spit (1) Sui=(0) )",

where the average is taken with the perturbed density
matrix p,’. The equation of motion for G’ is found to be

(d/d7) Gri i (1) =26(7) 0rB4i{Shs*)
+(TTH, (1), Sit () 1S,7(0) ),

where the first term of the right-hand side originated
from the relationship 6,2 (0) = ([Sxit, Sy )" =2(Sxni%)".
This is the essential simplification of the algebra for
the spin-} case, and for general .S the quantity 6,"(a)
should be carried through the rest of the calculation.

To calculate the longitudinal correlation function,
one needs to calculate the first-order quantity S,*(q, #)
in the presence of perturbation. Callen’s decoupling
scheme for the unperturbed three-spin Green’s function
must accordingly be extended for the perturbed Green’s
function. That is, if one makes expansions

Gri i (1) = Gri i (1) FfGri i (7) +0( f2),
(Sxi(r) Yo =m+fS* (n) exp(—iw.r) +0(f?), (60)

where S\(n) is the imaginary-time representation of
Zy%(w), and tries to solve the equations for the first-
order quantities, there arises the problem of how to
take the first-order quantity in small parameter f from
the last term of Eq. (9). Since the introduction of this
term contains a high degree of arbitrariness, one may
have some freedom in choosing the best way to approxi-
mate its first-order response. The choice made in this

(58)

(59)
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work is that the resulting 2z correlation functions satisfy a
number of physical properties a correct theory re-
[(8u5* )i, ) (a5 B IO quires, L PP Y

L(Su# YD ((Shit; BY)H{Sui# ) {{Shit; BY YD Sni™S,ust). The equations for zeroth-order quantities have al-
(61) ready been solved in the preceding sections. After
decoupling by the extended Callen scheme, the first-
The ultimate justification of this choice lies in the fact order equation for G turns out to be
(d/dr) Griui® (1) =28(7) 63diiS0i° (1) xp(—1wnt) —80Gii(r) exp(—iqRyi—iw,r)
—2J ; {07 (1) [1 =210 2 JG vy i (1) — Svciry” (1) [1— 204,649y JGhiui (7) } €Xp(—dcopr)

—ZJ; {1 =265 7 1Gris45) wi®7 (1) =M1 =2 0045 1Grii®? (1)}, v\, (62)

The first-order quantities can be Fourier analyzed:
Sy () = (2/N) 228y (k, ) exp(ik-Rus),
k

Grii® (1) = (2/N)3B1 D GrWo(ky, ks, m) exp(iky Ryy—iko+ Ryj—ttont) . (63)

ki,kg,m
After the Fourier transform, Eq. (62) can be written as
—[4,(0) +iwn]Gr® (K1, ki—q, m) +Ax (k1) Gou® (ky, ky—q, m) =260,5x (q, 7) — (V/2) 63Gnu (k1 — 4, m—n)
+B/(0)Grn(kB1—q, m—n) — By (By) Gu(ki—q, m—n),  v#N  (64)
where
By (k) =Sy (q, n) A (k—q) /m, (65)
and the linear response to the perturbation expressed by S\ (k, #) =68k,oS5\(q, #) was taken into account. It is
straightforward to write down the solution of the above equation in terms of the zeroth-order Green’s functions
and Sy (q, #)’s.
To calculate S\*(q, #) one uses the self-consistency condition for Green’s functions which is a relation connecting
S (q, ) and GV (ky, ki—q, 7=07). From the definition (58) it follows that

Grind”(07) =5 —m—fS7(n) +0( f%). (66)
Equating the first-order terms of Egs. (60) and (66) and making Fourier summation, one gets
—Sv (g, 7) = (2/N) 226Gn® (k, k—q, 0). (67)
k

By use of the solution of Eq. (64), Eq. (67) can be written explicitly as follows:
—S¢(q,7) = (2/N) S (q, ) 2L A4:1(0) e cothdfwox—1]4+Cor+CiSr (q, 7) +CaSy (q, 1),
x

—8y(q,n) =(2/N) Sy (q,n) ;[A'Z(O) wi ! cothgBwx—1]+Dy+DiS1(q, #) +D2Sy (q, 1), (68)

where

Ce= —mlzk)(zwkwkﬂ)—l AZM)J\TM,{&,I[AI(()) Fwr L41(0) +wr—o*]+8241 (k) A2 (k—q) },
01=N—12k)(wkwk-q)*‘,f“_‘,Nm{Al(k)Az(k—q)Al(q) —[41(0) +w ]4x(k—q) 41 (k—q) },
C2=N_l§(wk‘*’k——q) - %ﬁan{ —[41(0) +er* [41(0) +or—q*]42(q) +A41(k) [41(0) +wro*]42(k—q) },
Dy = —mz;(Zwka) _’%:qu{ 8nda(Kk) A1 (k—q) +3,2[ 42(0) +et J[42(0) +wig1},
Dy =N—14§J<wkwk.q)-1x2“3NM{ —[42(0) +w* L42(0) +ex—o*141(q) +A2(k) [42(0) +ero*14:(k—q) },

