Institute of Thermoelectricity, Academy of Sciences and Ministry of Education and Science of Ukraine

Journal of
THERMOELECTRICITY

International Research
Founded in December, 1993

published 6 times a year

No. 3 2018

Editorial Board

Editor-in-Chief LUKYAN I. ANATYCHUK

Petro 1. Baransky Bogdan I. Stadnyk
Lyudmyla N. Vikhor Oleg J. Luste
Valentyn V. Lysko Elena I. Rogacheva
Stepan V. Melnychuk Andrey A. Snarskii

International Editorial Board

Lukyan I. Anatychuk, Ukraine A.L. Casian, Moldova
Steponas P. ASmontas, Lithuania Takenobu Kajikawa, Japan
Jean-Claude Tedenac, France T. Tritt, USA

H.J. Goldsmid, Australia Sergiy O. Filin, Poland

L. Chen, China D. Sharp, US4

T. Caillat, USA Yuri Gurevich, Mexico

Yuri Grin, Germany



Founders —  National Academy of Sciences, Ukraine
Institute of Thermoelectricity of National Academy of Sciences and Ministry
of Education and Science of Ukraine

Certificate of state registration Ne KB 15496-4068 I1P

Editors:
V. Kramar, P.V.Gorskiy, O. Luste, T. Podbegalina

Approved for printing by the Academic Council of Institute of Thermoelectricity
of the National Academy of Sciences and Ministry of Education and Science, Ukraine

Address of editorial office:

Ukraine, 58002, Chernivtsi, General Post Office, P.O. Box 86.
Phone: +(380-372) 90 31 65.

Fax: +(380-3722)4 19 17.

E-mail: jt@inst.cv.ua

http://www jt.inst.cv.ua

Signed for publication 25.07.18. Format 70x108/16. Offset paper Nel. Offset printing.
Printer's sheet 11.5. Publisher's signature 9.2. Circulation 400 copies. Order 5.

Printed from the layout original made by “Journal of Thermoelectricity” editorial board
in the printing house of “Bukrek” publishers,
10, Radischev Str., Chernivtsi, 58000, Ukraine

Copyright © Institute of Thermoelectricity, Academy of Sciences
and Ministry of Education and Science, Ukraine, 2016



CONTENTS

Theory

P.V. Gorskiy. Influence of surface phenomena on
the orientation of cleavage planes of bismuth telluride single crystals
with respect to the wide edges of a slotted container

Materials Research

L.I. Nykyruy, O.M. Voznyak, Y.S. Yavorskiy, V.A. Shenderovskiy,
R.O. Dzumedzey, O.B. Kostyuk, R.1. Zapukhlyak. Influence of
the behavior of charge carriers on the thermoelectric properties
of PbTe:Bi thin films

G.P. Gaidar, P.1. Baranskii. Concentration and temperature dependences
of thermoelectric characteristics of the elastically
deformed silicon

Design
L.1. Anatychuk, Vikhor L.M., A.V.Prybyla. Effect of miniaturization on
the efficiency of thermoelectric modules in heating mode

Thermoelectric products

L.I. Anatychuk, R.R. Kobylianskyi, O.1 Denisenko, O.V.Shulenina,
O.P.Mykytiuk. Results of clinical application of thermoelectric
device for the treatment of skin diseases

Anatychuk L.1., Maksimuk M.V. Efficency of starting preheaters
with thermoelectric power sources

O.V.Nitsovych. Research on the conditions of forming a flat crystallization
front when growing Bi,Te; based thermoelectric material
by vertical zone melting method

Metrology and standardization

L.1 Anatychuk, M.V. Havryliuk, V.V. Lysko, V.A. Tiumentsev
Automation and computerization of measurements of thermoelectric
parameters of materials

15

30

43

51

66

73

80






THEORY

P.V. Gorskiy, Doctor Phys.-math. Science"’

Institute of Thermoelectricity of the NAS and MES of Ukraine,
1, Nauky str, Chernivtsi, 58029, Ukraine;
*Yu.Fedkovych Chernivtsi National University,

_ 2, Kotsiubynskyi str., Chernivtsi, 58000, Ukraine
P.V. Gorskiy e-mail: anatych@gmail.com

INFLUENCE OF SURFACE PHENOMENA ON
THE ORIENTATION OF CLEAVAGE PLANES OF BISMUTH
TELLURIDE SINGLE CRYSTALS WITH RESPECT TO THE WIDE
EDGES OF A SLOTTED CONTAINER

The paper considers the influence of surface phenomena on the orientation of cleavage planes of single-
crystal plates of bismuth telluride-based thermoelectric materials with respect to the wide edges of the
container when grown in flat slots by the Bridgman method. By solving the equation of mechanical
equilibrium of solid phase nucleus on the vertical wall of a slotted container, a ratio is obtained for the
angle between the single crystal cleavage planes with respect to the vertical walls of the container,
when taking into account the action of both surface tension forces at the “container wall — nucleus”,
“container wall — melt” and "nucleus - melt" boundaries and the force of gravity. As a result of the
analysis, it was shown that for the manufacture of containers or gaskets for them, whenever possible,
such materials should be chosen, on the flat horizontal surface of which this mass of thermoelectric
material, heated to the melting temperature, after spreading of the melt and its subsequent solidification
forms a layer of the largest area, since the angle between the cleavage planes of the single crystal and
the wide edges of the container is inversely proportional to the fourth power of this area. Bibl. 10,
Fig. 5.

Key words: surface tension, contact angle, mechanical equilibrium of solid phase nucleus.

Introduction

The method of growing single crystals of thermoelectric materials in flat slots with the production of
ingots in the form of parallelepipeds and the manufacture of thermoelectric modules from them is
described in [1] and [2]. In particular, in patent [1] it is indicated that single crystals of bismuth telluride
produced in the form of cylindrical ingots must be further cut into disks which are then cut along mutually
perpendicular vertical planes. And since the cleavage planes are perpendicular to the disc planes, the discs
are often destroyed. This forces to obtain thermoelectric legs from incomplete disks or their parts, which
leads to the formation of a large amount of waste. Due to the arbitrary orientation of the cleavage planes of
the ingot or the disc cut from it, it is difficult to obtain from such an ingot plate elements of the same length
that have the same characteristics and the same cutting resistance. Therefore, it is desirable to have a cast
plate of a layered structure with parallel cleavage planes, which could then be cut into plate elements and
then into legs having the same characteristics. From the results of [1,2] it follows that if a single crystal in
the form of such a plate is grown in a slotted container with flat walls, to achieve the aforementioned
positive results, the angle between the wide edges of the container and the cleavage planes of the single
crystal of bismuth telluride should not exceed 5°. In contrast, the patent [3] describes the technology for
creating thin-film thermoelectric elements, which, on the contrary, provides for the angle of inclination of
the cleavage planes at an angle from 30° to 90° to the substrate. Because of this, the problem naturally
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arises of analyzing the influence of various factors on the angle between the cleavage planes of a single
crystal of bismuth telluride and the wide edges of a slotted container.

As is known, single-crystal bismuth telluride and its alloys have cleavage planes (hexagonal layers)
along which they grow most rapidly. Due to the anisotropy of thermal conductivity and electrical
conductivity of these single crystals, it is advantageous to manufacture thermoelectric modules so that the
electric current density and temperature gradient vectors lie in the plane of layers. And this means that the
planes of switching electrodes should be perpendicular to the planes of layers. The deviation from this
perpendicularity should be as low as possible so that, on the one hand, the efficiency of the module is
maximum, and on the other, it does not collapse when exposed to mechanical loads and temperature
stresses caused by thermal expansion of the elements of the module when it is unevenly heated. To achieve
these goals, it is also necessary to ensure a minimum angle between the cleavage planes of the single
crystal and the wide edges of the slotted container. This can be achieved in several ways. On the one hand,
it is possible to optimize the geometry of the container and the operation mode of the Bridgman unit in
such a way as to minimize the transverse temperature gradient and properly relate it to the growth rate of a
single crystal. On the other hand, it is possible to choose packing materials for the container that are in
direct contact with the melt and the growing single crystal in such a way as to achieve the minimum angle
between the cleavage planes of the bismuth telluride single crystal and the wide edges of the slotted
container by controlling surface phenomena at the “container wall-melt” and “container wall-solid phase"
boundaries. These approaches can be applied in combination with each other. However, the
implementation of the first approach requires a detailed thermal calculation of the container and the
installation as a whole, which is not the purpose of this paper.

The influence of surface phenomena on the formation of solid phase nuclei and their growth was
considered in [4-8] and in the monograph [9]. However, this consideration was mainly concerned with the
processes occurring during horizontal zone melting. At the same time, we showed in [10] that the
anisotropy of the growth rate of bismuth telluride single crystals and its alloys and the resulting anisotropy
of the surface tension coefficient at the “solid phase-melt” boundary causes uncompetitive growth of single
crystals along cleavage planes. This makes it possible to obtain single-crystal flat plates of the
aforementioned alloys in the process of vertical crystallization by the Bridgman method using special
containers with cavities in the form of rectangular parallelepipeds.

In [7], the kinetics of nucleation in heterogeneous systems was considered with allowance for
capillary phenomena. However, in this work the container wall was also assumed to be located
horizontally. We will consider this process with the vertical arrangement of the wide edges of the
container, which takes place, for example, with vertical recrystallization by the Bridgman method. In this
case, there is a need for additional consideration of the effect of gravity.

Thus, the goal is to consider surface phenomena at the “container wall - melt” and “container wall -
solid phase” boundaries during vertical crystallization, i.e. under the influence of gravity, and their
influence on the angle between the cleavage planes of the single crystal of bismuth telluride and the wide
edges of the slotted container.

Analysis of the conditions for mechanical equilibrium of the solid phase nucleus at the
boundary with the container wall and the derivation of the expression for the angle

The physical model of the considered problem of the mechanical equilibrium of the solid phase
nucleus on a vertically located flat wall of the container is shown in Fig.1.

Projecting the forces acting on the solid phase nucleus, on the vertical direction, and considering the
nucleus as a spherical segment, we obtain the condition for mechanical equilibrium of the nucleus on the
vertical flat wall of the container in the following form:

pgr? {2(1 —cos6)

Vi3 +

6 e —Ctg9}=723 cosO+7y,, (1)
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EE 13

where y,,, 713, V23 are surface tension coefficients at the “container wall — nucleus”, “container
wall- melt” and ‘“nucleus-melt” boundaries, respectively, pis solid phase density, gis free fall
acceleration, 7 is the radius of the spherical segment base.

With small @, restricting ourselves in Eq.(1) to the first nonzero term by 6, we obtain:

|9| _ 8|7/13 - 7/232— Y12 ‘ @)
pgr

From Eq. (2) it follows that under the condition 7,3 —7,, =¥,; the orientation of the cleavage

planes will be the best, since they will be perfectly parallel to the wide edges of the container.

7
>

\4

Fig. 1 Physical model of the problem. 1-container wall, 2-solid phase nucleus, 3-melt,
0 - contact angle, P — nucleus weight, F,, F\5, F,;- surface tension forces at

the “container wall- nucleus”, “container wall — melt” and “nucleus-melt” boundaries, respectively.

To this end, we first estimate the surface tension coefficient y,;at the “nucleus — melt” boundary
without taking into account the anisotropy for bismuth telluride, for which purpose we will use the semi-
empirical approach developed in [5]. From its results it follows that this coefficient with sufficient accuracy
is a linear function of the heat of formation of the compound AH ,and is equal to:

0.385AH ; p*?

Y23 = TN 4)
4

where p — the density of the crystal, M —its molecular weight, N , —the Avogadro number. Regarding the
empirical coefficient of 0.385, we note that due to the lack of specific experimental data on the nucleation
in small drops of the melt of bismuth telluride, this coefficient is taken to be equal to the arithmetic average
of the highest and lowest values given in [4]. The values of the heat of formation and the density of
bismuth telluride are taken from monograph [9]. After substituting the numerical values in formula (4), we
obtain y,; =0.158 J/m’. With regard to this result, we note that it is within the range of values of the
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surface tension coefficient at the “nucleus — melt” boundary given in [5] for a number of other materials,
namely, ice, metals, and some elemental semiconductors (0.024 + 0.240 J/m?), but coincides with none of
them.

Further, in order to exclude unknown quantities ,, and y,; from expression (2) and unambiguously
expressing the angle between the cleavage planes of bismuth telluride single crystal and the wide edges of
the slotted container when growing by the Bridgman method through y,;, we consider additionally the
equilibrium condition of the nucleus in the form of a spherical segment on the horizontal flat surface. It is
obtained from condition (1) with g =0. It follows from it that Eq.(2) for this angle can be represented as

follows:

216m?y
|9|= 2.6 3 232 ) ®)
T, P8,

where m is the mass of the nucleus, 7, — the radius of the base of the nucleus formed on the container wall
at its horizontal arrangement, 7, —the radius of the base of the nucleus formed on the container wall at its

vertical arrangement. Hence it is clear that, if possible, for containers or gaskets, such materials should be
chosen on a horizontal flat surface of which a given mass of thermoelectric material, being heated to the
melting temperature, during subsequent spreading of the melt and its solidification forms a layer of the
largest area, since the angle between the cleavage planes of the single crystal and the wide edges of the
container is inversely proportional to the cube of this area. But in the case of a vertical surface for the same

mass there holds an inequality rvz > th , since the action of gravity contributes to the spreading of the melt.

Therefore, we can write the following inequality:

o< 210 1 (©)
- 2.8 .3 :
T’ryp’g

Therefore, it turns out that the angle between the cleavage planes of a single crystal of bismuth telluride
and the wide edges of the container when it is grown in a vertical slotted crystallizer is inversely
proportional to the eighth power of the radius or the fourth power of the layer formed during the spreading
and subsequent solidification of the given mass of melt on a horizontal surface. Thus, for example, an
increase in the layer radius by 10% means a decrease in the angle between the cleavage planes of the single
crystal and the wide edges of the slotted container by about 2 times. Substituting the previously specified

value 7,,and the density of the material p = 6809 kg/m’, and also assuming that 6 =5°, we obtain the
23

following dependence between the mass of the material and the radius of the layer which it forms after
bringing to the melting temperature, spreading of melt and its subsequent solidification:

7, =1.04m"> | (7

where r;, is measured in centimeters, and m —in grams. This dependence is depicted in Fig. 2

From this dependence it follows that, for example, a cylindrical sample with a diameter of 11 mm
and a height of 3.4 mm, having a mass of 2.2 g, with an angle between the cleavage planes and the wide
edges of the slotted container equal to 5°, provided that the above estimate of the surface tension coefficient
at the "melt-solid phase" boundary is valid, after melting and subsequent solidification on a horizontal
surface, should form a layer with a diameter of about 25 mm. But this is the most stringent requirement, the
fulfillment of which guarantees the achievement of the required or smaller angle between the cleavage
planes and the wide edge of the slotted container. In order to make it different, it is necessary to know the
relationship between radii 7, and r,. However, for the radius of the layer on the horizontal surface, which

guarantees achievement of the specified angle of inclination of the cleavage planes to the plane of the wide
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edge of the container, to be reduced, for instance, by half, the radius of the layer on the vertical surface,
should be 16 times higher than the radius of the layer on the horizontal surface, which is hardly the case in
reality. And if these radii are comparable, then the dependence shown in Fig. 2 determines the area in
which the desired orientation of the single crystal cleavage planes with respect to the wide edges of the
slotted container is achievable by virtue of the anisotropy of the single crystal growth rate. The specified
area lies above the curve shown in Fig.2. But if the real dependence 7, (m)lies below this curve, then it

should be assumed that by itself the growth anisotropy of a single crystal based on bismuth telluride can
only provide parallelism of its cleavage planes to each other, but not to the plane of the container. This is
because equality y,3 — 7,3 — 73, = 0is not satisfied. Therefore, an acceptable orientation of the cleavage

planes of the single crystal with respect to the wide edges of the slotted container during vertical
crystallization can be ensured only by force, using a seed or spike. At first glance, this statement
contradicts the conclusions of [10], but this contradiction is apparent, since in this work only surface
phenomena were considered at the “solid phase — melt” boundary, but not at the interface between the solid
phase and the melt with the container wall.

7, Sm

0 2 4 6 8 m, g
Fig. 2. Dependence of the radius of the layer formed by bismuth telluride-based
thermoelectric material on the horizontal surface after melting, spreading of melt and subsequent

solidification of the material sample mass, corresponding to the angle between the cleavage
planes of the single crystal and the wide edges of the slotted container equal to 5°

The results obtained can be generalized for the case of an arbitrary angle of inclination of the
cleavage planes of the single crystal to the planes of the wide edges of the slotted container. The
dependence obtained for this case of the aforementioned angle on the radius of the layer formed after
melting and subsequent solidification by the sample weight of 2 g on the horizontal surface is shown in
Fig.3. The calculation is made for the worst case, i.e. under the assumption that the radii of the layers
formed on the horizontal and vertical surfaces are the same.

From the obtained dependence it follows that if the radius of the aforementioned layer exceeds
7.65 mm, then the angle between the cleavage planes does not exceed 5°.

However, if we take into account the effect of gravity on the layer radius, then, considering the solid
phase nucleus as a spherical segment, we obtain the following equation for determining the angle of
inclination of the cleavage planes with respect to the wide edges of the slotted container:

27753 (cos @ — cos 6, )- Y m/[rpf (6)] - mg =0, (8)

ISSN 1607-8829 Journal of Thermoelectricity Ne3, 2018 9
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eO
40 ' r ' *

30 + -

20 | -

10 + .

0 I I 1 I
5 6 7 8 9 r,mm

Fig.3. The dependence of the angle between the cleavage planes of the single crystal and
the wide edge of the slotted container on the radius of the layer formed on
the horizontal flat surface for arbitrary angles
where function f (9) is given by:
2(1—cos @) ctgh
r(0)=20 )
3sin” 6 3
and the angle 6, is determined from the condition m/ mpr? £(6,)=1. The results of this calculation are
represented in Fig.4.

; ©)

1.5 '

0.5 r .

0 : ,
5 10 15 rmm

Fig. 4. Dependence of the angle between the cleavage planes of
the single crystal and the wide edge of the slotted container on the radius of the layer
formed on the horizontal flat surface, with regard to the effect of gravity on the radius
of the layer formed on the vertical flat surface.
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90
100 . .

80

60

40

20

O 1 1
5 10 15 mm

Fig. 5. Dependence of the angle of rotation of the cleavage planes
of a single crystal around the vertical axis of the container on the radius of
the layer formed on the horizontal flat surface

From Fig. 4, at first glance it may seem that the very effect of gravity during vertical recrystallization

automatically provides an acceptable inclination of the cleavage planes of the single crystal to the wide
edge of the slotted container. But in reality, the action of gravity takes place only in the vertical direction
and determines the orientation of the cleavage planes only in relation to this direction. However, they can
prove to be definitely rotated around an axis that coincides with the vertical axis of the container. Gravity
does not affect this angle of rotation, and it is determined by the dependence characteristic of the horizontal
surface. This dependence is shown in Fig.5.

