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Abstract. The specific heat of a layered single crystal, K&#pO,4),, was measured in

the temperature range 0.45 K-6.5 K in zero magnetic field. »-fype anomaly found at

T. = 0.955 K+ 0.005 K is associated with a phase transition into the ordered state. The
experimental values of the magnetic entropy indicate deviations from two-dimensional behaviour
of the magnetic system. Honmura’s model of a 2D assembly of couptedl/2 Ising ferro-
magnetic chains was used for the specific heat data analysis. The estimated value of the intrachain
interaction isJ1/kp = 1.42 K and that of the interchain interaction s/kp ~ 0.03 K; these

were obtained from the fitting procedure for the ordered phase. The fit for the paramagnetic
phase vyields/1/kg = 0.93 K and J2/kg =~ 0.07 K. The comparison of the results of the
analysis with theoretical calculations made on the assumption of a pure dipolar character of the
magnetic correlations is discussed.

1. Introduction

In the last few years many theoretical studies [1-3] have revealed more complex spin
dynamics in one-dimensional (1D) magnetic systems. This has stimulated renewed interest
in the experimental study of the excitation spectrum and thermodynamic properties of linear
chain compounds. Several classes of 1D magnetic materials have been reported, enabling
investigators to study the influence of the anisotropy and spin value on the character of
magnetic excitations [1, 4, 5].

One of the extensively studied class of low-dimensional materials is represented by
a large series of ionic compounds with the general formula(M®y),, where A =
CsK,Rb,..., R=LaCegPr..., Luand M= Mo, W [6]. The compounds are char-
acterized by a layered crystal structure and low-dimensional magnetic behaviour. In these
ionic crystals the R ions occupy sites which are sufficiently far apart from one another
that dipolar coupling represents the dominating interaction among magnetic moments [7].
The moments of the rare-earth ions in an (M®,), lattice are often very anisotropic, in
some cases leading to good approximations of the Ising model [8].

One of the best-studied compounds from this group is @&DBY,), which has
undergone an intensive experimental and theoretical investigation [9]. In this compound
the separation between the two lowest Kramers doublets of the groun&mg@is 158 K
[10]. At helium temperatures, By behaves as an Ising ion with an effective spif2.1
Thermodynamic studies [11] showed that the magnetic heat capacity in the critical region
corresponds to the behaviour of the two-dimensional Ising system. Theoretical calculations
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considering only dipolar interactions [12] revealed that the magnetic structure of the ground
state consists of weakly coupled ferromagnetic chains of*Dgns parallel to the:-axis

with magnetic moments oriented along the chains. Good agreement was obtained when
comparing magnetic specific heat data with the high-temperature expansions of the specific
heat assuming only dipolar coupling [12].

The aim of this paper is to analyse the specific heat data for(M&®D,),. This
compound belongs to the aforementioned class; thus we assume dominating dipolar
interactions in this system also. Nevertheless, since no corresponding high-temperature
expansion for KEfM0QOy,); is available yet, the data were analysed within the approximation
of the exchange-coupled Ising model. The results of the analysis are compared with
theoretical predictions [13] in which it is assumed that there are dipolar interactions only.
The information obtained on the nature of magnetic interactions may indicate whether
this compound could be suitable for the study of spin-cluster excitations (bound magnon
states)—the lowest-lying excitations in 1D Ising systems [14].

2. Crystallography and experimental details

The crystal structure of KEM094)2 is orthorhpmbic, with space group%ﬁ) the parameters
of the unit cell area = 5.063 A, b = 1825 A, ¢ = 7.915 A, and the cell contains four
formula units. The chains of Er ions which are located in the centre of eight-coordination
oxygen polyhedra are parallel to theaxis of the crystal. The intrachain distance of the
ions is 3.957A [13].

The ground state of a free ¥r ion is 4I15/2, and in the crystal field of ortho-
rhombic symmetry the energy level is split into eight Kramers doublets with the energies
Eo = 0,E; = 13 cmYE; = 32 el E3 = 74 e E4 = 185 el E5 =
258 cnml, Eg = 317 cnt! and E7 = 324 cnt! [15]. Electron paramagnetic resonance
experiments performed on single crystals of K#00O,), [13] revealed that the magnetic
axes are identical with the crystallographie, b-, c-axes. The lIsing character of this
compound is quite well established, witgh = 14.7 andg, = 1.8, g, < 0.9 for the lowest
doublet. The energy of the first excited doublet was re-estimatéf] as 154 2 cnr* with
corresponding-factorsg), = 2.3, g;, g, < 1.

