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INTRODUCTION

Discovery of the effects of superconductivity in cu-
prates and the giant, colossal magnetic resistance in 
manganites of the rare-earth elements doped with s-ele-
ment oxides was an impulse in many investigations to 
obtain materials with the unique physicochemical prop-
erties [1-4]. It should also be noted that compounds 
based on lanthanum oxides and 3d-elements doped with 
oxides of the alkaline earth metals are able to have the 
giant values of the dielectric capacitivity, which are also 
of interest as materials with the working memory in mi-
croelectronics [5].

In addition, semiconductor of ZnO having a band 
gap (3,37 eV) is a promising material as gas sensors, 
thin film transistors, microelectric devices, etc. [6]. It 
should also be stated that manganese-based compounds 
are of great importance in the ferroalloy metallurgy [7].

In connection with the above-stated, the purpose of 
this paper is a calorimetric investigation of heat capac-
ity, calculation of the thermodynamic characteristics 
and the electrophysical study of our new synthesized 
nanostructured copper-zinc manganite of lanthanum 
and lithium LaLi2CuZnMnO6.
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EXPERIMENTAL PART

The polycrystalline LaLi2CuZnMnO6 was synthe-
sized with the ceramic technology method from La2O3, 
CuO, ZnO, Mn2O3 and Li2CO3 in the interval of 800 - 1 
200 °C. 

Their nanostructured particles were obtained by 
milling on the vibration mill «Retsch», and their sizes 
(226 - 286 nm) were determined on an electron micro-
scope MJRA3, LMU Tescan. 

The radiographic investigations found that LaLi-
2CuZnMnO6 crystallizes in the cubic syngony with the 
following lattice parameters: a = 13,94 ± 0,02 Å,  
Vo = 2 708,87 ± 0,06 Å3, Z=4, Vo

elec.cell = 677,22 ± 0,02 
Å3, rroent. = 4,31; rpick. = 4,28 ± 0,02 g/cm3.

Investigation of the isobaric heat capacity of  
LaLi2CuZnMnO6 similarly to [8] was performed in the 
interval of 298,15 - 673 K on calorimeter IT-S-400. The 
measuring circuit of the device provides measurement of 
the temperature level at the fixed points through 25 K. 
The limit of permissible error of the device according to 
the passport data is ± 10,0 %. Calibration of the device 
was made on the basis of the determining of the thermal 
conductivity of the heat meter Kt [9, 10]. The operation of 
the device was checked with definition of a-Al2O3.

The obtained value of Сºр(298,15) of a-Al2O3 [76,0 
± 1,5 J / (mol · K)] is satisfactorily consistent with its 
reference data [79,0 ± 0,17 J / (mol · K)] [11]. During 
the graduation and verification, the repeated (parallel) 
measurements were made through 25 K five times and 
the results were averaged and processed with methods 
of the mathematical statistics [12]. The mean-square de-
viation (d̄ ) were calculated for values of the specific 
heat capacity, and random error components (D° ) were 
calculated for the molar heat capacity [10].
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The results of the calorimetric investigations are 
given in Figure 1 and Table 1.

The investigation of the electrophysical properties 
(the dielectric capacitivity, the electrical resistance) was 
performed with the measuring of the electrical capaci-
tance of the compound on an LCR device (Taiwan man-
ufacture) at an operating frequency of 1 kilohertz in the 
interval of 293 - 483 K through 10 K under the proce-
dures of [13, 14]. The results of the electrophysical in-
vestigations are illustrated in Figure 2 and Table 2.

DISCUSSION OF RESULTS

As may be inferred from the data of Table 1 and Fig-
ure 1 that LaLi2CuZnMnO6 at 323 - 348 K and 523 - 
548 K has changes of the heat capacity relating to II 
type phase transition, probably due to changes in the 
dielectric capacitivity, the electrical resistance, detec-
tion of Curie and Neel points [15]. Based on the peak 

temperatures of the II type phase transitions (323 - 523 
K), the equations of the temperature dependence of heat 
capacity of LaLi2CuZnMnO6 / [J / (mol · K)]:

Сºр(1) = – (64,0 ± 3,2) + (1 028,6 ± 51,1)·
·10-3Т,  (298 - 323 К),� (1)