And from this dependence it follows that for the aforementioned angle of rotation not to exceed 5°,

the radius of the layer must be at least 16.5 mm. Otherwise, the required orientation should be created by
force, using, for example, seed.

Conclusion

1. By solving the one-dimensional diffusion equation, a stationary distribution of the concentration of
nickel particles in bismuth telluride over the depth of the transient layer was found.

2. Using the theory of composites, the electrical and thermal contact resistances, the thermoEMF, the
power factor and the figure of merit of transient layer were calculated depending on the intensity of
arrival of nickel particles with stationary diffusion.

3. It was established that with increasing the intensity of arrival of nickel particles, the electrical and
thermal contact resistances and the thermoEMF of transient contact layer decrease, and the power
factor and the thermoelectric figure of merit increase.

4.  In the considered intensity range of nickel particles arrival with stationary diffusion at transient layer

thicknesses 20 — 150 pm the electrical contact resistance can vary in the range from 1.16:10” to
4.41-107 Q-sm’, the thermal contact resistance — in the range from 0.674 to 0.032 (K-cm’)/W,
the thermoEMF — in the range from 199.5 to 198.5 uV/K, the power factor — in the range from
5-10° to 1.8:10" W/(m-K?), and the thermoelectric figure of merit — in the range from

ISSN 1607-8829 Journal of Thermoelectricity Ne3, 2018 11
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2.35-107 t0 2.9-10° K. The intervals of change in the electrical and thermal contact resistances can
vary and expand on the one hand due to the presence of potential barriers between TEM and metal,
which are overcome by tunneling or emission, on the other, due to the presence of a thin oxide film
on the TEM surface, but these factors in this paper are not considered.
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Teopemuuno 00CniOJNCeHO enleKmpudHUll ma meniosutl Kowmaxmui onopu, mepmoEPC, ¢axmop
HOMYJCHOCMI — ma  MEPMOENeKMpPUdny  00OPOMHICMb — NEpexioHo20  KOHMAKMHO20 — wapy
«MEPMOETEKMPUYHULI MAMEPIA-Memany, 3yMOGIEHO20 OUPDY3IEI0 YACMUHOK MEMAy y HanienpogioHUK
6e3 ymeopenns Hogux as. [ocniodcenns UKOHAHO HA OCHOGI Meopii KOMNO3UMI6 HA NPUKIadi napu
«menypuo sicmymy — Hikeavby. Bcmanoeneno, wo mepmoeneKmpuyti XapakmepucmuKu nepexionozo
KOHMAKMHO20 Wapy 3a1edcams AK 6i0 U020 MOSWUHY, MAK I 6I0 PedCUMy CMEOPEHHS, 34 OCHOBHY
XApPaxKmepucmuxy K020 63amo IHMeHCUSHICmyb ouysii memany y Hanienposionux. Ilpu ybomy sk 6io
MOBWUHU MAK | 6I0 PedCUMY CHBOPEHHS ICHOMHO 3ANeHCAMb eNeKMPUYHUL | MEN108Ull KOHMAaKmui
onopu,akmop nomydgqcHocmi ma 00Opomuicms nepexionozo wapy, 8 mou uac, ak mepmoEPC ne
3anexcums 6i0 MOGWUHU APy | MAl0 3aledNCUms 6i0 pedcumy cmeopenHs. B inmepeani moswun
nepexionoeo wapy 6i0 20 0o 150 mKkm 3a po32IAHYMUX PENCUMIE CMEOPEHHs eNeKMPUUHULL
KoHmakmuuii onip sminioemoca 6 inmepsani 60 1.1610-5 0o 4.41-10-70mem’,  mennosuii
KOHmMaxkmuuil onip smintoemocs 6 inmepsaii 6i0 0.674 0o 0.032(Kecm2)/Bm, mepmoEPC — 6 inmepearni
6i0 199.5 00 198.5mxB/K, pakmop nomyscnocmi — 6 inmepsani 6i0 5-10-5 do 1.8-10-4 Bm/(m-K>),
mepmoenekmpuina 00opomuicme — 6 inmepsani 6io 2.35 10-3 0o 2.9 10-3 K-1. bion. 10, puc. 5.
Knarwu4oBi cioBa: enexkTpuuHMi KOHTAaKTHHMH OIp, TEIUIOBHMA KOHTAakTHHW omip, TepMoEPC,
TIepexiIHMI 1Iap, KOMIO3UT, AUQY3is, IHTCHCUBHICTD AUQY3ii.
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«MEPMOINEKMPUYECKUTT  MAMEPUAT-MEMAILTY, 00YCI06IeHHO20 Oudysueli uacmuy Memaiid 8
nomynpoeooHux bOes obpasosanus Hoevlx ¢hasz. Hccnedosanue GbINOIMEHO HA OCHO8e Meopuu
KOMNO3UMO8 HA npumepe Napvl «MeLypud GUCMYmMdA — HUKEIby. YCmMawognemo, umo
MEePMOIIEKMPUYecKie XapaKxmepucmuky NepexooH020 KOHMAKMHO20 ClOS 3d6UCSM KAK Om  e20
MOIWUNBL, MAK U OM PENCUMA CO30aHUs, 8 Ka4ecmsee OCHOBHOU XapaKkmepucmuky KOmopozo 63amd
UHMeHCUBHOCb Oupghysuu memanna 8 noaynpoeooHux. Ilpu smom kax om moawuHel, mMax u om
pedicuma co30aHust CYUecmsenHo 3a6UCIM INEKMPUYeCKUll U MEeni1080U KOHMAKMHbIE CONPOMUBTEHLS,
gaxmop mowHocmu u 00OPOMHOCHb NEPEXOOHO20 CNlos, 8 Mo épems, kak mepmoI/]C ne 3asucum om
MOIWUNBL CLOSL U MAJIO 3A6UCUM 0T PEXCUMA cO30anusi. B unmepeaie monuun nepexooHozo cios om
20 0o 150 mrxm npu paccMOMpPEHHbIX PeNCUMAX CO30AHUSL  INEKMPUYECKOe KOHIMAKMHOE
conpomuenenue usmensiemcs: 6 unmepeaie om 1.16:10-5 00 4.41-10-70m-cm2, meniooe KOHMAKmMuoe
conpomuenenue usmensemcs 6 unmepsaie om 0.674 0o 0.032(K-cm2) /Bm, mepmoEPC — 6 unmepeane
om 199.5 k 198.5uxB/K, ¢pakmop mowmocmu — & unmepsane om 5-10-5 oo 1.8:10-4 Bm/(m-K>),
mepmosiekmpuieckas 00o6pomnocme — 6 unmepsaie om 2.35:-10-3 0o 2.9-10-3 K-1. bubn. 10, puc. 5.
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INFLUENCE OF THE BEHAVIOR OF CHARGE CARRIERS ON THE
THERMOELECTRIC PROPERTIES OF PbTe:Bi THIN FILMS

The influence of technological factors of thin film deposition by the method of open evaporation in
vacuum on the realization of charge carrier scattering processes is investigated. The contribution to the
transport phenomena of carrier scattering for PbTe:Bi films deposited on the muscovite mica and glass
ceramic (sitall) (0001) substrates are determined. In particular, the surface-bound carriers (Fuchs and
Sondheimer theory) and grain boundaries (Meijdes and Shatskis theory) are analyzed. The choice of the
type of substrate material and the temperature modes of the deposition changed the structure of the film
surface and, accordingly, the values of thermoelectric parameters of the initial material. In particular,
the selection of experimental modes allows manipulating the grain size and the thickness of the film.
Glass ceramic (sitall) substrates contribute to a significantly smaller grain size compared with the use
of mica substrates. It is shown that the effects of grain boundaries scattering are dominant for all films.
The surface effects are only significant for sufficiently thin films the thickness of which is commensurate
with the mean free path of charge carriers. Bibl. 46, Fig. 3, Table 3.

Key words: thermoelectricity, thin films, surface, grain boundaries, charge carrier scattering.

Introduction

The thermoelectric energy conversion annually increases the potential of its practical application.
This is caused by a number of factors: the possibility of direct conversion of heat into electricity without
the use of mobile mechanisms, positive environmental impact, reliability and accuracy in operation [1, 2].
Thus, the conversion of the heat of exhaust gases into electric energy at combustion of various types of
fuels has a positive effect on the global reduction of the greenhouse effect [3 —5]. Sometimes only
thermoelectricity allows electricity generation when there are no other available sources, such as power
lines.

The quality of final devices — thermoelectric modules, or individual thermoelements, is
conventionally determined by the value of the dimensionless thermoelectric figure of merit ZT:

2
ZTz%T, (1)

where S is the Seebeck coefficient, ¢ is the electrical conductivity, y is the coefficient of thermal
conductivity, T is the absolute temperature, Z is the thermoelectric figure of merit of the thermoelectric
material.
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The value of ZT for most modern industrial thermoelements is 0.4 — 0.7 [6] or for the best within 1.0
[7]. For the studies of laboratory materials, this value is significantly higher: 1.1 for doped SnTe [8, 9]
1.6 — 1.8 for PbTe,.Se, [10], 1.7 for Mg3Sb, [11] or 2.2 for PbsAg>Tex [12, 13].

Concerning final industrial devices — thermoelectric generators, their efficiency values are (4 — 6) %
[6, 14]. These are sufficiently high values taking into account almost free of charge sources of heat for the
generation of thermoelectric energy. These efficiency values provide a decent economic competition for
thermoelectric generating devices to other alternative energy sources. On the other hand, thermoelectric
devices are characterized by the reliability, durability in operation and have a positive effect on the
improvement of environmental situation.

The thin-film thermoelectric devices deserve special attention [15 — 18]. They have a number of
features. On the one hand, they generate several fold less energy than traditional macroscopic devices. But,
on the other hand, the thin-film micro-generators of energy are indispensable for use in miniature devices,
for example, for medicine or electronics. Also, one should note their significantly lower cost and higher
technical characteristics. Thus, [19] shows the possibility of achieving ZT ~ 2.5 for PbSeqosTe.02/ PbTe,
PbSnSeTe /| PbTe or BiyTe; / SbyTe; quantum dot heterostructures. The thin films arouse the interest of
researchers due to their different peculiarities. On the one hand, it is the possibility of significant
improvement of certain features, in particular, thermoelectric properties, due to diminishing their size
[20 — 24]. On the other hand, an important role is played by the miniaturization of final devices. On the
basis of thin films it is possible to create thermoelectric micro-modules that will have practical use in
miniature devices, where conventional thermoelectric modules cannot be placed due to their dimensions
[25 —27].

This paper analyzes the possibility of using bismuth doped PbTe thin films for thermoelectric energy
conversion. For this purpose, the study of the thermoelectric properties of PbTe:Bi thin films deposited on
mica and sitall substrates was performed.

Experiment

The PbTe:Bi doped films were obtained by vapour phase deposition using open vacuum evaporation
method. As materials, freshly cleaved muscovite mica and sitall (0001) substrates were chosen. For the
films on mica substrates the following technological modes were used: the temperature of evaporator was
Tr=970 K, and the temperature of the substrates varied Ts= (420 —470) K. The thickness of thin films
within (0.08 — 1.2) um was sometimes set by the time of deposition (5 —45) min and determined using
microinterferometer MII-4 and the Dektak XT profilograph with application of the digital image
processing methods. When the films were deposited on the sitall substrates, the temperature of the
evaporator varied in the range of 7 = (920 — 1020) K, the temperature of the substrates varied in range of
Ts=(420-520) K, and the deposition time was chosen from t=3 sec to 120 sec. The presence of
specially designed oven that included five heaters of substrates made it possible to obtain films of different
thicknesses in one technological process.

Four Hall and two current contacts were applied on the measurement sample. Electrical parameters
were measured in constant electric and magnetic fields. The magnetic field is directed perpendicular to the
film surface at induction of 2 T. Silver films were used as ohmic contacts. The current through the sample
was ~ 3 mA.

The structure of the films was investigated by Atomic Force Microscopy (AFM) methods using
Nanoscope 3a Dimension 3000 (Digital Instruments USA). Measurements were made in the central part of
the samples using serial silicon probes NSG-11. The AFM data were processed in the Gwyddion program
(surface topology, nanocrystal size, etc.). The AFM images of the surface of obtained films are shown in
Fig. 1, and the technological modes for these PbTe:Bi films are given in Table 1. The grain sizes on the
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surface of the crystallites were determined by processing the images obtained on Nexus 412 A microscope
using the specialized INNOVATEST Hardworx software package.

| 1T
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Fig. 1. 2D and 3D AFM-images of PbTe:Bi surface condensates deposited on (0001)
cleavages of muscovite mica (1) and sitall (II) substrates in different technological modes:
a: Ts=420K, Ty =970 K, 7= 900 sec (1), = 60 sec (1l);

b: Ts=470K, Tr =970 K, = 900 sec (1), = 60 sec (I);
c:Ts=470K, Tr =970 K, v =300 sec (I), T= 15 sec (I).
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Table 1

Technological modes for the PbTe:Bi thin films deposited on (0001) fresh cleavages of muscovite mica and sitall
substrates and their morphological characteristics

Sample Substrate Evaporator Substrate Deposition | Thickness d, Average Average
Ne material temperature temperafure time T, sec nm height h,,, m roughness R,
Tg, K Tg, K ’ ’ nm
2m mica 970 470 300 320 16 1.8
4m mica 970 470 900 670 47 2.2
7m mica 970 420 900 1080 35 1.2
4c sitall 970 420 15 108 14 1.3
5¢ sitall 970 420 60 540 9 0.6
l4c sitall 970 470 60 890 53 32
Fig. 2. The image of the surface of the PbTe:Bi films
deposited on mica (a, sample 4m, Table 1)
and sitall (b, sample 14c, Table 1) substrates.
Surface image obtained at 400x magnification with
Nexus 412 A optical microscope (INNOVATEST).
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Theory

To optimize the parameters of thermoelectric material, it is necessary to correctly describe the
dynamics of the electron and phonon subsystems of the material. As regards the bulk materials, these issues
are well described, for example, in surveys [28 — 32]. Often, with sufficiently high accuracy, we can restrict
ourselves to taking into account the scattering of charge carriers by acoustic phonons. Sometimes, the
interaction of charge carriers with optical phonons or vacancies can play a certain role, especially when the
inelastic effects of electron-phonon interaction are significant or a strongly degenerate material is
considered.

If thin films are under study, then additional mechanisms should be considered that determine the
total contribution of charge carriers scattering. In particular, this is the influence of the surface and grain
boundaries.

The consideration of the surface scattering, as well as size-related effects, can have a significant
effect on the finite material properties [33]. The first explanations of these effects were given by Fuchs and
Sondheimer [34, 35] by the example of metallic films. As shown in these papers, the influence of the
surface and interfaces is determined by the corresponding inelastic scattering of the carriers. The mean free
path of the carriers is statistically uniformly distributed over the bulk of material. Therefore, it is
considered that the surface itself plays a dominant role in such distribution of the values of the mean free
path values. According to this model, the resistivity is determined by next ratio:

k
o )
pPrs  Ppk)
where
—kt
k13 ©(1 | )l-e

=——_(1-p)| [———j—dt )

® (k) k242 13 )1 pe™

Here, prsis the resistivity due to the influence of the film surface, pj is the value of resistance for the
bulk material, & = t/45 is the ratio where 4; is mean free path in the bulk material, p — the proportion of
clastically scattered electrons by the film surface. If p =0, we obtain the maximum value for p, which
completely corresponds to the surface scattering. Assuming that p =1 we have mirror surfaces, which
indicates the dominance of volume scattering and neglecting the surface influence.

Analytically, the contribution of these mechanisms to total mobility can be expressed by following ratio:

LR (1), @
Wputk 8D

where A is mean free path, D is film thickness, p is surface reflection coefficient .

Mayadas and M. Shatzkes developed the Fuchs and Sondheimer theory for the case of taking into
account carrier scattering on grain boundaries [36]. The main parameter in this case was the grain size D:

-1

p—0={1—3a+3a2—3u3ln(1+lﬂ (5)
PMS 3 a

R . . . . .
where o = %(_Rj , R is grain boundary reflection coefficient which takes on the values from 0 to 1.

Then, taking into account the influence of grain boundaries on the charge carrier mobility is
determined by ratio [36]:
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b ——, ©)
Hbulk 1+ 1.34()
R~ dgrain

where dg;.q;p is the average grain size.

In [37], a certain combined model was proposed for thin films. The values of the p and R
coefficients were taken in this case from the experimental results. Accordingly, the total resistance was
determined:

Psum =PFS +PMS —PO- (7

The appropriate combinations of values p and R were selected [38] for the best agreement with the
experimental data.

Results and discussion

The analysis of the AFM images was performed for reasons of determining the influence of surface
temperature, deposition time, and substrate material on the surface of the resulting condensates. In this way
one can get information on the mechanisms of the nucleation and growth of the obtained thin films. The
theoretical basis for explaining these processes is rather fully formulated in [39, 40].

As can be seen from Fig.1, irrespective of the deposition conditions and substrate material, the
PbTe:Bi thin films tend to formation and growth of individual pyramidal structures. The formation of
three-dimensional individual initial islands indicates the implementation of the Folmer-Weber growth
mechanism. However, there are some differences, depending on the choice of substrate material. Thus, it is
clearly seen that pyramidal nanoislands of correct cut with a triangular basis grow on mica crystalline
substrates. No formation of the objects of clear symmetry group is observed on polycrystalline sitall
substrates. However, in both cases, it can be argued that there is certain degree of uniformity in the
distribution of nanoobjects along the film surface, for which, both normal and lateral dimensions exceed
the mean free path of charge carriers and make up (50 — 200) nanometers.

The analysis of the deposition time shows a certain pattern. The time of deposition is the most
significant factor that forms the geometry of nanostructures surface. The change in the substrate
temperature slightly changes their average height, while the change in the deposition time (in particular,
decrease) causes the formation of several fold smaller nanoislands in the lateral direction. As regards the
substitution of substrate for sitall, it can be seen that the dimensions of pyramidal structures are affected by
the change in the deposition time and the change in the substrate temperature. Still, the choice of substrate
temperature is more decisive in their geometry. Thus, a slight change in temperature can cause an increase
in the size of nanoislands by almost 10 times. Therefore, in the case of sitall, one can definitely assert the
implementation of the Folmer-Weber mechanism of nucleation. As for monocrystalline mica substrates, the
growth rate is slightly slower, although the deposition time was much longer. But on the basis of the fact
that monocrystalline substrates are more structurally perfect, one can assume that in this case the
implementation of the nucleation mechanism of the Stranky-Krastanov can be more obvious. When this
occurs, the layer growth is first realized, and then three-dimensional islands are formed on the surface.

