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The electrical resistivity, thermopower, and thermal conductivity have been measured for the
lanthanum sesquisulfide (La,S;) of which the crystal phase is controlled by the Ti additive. In all the
samples, the thermopower is negative between 300 and 1000 K. The sample with 8 wt % Ti, which
consists almost of the cubic y phase, behaves as a degenerate semiconductor. The thermoelectric
figure of merit ZT increases with increasing temperature, reaching a value of 0.21 at 1000 K. In
contrast, the sample with 2 wt % Ti consists almost of the tetragonal B phase. The transport
mechanism can be well explained by the model of the Anderson localization. The ZT value increases
abruptly with increasing temperature. At 1000 K, this Z7T value is comparable with that of the
sample with 8 wt % Ti. © 2005 American Institute of Physics. [DOI: 10.1063/1.1999845]

The y phase of lanthanum sesquisulfide is important
high-temperature thermoelectric material because of its high
melting point, low phonon thermal conductivity, and degen-
erate semiconducting behavior.'™ The v phase crystallizes in
the cubic ThyP, structure over the compositional range
La282_67-LaZS3.4 The highest figure of merit Z7T
(=S%T/ pk, where S is the thermopower, T the absolute tem-
perature, p the electrical resistivity, « the thermal conductiv-
ity) has been found in the y phase with high sulfur content.
Wood ef al.® and Gadzhiev et al.” have reported the ZT val-
ues of 0.5-0.6 for La,S, ¢¢ at 1000 K.

In contrast, few studies have been carried out on the
electrical properties of tetragonal 8 phase. Since the O atom
occupies a special position at the center of a regular tetrahe-
dron of La atoms, the B phase is actually La,(S;s_,0, with
Osy=< 1. The substitutional oxygen has influence on the
phase transformation of La;S5s_,0,. While the 3 phase with
y=0 (La,S5) transforms to theuy“phase at 1573 K, the B
phase with y=1 (La,;(,S,4,0) is stabilized in this phase over a
wide range of temperatures.s’7 Beaudry et al® reported that
the 8 phase is formed in the grain boundaries after extended
heating of the y phase at 1173 K and above. The presence of
the S phase degrades the thermoelectric performance of the
Y phase.9

The first attempt to improve the thermoelectric proper-
ties of the y phase by the addition of Ti has been made by
Raag and Borodovsky.lo The preliminary result implies this
potential usefulness for high-temperature thermoelectric con-
version. In a previous article, we have reported the control of
the B to y phase transformation with the Ti additive."' The
substitutional oxygen has no effect on this phase transforma-
tion. Moreover, we found that the ZT value of the vy phase
with Ti is relatively large at room temperature.12

In the present letter, we report measurement of the elec-
trical resistivity, thermopower, and thermal conductivity for
the samples where the crystal phase is controlled by the Ti
additive. We show that the improvement with respect to the
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thermoelectric properties of the y phase is realized by the
phase transformation due to the Ti additive. Moreover, this
letter reports for the first time the thermoelectric properties
of the S phase.

The La;(S 40 and Ti powders were obtained from Ko-
jundo Chemical Laboratory Co. The lanthanum, sulfur, and
oxygen contents in the La;,S;4O powder were verified by
chemical analysis. The Ti powder was sieved to yield
45 pm. After a thorough mixing, the powders were consoli-
dated by a pulse electric current sintering (PECS; SPS-5118,
Sumitomo Coal Mining Co.). The chamber of PECS appara-
tus was pumped down to 7 X 1073 Pa. The sintering was per-
formed at 1573 K for 3.6 ks under the applied pressure of 50
MPa. The heating and cooling rates were 0.42 and
0.83 K s7!, respectively. The density of the samples was cal-
culated from the measured weight and dimensions. The crys-
tal phase was studied by x-ray diffractometry (Rint-
Ultima+, Rigaku Co.) using Cu K, radiation.

The electrical resistivity and thermal conductivity mea-
surements were made using a four-probe dc technique and a
laser-flash method, respectively. These measurements were
carried out in a vacuum chamber evacuated to less than 1.0
Pa. In order to investigate the stability during heat treatment,
the electrical resistivity was measured during heating and
successive cooling through 300 and 1000 K. The heating and
cooling rates of 0.083 K s~! were used. The Seebeck voltage
was measured in a helium atmosphere. The temperature gra-
dient across the length of the sample was varied from O to 10
K. The thermopower was determined from a slope obtained
by a plot of the Seebeck voltage versus the temperature gra-
dient.

