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Entropy of spin models by the Monte Carlo method
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We introduce a method to calculate the entropy and the free energy of spin systems by the Monte
Carlo method. The method is used to determine the entropy of the antiferromagnetic Ising model
subject to an external field on triangular and face-centered-cubic lattices.

I. INTRODUCTION

The Monte Carlo method is an algorithm capable of
numerical estimation of any quantity which can be writ-
ten as the average of a state function. The estimation of
the entropy, however, is a difficult task since there is no
state function whose average is the entropy. The same
can be said about the free energy. To overcome this dif-
ficulty, direct and indirect methods were introduced to
calculate the entropy of lattice spin systems by Monte
Carlo. Direct methods'™® use a quantity related to en-
tropy or free energy, which can be estimated from Monte
Carlo. In indirect methods,”® the entropy or the free
energy is obtained by integrating numerically a quantity
which can be obtained from Monte Carlo.

Here we introduce a direct method of evaluating the
free energy of spin systems. The method uses a rela-
tionship between the largest eigenvalue of the transfer
matrix and the averages of certain state functions. The
free energy is then obtained by taking the logarithm of
the largest eigenvalue. The method is here applied to
the cases of two frustrated Ising spin systems defined
on a triangular and on a face-centered-cubic (fcc) lattice
with nearest-neighbor antiferromagnetic interactions and
subject to an external field.

The triangular Ising antiferromagnetic in zero field is
known to be disordered at all temperatures and to have
a residual entropy.®!° In the presence of a field H, there
is an ordered ferrimagnetic state at low temperature as
long as the field is smaller than the critical field H..11713
The low-temperature ordered state is separated from the
paramagnetic state by a line of second-order phase tran-
sition. At the critical field and zero temperature, the
state is highly degenerate with a nonzero entropy.'*

The fcc Ising antiferromagnetic in a field has been
intensively studied!57187:3:19,20,8,5,21 hecause, in the
lattice-gas language, it describes the ordering of binary
alloys such as copper gold. At zero field, a first-order
transition occurs at a nonzero temperature 7;. In the
presence of a field H, the model exhibits three first-order
transition lines that meet at a triple point. One line ter-
minates at H = 0 and temperature T}, whereas the other
two lines terminate at zero temperature at the critical
fields H,; and H,. At these two terminal points there is
a residual entropy.
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II. LARGEST TRANSFER MATRIX
EIGENVALUE

Let us consider an Ising system whose partition func-
tion can be written as the trace of a product of transfer
matrices. Consider a lattice composed of K layers of N
sites each. The probability P(ry,73,...,7kx) of the state
T1,T2,...,Tk Of the system, where 7, is the configuration
of the fth layer, is given by

1
P(T1,T2,y ..., TK) = ET(Tl,Tz)T(Tz,7'3)...T(7'K,T1), (1)

where T'(7;,7;) is the element of the transfer matrix T
and

Z = Te(T¥) (2)

is the partition function. The marginal probability dis-
tributions P(7;) and P(7;,72) are given by

P(n) = 5 T%(m,m) ®)
and
P(ry,12) = %T(Tl,Tz)TK_l(Tz,ﬁ)- (4)

Next we use the spectral development of the matrix T'
given by

T(‘Tl,Tz) = Z¢k(7’1)Ak¢i(TZ)a (5)
k

where ¢5(71) is the normalized eigenvector and A is the
corresponding eigenvalue of T', to write

P(n) = 5 3 du(m)AE S (m) (6)
k
and
P(r,72) = 5 T(11,m) 3 ()M 9i(m). (1)
k

Taking into account that
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Z=3 X ®)

k

we obtain, in the limit K — oo,

P(11) = ¢o(r1)d5(71) (9)

and

P(11,72) = T(11,72)$o(T2) Ag ' b5 (1), (10)

where ) is the largest eigenvalue of T and ¢y the leading
eigenvector.
For 75 = 7; this equation can be written in the form

P(r1,m1) = T(11,71)P(11)A5 " (11)
from which we get
(8(m1,72)) = Ag H(T(11,71))- (12)

This formula allows the calculation of the largest eigen-
value of T' from the Monte Carlo estimation of the av-
erages (0(71,72)) and (T'(7y,71)). In actual calculations,
where K is finite but large, the errors will be of the or-
der (A1/X0)X where ); is the second largest eigenvalue
of T. The free energy per site f can then be calculated
by using the relation —8f = (In A¢)/N.

Suppose that there is a transformation 1y — 72 = {(71)
which leaves ¢o(71), or equivalently P(7;), invariant. In
this case, from Eq. (10), we get

P[r1,{(m1)] = T[m1,{(11)]Ag ' P(71) (13)

from which we obtain

(8[C(m1), 72]) = Ag H{T[r1, C(m1)]) (14)

which is an alternative to formula (12).