On the other hand, the logarithmic normal distribution is observed along the heights of surface
nanostructures for both substrate materials, which is confirmed by the AFM data and described in [41].
This indicates the perfection of the deposited material within the grain. Therefore, when considering
thermoelectric parameters, the effects that are realized in the bulk materials and the specific effects
associated with the surface are more significant.
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As shown in [42], the transition from the bulk materials to films substantially reduces the value of
the coefficient of thermal conductivity. According to (1), this leads to significant increase of the
thermoelectric Q-factor.

The scattering mechanisms for the bulk materials that determine thermoelectric parameters are
studied in detail, for example, in [31]. Therefore, in this publication an estimation of the effects associated
with the contribution of surface to total scattering of charge carriers was made. In particular, the influence
of the surface according to with expression (4) and the influence of grain boundaries according to
expression (6) were estimated. The analysis was performed for thin films deposited on different substrates,
since different structure of substrates can contribute to the implementation of various scattering
mechanisms.

As for the calculated values, it is necessary to pay special attention to the values of the mean free
path of carriers. Different papers presented different meanings, which were, however, approximately of the
same order. In particular, a A value of 40 nm [43], 10 nm [44], or an interval from 10 nm to 100 nm [45]
were obtained. The first two values are calculated, derived from the ab initio methods. Our calculations,
according to method [46] showed a value of 72 nm, which is in good agreement with the results of the
above studies.

The grain size was determined using a Nexus 412 A (INNOVATEST) optical microscope.

The technological modes and characteristics of deposited films are presented in Tables 2-3.

Table 2
Technological parameters of the deposited PbTe:Bi thin films obtained on muscovite mica
(samples 2m, 4m, 7m) and sitall (samples 4c, 5S¢, 14c) substrates.
E - i A Avera-
vapo Substrate Depo- ' 'Gram ' verage vera
No rator . Thick- | size, wm | height value ge
Subs- tempe- sition
sam- tempe- ) ness of rough-
trate rature time
ples rature d, nm nanostruc- ness
Ts, K T, S€C
Te, K tures i, nm | R, nm
2m mica 470 320 16 1.8
970 300
60
4m mica 470 670 47 2.2
970 900
80
7m mica 1080 35 1.2
970 420 900
65
4c sitall 970 420 15 108
0.4 14 1.3
5¢ sitall 970 420 60 540
0.8 9 0.6
l4c sitall 970 470 60 890
3 53 3.2
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Table 3

Experimental values of specific conductivity o, the Hall coefficient Ry, carrier concentration n (p),
and charge carrier mobility u of PbTe:Bi thin films obtained on muscovite mica (samples 2m, 4m, 7m)
and sitall (samples 4c, 5c, 14c) substrates.

Sample o, Ry, n(p), K,
No Qlem! cm’/C cm” cm?/V's
2m 627 -0.039 -1.6:10% 24.2
4m 480 -0.030 2.1-10%° 14.4
7m 44.0 -0.101 -6.2:10% 4.4
4¢ 6.60 3.49 8.3-10" 23
5¢ 74.5 0.27 8.3-10" 20
l4c 384 0.13 8.3-10" 51
“/Mvol.

1.2

& @
@ o L
0.8 .
0.4 -
0 B——8—8—8—8— \esamples

2M 4m Y 4c 5¢c l4c
Fig. 3. The relation of H , obtained by taking into account
Wobulk

the influence of the surface (circles) and intergrain boundaries (squares).

The estimate of the effect of charge carrier scattering on the surface and at the intergrain boundaries
is shown in Fig. 3. The proximity of the ratio p/p,. to unity indicates that the total mobility obtained by
the Mattisen rule is determined mainly by the scattering mechanisms inherent in the bulk materials (carrier
scattering on phonons or vacancies). The greater the deviation from the unity, the greater the influence of
surface effects. As can be seen in Fig. 3, account of the surface mobility pxs (the Fuchsian and Zondheim
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theory) is significant for the sample 4c. This is well explained if we analyze the thickness of all studied
films. It is for this sample that the thickness is the smallest and is 108 nm (Table 2).

If we consider the influence of intergrain boundaries, this effect will be dominant for all films (curve
2 — Fig. 3) and determined by mobility pys (the Mayadas and Shatzkes theory).

The effect of film thickness D is in good agreement with the experimental data and the use of a
combined model (pus + rs) for quantitative estimation of the contributions of surface and grain boundaries
to the values of mobility and electrical conductivity. The good agreement between the calculated and the
experimental data occurs, provided that the reflection coefficients p and R vary with thickness. This can
happen when the main contribution to the measured values causes the grain boundaries to be taken into
account. That is, it can be assumed that with increasing film thickness, in the first stages the key role is
played by the nucleation processes of the film, which are responsible for the formation of grain boundaries
and lead to high values of electrical conductivity (samples PbTe.:Bi deposited on mica 2m, 4m, Table 2).
These results are in good agreement with the data [38], where the authors analyze correlations between the
thickness and size of surface formations with the time of growth.

Conclusion

The role of the effects associated with the surface in the analysis of charge carrier scattering
mechanisms and, consequently, their influence on the thermoelectric properties of thin films are
determined. The dominant influence of carrier scattering on intergrain boundaries (the Mayadas and
Shatzkes theory) is established, regardless of the grain size. The influence of the surface effects, which is
described by the Fuchs and Sondheimer theory, becomes significant with decreasing the thickness of films.
In particular, for PbTe.Bi, the surface of the film substantially affects transport phenomena for thicknesses
~ 100 nm, that is, for thin films whose thickness is commensurate with the mean free path. The obtained
results allow setting the technological regimes for optimization of the material parameters in order to
obtain the maximum values of thermoelectric figure of merit Z7.
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00360/1€ MAHINYIIOBAMU POIMIPAMU 3epeH ma moswjunoto niieku. CKIo-KepamiuHi NiOKAaoKu i3
cumany Cnpusalomb OMPUMAHHIO CYMMEGO MEHUWIUX PO3MIDI6 3epeH Y NOPIGHAHHI i3 6UKOPUCTNAHHAM
nioknaoox i3 cmoou. Iloxkazano, wo egexmu, nog’sa3ami i3 PO3CIIOBAHHAM HA MEICAX 3EPeH €
dominyrouumu Ousi 6cix niieox. Ilosepxnesi s epekmu cmaromo cymmesumu auuie 0as 00CMAMHbO
MOHKUX NJIGOK, OJSL SIKUX MOBUWUHA CRIGMIDHA 13 008ICUHOIO 8LIbHO2O npobicy Hocil 3apsady. Bion.46,
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Hccnedosarno  enusnue mMexXHONOSUYECKUX —(PAKMOPOE OCANCOCHUS MOHKUX —NIEHOK  Memooom
OMKPBIMO20 UCNAPEHUsT 8 BAKYYMe HA Pealu3ayuio Npoyecco8 paccesnus Hocumenei apaoa. /s
nienok PbTe:Bi, ocaxcoennvix na noonoxcku (0001) crniodvi-myckoeum u cumania onpeoeiien 63HoC 6
MPAHCROPMHbLE SIGICHUSL MEXAHUSMO8 DACCESHUSL HOCUMENEH, CA3AHHBIX C NOBEPXHOCMbIO (Mmeopus
@yrca u 3onoeeiimepa) u ¢ epanuyamu sepen (meopus Meiisioeca u Illayxuca). Beibopom muna
Mamepuana noOAONCKU U MEMNEPAMYPHBIX PENCUMOB OCANCOCHUSL USMEHSIU CIPYKMYPY HOGEPXHOCTNU
NAEHKU U, COOMBEINCMBEHHO, 3HAUCHUS TMEPMOINEKINPULECKUX NAPAMEMPO8 UCXOOH020 Mamepuaid. B
yacmuocmu, nOOGOP HKCREPUMEHMATLHBIX PENCUMOS NO3GOJIAE MAHUNYIUPOBAMb PA3MEPAMU 3EPEH U
monuunot naenku. Cmekiokepamuyeckue NOONOICKU U3 CUMALIA CHOCOOCMEYIOM  NOJYYEHUIO
CYUeCMBEHHO MEHLULUX PA3MEPO8 3ePEH UCXOOHBIX NJICHOK 6 CPABHEHUU C UCNOIb308AHUEM NOONOICEK
uz cmoowl. Iloxkazano, umo sghexmol, C6A3aHHbIE C PACCESHUEM HA SPAHUYAX 3EPEH, AGIAIOMCS
domunupyrouumu 0ns ecex naenok. Ilosepxnocmuvle dice I¢hhexmovl CMAHOBIMC CYUeCMBEHHLLMU
MOonbKO Ok 00CMAMOYHO MOHKUX NACHOK, MOJWUHA KOMOPBIX COPASMEPHA C OAUHOU C8060OHO20
npobeza nocumeneil 3apsaoa. bubn.46, puc.3, maon.2.

KawueBblec/ioBa: TEPMO3JIEKTPUUECTBO, TOHKUEIUICHKH, MOBEPXHOCTh, TPAHUIIBI 3€PEH, pacCesHUE
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CONCENTRATION AND TEMPERATURE DEPENDENCES
OF THERMOELECTRIC CHARACTERISTICS OF THE
ELASTICALLY DEFORMED SILICON

The concentration and temperature dependences of thermo-EMF, tenso-thermo-EMF, thermo-EMF
anisotropy and thermoelectric figure of merit of the undeformed and uniaxially elastically deformed
n-Si crystals were studied. It was found that despite high thermal conductivity which is increased in n-Si
with decreasing temperature, these crystals (in the elastically deformed state) can have thermoelectric
figure of merit which is comparable to the figure of merit of the most common thermoelectrically
anisotropic materials. It is shown that thermo-EMF anisotropy of the deformed n-Si, which determines
the sensitivity of anisotropic thermoelement, exceeds Aa for the traditional thermoelectrically
anisotropic materials by two-three orders of magnitude. Bibl. 23, Fig. 5, Tables 3.

Key words: silicon, uniaxial elastic deformation, thermoelectromotive force (thermo-EMF), tenso-
thermo-EMF, thermo-EMF anisotropy, thermoelectric figure of merit.

Introduction

In recent years, fundamentally new results have been obtained in the field of thermoelectric
conversion concerning the development of highly efficient thermoelectric materials, methods for
calculating and optimizing thermoelectric devices, creation of new types of thermoelements, etc. [1 — 3].
Thermoelectric phenomena are gaining ever-widening applications [4]. Today, the problem of increasing
the efficiency of thermoelectric converters (ZT > 1) based on both traditional bulk semiconductors and
spatially-inhomogeneous materials whose inhomogeneities are comparable in size to the characteristic
electron or phonon wavelengths, is very relevant and promising [5, 6].

Creation of effective thermoelectric converters imposes rather complex requirements on modern
materials of electronic technology, which are not limited to considering the dynamics of electrons, but
equally apply to the phonon subsystem [7]. Indeed, apart from the differential thermo-EMF o and electrical

conductivity o, the dimensionless thermoelectric figure of merit ZT =o®> 6 T/ is also determined by

thermal conductivity y of the material. Thus, thermoelectric materials should be good conductors and at the
same time have low thermal conductivity.

Until recently it was believed that for thermoelectric applications, silicon is completely unsuitable,
since its thermal conductivity is rather high due to large phonon contribution. However, a new generation
of thermoelectric silicon (in the form of silicon nanostructures and nanowires) can significantly improve
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some of the existing devices (including fuel cells), and also provide new products on the global consumer
electronics market [7 — 11].

In order to use semiconductor materials which today are not considered highly effective
thermoelectrically, it is necessary to look for fundamentally new approaches that not only increase thermo-
EMF o or its anisotropy Aa., but also substantially reduce thermal conductivity y of the system, which will
likely provide an increase in the thermoelectric figure of merit Z, even on the basis of materials similar to
silicon (or silicon itself). The reserve in this respect is the ability of the directed elastic deformation to
substantially increase the thermo-EMF anisotropy Ao in those cases when the technical difficulties
associated with the need to use the above deformation of the crystals will not be significant. It is worth
noting that in the study of uniaxially deformed semiconductors, experiments carried out in the field of the
manifestation of the effect of electron-phonon drag allow us to determine the important parameters and
characteristics of electron-phonon interaction and may have an important applied value.

The purpose of this work was to establish the peculiarities of the concentration and temperature
dependences of thermoelectric characteristics (thermo-EMF, tenso-thermo-EMF, thermo-EMF anisotropy,
thermoelectric figure of merit) of uniaxially elastically deformed »-Si single crystals, that must be taken
into account when calculating various effects on the basis of anisotropic scattering theory.

Dependences of thermoelectric characteristics on the concentration of electrons in the
elastically deformed n-Si crystals

The search for new thermoelectric materials and methods for creating thermo-EMF anisotropy is an
important task, since the number of thermoelectrically anisotropic materials is limited. In addition, thermo-
EMF anisotropy of these materials Ao usually does not exceed 0.2 + 0.3 mV / K (at temperatures of 300 +
400 K [12]) (see Table 1), and in the case of temperature decrease, thermo-EMF anisotropy decreases (and
in some materials even changes its sign [12, 13]) and at T = 150 + 200 K it is several tens of uV / K.

The existing thermoelements, depending on their operating principle, can be arbitrarily divided into
two categories: a) conventional (the so-called isotropic) thermoelements, b) anisotropic thermoelements
that are based on thermoelectrically anisotropic crystals.

Table 1
Characteristics of some thermoelectrically anisotropic materials [12] -
Material T,K Ao, pV/K o, Qem™ s W-em K Z, K

Bi 350 0.054 99.10° 8-107 09-10"
Sb 300 26-10° 29-10* 0.18 27107
cd 300 32-10° 1.4-10° 0.92 38107
CdSb 400 0.280 4-10 12-10° 6.1-10°
MnSi, 5 300 0.055 490 38107 9.6-10°
Te 300 0.130 4.0 29-10° 93107
Zny,CdoSb 400 0.190 5 1.1-107 4.1-10°

The thermoelectric figure of merit Z of a conventional thermoelement is determined by the
thermoelectric figure of merit of its legs [14].
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2
o, +o
Z= L , 1
l:al/1121 +a2/1/Zj M

whereby

z,=2ta?, 7,=22 g2 2)

X1 X2
(Z;, o, o; and y;, where i = 1 or 2, is the figure of merit, thermo-EMF, electrical conductivity and thermal
conductivity of the respective thermoelement leg).
The most important characteristics that determine the suitability of thermoelectric anisotropic
materials for their practical use are thermo-EMF anisotropy Ao and thermoelectric figure of merit Z,. The
thermo-EMF anisotropy is determined by the difference in the principal values of thermo-EMF tensor:

AdL = 0Lj; — Ol (3)

The thermoelectric figure of merit of anisotropic thermoelements is mainly determined by thermo-
EMF anisotropy [15]:

Z == (Aa), )
4y

where G and 7 are certain combinations of components of electrical and thermal conductivity tensors.
The appearance of these combinations depends both on the semiconductor properties and on the design of
thermoelement on its basis.

For the anisotropic thermoelement #-Si and some types of eddy thermoelements [1] the combination
of components of the electrical conductivity tensor which enters (4), can be represented as:

6,06, _ X t¥%s
>X_

o,+0, 2

where o; and y; (i =|| and L) are the principal values of the electrical and thermal conductivity tensors.

The value of o = 1/ P = 1/p, was measured directly on n-Si strongly deformed along the [001]
crystallographic direction. Here, pj is the resistivity along the long axis of isoenergetic ellipsoid, p., is the

resistivity at X> 0.6 GPa, X [ J || [001], J is the density of current passed through the sample when

measuring tensoresistance and electrical conductivity 6. The value of ¢, was calculated by the formula
1
GL=E(3GO_GH)’ (6)

where G, is the resistivity of crystal at X= 0.

The sensitivity of conventional thermoelements is directly proportional to thermo-EMF, and of
anisotropic thermoelements — to thermo-EMF anisotropy of thermoelectric materials employed.

Silicon has a high thermal conductivity that only grows with a decrease in temperature to 20 + 40 K
[16], which inhibits the application of #n-Si as a thermoelectric material for low temperatures. Along with
this, n-Si crystals also offer a number of advantages which include the following: 1) growth (due to
electron-phonon drag) of thermo-EMF with a decrease in temperature to 20 + 40 K; 2) multiple (3 + 4
times) growth of thermo-EMF and the appearance of high thermo-EMF anisotropy [17] (in the case of
almost constant thermal conductivity [18]) on application of a directional mechanical deformation stress
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X > 0.6 GPa to the crystal. These advantages of silicon allowed us to hope that in the experiments with it
(even in the temperature range of 77 + 85 K), it will be possible to obtain satisfactory values of Z and
thermoelectric sensitivity, which was verified experimentally.

Measurements were conducted on n-Si single crystals with phosphorus impurity in the range of
charge carrier concentrations from 1.9 - 10" to 2.6 - 10'"® cm™. Mechanical stress 0 <.X< 1.2 GPa was

applied in X [| [001] || VT (or J ) crystallographic direction, where VT is temperature gradient which was
used during the study of thermo-EMF (at 7'= 85 K). The tensoresistance of the crystals was measured

under conditions of X || [0017 | J at T=77K. The temperature differences in the determination of
thermo-EMF and thermal conductivity were measured using copper-constantan thermocouples. The
thermal conductivity was determined by the results of measurements of heat flow through the sample. The
heat flow through the sample was obtained using heat flow sensors. The electrical conductivity ¢, mobility
u and charge carrier concentration n, were determined by the generally accepted method. The value of
thermo-EMF anisotropy Ao = oy — o, (where oy and o, is thermo-EMF along and across the long axis of
the isoenergetic ellipsoid) was calculated by the method described in [19].

The principal characteristics of samples under study are given in Table 2 and in Figs. 1 and 2, where
oy and 6., 0 and 0., Zy and Z,, are the values of conductivity, thermo-EMF and figure of merit of strongly
deformed n-Si crystals; Ao and Z, is thermo-EMF anisotropy and figure of merit of anisotropic

thermoelement (based on strongly deformed 7-S7).
Table 2

Characteristics of the investigated n-Si samples

Sample Ne e 1(,); E HZ © ci? 7 K’,I ciolo 7 Kil
cm cm/V-s Q -cm Q -cm
1 0.19 19250 6.28 - 107 1.59-10°
2 1.29 18700 435-10" 1.15- 10"
3 6.55 14550 1.71 5.48-10"
4 20.0 9300 3.23 1.24
5 62.1 6400 6.45 2.58
6 260 1800 7.14 3

On the right scale of Fig. 2, for the purpose of comparison, the Z, value of the most common
materials with anisotropic thermo-EMF is plotted (for instance, for Bi Z,=0.9 - 10 K™, however, thermo-
EMF anisotropy is only Ac. = 0.054 uV/K [12]). Index (0) is used to denote the values that were measured
in the absence of mechanical stress on the sample (at X = 0), and index (e0) — the values that were measured
at such values of X — oo (X > 0.6 GPa) which bring these values to saturation.