The density was found to be greater than 95% of the
theoretical density for all the samples. X-ray analysis of the
samples showed that the 8 to vy phase transformation is ac-
celerated by the Ti additive. For samples with 0-2 wt % Ti,
the major phase was identified as the 8 phase. In contrast, the
sample with 8 wt % Ti consists almost of the y phase. The
samples with 3-7 wt % Ti consist of the 8 and y phases.
Scanning electron microscopy revealed the dispersion of Ti
additives at grain boundaries."! By using electron micro-
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FIG. 1. Temperature dependence of the electrical resistivity for the samples
with Ti.

probe analysis, we found that the composition change of the
surrounding of Ti promotes the formation of the y phase.”
The composition of formed 7y phase is nearly La,S; ;.

Figure 1 shows the temperature dependence of the elec-
trical resistivity for the samples with Ti. For the samples with
Ti, the heating curves agree with the cooling curves. In con-
trast, the difference between heating and cooling curves was
observed for the pure B phase (with 0 wt % Ti) sample. The
electrical properties are changed dramatically through heat
treatment. It seems that the 3 phase is stabilized by the ad-
dition of Ti. For the samples with 1-3 wt % Ti, the electrical
resistivity decreases with increasing temperature, like an in-
sulator. On the other hand, for the samples with 5-8 wt % Ti,
the electrical resistivity increases linearly with increasing
temperature. This metallic behavior is attributed to the char-
acter of the 7y phase.

As shown in Fig. 2, the negative sign of thermopower
demonstrates the dominant n-type character of all the
samples. While the magnitude of thermopower of the S
phase with 1 wt % Ti shows a maximum at 600 K, that of the
v phase with 8 wt % Ti increases almost linearly with in-
creasing temperature.

The thermal conductivity is plotted as a function of tem-
perature in Fig. 3. The thermal conductivity « is given by the
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FIG. 2. Temperature dependence of the thermopower for the samples with
Ti.
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FIG. 3. Temperature dependence of the thermal conductivity for the samples
with Ti.

sum of the phonon «, and electronic contributions «,. Fur-
thermore, the electrical contribution and electrical resistivity
are connected through the Wiedemann-Franz law: k,p=LT,
where L is the Lorenz number (2.45 X 10~ WQ/K?). For the
v phase with 8 wt % Ti, the thermal conductivity is governed
by both the phonon and electronic contributions between 300
and 1000 K. On the other hand, the thermal conductivity of
the B phase with 2 wt % Ti is governed by phonon contri-
bution, because of its high electrical resistivity. Their phonon
contributions are in rough agreement with each other.

The ZT value was calculated from the measured electri-
cal resistivity, thermopower, and thermal conductivity. In y
phase with 8 wt % Ti, the ZT value increases with increasing
temperature, reaching a value of 0.21 at 1000 K. Moreover,
we found that the 8 phase with Ti is a candidate material for
high-temperature thermoelectric conversion. As temperature
increases, the electrical resistivity decreases while the mag-
nitude of the thermopower increases. Consequently, the ZT
value increases abruptly from 0.013 at 300 K to 0.18 at 1000
K. As mentioned above, the formation of the B phase de-
grades the thermoelectric performance of y phase after the
extended heating.9 However, the high ZT of the 8 phase can
be achieved by the addition of Ti.

The thermoelectric properties of the y phase with Ti are
very similar to that of the degenerate semiconductor 7y
phase.k3 While the Ti additive promotes the formation of the
v phase, it has no effect on the thermoelectric properties.
Therefore, the Ti additive is suitable for improving the ther-
moelectric properties of the vy phase. The control of ratio of
La to S is necessary for a further improvement. We believe
that the ratio can be controlled by the particle size of Ti
additive and the sintering parameters.