Сºр(2) = (830,2 ± 41,3) – (1 739,8 ± 86,5)·
·10-3Т,  (323 - 348 К),� (2)

Сºр(3) = (707,1 ± 35,1) – (12,5 ± 0,6)·10-3Т – 
– (578,8 ± 28,8)×105Т-2, (348 - 523 К),� (3)

Сºр(4) = (5 110,4 ± 254,0) – (8 837,1 ± 
± 439,2)×10-3Т,  (523 - 548 К),� (4)

Сºр(5) = (3 820,3 ± 189,9) – (3 256,3 ±
± 161,8)×10-3Т – (5 308,9 ± 263,8)×105Т-2,
(548 - 673 К).		�   (5)

It should be noted that the experimentally certain 
value of the standard thermal capacity Сºр(298,15) of 
LaLi2CuZnMnO6 (242,6 ± 22,1 J / (mol · К)) (Table 1), 
it will reasonably be agreed with its estimated value cal-
culated with a method of the ionic increments (246,4 J / 
(mol · К)) according to [16] with an accuracy of 1,57 %.

The standard entropy of LaLi2CuZnMnO6 was cal-
culated using the method of the ionic increments (Si) 
[16] under the scheme:

Sº(298,15) LaLi2CuZnMnO6 =
= Si(298,15) La3+ + 2Si(298,15) Li+ +
+ Si(298,15) Cu2+ + Si(298,15) Zn2+ +
+ Si(298,15) Mn3+ + 6Si(298,15) O2–.  (6)

The following values of the ionic entropy incre-
ments (Si, J / (mol · K)) were used to calculate under the 
scheme (6): La3+ = 40,4; Li+ = 14,5; Cu2+ = 36,5; Zn2+ = 
34,2; O2+ = 11,7 [16]. The estimated value of Sº(298,15) 
of LaLi2CuZnMnO6 under the scheme (6) was equal to 
210,3 ± 6,3 J / (mol · K). Using the equations of the 
dependences of Сºр~¦(Т) LaLi2CuZnMnO6 (1-5) and its 
estimated value Sº(298,15), the temperature depend-
ences of the thermodynamic functions of the copper-
zinc manganite were calculated from the known for-
mula (Table 3).

Further, Table 2 and Figure 2, as mentioned above, 
demonstrated the results of the temperature dependence 
of the electrical resistance (R) and the dielectric capaci-
tivity (ε).

As can be seen from the data in Table 2 and Figure 
2, LaLi2CuZnMnO6 has the semiconductor conductivity 
in the interval of 293 - 343 K, the metallic conductivity 
at 343 - 383 K, and the semiconductor conductivity 
again at 383 - 483 K. The band gap in the interval of 293 
- 343 K is 1,0 eV, and at 383 - 483 K – 0,90 eV, and 
LaLi2CuZnMnO6 can be referred to the narrow-probe 
semiconductors. It should be noted that the decreasing 

Figure 1 �Temperature dependence of heat capacity of 
LaLi2CuZnMnO6

Table 1 �The experimental values of specific (Ср ± d̄) and 
molar heat capacities (Сºр ± D° ) of LaLi2CuZnMnO6 
from temperature

Т / К Ср ± d̄, J / g · K Сºр ± D° , J / (mol · K)

298,15 0,5606 ± 0,0184 242,6 ± 22,1
323 0,6201 ± 0,0066 268,3 ± 7,9
348 0,5195 ± 0,0102 224,8 ± 12,3
373 0,7424 ± 0,0164 321,2 ± 19,7
398 0,7782 ± 0,0093 336,7 ± 11,2
423 0,8542 ± 0,0151 369,6 ± 18,2
448 0,8770 ± 0,0126 379,4 ± 15,2
473 0,9836 ± 0,0135 425,6 ± 16,3
498 1,0847 ± 0,0140 469,3 ± 16,9
523 1,1301 ± 0,0192 488,9 ± 23,1
548 0,6194 ± 0,0134 267,7 ± 16,0
573 0,8175 ± 0,0157 353,7 ± 18,9
598 0,8978 ± 0,0210 388,5 ± 25,3
623 0,9403 ± 0,0138 406,8 ± 16,6
648 1,0378 ± 0,0171 449,0 ± 20,6
673 1,0555 ± 0,0188 456,7 ± 22,6
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in heat capacity of LaLi2CuZnMnO6 on a dependence 
curve of Сºр~¦(Т) at 323 - 348 K was in line with its 
transition from the semiconductor to the metallic con-
ductivity at 343 K. Thus it determined the nature of the 
II type phase transition on a curve of the heat capacity 
from temperature.