The values of Z; and Z, were calculated by means of expressions of the type (2), and Z, — using
expressions (4) and (5). The values of electrical conductivity along (o)) and across (c,) of the long axis of
isoenergetic ellipsoid were obtained from the data on tensoresistance. Changes in the tensoresistance of
n-Si crystals were measured at 77 K. Typical appearance of the dependences of the tensoresistance

py=/1 (X ) and tenso-thermo-EMF o, = (p(X ), obtained on n-Si crystals under conditions

X [ J || [001] and X || VT'|| [001], respectively, is represented for one of silicon samples under study in
Fig. 3.
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Fig. 1. Concentration dependences of thermo-EMF o (1),
tenso-thermo-EMF a,, (2) and thermo-EMF anisotropy A« (3) in n-Si single crystals at T = 85 K.
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Fig. 2. Concentration dependences of thermoelectric figure of merit at T = 85 K of n-Si single crystals:
in the absence of Z, (1) and in the presence of strong uniaxial elastic deformation Z., (2) and Z, (3).
On the right scale, the data for Z, for known thermoelectrically
anisotropic materials are plotted (see Table 1 [12]).

According to [16], the thermal conductivity y of pure Si at 7=85K is 11.5 £ I W/em-K. In the case
of increasing n, from 1.9 - 10" to 2.6 - 10'° cm >, only a slight decrease of y from 11.5 W/ecm-K is possible
due to some increase in the efficiency of phonon impurity scattering, which can only positively affect the
values of Z and Z,.

From Fig. 1 it is seen that the dependence oy, (n.,) (curve /) in the region of charge carrier
concentration 6-10¥<n,<6-10" cm™ has a weakly expressed "plateau", due to a combined
manifestation of conventional mechanism of formation of thermo-EMF with electron-phonon drag effect.

In the investigated range of concentrations 7., on application of a deformation stress X > 0.6GPa to
n-Si, both thermo-EMF a., (Fig. 1) and thermoelectric figure of merit Z,, (Fig. 2) increase considerably as
compared to o, and the figure of merit Z, in the absence of mechanical stress (at X=0). The decrease in
the figure of merit Z,, Z,, and Z, (Fig. 2) with increasing carrier concentration n, over 7 - 10"> cm™ is due to
a drastic decrease in the thermo-EMF a in the range of concentration values n, > 7 - 10" cm™ (see Fig. 1).
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Fig. 3. Typical view of the dependences of tensoresistance P, / P, (1) and thermo-EMF

and tenso-thermo-EMF o / Q, (2) on mechanical stress X for n-Si.

The values of thermo-EMF anisotropy Aa. = oy — o, arising in the region of electron-phonon drag in

the case of elastic deformation of n-Si crystals ()? || VT || [001]), by about two-three orders (see Table 1
[12]) exceed the thermo-EMF anisotropy of other (most common) thermoelectric materials.

Thus, the experiments performed allow us to state that on the basis of uniaxially elastically deformed
n-Si single crystals at T = 85 K, it is possible to create anisotropic thermoelements with efficiencies not
worse than the efficiency of thermoelements created on the basis of other known materials, but with
sensitivity, which is approximately two to three orders of magnitude greater than the sensitivity of the
latter.

Temperature dependences of thermoelectric characteristics in the elastically deformed
n-Si crystals

Silicon of electron conductivity type even in the region of effective manifestation of electron-phonon
drag is a thermoelectrically isotropic material. However, if by means of strong elastic deformation in
crystallographic direction it is transferred from “six-" to “two-valley” state, it will not cause the appearance
of thermo-EMF anisotropy in the case of electron-phonon drag. In this case the value of Aa at 7= 85 K can
reach 20 + 30 pV/K, which is factor of 100 + 200 higher than the respective values of thermo-EMF
anisotropy of the most common materials characterized by natural thermoelectric anisotropy.

To solve a number of applied problems (in particular, when creating anisotropic thermoelements
based on "two-valley" n-Si that operate in a wide temperature range), it is necessary to have information on
the temperature dependences of thermoelectric characteristics, the study of which was the purpose of this
work.

On n-Si crystals with phosphorus impurity concentration Np = 1, = 1.75 - 10" cm™, the peculiarities
of changes in thermoelectric parameters as a function of temperature were studied in the range of 85 to
355 K. The thermo-EMF a.,, was measured on application of mechanical stresses which assured complete
transfer of carriers from the six valleys rising in the energy scale due to deformation, into two descending

valleys over the entire investigated temperature range: X > 0.6 GPa, X || [001] || VT. The thermo-EMF a,
was measured in the absence of deformation (X' = 0). Since under the experimental conditions the thermal
conductivity was almost independent of the magnitude of the uniaxial elastic deformation [18], this
coefficient was determined only for the case X=0. The main initial data used in further calculations are
given in Table. 3
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Characteristics of n-Si samples investigated at different temperatures

Table 3

T, Lo, Olos = Ol G0, G, Xs
K VK" pV-K™! Qlem™ Qlem™ W-em L K!
85 7.7 29.5 4.17-107" 1.11-107" 11.2
100 6 21 3.33-10™ 8.93.107 9.0
120 43 13.5 2.5-10" 6.9-10° 6.8
140 3.4 9 1.92-10™ 5.49-107 53
160 2.75 6.3 1.47 - 10" 4.44-107 4.2
180 2.45 4.9 1.15- 10" 3.7-107 3.4
200 2.25 4.1 9.10- 107 3.16- 107 2.8
220 2.15 3.6 7.14-107 2.72-107 2.4
240 2.05 3.2 571-107 2.38-107 2.2
260 1.95 2.85 472107 2.08-107 2.0
280 1.85 2.65 3.91-107 1.84 - 107 1.9
300 1.84 2.5 3.28-107 1.61-107 1.8
320 1.82 245 2.74-107 1.42-107 1.8

It is known that in the region of low concentrations of charge carriers (1, < 10" cm™) the phonon
and electron (diffusion) parts of thermo-EMF are additive [20], and thermo-EMF anisotropy in the region
of impurity conduction (i.e. under conditions of one sort of carriers even in the case of strongly expressed
anisotropy of their effective mass) is determined only by the anisotropy of phonon component [17]
a? = a —a‘, where a is experimentally measured thermo-EMF; o is electronic (diffusion) component of
thermo-EMF; a? is thermo-EMF component related to electron phonon drag. The thermo-EMF drag
anisotropy in cubic crystals is determined by the difference in components of the phonon component of

—a? . The
formula [21]

thermo-EMF along and across the long axis of isoenergetic ellipsoid. i.e. Aa=0, —a, = Oc‘ﬁ"

electronic component of thermo-EMF is Pisarenko

» :£{2+ln2(2ﬁm*kT)3/2

calculated by the

3
e n h

e

:l , where n, is charge carrier concentration; e is electron charge; k is the

Boltzmann constant; 7 is temperature; & is the Planck constant; m" =N?"? 3 m, mi;

6 mpu X =0
N:{ P

- is the number of isoenergetic ellipsoids; m" is density-of-state
2 mpu X >0.6ITla, X |[001]

effective mass; m, and m, is longitudinal and transverse effective masses of electron in the isoenergetic
ellipsoid, respectively.

In order for the difference in thermo-EMF components along o, and across o, of the long axis of
isoenergetic ellipsoid to be different from zero (Ao = o,-o, # 0), it is sufficient that there was

inequality m;—m, #0. However, even at m# m,, thermo-EMF anisotropy in silicon may appear

(Aa # 0) only under the conditions of the manifestation of the electron-phonon drag effect.
The value of thermo-EMF anisotropy Aa was determined by the results of measuring thermo-EMF,
tenso-thermo-EMF and tensoresistance according to the following formula
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1
Ao=|a? —a? )| 1+—1, 7
(o ~ott )( . KJ ™)
m 3 p[om]
where K =+ = 5 —2— —— is mobility anisotropy parameter; p, and p., is the resistivity of undeformed
Ky Po

crystal (at X=0) and in saturation (at X> 0.6 GPa, X || J ||[001]); a?=a,-a and a? =a_ —a
are phonon components of thermo-EMF and tenso-thermo-EMF in the undeformed and deformed samples,
respectively.

Fig. 4 represents the temperature dependences of thermo-EMF, tenso-thermo-EMF and thermo-EMF
anisotropy of n-Si (P) crystals (n,=1.75 - 10'* cm ). For comparison, it also shows the dependence of

thermo-EMF anisotropy Ao=a,, — O,; on the temperature of thermoelectrically anisotropic CdSb

materials. In CdSb, at 7> 300 K, according to [12], thermo-EMF anisotropy occurs due to the presence of
several types of carriers (with one scattering mechanism) [22], whereas in the low-temperature range
thermo-EMF anisotropy for CdSb is caused by the presence of several scattering mechanisms. In the
elastically deformed n-Si over the entire investigated temperature range (85 < 7°< 355 K) thermo-EMF
anisotropy is due to the action of the only mechanism related to phonon drag of electrons with anisotropic
effective mass. With decreasing temperature, the decisive role of electron phonon drag effect assures the
increase of thermo-EMF anisotropy in #n-Si.

35
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Fig. 4. Temperature dependences of thermo-EMF o (1), tenso-thermo-EMF ., (2)
and thermo-EMF anisotropy Aa (3) of n-Si single crystals (P) (n, = 1.75 - 10" cm™) in the absence and in the
presence of strong uniaxial elastic deformation. Curve 4 — dependence of thermo-EMF anisotropy Aa (T) for
thermoelectrically anisotropic material CdSbh [12].

Over the entire investigated temperature range, the values of Aa, characteristic of deformed #-Si, are
much in excess of the same values typical of known thermoelectrically anisotropic materials. Even under
the most unfavourable conditions (i.e. at the highest T~ 300 + 355 K) the anisotropy of drag thermo-EMF
of elastically deformed #-Si is 3 + 3.5 times higher than the maximum values of Ao which characterize the
best thermoelectric materials in the absence of deformation (Fig.4, curve 4). Whereas in the low-
temperature range (~ 80 K) the thermo-EMF anisotropy Aa of elastically deformed n-Si reaches gigantic
values (~ 24 wV/K) as compared to 0.2 uV/K for higher class conventional materials in the absence of

deformation (i.e. exceeds the anisotropy of the aforementioned materials by more than two orders of
magnitude).
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100 150 200 250 300 350 400
T K

Fig. 5. Temperature dependences of thermoelectric figure of
merit Z, for n-Si (P) (n, = 1.75 - 10" em™) (1) and CdSb (2).

According to the results of measuring the temperature dependences of the corresponding parameters,
the dependence Z, = Z, (T) (formula 5, curve /) is calculated according to formula (4). In the same segment
of line 2, the dependence of the thermoelectric figure of merit Z, (7) for CdSb is given, calculated for two
temperatures (300 and 400 K) according to the data of [23].

The results of investigations carried out showed that the uniaxially deformed #-Si is a good low-
temperature thermoelectrically anisotropic material. In the studied temperature range, it has a fairly high
thermoelectric figure of merit Z,, which increases significantly with decreasing temperature (due to the
growth of Aa (Fig. 4, curve 3) and the conductivity o (Table 3)). The thermo-EMF

anisotropy Ao =0, — o, which determines the sensitivity of anisotropic thermoelements to the

temperature gradient of deformed #-Si in the temperature range of 85 + 355 K, is many times greater than
the values of Aa typical of traditional thermoelectrically anisotropic materials.

Conclusion

As aresult of the experiments, the following conclusions can be made.
1. The concentration and temperature dependences of thermo-EMF a,, tenso-thermo-EMF a.,, (under

conditions of X || VT || [001], X> 0.6 GPa), thermo-EMF anisotropy Ao and thermoelectric figure of
merit Z, for n-Si(P) crystals have been studied. It has been shown that despite the high thermal
conductivity which grows in n-Si with decreasing temperature, these crystals (in the elastically deformed
state) can have a thermoelectric figure of merit comparable to that of the most common thermoelectrically
anisotropic materials.

2. The thermo-EMF anisotropy Aa of elastically deformed n-Si even at room temperature exceeds
considerably the thermo-EMF anisotropy of traditional thermoelectrically anisotropic materials, while the
thermo-EMF anisotropy Aa and the thermoelectric figure of merit Z, of these materials decrease with
decreasing temperature, Ao and Z, of deformed #-S7 in case of decreasing temperature are growing rapidly.

3. The results can be useful both for calculating various effects based on the theory of anisotropic
scattering in a wide range of concentrations, and for determining the temperature range in which the use of
anisotropic thermoelements based on elastically deformed #-Si will be more effective than anisotropic
thermoelements based on traditional thermoelectrically anisotropic materials.
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EFFECT OF MINIATURIZATION ON THE EFFICIENCY
OF THERMOELECTRIC MODULES IN HEATING MODE

The paper presents the results of calculations of the effect of miniaturization on the maximum heating
coefficient of a thermoelectric module for various temperature conditions of its operation. The possibilities of
reducing the mass and size parameters of the thermoelectric module in the heating mode with minimal heating
coefficient losses are analyzed. Bibl. 12, Fig. 5.

Key words: thermoelectric heat pump, efficiency, miniaturization, simulation.

Introduction

General characterization of the problem. Today, thermoelectric cooling and heating are increasingly
used due to their attractive properties - the absence of harmful refrigerants, quiet operation, the ability to
work with an arbitrary orientation in space and to maintain the specified temperature modes with a high
degree of accuracy. Thermoelectric converters are used to stabilize the temperature of various elements of
electronics, in everyday life and medicine, for air conditioning in vehicles, etc. [1-3]. Their use is
especially important in space technology, in particular, in water purification devices [4-10], where, thanks
to thermoelectricity, the coefficient of conversion of electrical into thermal energy K~3 is achieved.

In [6-10], optimization of the design and power supply system of the thermoelectric heat pump of the
water purification device for space purposes was carried out in order to achieve the maximum values of the
energy conversion coefficient. However, the issue of reducing the mass and volume of thermoelectric converters
in the heating mode for water purification devices was not considered. Meanwhile, this is especially important
when using them in space programs at the International Space Stations and in the preparation of missions for the
exploration of distant planets of the solar system. In addition, the need for miniaturization is also dictated by the
considerations of reducing the cost of thermoelectric material, which is the most expensive part of these
converters.

The purpose of the work is to study the effect of miniaturization of thermoelement legs on the efficiency of
thermoelectric heat pumps used to heat the liquid and gas flows.

Physical model

The studies were carried out using a physical model of a thermoelectric module in the heating mode (Fig.
1). It consists of ceramic insulating plates /, which play the role of electrical insulation and conduct heat flow Qh.
Electric current / passes through interconnect plates 2 and legs of thermoelectric material based on bismuth
telluride (BiTe) of n- and p-type conductivity 3. At the contacts of thermoelectric material and interconnect plates
there are contact layers 4, leading to additional contact electrical and thermal resistances.
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A B

Fig. 1. Thermoelectric module: A — schematic image; B — fragment of the elementary module section;
1 — insulating plates, 2 —interconnect plates, 3 —thermoelement legs, 4 —contact layers.

To calculate the thermoelectric module in the heating mode and determine the effect of miniaturization on
its efficiency, methods of optimal control theory were used [11, 12]. Below is Qa detailed description of the
mathematical model that was used in the calculations. ‘

Optimal control method for calculation of maximum heating coefficient of
thermoelectric module

There is an obvious requirement that the design parameters and the supply current of the
thermoelectric module of the heat pump meet the condition of the maximum heating coefficient K, which is
determined by the formula

k=2__% (1)

- s
W Qh - Qc
where W =0, — Q. is consumed electric power, Q,, O, are external heat flows on the cold and hot surfaces

of thermoelectric module, respectively. This will ensure the heating of heat carrier in the working circuit of
the heat pump with minimal losses of electric energy.

Optimal control theory is successfully used to optimize thermoelectric modules in cooling and power
generation modes [11, 12]. This method is easily generalized to calculate the maximum heating coefficient,
which characterizes the heat pump mode.

According to optimal control methods [11,12], the operating efficiency of thermoelectric module in
heating mode can be estimated by the functional

J= ln—Q” —indr =iy q,—-Ing, , )
where
O, 0
=—, = < 3
qh n 1 qc n I ( )

are the specific (related to current strength /) heat flows on the hot and cold junctions of thermocouples,
respectively, n is the number of thermocouples in the thermopile. The minimum functional J corresponds
to the maximum value of the heating coefficient K.
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To calculate the heat flow densities gc, gh, a system of equations of non-equilibrium
thermodynamics [11, 12] is used, which for the legs of thermoelements of n- and p-type conductivity is

given by
T .
%_:JET_Q
x K K
dg o’j* oy 2 ’ @
dg _oJ g0 T
dx K K o

n,p

where j = o is the specific density of current in the legs, S is cross-sectional area of the legs, / is the

value of supply current. The Seebeck coefficient, the electric and thermal conductivities of legs materials
are functions of temperature: o, = o, ,(1); G, = G, p(T); K, = K, ,(T) and can be assigned on the basis of
approximation of experimental results of measuring thermoelectric material characteristics.

Solution of system (4) for the boundary conditions

L,O=7,00=T7,, T,(O=T,O=T, (5)

will give an opportunity to calculate heat flows ¢, g, using the ratios

q.==y[a(l)+ /% |
= 6
a =—§[q(0)—j2ro ] ©

where / is the height of thermoelement legs, ry is the value of contact resistance on thermoelement
junctions.

From ratios (6) it follows that gc, gh depend on the parameters of the current density in the legs of
thermoelements j, and on the magnitude of the contact resistance. According to the optimal control theory,
the values of jn, p, ensuring the minimum of the functional J (2), must satisfy the following optimality
conditions

. .
WO L)y )
g 9

where the Hamiltonian function H is given by

H=Y (v, f, +v,/y), (8)

(f; »/3),, are right-hand sides of equations (4), \|/:(\|fl,\|/2) is pulse vector, the method for

n,p
determining which is described in [1,2].
The ratios (1) — (7) are the basis for computer design of optimal constructions and the calculation of
optimal parameters of thermoelectric modules in the heating mode for heat pumps.
The algorithm of calculation of maximum heating coefficient is implemented by numerical methods
by means of computer simulation tools. In so doing, the optimal current density in thermoelement legs j
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and their respective heat flows ¢. ¢, are calculated, and maximum value of heating coefficient
_expJ
(expJ —1)

The developed computer tool allows one to determine the maximum value of the heating coefficient,

1s determined.

taking into account electrical losses in the contacts of thermoelements.

