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GENERAL PROBLEMS
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THE ROLE OF MICROCALORIMETRIC RESEARCH IN
MEDICINE AND PHARMACY

The article is devoted to an overview of some practical applications of microcalorimetric research
methods for the needs of medical and pharmaceutical science and practice. The laws of
thermodynamics are the main regulator of chemical processes, i.e. the processes of metabolism in
biological systems. Biological thermodynamics deals with the quantitative study of the energy
transformations occurring in living organisms, structures and cells, or the nature and function of
the chemical processes underlying these transformations. Microcalorimetry is an indispensable
tool for determining the thermodynamic parameters of a system, which is necessary both in the
study of the structure of the biological system and the processes occurring in the system. The
effects of drugs on the biological system and the processes of creating new drugs are also
characterized by changes in thermodynamic parameters. Bibl. 43.

Key words: microcalorimetry, thermodynamics, phase transitions, medicine, pharmacy

Introduction

Microcalorimeters are devices for measuring the small amount of heat that occurs in closed
volumes, called reaction chambers. Microcalorimetric studies are important in medicine and
pharmacy, since most physico-chemical and biological processes are accompanied by thermal effects,
yielding fundamental information on the nature of energy conversion in the system. Microcalorimeters
are used to study the phase transitions in solid and liquid states, the formation of complexes,
equilibrium constants, to study the interactions between solids and gases and liquids, to measure the
heat of hydration, dissolution, adsorption, enthalpy, heat, and thermal conductivity. Also, important is
the ability to study the thermogenesis of microorganisms, metabolic processes at different levels of
living system organization, etc. [1].

Microcalorimeters are classified by thermal measurement conditions and by the interaction of
the reaction chamber with the environment [2].
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Main part
Thermodynamics of biological systems

The laws of thermodynamics have been developed for many years as fundamental rules that are
satisfied when energy is exchanged in a thermodynamic system. The implications of the laws of
thermodynamics are relevant to almost every aspect of scientific research.

Such concepts as thermal energy, temperature, heat transfer, thermodynamic process are
handled to understand the laws of thermodynamics [3]. The laws of thermodynamics do not take into
account the specific nature of heat transfer at the atomic or molecular level, but characterize the total
energy and thermal transitions in the system [4].

A living organism is an energy system where the same laws of thermodynamics apply as in
inanimate nature. There are various energy processes in the biosystems: breathing, photosynthesis,
muscle contraction, transport of substances, etc. Processes that take place in biosystems are
irreversible (non-equilibrium), that is, when the system goes from one state to another, it is impossible
to return to the initial state without additional energy flow from the outside. The study of the
biological process presents the following three tasks: the transfer of energy, which depends solely on
the initial and final state of the system; the mechanism of reactions involved; the speed of these
reactions.

According to the first law of thermodynamics, different types of energy can pass from one kind
to another, but with these transformations energy does not disappear and does not appear from
nothing. The implementation of the first law of thermodynamics for biological systems was proved in
1780 by Antoine Lavoisier and Pierre Laplace. They measured the amount of heat (at the rate of snow
melting) and carbon dioxide released by the guinea pig during its life, and compared these values with
the thermal effect of combustion reactions on CO, products. The results showed that there was no
difference between the internal energy of the consumption products and the heat that was emitted. This
proves that living organisms are not independent suppliers of energy, but merely transform one type of
energy into another. The application of the first law of thermodynamics to living systems is that the
energy supplied to living organisms by food is distributed in the process of consumption
into two parts:

- released into the environment in the form of heat and energy contained in life products;
- deposited in cellular material.

The sum of these two parts is equal to the internal energy of the food supplied to the body [5].

The first law of thermodynamics of biological systems indicates that an arbitrary biological
system (cell, human body, etc.) is an open thermodynamic system. This law establishes quantitative
relationships between the amount of heat, the work, and the change in the internal energy of a
thermodynamic system, but does not determine the direction of thermodynamic processes.