Table 1. Magnetic entropies belowW. (Sr<7.) and abovel, (Sr.r,) for KEr(MoOs)> (this
work), CsDy(Mo0Os)2 and theoretical predictions for tie= 1/2 2D square (sq) and 3D simple
cubic (sc) Ising lattices [8].

KEr(MoOg)2 CsDy(MoOgy)2  Ising (sq)  Ising (sc)

Sr<r,/R  0.240 0.412 0.306 0.560
Sr~1./R  0.434 0.365 0.387 0.133

Single-crystal samples were prepared by the flux method [16], with typical dimensions
15x 10x 1 mn?® and weight of 1 g. The specific heat measurements were performed in two
experimental devices. For temperatures above 2 K, standard adiabatic calorimetry was used
in a“He cryostat equipped with a mechanical heat switch between the cold thermal reservoir
and the sample cell. The sample temperature was measured using arrd3igior [17]
calibrated against a commercial Lake Shore thermometer, GR 200A-500. For temperatures
below 2 K, the dual-slope method [18] was used with an Oxford Instruments dilution
refrigerator (model TLE 200). A Ruthermometer, RCW-575, with a nominal value
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of 4.7 k2, was calibrated against a commercial Lake Shore GR 500A-30 and served for
measuring the sample temperature. The experimental data were corrected for additional
contributions from the thermometer, the manganin heater and the varnish (GE 7031) used
to anchor the specimen to the measuring platform. The overall 5% error of the experimental
data was estimated on the basis of previous experiments performed on a copper reference
specimen [19].

3. Results and discussion

The compound studied represents a magnetic insulator; therefore only magnetic and lattice
systems are considered to contribute to the total specific heat. SinaM&8jx), has a
layered crystal structure, the standard Debye approximation was not used. Instead, the
specific heat of the diamagnetic isomorph, KMoO,), [20], was used to separate the
lattice contribution, applying a scaling procedure suggested by Stout and Catalano [21].
In this approximationC (lattice, T) = C(KLu(MoO,),,rT) + dInr/dInT, wherer is a
scaling factor. In [15], where the specific heat of KEDO,4), was studied over the
range 5 K-180 K, the aforementioned approximation foe= 1 was used successfully,

and thus the same procedure was applied in the present work (figure 1). The magnetic
specific heat obtained by this procedure is characterized by the dominatmgmaly
observed aff, = 0.955+ 0.005 K associated with a phase transition into the magnetically
ordered state. The tendency of the specific heat to rise towards the higher temperatures
is a manifestation of the Schottky anomaly due to the contribution of the higher energy
levels of EF* in the crystal field. Since the energy separativrbetween the first excited
doublet and the ground state is about 22 K, below helium temperatures higher energy levels
will be considerably depopulated and in a first approximation only the ground doublet
will be responsible for the behaviour of the magnetic system. This assumption led to the
direct subtraction of the Schottky anomaly (figure 2). The temperature region in which
we were interested was narrowed to one having an upper limit of about 4.5 K, where the
relative occupation of the higher doubket/ng (no is associated with the lowest doublet)

is about 1%. Magnetic entropy calculations for the temperature region 0.5 K-4.5 K vyield
the experimental value 5.603 J"Kmol~! which represents about 97% of the theoretical
value RIn(2) for the § = 1/2 system. Table 1 contains K@®0QO,), entropies compared

with those for CsDyMo0Q,), and theoretical predictions for Ising models. The value of
the entropy found below the transition temperature is lower than the theoretical value for
the § = 1/2 2D Ising lattice while the entropy above this temperature is higher than the
corresponding theoretical prediction. This fact indicates deviations from the 2D system
towards quasi-1D behaviour.