Computer simulation results

Thus, the dependences of the maximum heating coefficient of the thermoelectric module on the
height of thermoelement legs for various temperature differences and temperatures of the heat-absorbing
surface were calculated. The operating temperatures were chosen from the actual thermal conditions of
operation of the thermoelectric heat pump of the water purification device for space use [6, 7]. The

magnitude of the contact resistance is ro= 510 Ohm cm’.

K
10

9

00 01 02 03 04 05 06 07 08 09 1.0
h, mm

Fig.2. Dependences of heating coefficient K of thermoelectric module
on the height of thermoelement legs for temperature differences 1 —AT=5K, 2 - AT=10K,
3-AT=15K, 4—-AT=20K, 5 —AT=25 K. Temperature of the heat-absorbing surface T.=30°C

Fig. 2 shows the dependence of the heating coefficient of a thermoelectric module on the height of
thermoelement legs for temperature differences A7 = 5 - 25 K at a temperature of the heat-absorbing
surface T, = 30°C. As can be seen from the figure, the value of the heating coefficient of a thermoelectric
module in the range of heights of thermoelement legs from 1 to 0.5 mm decreases gradually by ~ 7-8%,
and from 0.5 to 0.05 mm, the relative decrease in the heating coefficient is already ~ 50—63% depending on
values of temperature differences.

Fig. 3 shows a similar dependence of the heating coefficient of a thermoelectric module on the height
of thermoelement legs for temperature differences A7 = 5 - 25 K at a temperature of heat-absorbing surface
Tc = 27.5°C. As can be seen from the figure, the qualitative picture of the change in the heating coefficient
value repeats the dependence shown in Fig. 2, however, the heating coefficient value is slightly lower (by 1
- 2%), which is due to the temperature dependence of the thermoelectric material parameters.
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Fig.3. Dependences of the heating coefficient K of thermoelectric module
on the height of thermoelement legs for temperature differences 1 —AT=5K, 2 - AT=10K,
3-AT=15K, 4—-AT=20K, 5—AT=25 K. Temperature of the heat-absorbing surface T.=27.5°C

At the temperature of the heat-absorbing surface 7c = 25°C (Fig. 4), the relative decrease in the

heating coefficient is already 2 - 3%, and at Tc = 22.5°C (Fig. 5) - 4 - 5%.

K
10

r =j ‘10'6§Q-ml§

o LrS10'Qm T 00 O WO O T
rasc L A

Fig. 4. Dependences of the heating coefficient K of thermoelectric module
on the height of thermoelement legs for temperature differences 1 —AT=5K, 2 - AT=10K,
3-AT=15K, 4—-AT=20K, 5 — AT=25 K. Temperature of the heat-absorbing surface T,=25°C
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Fig.5. Dependences of the heating coefficient K of thermoelectric module on the height
of thermoelement legs for temperature differences 1 —AT=5K, 2 - AT=10 K,
3-AT=15K, 4 -AT=20K, 5 —AT=25 K. Temperature of the heat-absorbing surface T,=22.5°C

So, as a result of the calculations, it has been established that in a given temperature range the

heating coefficient of the thermoelectric module mainly depends on the temperature difference 47 and
weakly depends on the absolute temperature value of its heat-absorbing surface 7,. When miniaturizing a
thermoelectric module, the value of its heating coefficient in the range of heights of thermoelement legs
from 1 to 0.5 mm gradually decreases by ~ 7-8%, and from 0.5 to 0.05 mm, the relative decrease in the
heating coefficient is already ~ 50-63%. This allows us to determine the optimal height of the legs of the
thermoelectric module h = 0.5 mm, whereby miniaturization will have the least effect on its efficiency.

Conclusion

1.

It has been established that in a given temperature range the heating coefficient of the thermoelectric
module mainly depends on the temperature difference 47 and weakly depends on the absolute
temperature value of its heat-absorbing surface.

2. It has been calculated that the value of the heating coefficient of thermoelectric module in the range
of heights of thermoelement legs from 1 to 0.5 mm decreases gradually by ~ 7 - 8%, and from 0.5 to
0.05 mm the relative reduction of the heating coefficient is already ~ 50 - 63%.

3. The optimal height of thermoelectric module legs h=0.5 mm has been determined, whereby
miniaturization will have the least effect on its efficiency.
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RESULTS OF CLINICAL APPLICATION OF THERMOELECTRIC
DEVICE FOR THE TREATMENT OF SKIN DISEASES

The paper presents the design and technical characteristics of an upgraded thermoelectric device for
the treatment of skin diseases. The mechanism of action and the method of temperature influence on the
surface of human skin are analyzed. The results of clinical application of the thermoelectric device in
medical practice, in particular in dermatology and cosmetology, are presented. Bibl 39, Fig. I,
Tables 2.

Key words: thermoelectric cooling, dermatology, cosmetology.

Introduction

General characterization of the problem. It is well known that temperature exposure is an important
factor in the treatment of many diseases of the human body, including the skin. Cryotherapy methods have
found particularly widespread use in dermatology and cosmetology — the use of low temperatures for
therapeutic purposes [1-8]. However, devices that are used for this purpose in most cases are cumbersome,
without proper possibilities of temperature control and reproduction of thermal modes. Therefore, the use
of temperature effects on the patient's body has certain difficulties, and to obtain low temperatures, in most
cases, chilled solutions, chloroethyl or systems with liquid nitrogen are used, but their use does not allow
for the necessary controlled temperatures and significantly reduces the effectiveness of treatment as a
whole.

The use of thermoelectric cooling devices [9-11] allows solving this problem. Studies on the use of
thermoelectric cooling in medicine, carried out over many years, confirm its successful practical
application in many fields of medicine, in particular, in dermatology and cosmetology. It is relevant to
create new modern thermoelectric medical equipment designed to reproduce with high accuracy the
necessary temperature regimes in order to increase the efficiency of complex treatment of various diseases
of the human body [12-15].

The use of cold in dermatology and cosmetology for cryomassage (stimulation of metabolic
processes, smoothing wrinkles, accelerating the regression of skin rash elements with various dermatoses)
and cryodestruction (freezing of warts, skin neoplasms, etc.) is promising [16-21]. It should be noted that
there is still no complete information on the methods of using thermoelectric devices for complex treatment
of skin diseases.
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Therefore, the purpose of this work is to determine the clinical effectiveness of the use of an
upgraded thermoelectric device in the complex treatment of skin diseases and the removal of cosmetic
defects.

Design and technical characteristics of an upgraded thermoelectric device for
treatment of skin diseases and solution of cosmetology problems

The Institute of Thermoelectricity of the National Academy of Sciences and the Ministry of
Education and Science of Ukraine has developed an upgraded thermoelectric device designed for
cryomassage and complex treatment of skin diseases. The design feature of such a device is the ability to
conduct therapeutic procedures in the outpatient (non-stationary) treatment conditions. The mechanism of
action of the device is the temperature effect on the nerve endings of the skin and the vascular bed,
resulting in improved metabolic and reparative processes and accelerated regression of inflammatory
processes in cases of acute and chronic dermatoses. Due to the positive effect on human skin, the
cryomassage method is used in the complex treatment of such skin diseases as pink and acne vulgaris,
patchy alopecia, limited neurodermatitis, pruritus, chronic eczema, lichen planus, flat wart, annular
granuloma, etc. The appearance of the device is shown in Fig.1.

Fig. 1 Upgraded thermoelectric device for the treatment of skin diseases:
1 - thermoelectric cooling unit, 2 - power supply unit,
3 - a set of working tools, 4 - cylindrical container filled with high heat capacity liquid,
5 — built-in electronic thermometer.
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The device consists of three main functional units: a thermoelectric cooling unit (1), a power
supply unit (2) and a set of working tools (3) (Fig. 1). In turn, the thermoelectric cooling unit includes a
housing, a cooling chamber for working tools, high-performance two-stage thermoelectric modules "Altec-
11" and air radiators with powerful axial fans to cool the hot sides of thermoelectric modules. The
instrument's working tools contain cylindrical nozzles (4) filled with a cold storage battery in the form of
high heat capacity liquid, as well as stand-alone electronic thermometers (5) with a digital display for
visual control of the tip temperature (Fig. 1). The main advantages of such a thermoelectric device for the
treatment of skin diseases is that its working tools are galvanically disconnected from the electrical grid
and provide a controlled temperature of the working tools, which in general creates a safe and effective use
of the device in dermatological and cosmetic practice.

The operating principle of the proposed device is to cool the working tools with the help of
thermoelectric Peltier modules. A cooled working tool has a temperature effect on the corresponding areas
of the human skin. The technical advantages of such a device include: the presence of electronic
thermometers of working tools, the lack of connection of working tools with the cooling unit and small
overall dimensions of the device working tools. The technical characteristics of such a device are shown in
Table 1.

Table 1.
Technical specifications of thermoelectric device for treatment of skin M
Ne Technical specifications of device Parameters values
1. The operating temperature range of device (-50++5)°C
2. Time required for the device to reach the temperature mode 10 min.
3. Temperature measurement accuracy +1°C
4. AC power supply voltage 220+ 10) V
5. | Device power consumption 250 W
6. Overall dimensions of thermoelectric cooling unit (240%x160%150) mm
7. Overall dimensions of operating instrument (250%23%20) mm
8. Operating instrument weight 0.08 kg
9. Device weight 7 kg
10. | Time of continuous operation of the device 8h

Of the known analogs, the thermoelectric device for the treatment of skin diseases is the closest to
the technical characteristics [12-13, 22 — 23]. Such a device makes it possible to carry out therapeutic
procedures in outpatient (non-stationary) conditions while simultaneously visualizing the temperature of
working instruments. On the basis of the instrument proposed in this work, the medical methods of
complex treatment of skin diseases [24 —29] were developed, the mechanism of action of which is given
below.

Mechanism of action and methods of conducting cryoimpact

Cooling of biological tissue is accompanied by a decrease in metabolic rate, consumption of oxygen
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and nutrients, a decrease in the rate of transport of nutrients through the cell membrane, etc. These
processes are dose-dependent and occur predominantly in the surface layers of biological tissue and are
reversible in the case of cryomassage. After increasing the temperature of the cooled areas of the skin,
there is an increase in the metabolic processes and acceleration of the regression of skin rash elements. At
the same time, the phenomena occurring in deep tissues of the skin are not associated with the direct
influence of cold stimulus and have a secondary reflex and neurohumoral origin. Thus, in acute and chronic
dermatoses, cryotherapy has anti-inflammatory, analgesic, anti-edema, trophicoregenerative,
immunostimulating action, normalizes the tone of the venous and lymphatic vessels and the like.

The mechanism of destruction of biological tissue by cryogen in the case of cryodestruction is due to
the destructive effect of ultralow temperatures on cellular elements due to the formation of crystals of ice
inside cells. During thawing, in the cells the concentration of the electrolytes increases, which is
accompanied by repeated crystallization and accelerated destruction of cells. Under the influence of
ultralow temperatures, microcirculatory disturbances arise in the form of a vascular stasis (termination of
circulation of blood in vessels for a short time). Repeated freezing cycles are accompanied by maximum
cell destruction. It retains the structural composition of tissue, collagen fibers and the ability to regenerate
nerve fibers. This ensures normal healing of the wound after cryodestruction [30 — 32].

When conducting cryosurgery it is important to take into account three main factors [33 — 35]:

* freezing and thawing time of the fabric;

* the spread of freezing on the periphery of the tumor;

* number of freezing-thaw cycles.

The freezing time depends on the type of tumor and the method of cryo impact. When treating
benign neoplasms of the skin, such as common warts, the time of contact with cryogen should be relatively
short, since in this case it is only necessary to freeze the epidermal layer of the tumor in order to separate it
from the dermis of the peripheral surface. When freezing tumors, the time of contact of cryogen with the
neoplasm increases in connection with the need to destroy the entire volume of the tumor. To destruct the
malignant neoplasms of the skin, it is necessary to reach the temperature inside the biological tissue up to -
50 ° C, with the time of the temperature effect about 30 seconds. The thawing time is also an important
parameter for monitoring cryosurgery and should be about 2-3 times greater than that of freezing.

The spread of freezing beyond the skin neoplasm is permissible both in the case of the removal of
benign neoplasms and during the cryodestruction of malignant tumors. In the first case, freezing can extend
beyond the neoplasm by 2-3 mm, in the second - by 10 30 mm. The number of freeze-thaw cycles is
important for high-quality cryo-effects. To achieve the desired result when removing benign neoplasms,
one cycle is sufficient, while 2-3 such cycles are necessary when removing malignant neoplasms [33 — 35].

Results of clinical application of the device

62 patients (43 women, 19 men) aged 19 to 67 were under observation - patients with chronic skin
diseases, including rosacea (acne pink), acne vulgaris (acne) and patchy alopecia, as well as 36 patients (24
women, 12 men) aged 23 to 69 years with complaints about the presence of cosmetic skin defects (post-
acne, facial skin wrinkles). In the course of treatment, all patients were divided into 2 groups: the first
(comparative) - 49 people who received standardized therapy for dermatoses or cosmetic skin defects, and
the second (main) - 49 people who used a cryomassage method in a complex therapy using the upgraded
thermoelectric device for the treatment of skin diseases. Clinical application of the upgraded thermoelectric
device in the complex therapy of dermatoses was carried out on the basis of the Department of
Dermatovenereology of the Higher State Educational Institution of Ukraine "Bukovinian State Medical
University." Examples of clinical application of the thermoelectric device are given below.
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Rosacea (pink acne). Among the patients examined, 26 were diagnosed with rosacea (pink acne).
Rosacea (pink acne) is a chronic dermatosis with polyfactor etiopathogenesis, which occurs as a result of a

number of external factors (alimentary, meteo- and occupational factors, excessive proliferation of
demodex mites) against endogenous mechanisms of the development of dermatoses (hormonal,
microcirculatory, immune, metabolic disorders etc). Dermatosis is localized on the skin of the face, is
manifested by redness (erythema), dilatation of superficial vessels (telangiectasia), small densely packed
nodules (papules), pustules, and occasionally nodules (rinofima). According to the well-known
classification [36, 37], in 14 patients, the stage (form) of rosacea was erythematous-papulo-pustularosis, in
the remaining 12 patients - the erythematous-papulosis stage (form) of dermatosis. All patients were
prescribed standard therapy of dermatoses, which included systemic and external (topical) actions, and in
the combination therapy of 13 patients (the main group) - additionally used the method of cryomassage
using a thermoelectric device: 6 patients with erythematous and papular stage (form) of dermatosis - from
the first days of treatment, and 7 patients with erythematous-papulo-pustular stage (form) - only after
recurrence of pustular rashes (on 6-8 days after the start of treatment).

Cryomassage sessions were prescribed to patients with rosacea of the main group for 30-40 seconds,
2-3 times in each field (with a total exposure - up to 10 minutes) daily - for 5 days and every other day for
the next 10-12 days (total for the course - 10- 12 procedures).

To assess the dermatological status of patients with rosacea before and after their treatment, the
diagnostic assessment scale for rosacea (DASR) was used, which included the sum of points of severity of
clinical manifestations of dermatoses: erythema (0 - no erythema, 1 - light, 2 - moderate, 3 - expressive
erythema ); determination of the number of papules and pustules (0 - up to 10 elements, 1 - from 11 to 20,
2 - from 21 to 30, 3 - more than 30 elements); presence of telangiectasia (0 - absence; 1 - occupy less than
10% of the face; 2 - from 11% to 30%; 3 - more than 30%); skin dryness and peeling (0 - no dryness, 1 -
weak, 2 - moderate with slight peeling, 3 - strong with distinct peeling); burning sensation and tingling (0 -
lack of, 1 - light, 2 - moderate, 3 - strong); presence of edema of the face (0 - absent, 1 - weak, 2 -
moderate, 3 - expressive) [38].

The statistical processing of the obtained research results was performed using the licensed
Microsoft Excel and STATISTICA 6.0 software packages of StatSoft Inc, using Student’s t-test to assess
the probability of difference in the indicators which was considered probable at p <0.05. In order to
evaluate the relationship between the indicators, a non-parametric Friedman dispersion analysis was used
with the definition of y-square (%), the dependence between the indicators was considered probable if the
value of the y-square exceeded the critical one [39].

The dynamics of the regression of elements of the rash in patients of rosacea of various groups -
comparative (received standardized treatment) and the main one, which in the complex therapy additionally
used cryomassage sessions using a thermoelectric device, is presented in Table 2 and in the form of photo
illustrations in Fig.2.

According to the results of the research (Table 2), the positive dynamics of clinical manifestations of
rosacea after treatment was noted in patients of both groups, however, a more significant decrease in the
DASR indicator was determined in patients of the main group as compared to its initial values before
treatment (2.43 times, p <0.001, including: in patients with erythematous-telangiective stage of dermatosis
—2.31 times, p = 0.005, with papulo-pustular stage — 2.50 times, p = 0.001), and with respect to the values
of the SHDOR indicator after treatment in patients of a comparative group (1.66 times, p = 0.004,
including: in patients with erythematous-telangiectal stage of dermatosis - 1.56 times, p = 0.017, with the
papulo-pustular stage - 1.72 times, p = 0.013)
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Table 2
Dynamics of clinical manifestations of rosacea in patients of different groups *
Patients with =2 ili
The value of DASR in patients with different aen S.Wl rosacea (1 - 6) Pr.obab111ty of
stages of rosacea I (comparative II (main group difference of
g group) (n;=13) (n,=13) indicators
Before
+ -
. ' treatment 5.83+0.54 6.17+0.87 p12=0.75
Patients with erythematous- AR
telangiectal stage . 4174031 2674042 —0.017
_ . treatment P12 .
(n1=6, n,=6)
P P=0.024 P =0.005
Before
J1+0. 01 £1. —
treatment 9.71 +£0.99 10.01 £ 1.31 pia=0.86
Patients with papulo- After
+ + -
pustular stage (n,=7, n,=7) treatment 6.86:+0.80 4.00+0.58 p12=0.013
P P=0.045 P=0.001
Before 7.92+0.79 8.23 +0.96 — 0381
treatment Pr2= Y
Average value of the Aftor
indi i + + -
indicator in the group treatment 5.62+0.58 3.38+0.41 pia=0.004
(}’11:13, }12:13)
P P=0.028 P <0.001

*Note. P, - probability of difference of indicators in patients of different groups; P - probability of the difference
before and after treatment.

a) b)
Fig.2 Patient K., 49 years old. Diagnosis: Rosacea, erythematous-papular stage (form),
to (a) and after the course of treatment (b) with the use of cryomassage (the disappearance of the majority
of venous lakes, decrease in size or recurrence of papular rashes).