The energy balance of the body is studied by direct and indirect calorimetry. In the former case,
a person is placed in an isolated chamber, in which the amount of heat radiated by a living organism
during various processes of normal physiological activity is determined. Indirect calorimetry is based
on calculation methods using respiratory coefficients (the ratio between the amount of carbon dioxide
that is released and the amount of oxygen that is absorbed, for carbohydrates it is 1.0, for proteins -
0.8, for fats - 0.7) and the caloric equivalent of oxygen (the amount of heat released at a flow rate of
1 liter of oxygen, for carbohydrates it is 21.2 kJ, for proteins - 20.09 kJ, for fats - 19.6 kJ).

Enthalpy is often used to describe thermal effects in biological systems (showing the total heat
content of the system), since all processes in cells occur at constant pressure:

AH =AU+ pAY,
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here, p'AV is a “non-mechanical work.

Enthalpy reflects the ability of systems to perform non-mechanical work and release heat, as
well as the number and types of chemical bonds in reagents and reaction products. Enthalpy is a
function of state, so it is impossible to determine the absolute value of enthalpy, but the enthalpy
change associated with the thermodynamic process can be measured accurately. In the isochoric
process, all the heat received by the system goes to a change in internal energy, that is, Qy=AU.
Therefore, the change in internal energy in a certain process can be measured when it flows in a
calorimeter at a constant volume. In an isobaric process, the system spends heat to perform work,
therefore Op= AH.

Sufficient accuracy in measuring the energy balance is achieved if the body does not perform
mechanical work and does not accumulate biomass. In this case, the energy changes AH in the
biological system can be accurately recorded by a calorimeter when measuring the heat released. If
H > 0, the heat is absorbed and the reaction is called endothermic. If AH <0, then the system releases
heat, and the reaction is called exothermic. Most metabolic reactions are exothermic. .

All the energy entering the body turns into heat. During the formation of ATP, only part of the
energy is stored, most of it is dissipated in the form of heat. If ATP energy is used by the functional
systems of the body, then most of this energy is also converted into heat. Part of the energy left in the
cells is spent on the functions they perform, but it still turns into heat. For example, the energy used by
muscle cells is spent on overcoming the forces of viscous resistance of muscles and other tissues.
Viscous movement causes friction, which causes the formation of heat, for example, the expenditure
of energy transmitted by the heart to the blood flow. During the movement of blood through the
vessels, all energy is converted into heat due to friction between the layers of blood and between the
blood and the walls of the vessels. So, in fact, all the energy that has been expended by the body
ultimately turns into heat, with the exception of the case when the muscles perform work with external
bodies [6].

For a long time, it was believed that only processes that are accompanied by a decrease in the
energy of the system (exothermic) proceed spontaneously. However, many unauthorized endothermic
processes (for example, dissolution of some salts, decomposition of carbonic acid, etc.) are known in
which heat is absorbed. At low temperatures, mainly exothermic reactions occur.

In chemical reactions, under the action of the same principle, atoms tend to merge into such
molecules, the formation of which leads to the release of energy (coupling reaction). But more likely
are those reactions that result in an increase in the number of particles (decomposition reactions).
Thus, unauthorized processes that occur without a change in energy state occur only in the direction in
which disorder in the system increases and it passes to a more probable state.

Among the thermodynamic functions characterizing the energy state of a biological object,
entropy plays an important role. Entropy characterizes energy costs usually in the form of heat during
irreversible processes. Thus, entropy reflects that part of the energy of the system that has been
dissipated, degraded in thermal form, and cannot be used to carry out work at a constant temperature.
In reverse processes the entropy change is zero (AS = 0), and in the case of irreversible it is positive
(AS> 0). Therefore, the smaller the energy gradients in a system and the more heat dissipated in the
form of degraded energy, the greater its entropy.

Energy is spent on ordering the system, so an ordered system has a certain amount of energy
and can do the work. This energy supply will inevitably be wasted due to insufficient isolation of the
system from the environment.

According to the Boltzmann-Planck formula, the entropy of a system is related to the probability:
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S=k-InW,

where S is entropy, k is the Boltzmann constant, ¥ is thermodynamic probability.

