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We report the results of large-scale Monte Carlo and transfer-matrix studies of a model lattice-
gas Hamiltonian that has previously been introduced to study the oxygen ordering responsible

for the orthorhombic-to-tetragonal transition in YBazCu3zOsyz.

We analyze the data using

finite-size scaling to obtain the phase diagram and critical exponents. At high temperatures
we find qualitative agreement with the cluster-variation method. However, at low temperatures
we find only second-order transitions, in disagreement with the cluster-variation method. The
critical exponents found are consistent with the universality classes of the d=2 Ising model and
the XY model with cubic anisotropy. Consequently, any experimental evidence of a first-order
transition for YBa;Cu3Og4- would imply that the model of Wille et al. [Phys. Rev. Lett. 60,
1065 (1988)] needs to be modified to be directly applicable to this material.

I. INTRODUCTION

With the discovery of the first high-temperature
superconductors! and of superconductivity above liquid-
nitrogen temperatures? in the copper-oxide based ceram-
ics RBayCu3Ogy, (where R is a rare-earth element and
% < z < 1) possibilities of widespread commercial ap-
plications of superconductivity have emerged.> However,
before commercial uses of these materials can be devel-
oped, reliable techniques are needed for large-scale man-
ufacturing. The oxygen content is one important aspect
that must be understood before this goal can be accom-
plished.

Since the temperature at which the superconduct-
ing transition takes place depends critically on the oxy-
gen concentration,®~7 it is important to understand the
phase diagram for the oxygen ordering that occurs in the
copper-oxide basal planes. If the oxygen content is low
(z < ) the material has a tetragonal phase and is not su-
perconducting, whereas if-% < z < 1thesuperconducting
properties can depend critically on the oxygen ordering,
as well as on the oxygen stoichiometry. Thus the ceramic
with ¢ = % and with yttrium as the rare earth has a te-
tragonal phase obtained by rapid quenching from high
temperatures and a superconducting temperature near
0 K, whereas the material with the same oxygen concen-
tration, but obtained with a gettering technique, has an
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orthorhombic structure and a superconducting transition
of about 60 K.5 At larger O concentrations, z ~ 1, the
material is orthorhombic and has a superconducting tran-
sition near 90 K. The experimental evidence for both the
tetragonal and orthorhombic phases comes from x-ray®:3
and neutron studies,®® as well as electron diffraction and
microscopy.®1%:11 In both the orthorhombic phases, the
basal Cu-O planes have been found to contain parallel
chains of O atoms.

When oxygen chains form in the basal planes of the
RBa,;Cuz06¢4, materials, the symmetry between the two
axes of the planes is broken. For this reason theoret-
ical models for the high-temperature tetragonal to or-
thorhombic transition in RBa;Cu3O¢4+, have assumed
that the chain formation drives the transition. Most
theoretical treatments have assumed that the relevant
physics is contained solely in the basal planes,!2— 18 al-
though Khachaturyan et al.!®=2! have argued that, to
correctly describe the ordering process, the full three-
dimensional nature of the materials must be used.

Lattice-gas models can be constructed that re-
produce the experimentally observed structures of
RBa3Cu3O64z. These are the tetragonal phase with
z = 0, the orthorhombic structure with z =~ 1, and the
orthorhombic “double-cell” phase, which has z =~ £.5:8 In
addition, the nature of the transitions in the lattice-gas
model (whether the transitions are first order or contin-
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uous) should correspond to the nature of the experimen-
tally observed transitions.

In this paper we study the two-dimensional lattice-
gas Hamiltonian, which was introduced by Wille et
al.12:18:22-24 for the oxygen ordering in the basal planes
of YBayCu3Og4,. We investigate this model using both
transfer-matrix and Monte Carlo, techniques. The rele-
vance of this particular model to the physical materials
has recently been reviewed.?%:26 Previous studies of this
model have used the cluster-variation method.'®27 How-
ever, it is important to fully understand the phase dia-
gram obtained from this model through nonperturbative
methods such as Monte Carlo and transfer-matrix tech-
niques, so that an accurate comparison to experimental
data can be made. In this paper we have concentrated on
the critical properties, both the phase diagram and crit-
ical exponents, of the model with the goal of comparing
the results obtained from transfer-matrix, Monte Carlo,
and cluster-variation methods. Recent independent work
has applied transfer-matrix methods?® and Monte Carlo
methods (without obtaining the critical exponents)?®:30
to this model.

In Sec. II we describe the lattice-gas model and its rel-
evant ground states. In Sec. III we give the details of our
Monte Carlo simulations and the finite-size scaling used
to analyze the Monte Carlo data. Section IV contains the
details of the transfer-matrix calculations and the finite-
size scaling relations used to analyze the transfer-matrix
data. Section V contains our Monte Carlo and transfer-
matrix data, the analysis of this data, and our results for
the phase diagrams and critical exponents. Section VI
presents a discussion of our results and conclusions.

II. MODEL AND GROUND STATES

We have studied the lattice-gas model with lo-
cally anisotropic next-nearest-neighbor interactions in-
troduced by Wille et al.!® to describe ordering of oxy-
gen atoms in the Cu-O basal planes of YBasCu3Ogy -
These planes consist of a square lattice of copper atoms
with lattice constant a and a basis of two oxygen sites at
(a/2,0) and (0,a/2). The Hamiltonian is

H — [lNa = _<I>NN Z CiCj — ch Z CiCy

(NN) (NNNcu)
-—Qv Z CiC; — i ZC,'. (1)
(NNNvy) i

Here the ¢; are the site-occupation variables for the O
atoms; ¢; = 1 if site ¢ is occupied, and ¢; = 0 if site ¢
is empty. ®nn is the nearest-neighbor (NN) interaction
energy, and ®¢c, and ®y are the next-nearest-neighbor
(NNN) interaction energies, with and without a Cu atom
between the O sites, respectively. The sums run over all
the indicated pairs of sites. The oxygen chemical poten-
tial is u, and N, is the total number of O atoms. The
basal-plane lattice and the interactions in the Hamilto-
nian are shown in Fig. 1. The oxygen concentration in
the basal planes, O, is twice the factor z in the stoichio-
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FIG. 1. The lattice in the basal CuO planes, and the in-
teractions in the lattice-gas Hamiltonian, Eq. (1), are illus-
trated. The open circles represent Cu atoms, and the num-
bered squares represent the O sites. The nearest-neighbor
interactions (®xn) are shown as thin diagonal lines, the next-
nearest-neighbor interactions through a copper (®cu) and
through a vacancy (®v) are shown respectively as zig-zag
lines and thick solid lines. The numbering of the eight sublat-
tices that define the Monte Carlo order parameter are shown.
The arrows marked A and B show directions for the transfer
matrix. Direction A would have, for example, the layer of
sites along the diagonal numbered 7-3-6-2-7- interacting with
the layer 1-5-4-8-1-. Direction B would have, for example,
the layer of sites along a vertical zig-zag numbered 1-7-3-8-1-
interacting with the layer 2-5-4-6-2-. This lattice is rotated
by 45° with respect to those shown in Fig. 2(a).

metric formula YBayCu30O¢y ¢,
N, 1 z
G_N—N‘ZQ—E’ (2)

where N is the total number of O sites.