Acne vulgaris (acne). Among the examined patients acne vulgaris was diagnosed in 25 people. Acne
vulgaris (acne) is a multifactorial chronic skin disease whose etiological factor is certain microorganisms
(Propionibacterium acnes, Staphylococcus epidermidis and other cocci) that develop on the background of
neuroendocrinal, immune, metabolic disorders, and the like. Dermatosis is localized on the skin of the face,
shoulders and trunk, manifested by comedones, inflammatory nodules (papular acne), pustules (pustular acne),
nodules (indurative, conglobate acne). By degree of severity distinguish mild forms of acne, moderate severity
and severe forms of dermatosis [37]. Of the 25 examine patients with acne, 21 were diagnosed with acne of
moderate severity, and 4 - with acute forms of acne. All patients were prescribed standard therapy for dermatosis,
which included systemic and external effects, and for 12 patients (the main group), of which 10 were diagnosed
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acne vulgaris of moderate severity, 2 — with acute forms of acne, a cryomassage method using thermoelectric
device was additionally applied (Fig. 3).

Fig. 3. Patient N., 19 years. Diagnosis: Acne vulgaris (acne), of moderate severity.

Sessions of cryomassage to patients with common acne were prescribed after regressing pustular
acne for 30-40 sec 3-4 times in each field (with a total exposure of up to 10 min) daily for 5-8 days and the
next 10-12 days every day (total course - 11-14 procedures). According to the analysis of the dynamics of
the regression of elements of the rash, probably the best results of treatment were observed in patients with

acne vulgaris from the main group, who were assessed 3 months after the end of the course of treatment
(Fig. 4).

) b)

Fig. 4. Patient S., 4 years. Diagnosis: Acne vulgaris (acne), of moderate severity before (a)
and 3 months after treatment (b).

Thus, among 12 patients with acne of the main group, the state of clinical recovery or mild
manifestations of acne was observed in 9 people, moderate in 3 patients (in the comparison group,
respectively, in 4 and 9). When performing non-parametric Friedman dispersion analysis, it was established
that between the number of patients with achieving clinical recovery or mild acne and the number of
patients with moderate acne 3 months after standard treatment and combination therapy using cryo
massage by thermoelectric device there is a statistically significant dependence (calculated value (12 = 4.89
for its critical value - 3.84).

Patchy alopecia (circular, circumscribed) was diagnosed in 11 patients. Dermatosis has polyfactor
etiopathogenesis and usually occurs after acute infectious diseases, stresses, intoxications and other
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influences in the context of concomitant, often combined, pathology of internal organs, chronic foci of
focal infection, metabolic disorders, etc. Treatment of this disease involves complex examination of the
patient and correction of the detected comorbidity. The method of cryomassage has long been an important
component of the treatment of this dermatosis. In the course of treatment, patients were divided into two
groups: 5 patients (comparison group) who received standardized dermatologic therapy; for the other 6
patients (main group), the cryomassage method was used in the complex therapy using a modernized
thermoelectric device for the treatment of skin diseases.

Cryomassage sessions for patients with patchy alopecia were prescribed for 40-50 seconds in 2-3
stages for 5 minutes daily (15-20 procedures in total). One month after the completion of the treatment, a
repeated course of cryomassage was prescribed according to the same scheme. It was established that in the
patients of the main group, complete hair overgrowth of alopecia cells occurred on average 1.5-2 months
carlier than in the patients from the comparison group. The results of treatment of a patient with focal
alopecia after 5 months of complex therapy are presented in Fig.5.

a) b)
Fig. 5. Patient N., 28 years. Diagnosis: patchy alopecia of the hair part of the head before (a)
and 5 months after treatment (b).

Treatment of post-acne (cryomassagey in cosmetology). Patients with post-acne complaints (19
people) were also monitored. Post-acne is a symptom complex that develops after resolution (spontaneous
or as a result of treatment) of acne rash elements and includes: secondary spots of vascular (pink, purple)
and pigment (hyper-, depigmented) character, hypotrophic scars, enlarged pores of the skin. Correction of
such deficiencies is carried out in a complex way and involves a combination of methods with positive
(mesotherapy, biorevitalization) and negative (chemical peelings of various depths, microdermabrasion,
laser skin resurfacing, scar subcision) stimulation. In the course of treatment, patients were divided into
two groups: the first (comparative) - 9 people who were prescribed a course of cosmetic procedures with 5
sessions with positive and 5 sessions with negative stimulation, and 10 (main group), which, in addition to
the specified set of procedures, used the method cryomassage using the upgraded thermoelectric instrument
for treatment of skin diseases.

Sessions of cryomassage to patients in the main group were prescribed for 30-50 seconds 3-4 times
for each field - forehead, cheeks, chin (for a total exposure - up to 10 minutes) daily - within 5-8 days and
the next day for the next 10-12 days (total for the course - 11-14 procedures). It was found that in patients
of the main group, the complete correction of post-acne elements (regression of stains, leveling of skin
relief, narrowing of pores) occurred on average by 1-1.5 months faster than in patients from the comparison
group. Results of treatment of a patient with post-acne after 3 months of integrated therapy with the use of
the upgraded thermoelectric device are presented in Fig. 6.
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a) b)
Fig. 6 Patient Yu, 28 years old. Reduced depth of atrophic scars, narrowing of pores,

regression of venous lakes before (a) and after cryomassage (b).

Treatment (correction) of age-related changes in the face skin (cryomassage in cosmetology).

Age-related changes in the skin of the face associated with broken trophism, lymph drainage system,
slowing metabolic processes, etc., are manifested primarily by the presence of facial skin swelling, edema
in the area of the eyelids, small static wrinkles in the face, decreased elasticity and tone of the skin. Under
supervision were 17 patients with these complaints. In the course of treatment, patients were divided into
two groups: the first (comparative) - 9 persons, who were prescribed a course of mesotherapy with
lymphatic drainage, peptide components, non-reticulated hyaluronic acid, vitamins of 5-10 sessions
performed weekly, and 8 subjects (main group), in which the proposed course included cryomassage with
the use of the upgraded thermoelectric device for the treatment of skin diseases.

Sessions of cryomassage patients were prescribed for 40-50 seconds 3-4 times for each field (for a
total exposure - up to 10 minutes) three times a week for 5-7 weeks (only for the course - 15-20
procedures). A more significant improvement of the skin quality parameters (improvement of turgor,
elasticity, decrease in the depth of static wrinkles, edema of the periorbital area and general pastosity) was
established in the patients of the main group.

The results of cryomassage using the upgraded thermoelectric device to the patient with complaints
of reduced skin tone of the face and nasolabial wrinkles of the skin are shown in Fig.7.

a) b)

Fig.7 Patient M., 54 years old. Reducing the depth of nasolabial folds and facial swelling before (a)
and after the course of cryomassage (b).
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So, as evidenced by the results of using the upgraded thermoelectric device for treatment of skin

diseases in cosmetology, the use of a hardware cryomassage method with the possibility of controlled
cooling of problem areas of the skin significantly increases the efficiency of correcting cosmetic skin
defects, in particular post-acne, and such age-related changes of the skin as static wrinkles, a decrease in
turgor and elasticity, as well as swelling and edema of the skin, predominate in the deformation-edematous
type skin.

It is important to note that all patients have tolerated the hardware cryomassage method using the

upgraded thermoelectric device well, without side effects or complications.

Conclusion

L.

It is confirmed that the upgraded thermoelectric device for treatment of skin diseases provides the
opportunity to conduct cryomassage in the complex treatment of chronic dermatoses and cosmetic
skin defects with the ability to accurately control the temperature of cooling the local area of
patient’s skin.

2. Clinical efficiency and safety of using the upgraded thermoelectric device in dermatology is
established for treatment of the following skin diseases: acne rosacea, acne vulgaris, patchy allopecia
(circumscribed, circular), as well as in cosmetology for correction of cosmetic skin defects (post-
acne, wrinkles of the face skin), which makes it possible to significantly improve the efficiency of
treatment of such patients.
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EFFICENCY OF STARTING PREHEATERS
WITH THERMOELECTRIC POWER SOURCES

This paper presents the results of research on the thermodynamic features of systems for start heating of the
internal combustion engine, with thermoelectric generators as sources of electrical power. The physical
models of the “starting preheater - thermogenerator” systems are considered and their energy
characteristics are evaluated. On the basis of the calculations, the most effective variants of using
thermoelectric power sources for start preparation of vehicle engines for operation are determined.. Bibl. 15,
Fig. 3.

Key words: starting preheater, thermoelectric generator, physical model.

Introduction

To overcome the difficulties associated with the operation of vehicles at low temperatures, various
facilities of thermal start preparation of internal combustion engines are increasingly being used [1, 2]. The
most effective among such facilities are starting preheaters - flame sources of heat that are powered by motor
vehicles and carry out heating of the engine coolant. In addition to a reliable start of the internal combustion
engine, the use of preheaters creates conditions for saving an average of about 90-150 liters of fuel per
season, reduces exhaust emissions by up to 5 times during engine warming up and allows you to increase the
engine service life by 200-300 km per start when warming up from temperature (-20 =+ -30) © C [3, 4].

The determining factor limiting the possibility of mass use of starting preheaters is the discharge of the
battery during the operation of the pre-start equipment [5].

One of the promising methods for solving the problem of discharge of batteries during the thermal
preparation of motor vehicles for start-up is the use of thermoelectric generators as sources of electrical power
for starting preheaters [6 — 11].

Creation of such a system for start heating of engines poses a number of tasks, which consist in the
search for a rational scheme of using starting pre-heaters with thermoelectric power sources, both in terms of
their energy characteristics and taking into account its cost indicators.

The purpose of this work is to analyze models of starting preheaters with thermoelectric power sources
and determine the most effective option for using thermoelectric generators in systems of start heating of
vehicle engines.

Physical models and thermodynamic peculiarities of starting preheaters with thermoelectric
power sources

We first introduce the efficiency n for "starting preheater-thermoelectric generator” system as the ratio
of the obtained useful energy to the spent thermal energy Q. Useful energy will be considered the obtained
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thermal energy O, which is directly used for start heating of the engine, and electrical energy W, which is
necessary for the functioning of the system:
Q'+,

T, (1)
o

where W; are power consumers of electrical energy system.
The consumed thermal energy of the system is assumed to be equal to the total thermal energy of the
burners of the starting preheater and the thermoelectric generator (TEG):

0=0+0,, 2)

where Q; and O, are thermal energies of the burners of starting preheater and thermogenerator which can be
expressed by the following relations:

Q] :nAl'A'ml 3)

Q,=n,,-4-m, “
where A1, nA2 are the efficiencies of burners of starting preheater and TEG; A is the calorific value of the
fuel, which is used to operate the system; ml, m2 is the fuel consumption of starting preheater and
thermogenerator, respectively.

Variants of using thermoelectric generators for preheating the engines can be reduced to the three main
physical models, which are listed below.

Physical model of "starting preheater- thermoelectric generator” system with individual heat sources.

Fig.1 shows a physical model of engine start heating system which comprises liquid starting preheater
and thermoelectric generator, the heat supply to which is carried out individually, with the use of separate
heat sources.

Fig.1 — Physical model of "starting

¢ . preheater—thermoelectric generator” system

&

RRNIRI RNl ; with individual heat sources: 1 — starting

preheater burner, 2 — heat exchanger; 3 — starting

preheater air fan; 4 — starting preheater fuel
pump; 5 — circulation pump;
6 — starting preheater electronic unit;

7 —thermogenerator burner;

8 — hot heat exchanger; 9 — thermopile;

Starting preheater 10— air radiator; 11 — fan for heat removal;
12 — thermogenerator air fan;
13 — thermogenerator fuel pump, 14 — thermogenerator
electronic unit; 15 — electrical switching facilities.

Liquid starting preheater consists of heat source 1 which is in the internal space of heat exchanger 2. A
flame burner is used as a heat source, to which air and fuel are supplied by fan 3 and pump 4. In the heat
exchanger of the heater, channels are made in which the heat carrier heats up, after which, by pumping with
the circulation pump 5, it flows to the car engine. The starting and operation control of starting preheater
components (air fan, fuel pump, circulation pump) is carried out by the electronic unit 6.

The thermoelectric generator contains an individual flame burner 7, a hot heat exchanger 8 for
supplying heat to the thermopile 9 and a heat removal system, which consists of air radiators 10 and fans 11.
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The supply of fuel and air to the heat source of the thermal generator is carried out by the fan 12 and the fuel
pump 13. To stabilize the output voltage of the thermogenerator and control its operation, an electronic unit
14 is provided in the TEG model.

The thermoelectric generator works as follows. Thermal energy resulting from the combustion of fuel
heats the hot heat exchanger, passes through a thermopile and is discharged into the environment. Due to the
temperature difference between the hot and cold sides of the thermopile, an electric current is generated that
is used to power the preheater.

Thus, the system in question provides the starting heater with the necessary electrical energy,
practically without using a battery. At the same time, such a system can also perform additional functions, in
particular, a thermogenerator can be used as an additional source of electrical energy on a vehicle. This
energy can be directed, if necessary, to charge the battery or other energy supply needs, for example, to power
various additional electrical devices - anti-theft tools for long-term work, laptops, TV sets, communication
systems, and a refrigerator for storing products, when the engine is not running,.

Consider the energy performance of such a system. The heat energy O, and Q,, which is produced for
its operation, is provided by a starting preheater burner and a thermoelectric generator burner. Part of heat O,
is used to heat the circulating fluid Q;,, the other part Q,is delivered by combustion products into surrounding
space. A similar heat distribution takes place also in a thermoelectric generator, namely, the heat Q5 from the
burner 7 through the thermopiles 9 is transferred to the air radiators 10 and is discharged into the environment
by the fans 11. Another part of heat Oy is discharged from the heat generator by combustion products.

Therefore, total thermal energy of system Q is equal to:

Q:Q1+Q2:Q3+Q4+Q5+Qe (%)

The electrical energy W, produced by a thermoelectric generator, is used to supply pumps 4, 5, 13 and
fans 3, 11, 12. Then, the relation (1) for this system will be written as:
O +W
oo
We will evaluate the efficiency for the above system using the example of a Webasto Thermo Top
EVO liquid starting preheater (gasoline version, A = 44 MJ / kg) with a thermal power Q; = 4 kW and fuel
consumption m; =0.56 1/ h [12].

(6)

The initial electric power of the thermogenerator is assumed to be W = 50 W: 35 W - to power the
components of the starting preheater [12] and 15 W for the power supply of the pumps and fans of the TEG [13].
The value of thermal energy O, can be estimated by the following relation:

Nreg = K > (7
0,

where N7z is the efficiency of thermoelectric generator.

If we take into account that the maximum efficiency of modern TEG, where single-stage modules
based on bismuth telluride are applied, is 3.5% [14], it is necessary to spend approximately O, = 1.4 kW of
heat to provide the set initial electric power.

Thus, substituting the calculated values of heat and electric power into equation (6), we obtain that the
efficiency of the “starting preheater - thermoelectric generator” system with individual heat sources is ~ 60%.

Physical model of "starting preheater-thermoelectric generator" system with individual heat sources
and a common hydraulic circuit.

As compared to the previous system, this system combines starting preheater and thermoelectric
generator by a single hydraulic circuit (Fig.2). In this connection, in thermogenerator cooling system, air
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radiators and fans for the removal of heat from the thermopile are replaced by liquid heat exchangers 10 in
which heat carrier circulates.

Fig.2 — Physical model of "starting preheater-
thermoelectric generator" system with individual heat

9
, \
] :%; === P sources and a common hydraulic circuit: 1 — starting
e 4 preheater burner, 2 — heat exchanger; 3 — starting
-0, —>
s 1

—>0, preheater air fan; 4 — starting preheater fuel pump,
5 — circulation pump, 6 — starting preheater electronic unit;
k = > 7 — thermogenerator burner,; 8 — hot heat exchanger;
4 T 14 o 9 — thermopile; 10 — cold liquid heat exchanger;
Starting preheater . 3 e 11 — thermogenerator air fan; 12 — thermogenerator fuel

pump; 13 — thermogenerator electronic unit,
14 — electrical switching facilities
Since the heat flow Q7, which is removed from the thermopile, is spent on heating the heat carrier, this
system allows the engine to be preheated both with a starting preheater and using a thermoelectric generator.
Therefore, the expression (1) for the efficiency of the system will be rewritten as follows:

— Q3 + Q7 +W , (8)
O +0,
where useful heat Q; can be found from the equality of heat fluxes of TEG:
O, =W +0; + 0 9)

Using the previously found values of electric power W and thermal power Q2 and taking into account
that the amount of heat Q6 that is lost with combustion products in thermoelectric generator designs is 25%
on average of the thermal power Q2 [15], we find the value of the thermal energy Q7 (Q7 = 1 kW) spent on
heating the heat carrier and the approximate efficiency of this system (n ~ 75%).

Physical model of '"thermoelectric generator-starting preheater' system with a common heat source.

Physical model of a system (Fig.3) with a common heat source comprises hot heat exchanger 1 with
burner 2 arranged in its internal space. Fuel and air delivery to the burner is done by fan 3 and fuel pump 4.
On the external surface of the hot heat exchanger there is a thermopile 5 the heat from which is removed by
heating fluid circulating in the cold heat exchangers 6 due to pumping by liquid pump 7. Start-up and
operation of the heater is carried out by the electronic unit 8.

Thus, in the above system, the thermoelectric generator and the starting preheater are combined into a
single structure, which allows to obtain electrical energy and to warm up the engine with a single heat flow Q.
In this case, part of the heat Q, is removed by the combustion products into the environment, and the heat Q,,
in the form of thermal Qs, and electric power W, is used to warm up the engine and power the components of
the heater, as well as, if necessary, to recharge the battery during start heating:

Q:Q1+Q2
Qz :W+Q3

Therefore, the efficiency of "thermoelectric generator-starting preheater" system with a common heat

(10)

source can be estimated by the following relationship:

n=w-+0,/0 (11
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5 1 S5 6 Fig.3 — Physical model of system "starting preheater-thermoelectric generator"
re— mi‘; o with a common heat source: 1 — starting preheater burner, 2 — hot heat
8 N\ exchanger, 3 — starting preheater air fan, 4 — starting preheater fuel pump;
A O: 4 5 — thermopile; 6 — cold liquid heat exchanger; 7 — starting preheater circulation
=S -0, pump; 8 — electronic unit; 9 — electrical switching facilities.
3 VOV
> 7 . .
—_— g - Using the known values of the electrical and thermal
4 characteristics of the Webasto Thermo Top EVO starting preheater
4 9 (0 =5.3 kW, W =50 W), taking into account an approximate estimate of

01 (01 =0.250 = 1.3 kW), we determine that the efficiency of this engine start heating system is 75 %.

Thus, the highest values of efficiency are typical for "thermoelectric generator starting preheater”
system with a common heat source and a system in which starting preheater and TEG are combined by a
hydraulic circuit. Obviously, a system with a common heat source is cheaper, making it more efficient to use.
However, this question requires separate studies, which will be presented in subsequent works.