As was mentioned earlier, simplified theoretical calculations [13] based on the
assumption of pure dipolar interactions showed that the calculated magnetic structure of
KEr(MoQOyg), is similar to that of CsDgM00O,),. That is, in the ground state the magnetic
moments are arranged in ferromagnetic chains running along the crystallogragkis
which corresponds to the easy axis. The energy of the ground state with only dipolar
coupling taken into account was evaluated tohe= 1.28 K [22], and the contribution
to the binding energy among the chains arising from dipolar coupling was estimated from
the energy difference&, — E, = 0.005 K [13]; E, and E;, are energies corresponding
to the configuration of the ground state and the next configuration in increasing order of
energy, respectively. It should be noted that for KEDO,), the dipolar coupling itself
would lead to a 3D array of weakly coupled ferromagnetic Ising chains.

The predicted Ising type of anisotropy corresponds to the aforementioned values of
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Figure 1. The temperature dependence of the specific heat of a single crystalM&Es),,
in zero magnetic field@) and a diamagnetic isomorph KtMo0O,), (OJ). The solid line is a
low-temperature cubic extrapolation; the Schottky contribution is represented by a dashed line.
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Figure 2. The temperature dependence of the magnetic specific heat resulting in zero magnetic
field. The solid and dashed lines represent the best fits of Honmura’s 2D model=fot/2
coupled Ising ferromagnetic chains obtained from the low-temperature and high-temperature

regions, respectively.

the effectiveg-factor found for the lowest doublet, and the low-dimensional character of
the magnetic correlations is indicated by magnetic entropy calculations. A study of phase
transitions in KE(M0Qy,), induced by an external magnetic field [23] revealed the influence

of the exchange interaction and showed that the dominant exchange interaction can be, in
the a-direction, estimated a$,/kp ~ 0.1 K. Consequently, the compound studied can be
considered as a 3D array ot-planes coupled in the-direction due to dipolar interaction

with energy~E;, — E, and a comparable exchange coupling. Thus, the magnetic specific heat
was analysed in the framework of Honmura’s model of 2D assembly of coupted./2

Ising ferromagnetic chains solved approximately using a correlated-effective-field theory
[24]. The fitting of the experimental data was carried out at temperatures quite far from
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the critical region (in the low-temperature regich,< 0.957,, and the high-temperature
region,T > 1.5T7,). The main reason for this is that the effective-field approach does not
yield accurate results in the critical region due to the absence of long-range fluctuations [24].
The fitting procedure in the low-temperature region yieldgfky = 1.420 K+ 0.020 K

and J»/J; ~ 0.02. The high-temperature results afg/kp = 0.935 K+ 0.015 K and

Jo/J1 =~ 0.08 (J1, J» are from the Ising Hamiltoniald = — ) Jijafof with o = 2S7;

Jij takes the valug/; for spins in thex-direction andJ/ for spins in they-direction). The
differences in the values are quite considerable (figure 2). There are several possible reasons
for the observed discrepancies.

First at all, the effective-field approximation used itself involves inaccuracies despite
the chosen region of application [25]. Furthermore, the compound system studied will in
reality behave as a 3D magnet beld@y [4]. Consequently, using the 2D model for the
ordered phase will lead to overestimation of the real valué;of

The incorrect subtraction of the Schottky anomaly due to the presence of magnetic
correlations may deform the magnetic specific heat curve [26], but this only becomes
important aboe 3 K (figure 1); as the high-temperature fitting interval was chosen to
be from about 1.4 K to 4.5 K, this mechanism alone cannot explain such discrepancies in
the J;-values andx-values.

Finally, the observed discrepancy may be connected with the dipolar nature of the
intrachain interactions. In the high-temperature region the interaction energy in dipolar
chains will be reduced due to the chain clustering. As a result, the Ising model approach
will yield a reduced value of the effective exchange parameter.

Nevertheless, both intrachain values bf can serve as effective estimations of the
ground-state energy corresponding to the magnetic structure determined by the dipolar
approach; the ground-state energy of a pure dipole sysign;orresponds to the classical
energy of 1D exchange-coupled systemg;S4 [7], which for S = 1/2 directly equals
J1. Furthermore, the estimation of interchain interaction in dlaeplane found from the
present analysisA/kg ~ 0.1 K-0.3 K is also in good agreement with the aforementioned
value of J,/kp (the factor 4 is used due to the type of Hamiltonian). This relatively good
agreement may support the assumption of the dominant character of dipolar interactions in
KEr(MoQOg),.