The dielectric capacitivity of LaLi2CuZnMnO6 at 
293 K exceeds the similar characteristic, our measured 
value of BaTiO3 (ε = 1 296) on this device, which 
agrees with its recommended value (ε = 1 400 ± 250) 
[17-19] by 59 times, and at 483 K – 157 195 times. In 
a small narrow temperature interval from 293 K to 483 

K, ε of LaLi2CuZnMnO6 increases from 7,6 · 104 to 
2,0 · 108.

CONCLUSION
The temperature dependence of the heat capacity of 

the new nanostructured copper-zinc manganite of LaLi-
2CuZnMnO6 was first investigated in the interval of 
298,15 - 673 K. It was determined that in the studied 
temperature interval this compound had two abnormal 
changes in heat capacity related to the II type phase 
transitions. Its standard entropy was calculated. In the 
interval of 298,15 - 675 K, the temperature dependenc-
es of the thermodynamic functions of Sº(T), Hº(T) - 
H°(298,15) Фхх(Т) were calculated. 

In the interval of 293 - 483 K, the temperature de-
pendence of the dielectric capacitivity and the electrical 
resistance of LaLi2CuZnMnO6 were investigated. Re-
gions of the semiconductor and metallic conductivity 
were identified.

It was determined that this compound had the big 
values of the dielectric capacitivity, which during the 
transition from 293 K to 483 K increased from 7,6 · 104 
to 2,0 · 108. This material is of interest for the semicon-
ductor and microcapacitor technologies.
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Table 2 �The temperature dependences of dielectric capacitivity (ε) and electrical resistance (R) of LaLi2CuZnMnO6 at a 
measurement frequency of 1 kHz

Т / К R / Om ε Т / К R / Om ε
293 190 800 75 987 393 26 160 878 460
303 106 600 97 359 403 22 820 1 622 527
313 49 540 184 641 413 19 340 2 930 886
323 27 280 316 535 423 15 370 6 214 430
333 19 720 432 177 433 12 430 11 827 126
343 17 790 480 058 443 10 080 21 312 606
353 18 150 478 204 453 81 23 38 184 749
363 22 040 433 174 463 6 246 74 756 342
373 25 710 453 709 473 5 116 121 163 050
383 27 340 588 847 483 4 051 203 725 215

Table 3 Thermodynamic functions of LaLi2CuZnMnO6, Sº / T, Фxx / T, J / mol · K, Hº / T - Hº(298,15) / J / mol

Т / К Sº / T Hº / T - H°(298,15) Фхх / Т
298,15 245 ± 7 - 245 ± 20

300 247 ± 20 487 ± 24 245 ± 20
350 285 ± 23 13 000 ± 646 248 ± 20
400 324 ± 26 27 448 ± 1 364 255 ± 20
450 368 ± 29 46 458 ± 2 308 265 ± 21
500 415 ± 33 68 652 ± 3 412 278 ± 22
550 455 ± 36 89 677 ± 4 457 292 ± 23
600 485 ± 39 106 635 ± 5 300 307 ± 24
650 519 ± 41 127 828 ± 6 353 322 ± 26
675 536 ± 43 139 153 ± 6 916 330 ± 26

Figure 2 �Dependence of dielectric capacitivity (ε) and 
electrical resistance (R) of LaLi2CuZnMnO6 on 
temperature (frequency of 1 kHz)



450

B. K. KASENOV et al.: THERMODYNAMIC AND ELECTROPHYSICAL INVESTIGATION OF NANOSTRUCTURED...

	 METALURGIJA 60 (2021) 3-4, 447-450

REFERENCES

[1]	 Yu. D. Tretyakov, O. A. Brylev, The new generation of 
inorganic functional materials, Russian Journal of General 
Chemistry 45 (2000) 4, 10-16.