As discussed in Sec. I, the experimentally observed
phases are the tetragonal phase with © ~ 0, the “double-
cell” orthorhombic phase with © ~ %, and the or-
thorhombic phase with © ~ % For brevity we shall refer
to these phases as tetra-0, ortho--};, and ortho—%, respec-
tively. The corresponding orthorhombic ground states
are depicted in Fig. 2(a). Both of these states are char-
acterized by parallel chains of O atoms connected by Cu
atoms. These ordered states can be described by decom-
posing the original lattice of O sites into eight interpene-
trating sublattices, as shown in Fig. 1. The ordered state
ortho—% corresponds to four filled sublattices and four
empty ones. This “antiferromagnetic” state is twofold
degenerate. The ordered state ortho—% corresponds to
two filled sublattices and six empty ones. There are four
equivalent pairs of sublattices that can be filled, mak-
ing this state fourfold degenerate. This decomposition
is used in defining Monte Carlo order parameters, as de-
scribed in Sec. IIT A below.

The Hamiltonian and the interaction constants, Eq.
(1), must be chosen to reproduce the observed phases.
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This was achieved through a Landau-Lifshitz group-
theoretical analysis3! ~3* for this model, which identifies
those ordered states compatible with the symmetry of the
model that can be reached from a disordered state by a
second-order (continuous) phase transition. Our analy-
sis is similar to that of de Fontaine et al.;'2 however, we
exactly obtain the ground-state diagram in terms of the
oxygen chemical potential u. Depending on the values of
the interaction constants, a number of different ground-
state diagrams may result. The one that corresponds to
the experimentally observed phases is shown in Fig. 2(b).
It acts as a guide to the low-temperature behavior for
the Monte Carlo and transfer-matrix calculations. This
ground-state diagram is realized only for repulsive NN in-
teractions, ®nn < 0, with NNN interactions in the ranges
®cy > 0 (attractive), and —1 < @y /|&nn| < 0 (weakly
repulsive). In the following we shall use dimensionless
units such that ®nyn = —1. The calculation also shows
that an infinite number of states with parallel oxygen

Ortho- 1/4
E = -1/4® -1/41

(a)

Ortho- 1/2
E =-120, -12® -1/2p

Ortho- Ortho-
Tetra- OI 1/4 | Ortho- 1/2 ‘ 3/4 | Tetra- 1
T
-1 0 1 2 3 4 5 6
“FCu 4- Cu
D20y 4-Q 20,
FIG. 2. (a) The ground-state configurations in the basal

Cu-O planes, corresponding to the experimentally observed
phases ortho-% and ortho—% are shown. Cu atoms are denoted
by small open circles, O atoms by solid squares, and empty O
sites by open squares. For each state the corresponding unit
cell on the Cu lattice is drawn, and the energy per O site is
given. Notice the characteristic chains of alternating O and
Cu atoms. (b) Ground-state diagram showing the transition
values of the chemical potential, u, for the ground states when
®cy > 0 and -1 < v < 0 (with &yny = —1). The transi-
tion values of u are given as functions of ®cy and ®v. The
ort.ho-% state is similar to the ortho—i- state except that the
O vacancies and atoms are interchanged. The tetra-1 state
corresponds to the completely filled lattice, just as the tetra-
0 state corresponds to the completely empty lattice. The
tetra-1 and ortho-2 states are not experimentally observed in

4
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chains and © < i— are degenerate with the ortho—-}; and
tetra-0 states exactly at their disorder-order transition.
Consistent with these results we have chosen the NNN in-
teractions ®c, = 0.5 and ®y = —0.5, in agreement with
Wille et al.l® Preliminary finite-temperature transfer-
matrix data support the expectation that, within the
range of interactions consistent with the observed phases,
the qualitative features of the phase diagrams do not de-
pend on the particular values of the constants. These re-
sults and the ground-state diagrams for different values
of the interaction constants will be given in a forthcoming
paper.3®

A Ginzburg-Landau effective free-energy calcu-
lation3!'32 indicates that, if continuous, the disorder-
order transition tetra-0 to ortho-1 and the order-order
transition ortho-% to ortho—% both should belong to the
Ising universality class.?8 A similar calculation indicates
that the disorder-order transition tetra-0 to ortho—%‘ most
likely belongs to the universality class of the XY model
with cubic anisotropy.?® The phase diagram is similar to
that of the Ashkin-Teller model.2%:3¢ These results are
supported by our scaling analyses, presented in Sec. V.

III. MONTE CARLO CALCULATIONS

A. Simulations

In our Monte Carlo calculations we have made use
of standard importance sampling methods.37~4' Most
of the calculations were performed using single-spin-flip
Glauber dynamics, where the oxygen concentration © is
a function of T" and p. We have also performed some
Monte Carlo calculations using Kawasaki dynamics, i.e.,
with © kept constant during the simulation. This was
done by only allowing the oxygen atoms to jump to va-
cant nearest- and next-nearest-neighbor sites on the lat-
tice, while keeping their total number fixed. We have
studied lattices with periodic boundary conditions for
4 < L <128. L is defined along the unit vectors of the
Cu unit cell and measured in units of its lattice constant
a, which is the next-nearest neighbor distance between
oxygen sites. Thus, the total number of oxygen sites is
N =2L2%

The parallel chains of O atoms, discussed in Sec. II,
are prominent features of the observed configurations.
Even in the disordered state, rather long fragments of
such chains are seen. (At low temperatures, kg7 < 0.05,
these chains may span the whole lattice, even for the
largest systems we have studied, L = 128.) Because of
these long chain fragments, long runs are needed to get
good statistics in the critical regions. Data were obtained
with 5 x 10% to 5 x 10% Monte Carlo steps per oxygen site
(MCSS), using every tenth generated configuration for
calculating averages. For the transition from the disor-
dered phase tetra-0 to the ordered phase ortho—%, we have
also done some calculations using the block-distribution
(cumulant) method*?:43 [see Eq. ( 9)] for analysis of the
critical point. For this analysis we used much longer runs:
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2 x 108 MCSS for L < 32.