If we artificially create a closed isolated system with a very unlikely structure and leave it on its
own, then it will evolve into a more probable structure. Therefore, we conclude that probability has a
natural tendency to increase, as well as entropy. Entropy can be interpreted as a measure of disorder in
a physical system or as a measure of a lack of information about the structure of a system. Since
information can only be obtained as a result of energy expenditure, any experience that provides
information about the physical system or arbitrary physical measurements of system parameters can be
made as a result of increasing the entropy of the system or its environment. Moreover, the average
entropy increase according to the second law of thermodynamics is always greater than the
information obtained [7].

Entropy has positive values associated with increasing disorder and vice versa. In particular, the
release of structured water molecules surrounding the binding surfaces is generally considered to be a
source of positive entropy due to increased system disorder. Conversely, an increase in system
ordering due to, for example, the introduction of conformational constraints in the binding complex is
reflected by the negative entropy values [8].

The practical absence of reversible processes in biological systems causes the fact that all the
processes that occur in them are accompanied by an increase in entropy. So, in biosystems, not all the
free energy consumed by a particular process passes into useful work. Part of it dissipates in the form
of heat. The ratio of the amount of work done to the amount of free energy expended on it is called the
efficiency of the biological process.

Thus, muscle contraction is carried out with an efficiency of ~ 30%, glycolysis ~ 36%.
However, there are also processes that are close to the reverse, that is, the efficiency of which is high.
For example, the luminescence of some tropical insects has an efficiency of 98-99%, the discharge of
electric fish - 98%. The reason for this highly efficient use of free energy is not yet fully understood.
Thus, the more significant is the increase in entropy in a given process, the more probable is the
irreversibility of this process.

Living organisms retain low levels of entropy over time because they receive energy from the
environment in the form of food. This energy is released during the oxidation of the substance, which
is accompanied by the consumption of oxygen and the release of carbon dioxide.

The second law of thermodynamics implies the principle that total entropy must increase
steadily. Although thermodynamics does not independently describe processes as a function of time,
the second law of thermodynamics determines the direction in which the value of total
entropy increases.

The question is can the arbitrary process be reversed? The second law of thermodynamics
answers that this is possible by creating an equivalent or even greater disorder elsewhere. A clear
example is photosynthesis. Carbon dioxide, water, and other nutrients are absorbed by plants, and
complex molecules of carbohydrates are synthesized at their expense. This process is accompanied by
a decrease in entropy. Photosynthesis is impossible without sunlight. Therefore, the decrease in
entropy in the synthesis of carbohydrates in plants is offset by the increase in entropy in the Sun.
Many other important biochemical processes are also carried out with the reduction of entropy - the
formation of biopolymers (proteins, nucleic acids, etc.), the active transport of ions through cell
membranes, etc. But a living organism is an open system, and in it entropy can grow, remain
unchanged or decrease depending on the amount of entropy generated inside the system, its inflow
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from the outside or outflow into the environment. Our Universe is also not an isolated system, and
therefore it does not face “thermal death” - a state of maximum entropy.

Entropy is a driving force for the unfolding of proteins. The natural state of a protein is
characterized by a low value of entropy, since its conformation is very limited. On the other hand, the
expanded form can exist in many different conformations, even if each amino acid takes only three
positions, the polypeptide chain of 100 amino acids can take 3'° or 10* different conformations.
Since the result of the unfolding reaction of a protein can be in a large number of equivalent states in
comparison with the natural state, entropy increases during the unfolding reaction. During protein
folding, entropy loss must be balanced by the contribution of enthalpy to the free energy that promotes
folding. Significant non-covalent forces of hydrogen bonds and other physical interactions compensate
for small entropy. Changes in the entropy of the solvent - water - play an important role in
compensating for the loss of conformational entropy. In the natural state, many non-polar amino acid
residues, which are packed in protein, are sequestered (separated) away from water. In the unfolded
form, these residues are treated with water molecules that are formed around nonpolar residues into
cellular structures. The hydrogen bond network is reorganized so that the number of hydrogen bonds
remains. This ordering of water molecules reduces its entropy. When the protein folds, these water
molecules are released and the non-polar residues are separated from the water. The resulting recovery
of entropy through water is a dominant force in protein folding, and this effect is generally known as
the hydrophobic effect. Therefore, the solvent has a significant effect on biological reactions.