III. TRIANGULAR ISING ANTIFERROMAGNET

We have simulated the triangular Ising antiferromag-
netic in a square lattice with L x K sites by using the
Metropolis algorithm. The Hamiltonian reads

L
>
i=1k

1k=1

K
{Jok (04,641 + Oj+1,k + Tjt1,k+1) — Hojr},
(15)

where o, = +1, J > 0, and periodic boundary condi-
tions are used. The transfer matrix T is given by

L
T({ojr}, {ojk+1}) = eXP{Z[—ﬁJUjk(Uj,kH

j=1

+0j41,6 + Oj41,k+1) + ﬁHUjk]}7

(16)
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FIG. 1. Entropy per site s versus temperature 7" for the an-
tiferromagnetic Ising model on a triangular lattice for several
values of the external field H. The inset shows the entropy
versus temperature for the case H = 3J around the transition
point.

where 8 = 1/kT. From the largest eingenvalue Ao of T
estimated from Monte Carlo by using formula (14) we
determined the free energy per site f by

f= —Blfln/\o. (17)

From the estimate of the energy per site u and the free
energy f we get the entropy per site s by

- =Bu—Bf. (18)

Figure 1 shows the entropy as a function of temper-
ature for three values of the field. We used lattices of
sizes 9 x 81, 18 x 81, and 27 x 81. Along H = 0 and
H = H_ = 6J there is no phase transition and the system
is disordered for all temperatures. For these two cases
there is a residual entropy at zero temperature. Our es-
timates of the residual entropies are s/k = 0.3229(4) for
H = 0 and s/k = 0.3333(1) for H = 6J. In these cases
the exact values are known as value 0.323 0659... (Ref. 9)
and 0.33327... (Ref. 14), respectively.

In contrast to the two cases above the system or-
ders when 0 < H < 6J for sufficient low temperatures.
Along H = 3J, there is a continuous transition around
kT/J = 1.4 and the entropy vanishes at zero tempera-
ture. The inflection point of the entropy indicates the
critical temperature.

IV. fcc ISING ANTIFERROMAGNET

The fcc Ising antiferromagnet was simulated in a cubic
lattice with L x L x K sites. The Hamiltonian is given
by
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H=D> > Hi, (19)
i1=1 =1 k=1
where
Hijkw = —Hoiji + Joiji(0ij 41 + Tij41,k

40415kt Tit1,j+1,kT Ti,j+1,k+1 + Tig1,j4+1,k+1)5
(20)

where periodic boundary conditions are used. The trans-
fer matrix T is given by

L L
T({a',-jk},{oij,k+1}) = exp _ﬁZZH”k . (21)

=1 j=1

From the estimate of the largest eigenvalue Ao of T we
determined the free energy per site by

f= _L% In Ao, (22)
where N = L? and the entropy by Eq. (18).

Figure 2 shows the entropy versus temperature for
three values of the field for a lattice with 4 x 4 x 16
spins. At H = H, = 12J the system displays a para-
magnetic phase at all temperatures. At zero tempera-
ture there is a residual entropy which we estimated to
be s/k = 0.2498(3). This value should be compared to
other Monte Carlo estimation such as s/k = 0.249 89(2).3
For H < 12J the system is ordered if the temperature is
small enough. The phase transition from the disordered
to ordered state is of the first order. At H = H,; = 4J,
there is a residual entropy estimated to be s/k = 0.235(1)
which we compare to another Monte Carlo estimation
s/k = 0.239(1).> At H = 0, the entropy vanishes at zero
temperature and there is a first-order phase transition
around kT /J = 1.7.
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FIG. 2. Entropy per site s versus temperature T for the
antiferromagnetic Ising model on a face-centered-cubic lattice
for several values of the external field H.

V. CONCLUSION

We introduce a direct method to estimate the en-
tropy of spin models from Monte Carlo simulation. The
method was applied to the antiferromagnetic Ising model
on triangular and fcc lattices. The results are in agree-
ment with the exact results and results coming from other
Monte Carlo simulations.

ACKNOWLEDGMENT

This work has received support from FAPESP under
Grant No. 90/3771-4.

! S.-K. Ma, J. Stat. Phys. 26, 221 (1981).

2 H. Meirovitch, J. Stat. Phys. 30, 681 (1983).

3 H. Meirovitch, Phys. Rev. B 30, 2866 (1984).

*K. K. Mon, Phys. Rev. Lett. 54, 2671 (1985).

5 C. Bichara, J.-P. Gaspard, and J.-C. Mathieu, J. Chem.
Phys. 89, 4339 (1988).

8 W. A. Oates, G. E. Murch, and S. H. Lim, Philos. Mag. B
61, 337 (1990).

" K. Binder, Z. Phys. B 45, 61 (1981).

8 T. L. Polgreen, Phys. Rev. B 29, 1468 (1984).

9 G. Wannier, Phys. Rev. 79, 357 (1950).

1 R. M. F. Houtappel, Physica 16, 425 (1950).

' B. D. Metcalf, Phys. Lett. A 45,1 (1973).

12 M. Schick, J. S. Walker, and M. Wortis, Phys. Rev. B 186,

2205 (1977).

13 K. K. Chin and D. P. Landau, Phys. Rev. B 36, 275 (1987).

14 R. J. Baxter, J. Phys. A 18, L61 (1980).

!5 R. Kikuchi, Phys. Rev. 81, 998 (1951).

16 C. M. van Baal, Physica 64, 571 (1973).

" N. S. Golosov, L. E. Popov, and L. Ya. Pudan, J. Phys.
Chem. Solids 34, 1149 (1973); 34, 1157 (1973).

8 J. M. Sanchez, D. de Fontaine, and W. Teitler, Phys. Rev.
B 26, 1465 (1982).

1% J. L. Lebowitz, M. K. Phani, and D. F. Styer, J. Stat. Phys.
38, 413 (1985).

20 D. F. Styer, Phys. Rev. B 32, 393 (1985).

21 A. Finel and F. Ducastelle, Europhys. Lett. 1, 135 (1986).