Dz=N"IA:_‘,(wkwk—q)”’;qu{Aa(k)Al(k-Q>A2(Q) —[42(0) +wr]4:1(k—q) 42(k—q) }, (69)
Nu=Ngp*=[N(k)—N(k—q) ]/ (—wrtwiq—iw),
Nyp=Nn*=[N (k) +N (k—q) +17/ (wx+wiq—1iwa), (70)

N (k) =[exp(Buwx) =117, (71)
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and it is to be understood that w® means wy, for A=1
and —wy for A=2. By use of the relation

(2my)1=2N"1>_ A\ (0)wi ! cothdBw  (72)
k

which follows from Eq. (25) for S=3%, Eq. (68) can be

solved for Sy(q, #) and Sy?(q, #):

Sl"(q, %) = —2mA“1[C0”—-Zm(Cg"Dg-—Do"Cz) ],

Sz’(q, ’ﬂ) =2mA“‘[Dd’+2m(Do"C1—Co"Dl) ],
with

A=1+2m(C1——D2) —(2m)2(C1D2—C2D1) (74)

Putting these results into Egs. (53) and (57), one
achieves the task of calculating the dynamical 2z
correlation function of two spins.

To get the longitudinal correlation functions for the
temperature above the Néel point, one uses the same

procedure as that of the fifth section and the result
turns out to be

(73)

1 o » x(1+x4)

S ) =530 ) =3 D ey (@ P
o L —a24v(q)

Si2(q, n) =S2(q, n) =3N (Atad)—[ady(Q P ™

(75)

When continued to the real-frequency domain, the
Kronecker 8§ becomes 8'6(w). Hence, one gets the
dynamical 2z correlation functions of two spins

(S1,-q* () S1,4(0) )= {S2,*(£) S2.,4%(0) )
N a(itsd)
28 (1+d)*—[wdy(@)
(S1,-a* (1) $2.4°(0) )= (S2,—*(£) S1.4%(0) )
_N —a?4v(q)
28 (14-24)>—[zxAdv(Q "

These results together with Eq. (43) show that xx, yy,
and zz correlation functions are all equal above the Néel
point as expected from the fact that all spin directions
must be equivalent when 2—0 in the paramagnetic
region.

One expects the correlation functions to be continu-
ous at the Néel temperature. By putting x—co in the
expressions for correlation functions of the paramag-
netic phase and comparing the result with the lower-
temperature phase result, one easily sees that they are
continuous at Ty.

There is a sum rule for the static correlation functions
of spins, namely

(2/N) ;(Sx,—k'sx,k>=%NS(5+1)-

(76)

(7

If one uses Egs. (43) and (76) and the paramagnetic
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version of the relation (72)
4 x(14x4)
1 =
N8 ; (14-24)>—[x4y(K) P’ 79

the left-hand side of Eq. (77) becomes equal to 3N (%)
and thus the sum rule checks above Tx. But below Ty
there seems to be no easy way of checking the sum
rule because of complicated algebra. Even in the spin-
wave region, the zz correlation functions are so compli-
cated that it is not feasible to try to check the sum rule.
Perhaps one should not even expect to do so because
the expressions for the correlation functions are only
approximate.

PARALLEL SUSCEPTIBILITY

The parallel susceptibility can be calculated as the
ratio of the total magnetization to the applied field
which is parallel to the spin alignment direction. The
Hamiltonian to be used for this purpose is, in imagi-
nary-time formalism,

H'=H—f(S1,0°+S2,0%). (79)
Then the parallel susceptibility is given by
Xy = (g#3)2;<5xi’>'/f
= (gun)*({S10%) +(S20*)) /1, (80)

the primes meaning averages under the perturbation.
Similar calculation as that of deriving Eq. (51) gives

(S10%) =5Nm+£5:1(0, 0) +£5:2(0, 0) +0( f3),
(S2,0%)' =5Nmy+154(0, 0) +£52(0, 0) +0(f*).
Then, taking into account the relationships
S (—q, —n) =S'(q,n) and Sy'(—q, —n) =S:*(q, )

which can be proved by direct substitution in Eq. (73),
one gets the parallel susceptibility

x11=2(gus)* im[Sy' (q, 0) +S*(q, 0) ]

q->0

(81)

exp (Bowx) }
[exp(Beox) — 1

. exp (Bwx) }ﬁl
ravona 0 2
If one uses the RPA which is equivalent to putting
2maJ for A(0), the modified result agrees with that of
Lines.? It is to be noted that the second term of the
denominator is absent in the nonlinear spin-wave
theory,”” and the spin-wave theory does not give the
factor (2m)? in the numerator. The extra term inthe
denominator vanishes at 7’=0 and is equal to unity at
T, while (2m)? varies from (2m,)? to zero so that the
effect of these two terms compensate to some extent.
At very low temperatures m varies slightly with tem-
perature and the new term in the denominator is

=28(2mgus)? {;

(82)
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vanishingly small, so one expects very good agreement
of the above result with that of the spin-wave theory.