Conclusion

1.  Three variants of physical models of starting preheaters with thermoelectric power sources were
considered. It has been established that the most rational for start heating of internal combustion
engines is “starting preheater-thermoelectric generator" system with a common heat source and a
system that combines starting preheater and thermogenerator with one hydraulic circuit. The use of
such systems yields the highest total thermal and electrical efficiency of 75 %.

2. It is shown that the efficiency of the system with individual sources of heat is 60 %, therefore its
application is less effective. However, such a system has several advantages, namely the possibility of
using a thermoelectric generator as a standby power source in a car.
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RESEARCH ON THE CONDITIONS OF FORMING
A FLAT CRYSTALLIZATION FRONT WHEN
GROWING Bi;Te; BASED THERMOELECTRIC MATERIAL
BY VERTICAL ZONE MELTING METHOD

This paper presents the results of computer research on Bi;Te; based thermoelectric materials grown by
vertical zone melting method. The optimal height of the furnace and its temperature whereby the
crystallization front will be as flat as possible, contributing to the formation of a single crystal, is
determined. It is shown that simulation of such processes makes it possible to reduce considerably
material costs and research time, while ensuring growth of crystals of the required quality. Bibl. 3,
Fig. 7.

Key words: bismuth telluride, crystallization front, simulation.

Introduction

The unique properties of thermoelectricity ensure its wide application in telecommunications,
optoelectronic, military and automotive equipment, microelectronics, space, everyday life, and medicine.
Thus, according to experts, the number of used thermoelectric modules from 2020 will exceed 20 million
units. The increase in thermoelectric applications is accompanied by an increase in the number of
companies that employ thermoelectric generators and coolers in their products.

Creation of high-quality thermoelectric devices is possible only with the presence of appropriate
materials possessing the necessary physical and mechanical properties, which depend on their chemical
composition, purity, structural perfection, as well as the technology of their growing and processing.

Much attention is paid to the improvement of methods for producing Bi,Te; based thermoelectric
materials (TEM) due to the fact that there is practically no alternative to these materials in the manufacture of
thermoelectric converters for the temperature range 200 to 400 K. The vertical zone melting method is one of
the most common industrial methods of growing single crystals of Bi,Te; —Sb,Te; and Bi, Te; —Bi, Se; solid
solutions. When TEM is obtained by this method, the curvature of the crystallization front, which is the main
technological characteristic of growth, has a great influence on the stability of single-crystal growth and its
homogeneity [1 —2].

The crystallization front shape, which can be convex to the liquid phase, flat or concave to the solid
phase, is determined by the magnitude of the radial and axial temperature gradients in the crystal during
growth. The most favorable for growing single crystals with a small number of structural defects is a flat
crystallization front, since on the convex to the melt or concave to the crystal crystallization front random
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crystalline nuclei (impurity nuclei) will grow together with the main crystallization front, and on a flat
crystallization front they will be pushed back to the periphery and degenerate (Fig. 1).

i

VARV,

Fig. 1. Distribution of impurities in the crystal relative to crystallization front shape

So, it is relevant to simulate the process of TEM growth, which allows investigating the dependence of
the crystallization front shape on the technological parameters of vertical zone melting while significantly
reducing material costs and research time, ensuring the growth of crystals of the required quality.

The purpose of this work is to simulate the process of growing Bi,Te; based thermoelectric materials
using the method of vertical zone melting, as well as to analyze the influence of TEM growth conditions on
the formation of a flat crystallization front in order to obtain a material with a uniform structure and

composition.

Physical model of vertical zone melting process

Physical model of the process of growing Bi,Te; based single crystals by vertical zone melting is
represented in Fig.2.

Fig.2. Physical model of installation for growing TEM by vertical zone melting method:
1 — material in solid phase (polycrystal), 2 —material in liquid phase (melt zone),
3- heaters, 4 — material in solid phase (single crystal), 5 — quartz ampoule,

6 — melting front boundary, 7 —crystallization front boundary.

The figure depicts a fragment of an ingot comprising polycrystalline material 1, a molten zone 2, and
a single crystal 4. The ingot is placed in a quartz ampoule 5. Using a heater 3, a molten zone 2 is formed
that moves together with the heater along the sample to provide melting of the polycrystal and
crystallization of the melt below the boundary 7, which is called the crystallization front.
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Mathematical and computer description of the model

When modeling the heat conduction process in a homogeneous medium with a phase transition in the
COMSOL Multiphysics software package, the classical system of nonstationary differential heat
conduction equations is solved, supplemented by the dependences of the physical properties of the solid
under study as a function of the phase state at a given point at a specified temperature:

ot
C,—+pC,ouVT +Vg= !
Popa " Pep e v
q= —«xVT 5 (2)
P =00 phasel + (1= 0P phase2 » ®
| day, 4
Cp zg(epphaselcpphasel +(1—9)Pphasechphase2)+L ar ’ @

o 1 (l_a)pphase2 =0 phasel
m =5 >
2 0P phasel (1-0) Pphase2

)

K =0k ppasel +(1=0)K ppg5e2 - (6)

where p is the density; C, is the heat capacity of material at constant pressure; « is thermal conductivity; u
is the velocity of the medium, in the problem under study is equal to zero; T is temperature; ¢ is time; 0 is
phase ratio at a given temperature; o, is mass ratio between phases; L is latent heat of phase transition; Q is
external heat flux. The indices phasel and phase2 indicate to which phase, solid or liquid, respectively, the
properties are related.

Equations (1) are solved with the following boundary conditions:
thermally insulated heater

~n-(~kVT) =0 )
heat exchange with the environment

—n-(~VT) =eo(Ti* — T4 )
¢ is the coefficient of surface radiation (emissivity factor of the medium), 7 is the temperature of the body
surface (ampoules), 7 is the temperature of the medium, ¢ is the Stefan-Boltzmann constant, n is the normal
vector to the heater face.

To construct a computer model, we set the geometric dimensions of the quartz ampoule in which the
material is grown, the temperature dependences of the parameters of the polycrystalline material and the melt
(the coefficient of thermal conductivity x(7), the heat capacity C(7), density p(7)), as well as the melting
point of TEM and the phase transition heat L.

The model allows in a wide range to change the geometric and temperature parameters of the growth
installation, as well as the characteristics of the material in the solid and molten states.

Results of computer simulation of the process of growing Bi,Te; based thermoelectric
material by vertical zone melting

The process of growing the synthesized material Bi,Tes;-Sh,Tes, in a quartz ampoule, with a wall
thickness of 3 mm, an ingot length of 250 mm, diameter d = 24 mm, was considered. The temperature of
the heater varied within 680-950 ° C, height from 24 to 96 mm.
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The dependence of the crystallization front shape on the width of the molten zone (height of the
heater /) at different temperatures was investigated.

The computer model of the vertical zone melting process and the appearance of the crystallization
front are shown in Fig.3.

heater T=680, heater h=48 Contour: Temperature (K) Surface: Temperature (k)
mm T T T T T T

800

T0 R

60 -

50

40 -

20p

-50 -40 -30 -20 -10 0 10 20 30 40 50 80 70 80 90 100 110 mm

Fig. 3. Computer model and schematic of crystallization front in the process
of vertical zone melting with the furnace height h=48mm, T= 68(°C.

As is known [3], the crystallization front is an indicator of the thermal conditions that are created
during the growing process. The crystallization front shape is determined by the kinetic and thermal
conditions of the vertical zone melting process and characterizes the structure of the crystal grown. The
coefficients of the distribution of impurities in the crystal and its mechanical properties depend on the
crystallization front shape. Therefore, one of the most important tasks in obtaining crystals by the method of
vertical zone melting is to maintain the optimal front shape throughout the entire process of growing TEM.

The results of simulation according to the described program showed that when growing, for
example, an ingot with a diameter d = 24 mm with a heater height # = 24 mm (the height of the heater is
equal to the diameter of the grown crystal & = /d), the temperature at which the flat crystallization front is
formed corresponds to the value 7= 860 °C (Fig.4).

The crystallization front shape at a height of the heater from 2d to 4d for different temperatures is
shown in Figs. 5 — 7.

h =24 mm

HTemp

800
= 850
= 360
— 870

M -5 280

200

Fig. 4. Crystallization front shape with the furnace height h=1d for different temperatures.
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Fig. 5.Crystallization front shape with the furnace height h=2d for different temperatures.
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Fig. 7. Crystallization front shape with the furnace height h=4d for different temperatures.

As can be seen from the figures, with the increase in the height of the furnace, for a given temperature, the
crystallization front is aligned. One can also notice that for 2 = 3d and 4d, the crystallization front is flat at the same
heater temperatures from 745° C to 750° C, which are optimal for the growth of a given material, and conclude
that 2 = 3d is the optimal heater parameter.

Conclusion
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It is shown that the developed computer model of the vertical zone melting process makes it possible to

investigate the crystallization front shape, which is the main technological characteristic of growth, as well as to

determine the optimal growing conditions for multicomponent thermoelectric materials.

The crystallization front shape in the wide limits of the change in the geometric and temperature parameters

of the heater is studied. It is determined that homogeneous monocrystal structures can be obtained at a height of the

heater equal to three diameters of the grown ingot h = 3d and an optimum temperature of 745 — 750° C.
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AUTOMATION AND COMPUTERIZATION OF MEASUREMENTS OF
THERMOELECTRIC PARAMETERS OF MATERIALS

The results of development of the automation system for measuring the thermoelectric properties of materials
and their data processing are presented. The measurement control unit is based on a multichannel analog-to-
digital converter. Measurement process control, processing and display of results are carried out using a
computer to which the measurement unit is connected via a standard USB channel. The results are displayed
as graphs and tables. The developed automation system is universal and allows realizing both classic
stationary methods of measuring thermoelectric properties of materials and complex measurement algorithms
with increased speed. An example of using the developed system to determine the thermoelectric properties of
a material by the complex absolute method is given. Bibl. 9, Fig. 5.

Key words: electrical conductivity, thermoEMF, thermal conductivity, thermoelectric material, automation,
computerization.

Introduction

General characterization of the problem.

It is known that success in thermoelectricity to a large extent depends on the quality of thermoelectric
material, which is determined by the figure of merit of material Z and which governs the efficiency of
thermoelectric power converters, namely generator efficiency, maximum temperature difference and
coefficient of performance of coolers, heating coefficient of heaters [1, 2]. To improve the figure of merit Z,
experimental methods for optimizing materials are used, in which the correct measurement of their
parameters plays a decisive role [3].

One of the best for determining the quality of materials is a complex absolute method. It has
important advantages:

- measurement of electrical conductivity o, thermoEMF a and thermal conductivity «k is carried out
simultaneously on the same sample which reduces errors in determining the figure of merit Z;

- thermoelectric parameters are found from classical formulae without applying corrections;

- the method allows minimizing various errors.

In [4-8], the results of comprehensive studies conducted at the Institute of Thermoelectricity of the
National Academy of Sciences of Ukraine and Ministry of Education and Science of Ukraine aimed at
developing methods to minimize the errors of the absolute method are presented. The result of these studies
is creation of measuring equipment, the accuracy of which in determining the figure of merit is 3-5 times
higher than the accuracy of measurement using other methods.

In [9], methods are also given for increasing the speed with the use of the absolute method by
applying alternating current pulses to accelerate the achievement of steady-state conditions in the samples
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under study, as well as programmed forced heating of the sample and thermostat. The implementation of
these complex algorithms requires complete automation of the measurement process. In addition, it will
eliminate possible human errors when measuring electrical signals, processing them to determine o, o, K, Z,
when building graphs and tables that determine the dependence of these parameters on the concentration of
impurities, the composition and structure of the material and other factors.

Therefore, the purpose of the work was to create a computerized measurement control system for
automation of the processes of determining thermoelectric properties, processing and displaying their
results.

Requirements to automation of measurements

The scheme of the complex absolute method, taken as a basis for the creation of automated
equipment, is shown in Fig. 1

4
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Fig. 1. Complex absolute method of measuring thermoelectric parameters of materials.
1 — sample under study; 2 — reference heater; 3 — mounting pad; 4 — thermostat;
5 —screen; 6 — screen heater; 7 — clamp; 8, 9 — measuring thermocouple probes,

10 — zero thermocouple; 11, 12 — sample conductors, 13 — thermostat thermocouple;

Lsampie: Usampie — current through the sample and voltage drop between measuring thermocouple probes when
measuring electrical conductivity; E, — thermoEMF between identical legs of thermocouple probes; T;, and T.— “hot’
and “cold” temperature on the sample; L tpearer, Urephearer — SUpply current and voltage of reference heater when
measuring thermal conductivity; Ly, peaer — SUpply current of screen heater,

’

Tpackg heater — SUpply current of background heater.
Thermoelectric parameters of sample under study are determined by the formulae
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where / is the distance between the probes, S is the cross-sectional area of the sample.

To implement such a method, the measurement control system should have:

- means for setting and maintaining the temperature of the measuring thermostat over a wide
temperature range (thermostat, power supply, control thermocouple, etc.);

- adjustable power supply for passing current through the sample when measuring electrical
conductivity, current switch;

- adjustable power supply of the reference heater;

- adjustable power supply of the screen heater;

- means for maintaining a zero temperature difference between the reference and screen heaters
(thermostat, power supply, control zero-thermocouple, etc.);

- high-precision voltage meter with a resolution of not less than 1 puV;

- the ability to set the required cyclogram of switching on/off power supply units and the moments of
recording the measurement results of all measuring channels (temperatures of "hot" and "cold" probes,
voltage drop between the probes, current and voltage values through the sample, current and supply voltage
of the reference heater);

- the ability to transfer measurement results to a computer for their further processing, plotting
graphs and tables, forming a sample passport.

Description of the measurement control unit

Universal units have been developed that have discrete control inputs and corresponding analog
outputs. By combining these units and controlling them according to the required cyclogram using a
programmable controller, one can create various settings which make it possible to implement any method of
measuring parameters of thermoelectric materials. A system for measuring automation has also been
developed, the block diagram of which is shown in Fig. 2. It is based on a 24-bit 8-channel analog-to-digital
converter (ADC) 4 with differential inputs, the range of measured voltages of which is + (5 uV —2.5 V).
Differential inputs of the ADC allow high-precision measurements of voltages in the electrical circuits of
various units, which may have different power sources.

The system also includes intelligent keys 6 and 7 with their short circuit and over-current protection
circuitry. The use of such keys ensures high reliability of the installation, preventing its failure during
malfunctions in power circles. The use of modern field-effect transistors manufactured using MOSFET
technology with low resistance in the open state as an element base reduces heat generation on it, which
eliminates the need for radiators. The keys are able to switch up to 600 watts of load.

An adjustable stable voltage source 8 is used to supply the reference heater with a stable voltage. It
can provide a reference heater with power up to 10 W.

Electronic switch 9 allows one to enable or disable the current through the sample, change the
direction of the current, and also supply it with alternating current. The switch is assembled according to
the H-bridge scheme on the basis of powerful field-effect MOSFET transistors. The current of the
electronic switch may be in the range from 0.01 to 8.0 A.
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Fig. 2. Block-diagram of automation of measurement of thermoelectric
parameters of materials by complex absolute method.
1 — measuring unit; 2 — measurement control unit; 3 — computer;
4 — analog to digital converter; 5 — controller, 6, 7 — switches;
8, 10 — regulated voltage sources; 9 — electronic switch;
11 — synchronous detector, 12 — power supply unit.

An adjustable source of stable current 10 provides current through the sample, which can be set
between 0.05 A and 4.0 A. Synchronous detector 11 allows one to accurately detect alternating voltages, as
well as to measure the pulse values of voltages on the sample. The synchronous detector is assembled
according to a key scheme, with various discrete control inputs, by controlling which it is possible to
realize various modes of operation with a pulsed power supply of the sample.

The system contains an actuator control unit. In this method, the sound buzzer as an actuator signals
the end of the cycle or the completion of work. If the system is used in equipment to study the
heterogeneity of samples, this unit can control the motors to create a programmable movement of probes
over the surface of the sample under study.

Programmable controller 5 contains two PID-PWM temperature controllers, the discrete outputs of
which provide automatic or manual operation of the installation in accordance with specified cyclograms
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and algorithms of work and input for processing the signal coming from the ADC.

The power supply unit of installation 12 is assembled on the basis of a power toroidal transformer
and linear voltage regulators without high-frequency noise inherent in pulsed power supplies, which
improves the measurement accuracy.

The measuring unit is connected via USB to a personal computer 3, where cyclograms of
measurements are set, necessary calculations are made, corresponding graphs are built and measurement
protocols are formed.

When using a measuring unit designed for a temperature range of 30 - 500 ° C, the system is
designed to work as follows.

One controller thermostat through a key controls the thermostat heater, which maintains the
background temperature TO with an error of no more than £ 0.1 ° C. The value of the background
temperature is set at the controller input from the table specified on the computer. The second thermostat of
the screen heater maintains zero temperature difference between the reference and screen heaters with an
error of no more than + 0.1 ° C. The electronic switch provides a direct, reverse and alternating current
through the sample using a controlled current source. A synchronous detector rectifies alternating voltages
on a sample, if the electrical conductivity is measured on alternating current. An analog-to-digital converter
measures the background temperature, the temperature of thermocouple probes, the voltage drop between
the probes, the current through the sample, the voltage and the current through the reference heater. All
measured signals are sent to the controller, where they are normalized to specific physical quantities, and
then enter a personal computer for calculations and plotting in a given temperature range. The sequence of
measurements and time dwells between them are specified in the cyclogram, which the operator forms
before starting the measurements.

The technical characteristics of the developed system make it possible to carry out measurements for
a wide range of parameters of the materials studied: electrical conductivity - from 10 to 10.000 Q" cm™;
thermoEMF - from + 10 to £+ 500 uV / K; thermal conductivity - from 0.1 to 20 W/(m K) (for samples with
a diameter of 6-8 mm and a length of 8 — 13 mm).

The developed system is universal. The number and characteristics of control and measurement
channels allows it to be used for other measurement methods — the comparative method, the Harman
method, methods for studying the heterogeneity of ingots and discs of thermoelectric materials, and the like.

Software for computerization of measurements

The system is controlled by a computer with the SThEM software, developed jointly with Tereks
Scientific Production Enterprise (Kyiv, Ukraine). The program allows one to perform real-time
measurements, process the measurement result, display data on the screen in the form of graphs and tables,
save them on a computer, export to MS Excel, print.

The “SThEM” measurement control program has a standard structure adopted in the Windows
operating system (Fig. 3). It comprises measurement process control tools (experiment setup windows,
indicators for switching on/off current through the sample, powering the hot probe heater, etc), the area for
plotting measurement results, tables with the measured and calculated values of the sample properties.

The SThEM program also sets the parameters of the control unit — the settings of the measuring
channels and temperature controllers.