In contrast, the insulator-like behavior in electrical resis-
tivity is dominant in the B phase with Ti. The transport
mechanism can be well explained by the model of the Ander-
son localization. We believe that the localized state is caused
by the random distribution of oxygen atoms. At high tem-
perature, the transport mechanism is dominated by the exci-
tation from the Fermi level E. to the mobility edge Er. The
electrical resistivity and thermopower are proportional to
expl(Ec—Ep)/kzT] and 1/T respectively, where kg is the
Boltzmann constant. © As shown in Fig. 4, the high-
temperature electrical resistivity follows the theory of the
excitation in the Anderson localization. The activation en-
ergy (Eq-—E) decreases as the Ti content increases. This is
most likely attributed to the change of oxygen content due to
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FIG. 4. Arrhenius plots of the electrical resistivity for the 3-phase samples
with Ti. Inset shows the low-temperature electrical resistivity vs 7-1/4,

the Ti content and a trace formation of the y phase. The drop
in the magnitude of thermopower for the 8 phase with 1 wt
% Ti above 600 K suggests excitation to the mobility edge,
as shown in Fig. 2. The inset of Fig. 4 shows the results of
electrical resistivity measurements in the temperature range
from 300 to 573 K. At low temperature, the electrical resis-
tivity due to variable range hopping has temperature depen-
dence [exp(1/T" 4)].13 Indeed, the low-temperature electrical
resistivity shows a well-defined 7-'/* dependence. If the den-
sity of states at Fermi level is not a rapidly varying function
of the temperature, the magnitude of thermopower in this
regime is proportional to 72" In Fig. 2, we confirm that the
magnitude of low-temperature thermopower for the 8 phase
with 1-2 wt % Ti increases with increasing temperature.

In conclusion, we found that the Ti additive is suitable
for improving the high-temperature thermoelectric properties

Appl. Phys. Lett. 87, 042106 (2005)

of lanthanum sulfide. The Ti additive promotes the formation
of the y phase with the high thermoelectric performance.
Furthermore, the 8 phase can be stabilized by a small addi-
tion of Ti. Like the 7y phase, the 8 phase is a candidate
material for the high-temperature thermoelectric energy con-
version. The transport mechanism can be explained in terms
of the Anderson localized model.

The present work was partially supported by a Grant-in-
Aid for JSPS Fellows No. 15-01304 and Scientific Research
(B) No. 16360369 from the Ministry of Education, Science,
Sports and Culture of Japan.

T Takeshita, K. A. Gschneidner, Jr., and B. J. Beaudry, J. Appl. Phys. 57,
4633 (1985).

’c. Wood, A. Lockwood, J. Parker, A. Zoltan, D. Zoltan, L. R. Danielson,
and V. Raag, J. Appl. Phys. 58, 1542 (1985).

3G. G. Gadzhiev, Sh. M. Ismailov, M. M. Khamidov, Kh. Kh. Abdullaev,
and V. V. Sokolov, High Temp. 38, 875 (2000).

*J. Flahaut, in Handbook on the Physics and Chemistry of Rare-Earths,
edited by K. A. Gschneider, Jr., and L. Eyring (North-Holland, Amster-
dam, 1979), Vol. 4, p. 1.

5P, Besancon, J. Solid State Chem. 7, 232 (1973).

T, Schleid and F. Lissner, J. Less-Common Met. 175, 309 (1991).

™. Ohta, S. Hirai, Z. Ma, T. Nishimura, and K. Shimakage, J. Alloys
Compd. (in press).

8B. J. Beaudry, M. J. Tschetter, J. F. Nakahara, T. Takeshita, and K. A.
Gschneidner, Jr., in Proceedings of 6th International Conference on Ther-
moelectric Energy Conversion, edited by K. R. Rao (University of Texas,
Arlington, TX, 1986), p. 20.

’I. Nakahara, T. Takeshita, M. J. Tschetter, B. J. Beaudry, and K. A.
Gschneidner, Jr., J. Appl. Phys. 63, 2331 (1988).

10y, Raag and Y. Borodovsky, in Proceedings of 16th Intersociety Energy
Conversion Engineering Conference (American Society of Mechanical
Engineers, New York, 1981), p. 1991.

'"M. Ohta, S. Hirai, S. Morita, T. Nishimura, and Y. Uemura, J. Alloys
Compd. 374, 116 (2004).

M. Ohta, S. Hirai, S. Morita, T. Nishimura, and Y. Uemura, in Proceedings
of 22nd International Conference on Thermoelectrics, edited by H. Scher-
rer and J.-C. Tedenac (IEEE, Piscataway, NJ, 2003), p. 316.

BN. Mott, Conduction in Non-Crystalline Materials (Oxford University
Press, Oxford, 1987), p. 19.

Downloaded 26 Aug 2007 to 157.19.249.7. Redistribution subject to AIP license or copyright, see http://apl.aip.org/apl/copyright.jsp