It is easy to show that the parallel susceptibility in
Eq. (82) vanishes as 7—0% and becomes equal to the
value of perpendicular susceptibility at Ty, which is
given in Eq. (35), as 7—7»~. One can also show that
the paramagnetic temperature version of Eq. (82) leads
to Eq. (44). Numerical calculations of parallel and
perpendicular susceptibilities for S=% have been
carried out and the results are shown in Fig. 3.

ENERGY AND SPECIFIC HEAT

For the Heisenberg antiferromagnet with nearest-
neighbor interactions described by the Hamiltonian (5),
the internal energy is given by

E=(H)=4N"37 3 v(q) (S1-aSea),  (83)
q
so the internal energy can be computed if the static
correlation functions of spins are known, and differ-
entiating the result with respect to temperature one
obtains the specific heat due to spin disorder. Although
expressions for all the correlation functions have al-
ready been obtained for S=3%, the study of the problem
for general temperature is rather hard because of the
complex algebra involved. In the following, the problem
only in paramagnetic region and ground state is studied.
In the paramagnetic temperature region when 4—0,
it can be verified that

__6aJ [xdv(q) P
AB T (1424)*—[xAdvy(q) I

Putting x— in Eq. (84) and using Eq. (78) in the
same limit, one obtains the internal energy at Ty

Ey=—1N3J[3(Io—1)/I)]
X —3N2zJ (1.021) for sc, —1NzJ (0.846) for bee. (85)
The specific heat is given by
C=dE/dT =8N {[B(1+x4) +4a]],—8x(1+xA4)2I;)}
X{88 1w A[ [ —2(14xA)2 [, | I;— A~
XL(24x4) -2 (14+x4)2,]} 7,

(84)

(86)
where

Li=2N"2 {(14x4)*—[xAy(q) P},
L=2N"1)_{(1+x4)2—[xAdv(q) ]},
Ii=2N"13 72(q) { (1+24)2—[xAvy(q) P}, (87)

and the Boltzmann constant %p is set equal to unity
for convenience. At very high temperatures one gets

C=3(J/T) 24 () +0(T). (88)

At this point, it is to be noticed that all the correla-
tion functions are calculated for g0, and the ground-
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state energy consists of three parts: the contributions
from q=0, from the transverse correlation function
(q7#0), and from the longitudinal correlation function
(q5%£0) ; so one can write

Ey=FE'+E+ R (89)
Then from Egs. (83) and (29) it follows that
E'=—1NzJ (2mp)2, (90)
= —iNaJ (2mo) [2(c+¢') ], (91)
where
c=2N"13 {1—[1—v(k) ]*?} (92)
k
~20.097 for sc, 0.073 for bec,
¢ =N [1—y(k) 1)
k
~0.156 for sc, 0.150 for bec. (93)

One needs the explicit expression for (Si1,_%Ssq*), and
it is given by the inverse transform of Eq. (55)

(S1,-q*82,0*) =B _S4(q, 1) exp(—iwe), (94)

with Si*(q, #) given by (73). If one keeps only the
first term Dy in the numerator of (73) and approxi-
mates A by unity, one gets

v(q)

n,q,k WkWk—q

><§Nm[x4 (k) A (k—q) J exp(—iwue). (95)

- 42T m?

o
BN

If one sums over # and takes the limit of 7—0%, Eq.
(95) leads to

E'®—1NzJ (2mg)2(c+c')2.
Since Eq. (72) leads to
mo=[2(1+4¢") T (97)

as T—0%, one obtains the ground-state energy of an
antiferromagnet to the above-mentioned approximation

Eg~—3NzJ(1.234) for sc, —}NzJ (1.173) for bee. (98)

The value for sc agrees with the result obtained by
Boon, but the present result is a few percent lower
than the values given by other theories.?! If one in-
cludes the next terms in the numerator and denominator
of (73), the resulting correction for the ground-state
energy is estimated to be less than 19,. It seems that
a calculation using the entire expression of Eq. (73)
would be very difficult.

(96)
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J. Phys. Chem. Solids 24, 1049 (1963); S. H. Liu, Ref. 17; T
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