4. Conclusion

Specific heat studies of a single crystal, IKHDpO,),, carried out over the temperature
range 0.45 K—6.5 K in zero magnetic field revealed deviations of the magnetic system from
2D towards 1D behaviour. The analysis of the specific heat data using Honmura's 2D
model of coupledS = 1/2 Ising ferromagnetic chains yieldet]/kp = 1.42 K, @ =~ 0.02

and Ji/kp = 0.93 K, o ~ 0.08 in the low-temperature and high-temperature regions,
respectively. The combination of potential mechanisms discussed above can explain the
different evaluations ofl; andc.

The Ji-values obtained correspond to the ground-state endfgycalculated for
KEr(MoQOg), on the basis of pure dipolar interactions and thevalues are in good
agreement with the value obtained in [23]. This may support the assumption of the
dominating dipolar nature of magnetic correlations as for GM®0,),. In view of this,
it would be interesting to study the magnetic field dependence of the specific heat in the
paramagnetic region belo2 K due to the contribution of non-linear excitationsSn= 1/2
1D ferromagnetic Ising chains [27].



1130 A Orendicoa et al

Acknowledgments

We are grateful to M Eur for enlightening discussions. This investigation was supported
by the Grant Agency VEGA, grant No 1/4385/97. Material support was provided & VS
this is gratefully acknowledged.

References

(1]
(2]
(3]
(4]
(5]
(6]

(7]

(8]

El
(10]
(11]
(12]
(23]
(14]
(15]
(16]
(17]
(18]
(19]
(20]
(21]
[22]
(23]
[24]
(25]
[26]
(27]

Mikeska H J and Steiner M 199Adv. Phys40 191

Haldare F D M 1983 Phys. Rev. Lett0 1153

Dagoto E and Rie T M 1996Science271 618

de Jondp L J and Miedera A R 1974Adv. Phys23 1

Collocott S J and Raya J A 1987J. Appl. Phys61 4404

Mochosoev M V, Aleksee F P and ButuchanoV L 1981 Dimolybdates and Wolframatgiovosibirsk:
Nauka)

Anders A G, Volotskij S V, Startsev S V, Feher A and Orébava A 1995Low. Temp. Phys21 38

Stefanyi P, Feher A, Oreraéitova A, Andes E E and Zvyagi A | 1989 J. Physiques0 1297

Anders E E, Volchok | V, Zvyagi A | and Startse S VV 1984Fiz. Nizk. Temp10 398 and references therein

Khatslo E N and Chem A S 1981Sov. J. Low Temp. Phyg.509

Stefanyi P, Feher A, Oreréitova A and Cherg A S 1990Sov. J. Low Temp. Phy&6 124

Anders A, Bondarenko V, Feher A and Orendacheva A 1896ch. J. Phys46 2093

Anders A G, Volotski S V and Zubke O E 1994Fiz. Nizk. Temp20 131

Johnsa J D and BonneJ C 1980Phys. RevB 22 251

Frolova G |, Rezri L E and Pauke | E 1981Fiz. Tverd. Tela23 2160

Vinokurov V A and Klevtsoy P V 1972Kristallografia 17 127

Baiko I, Somora M, Vanici D and Flachbart K 199Zryogenics32 1167

Riegel S and Weber G 1986 Phys. E: Sci. Instruml9 790

Orend M 1996 PhD ThesisP J Safarik University, Kaice

Frolova G |, Kozees L P and Paukel E 1980Zh. Fiz. Chim.54 336

Stou J W and Catalano E 1955 Chem. Phys23 2013

Anders A G, Volotski S V and Zubke O E 1993Fiz. Nizk. Temp19 731

Anders A G, Volotski S V and Zubke O E 1994Fiz. Nizk. Temp20 137

Honmura R 1984Phys. RevB 30 348

Mattis D 1967The Theory of MagnetisiRussian translation (Moscow: Mir)

Blote H W J1975PhysicaB 79 427

Papanicolaou N and Spathis P 1987Phys. C: Solid State Phy20 L783