In the Monte Carlo simulations the internal energy, U,
the specific heat, C, the oxygen concentration, ©, and the
sublattice concentrations, ©,, (all quantities normalized
per O site) are given by

N 2\ _ 2
C:W«U) U),

®3)
o= K

0 = 5( L)

i€a

a=1,2,..,8. (5)

The sublattices « are indicated in Fig. 1.
In terms of the sublattice concentrations ©, we have
defined the two order parameters

O1/2 = |01+ 02+ O3+ 04 — O5 — Os — O7 — O]
(6)

and

0174 = 3|(01+02)—(03+04)+(O5+06)— (07 +O5)],
(7)

where the subscript -12; stands for the ortho—% phase, and
the subscript 1/4 for the ortho-% phase. The order pa-
rameter Oy, is unity in the ortho—% phase, zero in the
disordered phase tetra-0, and 0.5 in the ortho—% phase.
On the other hand, ©4/4 is unity in ortho-% and zero in
both tetra-0 and ortho—%. In this sense, ©/4 is a “good”
order parameter for the ortho—-}i phase. The susceptibil-
ity conjugate to ©,/4 is

X1/ = o ((03/4) = (61/4)7), ®)

where (:)1/4 is given by Eq. (7) without the absolute val-
ues. An analogous definition for x,,, is also used. Fol-
lowing Binder,%2:43 we have also used the cumulants

(o)
CRE ©

Up=1-

for the different order parameters to obtain the critical
exponents v and 8 [Eq. ( 14) and (15)]. UL has previously
been used with good results for a similar model.**

B. Finite-size scaling relations

The behavior of finite systems near the critical tem-
perature T, of the corresponding infinite system can be
analyzed by finite-size scaling.37~3%45-47 If the infinite
system has the critical exponents, as usually defined, the
behavior of the finite system is expressed in terms of
a scaled temperature z = tL'/¥ where t = |1 — T/T.|.
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Near T, one can write finite-size scaling relations for suf-
ficiently large L,

O=LPl"f(z)~tP asL—oo, t#0, (10)
_ gty [~ L1 fort=0,
XT'=1 g(z){Nt_,y as L — o0, t#0, (11)
~ L% fort=0
— =Lo/vp L )
C—-GCo (z){~t—-a as L — oo, t#o’
(12)

where Cj is the nondivergent contribution to the specific
heat. The critical behavior can also be determined by
comparing cumulants and moments for lattices of size L
with lattices of size L’ = bL. At T,, where U = U*, one

has42,43
Up=Uy =U", (13)
-1 In(0UsL /OUL)u-
voE Inb ’ (14)
and
28 2 2
- = —In ((©2)s/(©%)L)/Inb. (15)

Because of correction terms to finite-size scaling, it is nec-
essary to extrapolate the results to the limit (In )~ — 0.

IV. TRANSFER-MATRIX CALCULATIONS

A. Transfer-matrix formulation

We have performed transfer-matrix finite-size scaling
calculations to complement the Monte Carlo simulations,
and especially to determine the order of the transitions
at low temperatures. In the usual fashion, strip-shaped
systems of infinite length and finite width M were parti-
tioned into transverse layers. The results presented here
were obtained with the partitioning, labeled A in Fig. 1,
which leaves all three ground states invariant under a 90°
rotation of the lattice. (For partitioning, B oxygen chains
parallel and perpendicular to the strip direction have dif-
ferent energies, leading to large finite-size effects.)

The full transfer matrix T, which is nonsymmetric, was
block diagonalized utilizing the invariance of the Hamil-
tonian under two-step translations in the transverse di-
rection. The symmetric block TS and the antisymmetric
block TA, the only two blocks whose symmetries corre-
spond to the ordered phases ortho-% and ortho—-};, were
diagonalized with the NAG library subroutines FO2AFF
and F02AGF. Four of the eigenvalues are of particular
interest. The largest eigenvalue of TS, and of the full
transfer matrix itself, is A{. By virtue of the Perron-
Frobenius theorem it is positive and nondegenerate. The
other three are A\§ and A3, second and third largest eigen-

values of TS, respectively, and A{l, the largest eigenvalue
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of TA. The two eigenvalues A5 and A{ alternate as the
second largest eigenvalue of T. These four eigenvalues
define the following three length scales.

-1
)‘5
ES = | In|&
! Ag‘

is the largest length corresponding to TS. It diverges
exponentially with M in both the ortho—% and ortho—%
ordered phases.

& = (ln‘:\\—;)—l

is the second largest length corresponding to TS, It re-
mains small and independent of M in both the ordered
phases, but peaks near the transitions involving the or-
dered ortho—% phase.

-1
)\S

{A =1In -—1—‘

1 A‘IA

is the largest length corresponding to TA It uniquely
characterizes the ortho—% phase, where it diverges expo-
nentially with M, whereas it remains small and indepen-
dent of M in the ortho—% ordered phase, as well as in
the disordered tetra-0 phase. At the tetra-0 to ortho—-é—
transition &7 is the overall dominant length scale. At
the tetra-0 to ortho—% transition £ and & are of the
same order of magnitude, with £{ generally dominant.
(However, at temperatures below kp7T=0.1, &5 becomes
dominant for M=12.)

For the largest system size, M = 16, an entire block of
the transfer matrix could not be stored in the available
computers, so an alternative numerical method was im-
plemented. By using the structure of the full transfer ma-
trix as given by generalized direct matrix products,*®:4° it
was efficiently constructed when needed using scatter and
gather operations on the Cyber 205 and ETA-10 comput-
ers. The transfer matrix was repeatedly multiplied by a
random starting vector to obtain the largest eigenvalue
and the associated left and right eigenvectors. The next
largest eigenvalue was constructed in a similar fashion.5°
This procedure gave the largest length scale and ©, and
their derivatives were taken numerically. (This method
does not directly provide information about the symme-
try of the eigenvectors, but the results for M = 8 and 12
compared very well with those obtained with the method
described above.)

(16)

(17)

(18)

B. Finite-size scaling relations

In the finite-size scaling theory for critical phenomena
a second-order phase transition is signaled by the linear
divergence with strip width M of the appropriate dom-
inant length scale, £(M). A finite-size estimate for the
critical values of the nonordering fields is given by the
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Nightingale criterion,5! 52

(M) _ E(M)
MOT M (19)

For each of the three different transition lines in the
present model £ represents the appropriate characteristic
length scale, as discussed in Sec. IV A above.

The thermal eigenvalue, yr = v~!, is related to the
asymptotic scaling at the critical point of the gradi-
ent Vg &(M) of the dominant correlation length with
respect to the nonordering fields, K = (8,8u), where
B =1/kpT, as

i (n D00 (1, 2097

(20)
The notation v- denotes the scalar product with a unit
vector v in K space. In the asymptotic limit the gradi-
ents for M and M' become parallel, so that the estimate
obtained from Eq. (20) is the same for all v that are not
strictly orthogonal to the gradient. (In other words, yr
is invariant under independent rescalings of the fields.)
However, for finite systems the estimate depends on the
direction of v.53 We have chosen v to minimize this de-
pendence. The resulting vectors v are, in fact, finite-size
estimates of the relevant scaling field at each point on
the transition line. (This estimation method differs from
that described by Barber,?3 but for these relatively small
systems we find our estimate more robust.) To avoid nu-
merical differentiation for M < 12, we have related the
field derivatives of &£ to matrix elements of certain opera-
tors, as described in the Appendix, Eq. (28). For M = 16
we used numerical differentiation, since the blocks of the
transfer matrix were too large to store in the available
computers.