Each of the eight measuring channels can be configured using the polynomial dependence of the 7"
power between the measured signal )X; and the output signal Y;

Y =a,+alX, +azX’2 +a3Xl_2 +a4X,.4+ain5 +a6Xl_6+a7Xl_7, 5
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Fig. 3. Appearance of the main window of the STheM program for control of measurement process.

where ay - a; are polynomial coefficients of each channel assigned by the operator.

This makes it possible, with a high accuracy (up to 0.1 pV), to convert the thermopower of the
measuring thermocouples into degrees in accordance with their calibration characteristics, as well as the
coefficients of conversion of other signals in accordance with the reference resistance used, voltage
dividers, and the like.

Before starting the measurements, the operator enters information about the sample under
investigation into the window of setting the experiment parameters (Fig.4) and selects the desired
temperatures, whereby measurements will be carried out automatically.

The program also allows forming the cyclogram of measurements (Fig.5) - the moments of
recording the readings of the measuring channels, turning the current on and off through the sample,
powering the reference heater and the like.

On the basis of the developed control system, the automation of measuring equipment "ALTEC-
10001" and "ALTEC-10001M" was carried out for measuring the thermoelectric properties of materials in

the temperature ranges of 30 — 500 © C and 30 — 900 ° C,

Tosk * | respectively.
Sample Parameters
Sample Nurnber: 12122018 |
Information about the sample. Bi-Te (01/03/2018) |
I, sm: 08
S, sm: 0.4
Sample Geomety: L=12 mm |
Riesponsible for measuing Havlick MY, |
Temperatures Table
No [T,.T T |
=1 25
2 50
g Fig. 4. The window of setting the experiment parameters
4 100
8 | in the STheM software
B 150
7 175
8 200
3 225
s 110|250
Rows: 10, Selected Rows: 10
Ed add 2 insert ‘ Bl pelets ‘
Open H Save
|| Demonstration Mode
‘V’ i ‘ |% Cancel ‘ ‘ 7 Help ‘

ISSN 1607-8829

Journal of Thermoelectricity Ne3, 2018

85



L.I. Anatychuk, M.V. Havryliuk, V.V. Lysko, V.A. Tiumentsev
Automation and computerization of measurements of thermoelectric parameters of materials

Algorithm X
Measuiements
Mo [T, [T [T [V [T [u [1 L [Us
1 1
2 o & & 18
3 & &
4 i
] & & M
Fows: &
Cyclogram
i Action Time, 5 fal
1 FhwiM of back. hester On a
2 Fhald of back. heater Off 3600 . . .
) E T p——— - Fig. 5. The window of forming the cyclogram of measurements
4 P of soreen heater OFf 3600 in the STheM software
1 Current through the sample On 2600
[ Current thraugh the sample OFf 2605
7 Reference heater On 2700
g FReference heater OFf 3600
El Rewerse curent On $2602
10 |Reverse curent O 2605 v
Rows: 18
Open H  Save
‘ W oK | | 94 Cancal | ‘ 7 Help

Conclusion

1.

A universal electronic control system has been developed that allows the implementation of
automated measurements of thermoelectric properties by various methods, including the complex
absolute method. Automated measuring equipment based on such a system allows measurements for
a wide range of parameters of the materials under study: electrical conductivity - from 10 to
10.000 Q'sm™; thermoEMF - from + 10 to + 500 pV/ K; thermal conductivity - from 0.1 to 20 W/
(m K). A universal electronic control system has been developed that allows the implementation of
automated measurements of thermoelectric properties by various methods, including the complex
absolute method. Automated measuring equipment based on such a system allows measurements for
a wide range of parameters of the materials under study: electrical conductivity - from 10 to
10.000 Q' sm™; thermoelectric power - from + 10 to + 500 pV / K; thermal conductivity - from 0.1
to 20 W/ (m K).

2. Software for computerization of the measurement process has been created. The program allows one
to perform real-time measurements, process their results, display the measurement results on the
screen in the form of graphs and tables, save them on a computer, export to MS Excel and print the
passport of the studied sample.
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ABTOMATHU3ALIA TA KOMII'IOTEPU3ALISA BUMIPIOBAHD
TEPMOEJIEKTPUYHUX ITAPAMETPIB MATEPIAJIIB

Ilpedcmaeneno  pesynomamu  po3poOKu — cucmemu — asmomMamusayii  npoyecy — 6UMIPIOGAHb
mepMoeNeKmpudHUx —gracmugocmeti mamepianie i 00podku ix pesyromamie. bnox kepysamms
BUMIPIOBAHHAMU NOOYO0BAHO HA OCHOBI 6A2AMOKAHATBLHOZO AHAL02060-UUDPOBO2O Nepemeoprosad.
Ynpaeninna npoyecom eumiproganv, 06podxka ma 6i00OpadiCenHs pe3yibmamie NpoeooAmvbCsa 3d
00nOMO2010 KoMN'tomepa, 00 AK020 00K BUMIPIOBAHb NIOKIIOYAEMbCs no cmanoapmuomy kanary USB.
Peszyromamu sioobpasicaromecs y euensidi epaghixie i madauys. Po3pobnena cucmema agmomamuszayii
€ VHIBEpCaNbHOIO ma 00360J€ Peanizosy8amu K KIACUYHI CMAYIOHAPHI Memoou GUMIPIOBAHb
mepMOeNeKmpUdHUX — 8lacmueocmell mamepianie, mMaxk 1 CKIAOHI al2opummu 6UMIPIOBAHL 3
niosuwgenoio weuokodicio. Haseoeno npuxinad suxopucmants pospooieHoi cucmemu Oisi 6USHAYEHHS
mepMOoeNeKMmpPUdHUX 8IACIUBOCHIEl MAMePIANy KOMIIeKCHUM abcontomuum memoodom. bion. 9, puc. 5.
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USB. Pesynomamol omobpadicaiomcsi 8 6ude 2paguxos u mabauy. Paspabomannas cucmema
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KioueBble clioBa: 3J1€KTpONPOBOAUMOCTb, TepMOEPC, TermonpoBoanMOCTb, TEPMOIICKTPUICCKUI
MaTepHuall, aBTOMATU3aIs], KOMIIBIOTePH3AIIH.

References

1. Ioffe A.F. (1960). Poluprovodnikovyie termoelementy (Semiconductor thermoelements). Moscow-
Leningrad: AN SSSR [in Russian].

2. Anatychuk L.I. (1978). Termoelementy i termoelektricheskiie ustroistva (Thermoelements and
thermoelectric devices). Kyiv: Naukova dumka [in Russian].

3. V. Lysko. (2015). Metrology of materials and its role in development of thermoelectricity. Proc. of
XVI International Forum on Thermoelectricity. (Paris, France, 2015).

4. Anatychuk L.I., Lysko V.V. (2012). Investigation of the effect of radiation on the precision of
thermal conductivity measurement by the absolute method. J.Thermoelectricity, 1, 67-76.

5. Patent of Ukraine Ne 71614 (2012). Anatychuk L.I., Lysko V.V. Device for determining the
electrical conductivity, thermal conductivity and thermoEMF of thermoelectric materials [in
Ukrainian].

6.  Anatychuk L.I., Lysko V.V. (2014). Methods for assuring high quality electric and thermal contacts
when measuring parameters of thermoelectric materials. J. Thermoelectricity, 4, CTOP ?

7. Anatychuk L.I., Lysko V.V. (2014). On improvement of the accuracy and speed in the process of
measuring characteristics of thermoelectric materials. J. Electronic Materials, 43(10), 3863-3869.

8.  Lysko V.V. (2016). On the temperature dependences of errors in measuring thermal conductivity by
the absolute method. J. Thermoelectricity, 2.

9.  Anatychuk L.I., Lysko V.V. (2014). Increasing the rapidity of thermal conductivity measurement by
the absolute method. J. Thermoelectricity, 5.

Submitted 10.07.2018

88 Journal of Thermoelectricity Ne3, 2018 ISSN 1607-8829



ARTICLE SUBMISSION GUIDELINES

For publication in a specialized journal, scientific works are accepted that have never been
printed before. The article should be written on an actual topic, contain the results of an in-depth
scientific study, the novelty and justification of scientific conclusions for the purpose of the article (the
task in view).

The materials published in the journal are subject to internal and external review which is
carried out by members of the editorial board and international editorial board of the journal or experts
of the relevant field. Reviewing is done on the basis of confidentiality. In the event of a negative
review or substantial remarks, the article may be rejected or returned to the author(s) for revision. In
the case when the author(s) disagrees with the opinion of the reviewer, an additional independent
review may be done by the editorial board. After the author makes changes in accordance with the
comments of the reviewer, the article is signed to print.

The editorial board has the right to refuse to publish manuscripts containing previously
published data, as well as materials that do not fit the profile of the journal or materials of research
pursued in violation of ethical norms (for instance, conflicts between authors or between authors and
organization, plagiarism, etc.). The editorial board of the journal reserves the right to edit and reduce
the manuscripts without violating the author’s content. Rejected manuscripts are not returned to the
authors.

Submission of manuscript to the journal

The manuscript is submitted to the editorial office of the journal in paper form in duplicate and
in electronic form on an electronic medium (disc, memory stick). The electronic version of the article
shall fully correspond to the paper version. The manuscript must be signed by all co-authors or a
responsible representative.

In some cases it is allowed to send an article by e-mail instead of an electronic medium (disc,
memory stick).

English-speaking authors submit their manuscripts in English. Russian-speaking and Ukrainian-
speaking authors submit their manuscripts in English and in Russian or Ukrainian, respectively. Page
format is A4. The number of pages shall not exceed 15 (together with References and extended

abstracts). By agreement with the editorial board, the number of pages can be increased.
To the manuscript is added:

1. Official recommendation letter, signed by the head of the institution where the work was
carried out.

2. License agreement on the transfer of copyright (the form of the agreement can be obtained
from the editorial office of the journal or downloaded from the journal website — Dohovir.pdf). The
license agreement comes into force after the acceptance of the article for publication. Signing of the
license agreement by the author(s) means that they are acquainted and agree with the terms of the
agreement.

3. Information about each of the authors — full name, position, place of work, academic title,
academic degree, contact information (phone number, e-mail address), ORCID code (if available).
Information about the authors is submitted as follows:

authors from Ukraine - in three languages, namely Ukrainian, Russian and English;

authors from the CIS countries - in two languages, namely Russian and English;

authors from foreign countries — in English.

4. Medium with the text of the article, figures, tables, information about the authors in electronic

ISSN 1726-7714 Journal of Thermoelectricity Ne6, 2017 89



form.
5. Colored photo of the author(s). Black-and-white photos are not accepted by the editorial
staff. With the number of authors more than two, their photos are not shown.

Requirements for article design

The article should be structured according to the following sections:

- Introduction. Contains the problem statement, relevance of the chosen topic, analysis of recent
research and publications, purpose and objectives.

- Presentation of the main research material and the results obtained.

- Conclusions summing up the work and the prospects for further research in this direction.

- References.

The first page of the article contains information:

1) in the upper left corner — UDC identifier (for authors from Ukraine and the CIS countries);

2) surname(s) and initials, academic degree and scientific title of the author(s);

3) the name of the institution where the author(s) work, the postal address, telephone number, e-
mail address of the author(s);

4) article title;

5) abstract to the article — not more than 1 800 characters. The abstract should reflect the
consistent logic of describing the results and describe the main objectives of the study, summarize the
most significant results;

6) key words — not more than 8 words.

The text of the article is printed in Times New Roman, font size 11 pt, line spacing 1.2 on A4
size paper, justified alignment. There should be no hyphenation in the article.

Page setup: “mirror margins” — top margin — 2.5 c¢cm, bottom margin — 2.0 ¢cm, inside — 2.0 cm,
outside — 3.0 cm, from the edge to page header and page footer — 1.27 cm.

Graphic materials, pictures shall be submitted in color or, as an exception, black and white,
in .opj or .cdr formats, .jpg or .tif formats being also permissible. According to author’s choice, the
tables and partially the text can be also in color.

Figures are printed on separate pages. The text in the figures must be in the font size 10 pt. On
the charts, the units of measure are separated by commas. Figures are numbered in the order of their
arrangement in the text, parts of the figures are numbered with letters — a, b, .. On the back of the
figure, the title of the article, the author (authors) and the figure number are written in pencil. Scanned
images and graphs are not allowed to be inserted.

Tables are provided on separate pages and must be executed using the MSWord table editor.
Using pseudo-graph characters to design tables is inadmissible.

Formulae shall be typed in Equation or MatType formula editors. Articles with formulae
written by hand are not accepted for printing. It is necessary to give definitions of quantities that are
first used in the text, and then use the appropriate term.

Captions to figures and tables are printed in the manuscript after the references.

Reference list shall appear at the end of the article. References are numbered consecutively in the
order in which they are quoted in the text of the article. References to unpublished and unfinished
works are inadmissible.

Attention! In connection with the inclusion of the journal in the international bibliographic
abstract database, the reference list should consist of two blocks: CITED LITERATURE and
REFERENCES (this requirement also applies to English articles):

CITED LITERATURE - sources in the original language, executed in accordance with the
Ukrainian standard of bibliographic description DSTU 8302:2015. With the aid of VAK.in.ua

90 Journal of Thermoelectricity Ne6, 2017 ISSN 1726-7714



(http://vak.in.ua) you can automatically, quickly and easily execute your “Cited literature” list in
conformity with the requirements of State Certification Commission of Ukraine and prepare references
to scientific sources in Ukraine in understandable and unified manner. This portal facilitates the
processing of scientific sources when writing your publications, dissertations and other scientific
papers.

REFERENCES - the same cited literature list transliterated in Roman alphabet
(recommendations according to international bibliographic standard APA-2010, guidelines for
drawing up a transliterated reference list “References” are on the site http//www.dse.org.ua, section for
authors).

To speed up the publication of the article, please adhere to the following rules:
e in the upper left corner of the first page of the article — the UDC identifier;
o family name and initials of the author(s);
e academic degree, scientific title;
begin a new line, Times New Roman font, size 12 pt, line spacing 1.2, center alignment;
e name of organization, address (street, city, zip code, country), e-mail of the author(s);
begin a new line 1 cm below the name and initials of the author(s), Times New Roman font, size
11 pt, line spacing 1.2, center alignment;

o the title of the article is arranged 1 cm below the name of organization, in capital letters, semi-

bold, font Times New Roman, size 12 pt, line spacing 1.2, center alignment. The title of the
article shall be concrete and possibly concise;

o the abstract is arranged 1 cm below the title of the article, font Times New Roman, size 10 pt,
in italics, line spacing 1.2, justified alignment in Ukrainian or Russian (for Ukrainian-speaking
and Russian-speaking authors, respectively);

o key words are arranged below the abstract, font Times New Roman, size 10 pt, line spacing 1.2,
justified alignment. The language of the key words corresponds to that of the abstract.
Heading “Key words” - font Times New Roman, size 10 pt, semi-bold;

¢ the main text of the article is arranged 1 cm below the abstract, indent 1 c¢cm, font Times New
Roman, size 11 pt, line space spacing 1.2, justified alignment;

o formulae are typed in formula editor, fonts Symbol, Times New Roman. Font size is “normal”

— 12 pt, “large index” — 7 pt, “small index” — 5 pt, “large symbol” — 18 pt, “small symbol” —
12 pt. The formula is arranged in the text, center aligned and shall not occupy more than 5/6
of the line width, formulae are numbered in parentheses on the right;

o dimensions of all quantities used in the article are represented in the International System of
Units (SI) with the explication of the symbols employed;

o figures are arranged in the text. The figures and pictures shall be clear and contrast; the plot
axes — parallel to sheet edges, thus eliminating possible displacement of angles in scaling; figures are
submitted in color, black-and-white figures are not accepted by the editorial staff of the journal;

e tables are arranged in the text. The width of the table shall be 1 cm less than the line width.

Above the table its ordinary number is indicated, right alignment. Continuous table numbering
throughout the text. The title of the table is arranged below its number, center alignment;

o references should appear at the end of the article. References within the text should be

ISSN 1726-7714 Journal of Thermoelectricity Ne6, 2017 91



enclosed in square brackets behind the text. References should be numbered in order of first
appearance in the text. Examples of various reference types are given below.

Examples of LITERATURE CITED

Journal articles

Anatychuk L.I., Mykhailovsky V.Ya., Maksymuk M.V., Andrusiak 1.S. Experimental research
on thermoelectric automobile starting pre-heater operated with diesel fuel. J. Thermoelectricity. 2016.
Ne4. P.84-94.

Books

Anatychuk L.I. Thermoelements and thermoelectric devices. Handbook. Kyiv, Naukova
dumka, 1979. 768 p.

Patents
Patent of Ukraine Ne 85293. Anatychuk L.I., Luste O.J., Nitsovych O.V. Thermoelement.

Conference proceedings

Lysko V.V. State of the art and expected progress in metrology of thermoelectric
materials. Proceedings of the XVII International Forum on Thermoelectricity (May 14-18,
2017, Belfast). Chernivtsi, 2017. 64 p.

Authors’ abstracts

Kobylianskyi R.R. Thermoelectric devices for treatment of skin diseases: extended
abstract of candidate’s thesis. Chernivtsi, 2011. 20 p.

Examples of REFERENCES

Journal articles

Gorskiy P.V. (2015). Ob usloviakh vysokoi dobrotnosti i metodikakh poiska perspektivnykh
sverhreshetochnykh termoelektricheskikh materialov [On the conditions of high figure of merit and
methods of search for promising superlattice thermoelectric materials]. Termoelektrichestvo -
J.Thermoelectricity, 3, 5 — 14 [in Russian].

Books
Anatychuk L.I. (2003). Thermoelectricity. Vol.2. Thermoelectric power converters. Kyiv, Chernivtsi:
Institute of Thermoelectricity.

Patents

Patent of Ukraine Ne 85293. Anatychuk L. I., Luste O.Ya., Nitsovych O.V. Thermoelements
[In Ukrainian].

Conference proceedings

Rifert V.G. Intensification of heat exchange at condensation and evaporation of liquid in 5 flowing-
down films. In: Proc. of the 9" International Conference Heat Transfer. May 20-25, 1990, Israel.

Authors ‘abstracts
Mashukov A.O. Efficiency hospital state of rehabilitation of patients with color carcer. PhD
(Med.) Odesa, 2011 [In Ukrainian].

92 Journal of Thermoelectricity Ne6, 2017 ISSN 1726-7714



	)0_Titulka_03_18.pdf
	00_Content_eng.pdf
	01_gorskiy.pdf
	02_nykyruy.pdf
	03_gaidar.pdf
	04_prybyla.pdf
	05_kobylianskyi.pdf
	06_maximuk.pdf
	07_nitsovych.pdf
	08_Лисько.pdf
	09_rules_eng.pdf