[2]	 Yu. D. Tretyakov, E. А. Gudilin, D. V. Peryshkov et al., 
Structural and microstructural features of functional mate-
rials based on cuprates and manganites, Russian Chemical 
Reviews 73 (2004) 9, 954-973.

[3]	 L. T. Denissova, Yu. F. Kargin, V. M. Denissov, Heat capa-
city of rare earth cuprates, orthovanadates and alumino-, 
gallo- and ferro-garnets, Solid state physics 57 (2015) 8, 
1658-1662.

[4]	 B. K. Kasenov, Sh. B. Kasenova, Zh. I. Sagintayeva et al., 
Double and triple manganites, ferrites and chromites of 
alkali, alkaline-earth and rare-earth metals, М.: Nauchnyi 
mir, 2017, 416 p.

[5]	 Y. Yerin, Found a substance with gigantic dielectric con-
stant values, Chemistry and Chemists (2009) 1, 16-22. 
http://chemistry-chemists.com/N1_2009/16-22.pdf

[6]	 T. V. Semikina, V. N. Komashchenko, L. N. Shmyreva, 
Oxide electronics as one of the directions of transparent 
electronics, Electronics and communication, Issue “Elec-
tronics and nanotechnology” (2010), 20-28.

[7]	 S. O. Baysanov, T. D. Takenov, M. Zh. Tolymbekov et al., 
On the conditions of selective reduction in the Fe − Mn − 
O system, Bulletin of E. Buketova KarGU, Chemistry se-
ries (2005) 4, 65-70.

[8]	 B. K. Kassenov, Sh. B. Kassenova, Zh. I. Sagintaeva et al., 
Thermodynamic research of new nanodimensional 
cobalt(nickelite)-cuprate-manganites of lanthanium and 
sodium of LaNa2CoCuMnO6, LaNa2NiCuMnO6, Meta-
lurgija 59 (2020) 1, 133-136.

[9]	 E. S. Platunov, S. E. Buravoi, V. V. Kurepin, G. S. Petrov, 
Thermophysical measurements and devices, L.: Mashino-
stroenie, 1986, 256 p.

[10]	 Technical description and operating instructions for IT-S-
400, Aktobe, Aktobe plant «Etalon», 1986, 48 p.

[11]	 R. A. Robie, B. S. Hewingway, J. K. Fisher, Thermodina-
mic Properties of Minerals and Rеlated Substances at 
298,15 and (105 Paskals) Pressure and at Higher Tempera-
tures.- Washington, 1978, 456 p.

[12]	 V. P. Spiridonov, А. А. Lopatkin, Mathematical processing 
of experimental data, M: Publishing House of MSU, 1970, 
221 p.

[13]	 K. Okazaki, Technology of ceramic materials, M.: Energy, 
1976, 256 p.

[14]	 E. K. Zhumadilov, S. Zh. Davrenbekov, E. S. Mustafin, 
B.K. Kassenov, S.T. Edilbayeva, Investigation of electro-
physical properties of chromite of GdSrCr2O5,5, News of 
NAS RK (2004) 5. 114-118.

[15]	 L. A. Reznitsky, Calorimetry of a solid, M.: Publishing 
house of Moscow State University, 1981, 184 p.

[16]	 V. N. Kumok, In Sat: Direct and inverse problems of che-
mical thermodynamics, Novosibirsk: Nauka, 1987, p. 108.

[17]	 Yu. N. Venevtsev, E. D. Politova, S. A. Ivanov, Ferroelec-
tric and anti-ferroelectrics of the titanium barium, M.: 
Chemistry, 1985, 256 p.

[18]	 M. Lains, A. Glass, Ferroelectrics and related materials, 
M.: Mir, 1981, 736 p.

[19]	 E. G. Fessenko, Perovskite family and ferroelectricity, M.: 
Atomizdat, 1972, 248 p.

Note: �The responsible translator for English language is Issakova Ye-
lena Pavlovna, Karaganda, Kazakhstan

https://elibrary.ru/contents.asp?titleid=4602
https://elibrary.ru/contents.asp?titleid=4602
http://chemistry-chemists.com/N1_2009/16-22.pdf