First-order transitions to the ortho—% phase have been
sought by two different scaling methods. First, the max-
imum of the second largest symmetric length scale, &5,
which peaks near the transition, was monitored for lin-
ear divergence with M to detect a possible tricritical
point. This method is quite accurate for systems with
a relatively simple eigenvalue spectrum.®*~5% However,
in complicated systems, such as the present one, degen-
eracies and large finite-size effects may obscure the choice
of the proper secondary length scale.

Since a first-order transition corresponds to a discon-
tinuity in ©, it is signaled by an exponential divergence
with M in the maximum value, x§2*, of the nonordering
susceptibility. Finite-size scaling of xg§®* therefore con-
stitutes an alternative method to identify a first-order
transition. Since the nonordering susceptibility contains
contributions from a large number of microscopic lengths
in addition to the proper secondary length scale, this
method is less sensitive than the direct finite-size scaling
of the secondary length. However, it is more robust in the
sense that it does not require unambiguous identification
of the appropriate length scale. For systems to which
both methods have been applied, they yield consistent



41 NUMERICAL INVESTIGATION OF A MODEL FOR OXYGEN. ..

results. A detailed discussion and comparison is given
by Rikvold,>":58 where the following scaling relation is
obtained:

X8> (M)  xo° Ajexp (k.%a(T, y)) , T<Tpm

M M ApM=im T =T,
Az(M), T>T,
(21)
Here xg° is the regular part of xe, (T, u) is a surface

tension associated with phase coexistence below the mul-
ticritical temperature T,,,, and 7, = 2 — 2/vp, +d is the
correlation-length exponent for a d-dimensional system,
corresponding to an approach to the multicritical point
parallel to the line of critical points. The factor A, may
depend logarithmically on M, due to coupling to the spe-
cific heat. For non-Ising like systems its M dependence
might be even stronger, although we see no signs of this
for the present system. To avoid numerical differentia-
tion for M < 12, we expand xe in matrix elements of
the concentration operator ©.5° The explicit expression
is shown in the Appendix, Eq. (29). For M = 16 the
derivatives were taken numerically, as discussed above.

V. RESULTS

A. Phase diagrams

Our phase diagrams, obtained by finite-size scaling
analysis of data from Monte Carlo and transfer-matrix
calculations, are shown in Fig. 3 and Fig. 4: projections
onto the ©,T plane in Fig. 3 and onto the pu,T plane
in Fig. 4. The Monte Carlo simulations were performed
with both Glauber and Kawasaki dynamics on systems
with L between 8 and 128. Transfer-matrix calculations
were performed with strip widths M /M’ = 4/8 and 8/12,
and two points with 12/16. (Only data for M/M’' = 8/12
and 12/16 are shown in Fig. 3 and Fig. 4.) For compar-
ison, Fig. 3 also includes results from a cluster-variation
calculation.!® Experimental data from Specht et al.® were
used to establish an estimated temperature scale along
the right-hand vertical axes. To emphasize the consis-
tency of the experimental data and the model, two inde-
pendent data points from McKinnon et al.® were also in-
cluded, without any further parameter adjustment. The
Monte Carlo and transfer-matrix results are in excel-
lent agreement with each other, and with the experimen-
tal data. Three lines of second-order phase transitions,
merging at a multicritical point, separate the disordered
tetra-0 phase and the two ordered phases, ortho—% and
ortho-1.

Also shown in the phase diagrams are the locations of
the non-scaling peaks in the Monte Carlo specific heat,
which correspond to disorder lines in the model. The
half-width at half maximum of the nonscaling specific
heat peak is also shown in Fig. 3 and Fig. 4. The dis-
order line in the disordered phase is that observed by
de Fontaine et al.,! but they did not show the loca-
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tions of the disorder lines in the phase diagram. Indica-
tions of a disorder line have also been seen in thermo-
dynamic experiments.5° We have been able to determine
that these disorder lines are due to the formation of long
chains of O atoms, and have obtained excellent agree-
ment between the Monte Carlo results for the disorder
lines and a treatment combining the methods of mean-
field and one-dimensional systems for this model.5? This
provides further evidence that the disorder lines are due
to the formation of chains, and that these chains order
on the critical curve.

Finite-size effects are quite small for both the transfer-
matrix and Monte Carlo results in the u, T plane, except
near the multicritical point where the three transition
lines meet. In the ©,T diagram the finite-size effects
are considerable at low temperatures. In the transfer-
matrix results this is due to the very large nonordering
susceptibility, xe. In the Monte Carlo calculations the
large finite-size effects at low temperatures are due to the
formation of oxygen chains that span the entire lattice,
even for the largest systems studied, L = 128. At these
low temperatures, once the chains are formed, there is
only a very small probability that there will be sizable
fluctuations from this state; i.e., the relaxation times
are very long. At temperatures down to kgT =~ 0.15
the results from Kawasaki dynamics agree with the re-
sults from Glauber dynamics for the disorder-order tran-
sitions. However, with Kawasaki dynamics we are un-
able to obtain the order-order transition, due to the large
finite-size effects and the long relaxation times. To search
for first-order coexistence lines, we also performed runs
at low temperatures using Kawasaki dynamics. How-
ever, once the system has arranged itself with chains go-
ing through the whole sample, the probability for a single
oxygen atom to jump is very small, thus the system seems
frozen in. With Glauber dynamics, we also find that the
chains can span the whole sample at kT ~ 0.1. How-
ever, the nonconservation of © in this dynamics allows
larger fluctuations in the chain length. The long relax-
ation times at low temperatures could be misinterpreted
as metastability associated with a first-order transition.
(Bear in mind that for a finite system there is no phase
transition, and therefore no real critical behavior.) Con-
sequently, whenever the relaxation time is large, finite-
size scaling of the Monte Carlo data%? or use of the Monte
Carlo renormalization group method®* is required to un-
ambiguously identify the order of the transition.

Qualitatively, the phase boundaries are consistent with
those obtained by Wille et al.'® and Kikuchi and Choi,?”
using the cluster-variation method (CVM). The differ-
ences between the CVM critical temperatures and our
nonperturbative results are concentration dependent and
range from 5% to 21% for the transition between the dis-
ordered tetra-0 and the ordered ortho—% phases. Con-
sequently, in order to adjust the interaction constants
to compare with experimental values, one should use
Monte Carlo or transfer-matrix data rather than CVM
calculations.?* The CVM results indicate that both the
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tetra-0 to ortho-1 (Refs. 18 and 27) and ortho- to ortho-
1 (Ref. 27) transmons are of second order, in agreement
w1th our results (as discussed in Sec. V B). However, they
predict that the transition from tetra-0 to ortho-+ 3 is first
order.’®27 In contrast, our detailed scaling analysis of
the Monte Carlo and transfer-matrix data indicates that
all three transitions are of second order, at least down to
kT ~ 0.025 (corresponding to approximately 90 K on
the estimated temperature scale). The quantity

EM+4)  &(M)
M+4 M

which indicates the scaling behavior of the second largest
symmetric length scale, is shown versus T in Fig. 5.
For a first-order transition, A, is large and positive as
M — oo, as discussed in Sec. IVB. We find that A&,
is negative for low T', and that the small positive values
near the multicritical point at kgT ~ 0.22 decrease with
increasing M. This is initial evidence that all the transi-
tions in this system remain second order, even at low T.
Further details of the scaling analysis and the orders of
the transitions are presented below.

A,y = (22)

B. Transitions involving the ortho- phase

Transfer—matrix data for the critical exponent, v =
yr', [Eq. (28)], obtained with strip widths M/M’ = 4/8
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and 8/12, are shown in Fig. 6 for the two transitions
that involve the ortho—l phase. At the disorder-order
tetra-0 to ortho—-— transmon v rapidly approaches umty
as the strip size increases. At the order-order ortho— to
ortho—l transition the finite-size effects are rather la.rge
but there too, v seems to approach unity as M increases.
These results are consistent with the symmetry consider-
ations in Sec. II, which indicate that, if continuous, both
transitions should belong to the Ising universality class,
for which » = 1. No changes in v that might indicate
multicriticality or first-order transitions are seen, except
near the known multicritical point where the three tran-
sition lines meet. Our scaling estimate for the location of
this point, based on the equality of £7 (12) and ££(12), is
kpT = 0.2224+0.001, 4 = +0.23 £0.02. This point is be-
lieved to belong to the universality class of the four-state
Potts model,?3:3% for which both the critical and tricrit-
ical values of v are £ 2 .55 The minimum value of the 8/12
scaling estimates for v from &7 occurs near this multi-
critical point, and is Vmin =~ 0.740 . In view of the large
finite-size effects, this result is not inconsistent with the
expected value of 2

At the tetra-0 t.o ortho—— transition the Monte Carlo
data give good finite-size scalmg with Ising critical ex-
ponents for the order parameter ©;,, and susceptibility
X1/2- To illustrate this, in Fig. 7 we show the scaling re-
lation for the maximum in x,/, for u = 2.0. We also per-
formed finite-size scaling analyses similar to those shown
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FIG. 5.

The quantity A2 defined in Eq. (22) is shown. As M — oo negative values indicate a second-order transition, and

positive values a first-order transition. Lines correspond to 4/8 scaling, data points to 8/12 scaling. The different transitions
are tetra-0 to ortho-3 (dashed line and x), ortho- to ortho-1 (dot-dashed line and +), and tetra-0 to ortho-1 (solid line and

o).



8780 AUKRUST, NOVOTNY, RIKVOLD, AND LANDAU 41

1.1 I ¥ | T T I T 1 T 1] I T T L) T I 1] L] T 1] l L] T L] T I ¥ I-I
1.0
- 1
A 09 — —
» i i
w -
3 R
= : ]
~ 08 | —
« - 4
2 - - .- ., -
E..; | .
T i i
© 0.7 |— _
0.8 i L L L l L L 1 1 1 1 L L 1 I L L L L J 1 1 1 1 l L L
0 0.1 0.2 0.3 0.4 0.5

Temperature kgT/|®x

FIG. 6. The critical index v for the tetra-0 to ortho-; and ortho-i to ortho-3 transitions, as obtained from 4/8 and 8/12
scalmg of the transfer-matrix results. The dashed and dot-dashed lmes correspond to 4/8 scaling at the tetra-0 to ortho-- and
ortho-1 to ortho— transitions, respectively. For the 8/12 scaling x and + correspond to the tetra-0 to ottho—- and ort;ho-l to

ortho-3 transltlons respectively. The solid lines through the 8/12 data points are guides for the eye.

1000 . T I T I ]
500 :
. I
>
~— 100 — —
° - .
E ol ;
E - .
5 i S1 = 1.75 i
= i ope = 1. |
1o LI 1 | |
8 16 32 84

L
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temperature on the tetra-0 to ortho—-% transition line is shown. The transition, which belongs to the Ising universaliity class,
occurs at pic = 2.000, T, = 0.544. The straight line has a slope of 1.75, which is the value of v/v for the 2d Ising model, as well

as for all other models that obey Suzuki weak universality.
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in Fig. 12 using d = 2 Ising exponents, and obtained
good scaling. Similar scaling relations were obtained for
the scaling of the Monte Carlo data for the other points
along this transition line. Thus both the Monte Carlo
and the transfer-matrix results for the critical exponents
show that this transition belongs to the Ising universality
class.

At the order-order transition, ortho—% to ortho—%, the
Monte Carlo data could again be fit to the scaling forms
given by Egs. (10)—(12) with Ising exponents. In the
Monte Carlo runs at kgpT = 0.15, u was varied at
fixed temperature, so in the scaling expressions we have
used the scaled chemical potential, y = |1 — u/u|L/",
instead of the scaled temperature, z. We found pu.
= 0.452 £ 0.001. (For other temperatures, the transition
was approached along a direction that was “perpendicu-
lar” to the phase boundary determined from Monte Carlo
simulations.) Fig. 8 shows an example of this scaling for
X1/4- Two difficulties can be seen in Fig. 8. The first
is that the scaling function reaches its asymptotic value
only for large values of y, which means that large sys-
tems must be simulated to reach the asymptotic region.
The other difficulty is that near the critical point (small
y) there are noticeable statistical fluctuations due to the
fact that the chains have only very small fluctuations so
the Monte Carlo dynamics is extremely slow. In spite of
these difficulties, the Monte Carlo data illustrate that the
transition at temperatures down to kgT = 0.15 is second
order and belongs to the Ising universality class. This is
consistent with the transfer-matrix results (Figs. 5 and 6)
for this transition.
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We attempted to identify possible first-order behavior
at low temperatures by observing hysteresis. We started
from the two different ground states, corresponding to
the ortho- and ortho-1 phases, and scanned u at fixed
temperature. With 2 x 103 MCSS we found large hys-
teresis for kT < 0.05. However, at these low tempera-
tures the oxygen chains span the entire lattice, even for
L = 128. Also, the hysteresis becomes less pronounced
as the number of Monte Carlo steps is increased. These
observations indicate that the apparent hysteresis most
likely is due to large finite-size effects and strong critical
slowing down at a second-order transition, rather than
to true metastability associated with a first-order transi-
tion. At lower temperatures the relaxation is extremely
slow, and we are unable to explore the phase transition in
a satisfactory manner with our Monte Carlo algorithms.

The transfer-matrix programs used in this study re-
main effective down to lower temperatures than the
Monte Carlo algorithm. In a further attempt at locating
a possible low-temperature tricritical point below which
the order-order transition might become first-order, we
performed a transfer-matrix study of the scaling behav-
ior of the maximum of the nonordering susceptibility,
X8>*, as discussed in Sec. IVB above. The results for
strip widths M = 4, 8, and 12 at temperatures down to
kBT = 0.025 are displayed in Fig. 9. No indication of
the characteristic exponential growth with M that sig-
nals a first-order transition [Eq. (21)] is seen. It can-
not be entirely ruled out that this is due to a very large
regular part, xg%, but in conjunction with the transfer-
matrix and Monte Carlo evidence cited above, it indicates
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FIG. 8. Finite-size scaling of the Monte Carlo data for x1/4 [Eq. (11)] at the ortho-1 to ortho-; transition line is shown.
The transition, which belongs to the Ising universality class, v = 1, occurs at g, = 0.4517, kgT. = 0.150. The straight line has
a slope of —1.75, which is the value of —v for the 2D Ising model. The nonscaling data tails provide an estimate for the size

of the asymptotic critical region.
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Scaling plots for the maximum of the nonordering susceptibility, x&>*, at the ortho-% to ortho—% transition, as

obtained from transfer-matrix data are shown. The temperatures are (from below to above in the figure) k5T = 0.1625, 0.0875,
0.055, and 0.025. No indication of the exponential growth with M that would signal a first-order transition is seen, even at the

lowest of these temperatures.

that this transition remains second order at least down
to kgT ~ 0.025. This conclusion is also consistent with
the recent CVM results of Kikuchi and Choi.??

C. The disorder to ortho-1 transition

To determine the order and universality class of the
disorder-order tetra-0 to ortho-% transition we have per-
formed a detailed Monte Carlo and transfer-matrix finite-
size scaling analysis. This analysis confirms the initial
hypothesis, stated in Sec. IV A and based on the behav-
ior of the quantity Aé&,, that this transition, too, remains
second order, at least down to kgT = 0.025.

Our Monte Carlo study for this transition was con-
centrated at kg7 = 0.15, since this was the lowest tem-
perature at which reasonable Monte Carlo data could be
obtained with our algorithm. At lower temperatures pro-
hibitively long runs are needed to get good statistics in
the Monte Carlo sampling. This temperature is also low
enough so cross-over effects due to the multicritical point
should be negligible.

At a critical point the maximum of the singular part
of the specific heat, Cnax — Co, scales asymptotically
as LV [Eq. (12) with z = 0]. The best fit was ob-
tained for a/v = 0.82 £ 0.03, where the value of Cj
that gives the best fit depends on the value of a/v. To-
gether with the hyperscaling relation, dv = 2 — «, this
yields v = 0.71 £ 0.02 and o = 0.59 £ 0.02. Good fits

could also be obtained by neglecting the L = 8 data
(this size may be so small that Cpax falls outside the
asymptotic scaling region), which gives comparable val-
ues of a/v, but different nondivergent parts of the spe-
cific heat, Cp. Onme such plot is shown in Fig. 10(a),
where the values of Cy, v, and « from the full finite-size
scaling presented below are used. At the critical point
the maximum of the susceptibility, x;/4, scales asymp-
totically as LY/¥ [Eq. (11) with z = 0]. We obtain a
best fit with v/v = 1.75 + 0.03, which, combined with
v = 0.71 £ 0.02, yields v = 1.24 &+ 0.05. Figure 10(b)
shows that this model obeys, to within the uncertainties
in the simulation, Suzuki weak universality®® for which
v/v=1%.

In order to obtain an independent estimate of v we
have also calculated the cumulant Ur, Eq. (9), for the
order parameter ©,/4. In Fig. 11(a) we show Uy versus
Us. The data are averages over two independent runs
of 2 x 106 MCSS each for L = 8, 12, 16, and 32. The
lines in Fig. 11(a) represent linear fits to the data close to
the intersection where Us = Ur. The dependence of the
critical exponents on the scale factor b = L’/L between
the two lattices being compared is shown in Figs. 11(b)
and (c). As seen in Fig. 11(b), the uncertainties are too
large to obtain a very accurate estimate of v. We find v
= 0.702+0.05, which is consistent with the above estimate
of v = 0.71 £ 0.02. To obtain 28/v [from Eq. (15)] we
also tried to use data for L = 4 [Fig. 11(c)]. However,
the finite-size effects for L = 4 are too large to obtain
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reasonable estimates. The estimates for 28/v from L =8  and the value y/v = 1.75 from Fig. 10(b). The crossing
and L = 12 agree reasonably well, to within about 5%. of Ur, for different L yields the critical chemical potential
The best extrapolations with 1/Inb for L = 8 and L  p. = —0.4073 £0.0002, which is consistent with the best
= 12 also approach the value 28/v = % as L is increased.  finite-size scaling plots, which we present below.

This value of 28/v is expected from the scaling relation The best finite-size scaling plot for the specific heat in

28 + v + a = 2, the hyperscaling relation dv = 2 — «, the ordered ortho—% phase is shown in Fig. 12(a). In it
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FIG. 10. Scaling plots of Monte Carlo data at the disorder to ortho-1 tramsition for kgT = 0.15 are shown. (a) The
maximum of the divergent part of the specific heat C — Cj is shown. The value Cy = —0.04 is the value obtained from the

scaling plot of Fig. 12(a). The straight line has a slope of a/v, with o and v taken from the scaling plot of Fig. 12(a). (b) The
maximum of the order-parameter susceptibility x1/4 is shown. The straight line has a slope of 1.75, which gives v/v.
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FIG. 11. We show data for the cumulant given in Eq. (9) for ©,,, at kT = 0.15. (a) Shows the cumulant UL plotted vs Us
at the disorder to ortho—-i— transition, and the best linear fits for the data at the intersection point where Uy = Us. (b) Shows
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is obtained from assuming v/v = %, the hyperscaling relation dv = 2 — a, and the scaling relation o + 28 + v = 2.
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FIG. 11. (Continued).

we use pu, = —0.4074 at kg7, = 0.15, together with Cy
= —0.04 and the exponents a = 0.58 and v = 0.71. Good
finite-size scaling for x4 in the ortho—% phase is obtained
for this value of p. with y = 1.2425, so that y/v = Z.
To obtain consistent values of y. and v, we found we
needed to use the scaling variable ¢’ = |1 — p./u|L/" for
X1/4, as is often the case for susceptibilities.® Figure 12
shows that the scaling functions reach their asymptotic
region only for large values of y or ', which requires large
lattice sizes. However, for large lattices, statistical errors
due to critical slowing down give large errors, particularly
close to p.. Nevertheless, reasonable scaling for C, ©1/4
and X174 in both the tetra-0 and the ortho-1 phases is
obtained using the parameters in Fig. 12, together with
B = v/8 so that 28/v = .

All the finite-size scaling results are consistent and
indicate a second-order transition in the universality
class of the XY model with cubic anisotropy, which has
variable exponents. This behavior is expected from a
Ginzburg-Landau effective free-energy calculation.?® Al-
though this provides a strong indication of the universal-
ity class, it does not constitute an absolute proof. It is
conceivable that one component of the Ginzburg-Landau
order parameter may act as an effective field, driving an-
other mode unstable, and thus effectively increase the
dimension of the order parameter. If this happened, the
model could be in the universality class of the four-state
Potts model. Since the critical exponents found above
are close to those of the four-state Potts model, v = %,
a =2 8 =7, and vy = £, we have also performed
finite-size scaling for C, ©y/4, and x;74 with these expo-

nent values. The finite-size scaling for these plots (which
we do not present here) is significantly worse than for the
scaling plots in Fig. 12. We thus conclude that the tetra-
0 to ortho-§ transition indeed belongs to the universality
class of the XY model with cubic anisotropy.
Transfer-matrix data for v at this transition, obtained
with strip widths M /M’ = 4/8 and 8/12 at temperatures
down to kgT ~ 0.025, are shown in Fig. 13. Included are
also two data points for M/M’ = 12/16 at kT = 0.15
and kgT ~ 0.22. The critical line and v were determined
from the scaling behavior of £{!, which is the dominant
length scale. (An exception is M=12 at temperatures
below kgT =~ 0.1, where the dominant length is &7 . This
case is further discussed below.) The finite-size effects
are considerable. At temperatures above kgT =~ 0.13
the estimates for v decrease with increasing M, whereas
they increase with M below this temperature. Along the
portion of the critical line between y ~ —0.2 and the mul-
ticritical point at y ~ +0.23 and kT ~ 0.222 the scaling
estimates have a wide, flat maximum that decreases with
increasing M, reaching v = 0.826 for M/M' = 12/16.
There is no indication of a rapid approach to the four-
state Potts value of v = % near the multicritical point, in
contrast to the behavior along the tetra-0 to ortho-% crit-
ical line, where the dominant length is & (see Fig. 7).
Around kT ~ 0.08 the 8/12 scaling result reaches a
broad, shallow minimum of v = 0.67+0.01. No dramatic
decrease in v that might indicate a first-order transition is
seen at lower temperatures. These numerical results fur-
ther support the conclusion drawn from the Monte-Carlo
simulations described above, that the transition belongs
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to the universality class of the XY model with cubic
anisotropy. We also find that, although v depends on
temperature, as expected for this universality class, the
dependence is rather weak. At kg7 = 0.15, the 12/16
scaling of the transfer-matrix data gives v = 0.711, com-
pared to the best fits presented in Fig. 12, which give
v = 0.71. The transfer-matrix results for v are thus con-

AUKRUST, NOVOTNY, RIKVOLD, AND LANDAU

sistent with those of our detailed Monte Carlo study.

At temperatures below kT =~ 0.1, & becomes the
dominant length scale for M=12, whereas £{' remains
dominant for M=4 and 8. In this region we also have
determined critical points and v for M/M’ = 8/12 from
scaling of the overall largest length scale, i.e., & for
M = 8 and &7 for M = 12. Four data points resulting
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FIG. 12.

Finite-size scaling of Monte Carlo data near the disorder to ortho-1 transition for kpT = 0.15 are shown for (a)

the specific heat C and (b) the susceptibility x;4 in the ordered phase. The critical exponents used are v = 0.71, a = 0.58,
and v = 1.2425. We used u. = —0.4074 and Cp, = —0.04. Only for very large lattice sizes is the asymptotic scaling form of the

scaling function obtained.
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from this “mixed” scaling are also shown in Fig. 13. The
marked increase in v with decreasing T is strikingly dif-
ferent from the behavior obtained from the scaling of £{1.
As pointed out in the Appendix, any length scale that
contributes to the critical divergence of the susceptibil-
ity x174, conjugate to the order parameter ©,;4, must
be among the £2. The dominance of £ for M = 12 at
these low temperatures is therefore rather unexpected,
and might possibly signal a low-temperature, low oxygen-
content phase. This possibility has been suggested by
Bartelt et al., based on their independent transfer-matrix
calculation,?® and by Kikuchi and Choi, based on their
CVM calculation.?” However, it is also possible that the
transfer-matrix results are due either to subtle finite-size
effects, or to numerical errors in the matrix diagonaliza-
tions at these low temperatures, where the eigenvalues
become nearly degenerate, especially for larger M. The
CVM results are suggestive, but in light of the failure
of CVM to predict the order of the tetra-0 to ortho-
% transition correctly, we find them inconclusive. At
these low temperatures our Monte Carlo algorithm does
not provide useful data, due to the existence of oxygen
chains spanning the whole system. Also, our alternative
transfer-matrix routine does not converge at low 7. On
balance, we consider the present numerical evidence for a
different ordered phase in this region insufficient. A firm
conclusion must await further study.

For this transition, too, we tried to detect a possible
first-order transition at low temperatures by searching for
hysteresis. We carried out Monte Carlo runs for L = 64,
starting from the two different ground states correspond-
ing to the ortho-;li and tetra-0 phases, and scanned p at
fixed temperature. With 2 x 102 MCSS we again find
large hysteresis for kg7 < 0.05. However, at these low
temperatures the oxygen chains span the entire lattice.
The hysteresis becomes less pronounced as the run length
is increased. These observations indicate that the appar-
ent hysteresis most likely is due to large finite-size effects
and strong critical slowing-down at a second-order tran-
sition, rather than to true metastability associated with
a first-order transition.

Figure 14 shows the scaling behavior of the nonorder-
ing susceptibility maximum, xg*, discussed in Sec. IVB,
at this transition. The strip widths are M = 4, 8, and 12
(and M = 16 at kgT = 0.15). No indication of the expo-
nential growth with M that would indicate a first-order
transition is seen.

The result that the tetra-0 to ortho—% transition is
second order is in agreement with independent transfer-
matrix?® and Monte Carlo?:3° calculations, but contra-
dicts the CVM results.'®:27 This discrepancy emphasizes
the need to study two-dimensional lattice-gas models of
this kind by nonperturbative methods.

VI. DISCUSSION AND CONCLUSIONS

We have presented a comprehensive study by Monte
Carlo and transfer-matrix numerical methods of a lattice-
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gas model for oxygen ordering in the YBa;Cu3O¢y , high-
temperature superconductors. This model was intro-
duced by Wille et al.,'® who also presented a phase di-
agram based on a calculation by the cluster variation
method (CVM). The model describes the formation of
oxygen chains in the CuO basal planes, thought to drive
the high-temperature tetragonal to orthorkto-1sic phase
transition in RBa;CuzQg4, materials (where R is a rare-
earth element).

The phase diagrams that we obtain are shown in Figs. 3
and 4. Three lines of continuous phase transitions sepa-
rate the disordered tetragonal phase with £ ~ 0 (corre-
sponding to an oxygen concentration in the Cu-O basal
planes of © ~ 0) and two orthogonal phases. One of
these latter phases has z ~ 0.5 (© ~ 0.25) and is often
referred to as the “double-cell” phase, whereas the other
has z ~ 1.0 (© ~ 0.5). For brevity we have denoted the
three phases tetra-0, ortho-%, and ortho—%, respectively.
Our energy scale was adjusted to agree with the transi-
tion temperatures obtained by Specht et al.® from x-ray-
diffraction data. The three transition lines meet in a mul-
ticritical point at a reduced temperature of kpT ~ 0.22
(corresponding to approximately 800 K), close to the
maximum temperature at which the ortho—i— phase is
stable. We have also included the locations of quasi-
one-dimensional disorder lines in the phase diagrams.
These disorder lines will be dealt with in greater detail
using Monte Carlo and mean-field analysis in a future
publication.5? At high temperatures our phase diagram
agrees qualitatively with the CVM results, but at low
temperatures there are important differences. Whereas
the CVM predicts the tetra-0 to ortho—-fi transition to be
first order, both the Monte Carlo and the transfer-matrix
calculations clearly indicate that both transitions are sec-
ond order (continuous), down to at least kgT ~ 0.025,
(approximately 90 K). However, at low temperatures we
observe extremely large susceptibilities and strong criti-
cal slowing down that without careful finite-size scaling
analysis could easily be mistaken for signs of metastabil-
ity or of first-order transitions. Whether or not first-order
transitions occur in the real materials that the model
represents is a different question. If, indeed, they do, as
some experiments suggest,5” our results indicate that a
more realistic model of the oxygen ordering must include
additional effects, such as multi-particle or longer-range
interactions, or lattice compressibility. We are currently
investigating the phase diagrams of such modified lattice-
gas models.®®

Having established that all the phase transitions in the
present model are of second order, we have also per-
formed careful scaling analyses to determine the uni-
versality classes of these transitions. We find that
the disorder-order tetra-0 to ortho—% transition and the
order-order ortho-% to ottho—% transition both belong to
the Ising universality class (critical exponents v = 1,
8 = é, vy = %) The disorder-order tetra-0 to ortho-
3 transition, on the other hand, belongs to the uni-
versality class of the XY model with cubic anisotropy,
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which has nonuniversal (variable) critical exponents. In
all cases we observe v/v ~ 1.75, consistent with Suzuki’s
weak universality hypothesis.®® These results agree with
Ginzburg-Landau effective free-energy calculations and
recent, independent, transfer-matrix calculations.?® For
the same temperatures studied here, the CVM calcula-
tion of Kikuchi and Choi?? and the transfer-matrix cal-
culation of Bartelt et al.2® both give suggestions of an
additional orthorhombic phase, intervening between the
tetra-0 and ortho—% phases at low temperatures. Our
transfer-matrix data also show a change in the overall
dominant correlation length, from & to &5 for N = 12
at low T. We find this numerical evidence for an addi-
tional phase to be inconclusive; it may just as likely be
due to subtle finite-size effects, or to numerical difficulties
at low temperatures.

We hope that this work provides an impetus for a clear
experimental determination of the nature of the phase
transition for the tetragonal to “double-cell” structure for
YBayCu3O¢4z, and, if the transition is continuous, for
the determination of the critical exponents. Such exper-
iments would provide valuable information for improved
models of oxygen ordering in YBa;Cu3Ogy 5.
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APPENDIX

We sketch the derivation of the differentiation-free
transfer-matrix expression for the thermal eigenvalue
yr = 1/v. To the best of our knowledge this has not been
published elsewhere. For completeness we also give the
differentiation-free expression for the nonordering suscep-
tibility xe that we are using. It is analogous to an ex-
pression for the structure factor, obtained by Bartelt and
Einstein.5°

As is well known,%9~72 the moduli of the eigenvalues
define quantities, go = —(kpT/M)In|)\,|, that resemble
‘constrained’ (nonequilibrium) free energies, in the sense
that g, is the equilibrium free energy, and their logarith-
mic field derivatives are related to matrix elements of
certain operators. Thus

kgT d

252 2 el = R(al®Pa) = Oca ,

TP (23)

where R denotes the real part of the matrix element, and
the single-layer concentration operator © is defined by
its matrix elements with the configurations |Xg) of the
Kth layer,

M
1
(Xk|®|Xk) = X,I-";cm,x. (24)

In particular, the equilibrium oxygen concentration, O,
is © = ©F, = (A{|®|A7). (The largest eigenvalue, A7, is
positive, and all elements of its corresponding eigenvec-
tors can be chosen non-negative.) Temperature differen-
tiation is expressed by

ksT d B Je
M gDy PPl = Saa+ 175
_ 1 (AaUJAa) 1
= MY AL rpTHOe
_ Eoa
= (25)

The operator U is the two-layer internal-energy operator
defined by its matrix elements with the configurations
(Xk| and |Yk41) of the Kth and (K + 1)th layers,

(X [U¥k 1) = (Xi[H|Vic41) exp (-,;—lfwmm - pNa)|YK+1>) (26)

The equilibrium entropy per site (in dimensionless units) is S = S7), and E = E}| is the equilibrium expectation

value of the Hamiltonian, Eq. (1).

As discussed in Sec. IV B, the thermal eigenvalue, yr = v~

1 is related to the asymptotic scaling of the gradient

VK &(M) of the dominant correlation length with respect to the nonordering fields through Eq. (20). To avoid
numerical differentiation we have used the definition £ = (In|A] /A,|)~!, together with Egs. (23) — (26), to yield the
vector

VKE(M) = ME(M)([E(M) ~ Eaa(M)], [Oaa(M) — O(M))). (27)

Egs. (20) and (27), together with the scaling relation for £(M) at K¢, Eq. (19), yield the following differentiation-free
expression for yr:



8790 AUKRUST, NOVOTNY, RIKVOLD, AND LANDAU 41

Ml

A\ ([E(M) — Eaa(M)L[eaa(M) _ @(M)]) ) (ln _A_J_) —1' (28)
v ([E(M') = Eqa(M')],[0aa(M') — O(M")])

yT:2+<ln

The value of this expression depends on the unit vector in the scaling direction, v. As discussed in Sec. IVB, v is
chosen to minimize this dependence.
For the nonordering susceptibility xe we use the following expansion in eigenstates of the transfer matrix:

M

X0 = ot

( (S1075) — (OIS

A2l (AF cos o — [A31)
(A)? — 227 |Ag] cos da + [AEJ?

[AS A sin @ )

+2 ) (OTIORER)(ASRIOINT) — (AT[OIN(ASIIO]A]))
a>2

+2§ MIOMSRYASIIONSY + WO IYASR|O|AS
a>2(( 1‘ | a )( a | I 1) ( 1‘ I a )( a | | 1))(,\15)2 2/\_191/\§ic0s¢a |/\§|2
(29)

where Ay = |Aqle®=, |AqR) and |A\oI) are the real and imaginary parts of the right eigenvectors |A,), and similarly
for the left eigenvectors. The invariance of @ under the two-step translation operation ensures that the only nonzero
matrix elements are those with eigenvectors |A3) of TS. The sum is performed over all eigenstates of TS, regardless
of whether or not the associated eigenvalues belong to a complex conjugate pair.

Analogous expansions for the ordering susceptibilities, x;/2 and X174, could be constructed. The corresponding
single-layer operators, @/, and ©, /4, are symmetric and antisymmetric under the two-step translation, respectively.
Therefore, the nonzero matrix elements in the expansion of x;,, are of the form (Af|e 1/2|/\§). However, the nonzero
matrix elements in the expansion of x1/4 are of the form (A{|®,/4|A4), which couples [A§) to the eigenvectors of the

antisymmetric block T4. The divergence of X1/4 is therefore governed by the largest of the £4.
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