Entropy plays an important role in enzymatic catalysis. Usually, the reactions in solution are
slow due to the entropic cost of bringing the reagents and catalyst together. Two or more molecules
combined together into one entails significant entropy loss. On the other hand, when enzymes bind to
the substrate, the released bond energy is used to compensate for the entropy losses caused by the
formation of low-probability enzyme-substrate complexes as the enzyme-catalytic groups are very
precisely oriented. This is due to an increase in the dissociation constant of enzyme-substrate
complexes. Small losses of entropy occur during the stages of the chemical reaction, since the catalytic
groups are already properly oriented in the enzyme — substrate complexes, and therefore their effective
concentration is very high compared to the corresponding biochemical reactions that occur freely in
solution [9].

According to the second law of thermodynamics, spontaneous chemical reactions, which in
biological processes typically occur at constant temperature and pressure, are always accompanied by
a decrease in free energy. Free energy is the energy spent to perform useful work. All reactions occur
in the direction of the equilibrium state (where the free energy decreases no longer).

The stability of any isolated system is determined by the ratio of enthalpy and entropy factors.
The former characterizes the system’s desire for ordering, since this process is accompanied by a
decrease in internal energy, the second - shows a tendency to disorder, since this situation is most
likely. So, if in the process AS =0 - the degree of disorder does not change, then the process goes in
the direction of decreasing enthalpy, that is, AH <0. If in the process no energy changes occur
(AH = 0), then the process goes towards increasing entropy, that is, AS > 0.

As a criterion of arbitrariness in non-isolated systems, a new state function was introduced that
takes into account both of these factors. This state function for isobaric processes is called Gibbs
energy or isobaric isothermal potential G:

AG =AH - TAS.

For isochoric processes, a similar Helmholtz energy or isochoric isothermal potential F is introduced:

ISSN 1607-8829 Journal of Thermoelectricity Nel, 2020 9
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AF=AU-TAS.

At a constant temperature and pressure, only those processes can occur arbitrarily for which the
change in the Gibbs (or Helmholtz) energy is negative [8].

Lost free energy appears as heat (enthalpy) or an increase in entropy. Thus, spontaneous
chemical reactions on which life depends can occur with heat consumption, but only at the cost of an
increase in free energy. For example, protein unfolding consumes a large amount of heat and is an
example of a reaction caused by an increase in entropy. From the definition of entropy, when
considering a biological process at constant temperature, the entropy change is equal to the heat given
by the heat divided by the temperature. Since the heat of the protein unfolding is positive because it is
consumed, the entropy changes are always positive.

Pharmaceutical materials, crystalline and amorphous, absorb water from the atmosphere, which
affects critical drug development factors, such as the isolation of the crystalline form of the drug,
compatibility with excipients, dosage form selection, packaging and shelf life. In order to improve
knowledge of pharmaceutical materials and to bypass potential problems by studying the
thermodynamics of the interaction of solids with sorbed water, a study was conducted [10].

In the study of increasing the bioavailability of an effective therapeutic and prophylactic agent
of lovastatin, which blocks the initial stages of cholesterol synthesis, the thermodynamic parameters
(AG, AH, AS) characterizing the process of solubility of lovastatin in aqueous solution were
systematically determined along with other characteristics. The data obtained will ultimately enable
the development of the desired highly soluble, effective and safer lovastatin preparations [11].

The review [12] discusses the role of thermodynamics in allosteric mechanisms, that is, when
behavior in one part of a molecule changes due to a change that has occurred in another part of it.
Conformational changes are accompanied by a significant increase in entropy. The effect of point
mutations on the thermodynamic parameters of binding and function may reveal the energy pairing of
neighboring (and distant) amino acid residues upon activation.

The determination of whether the interaction of a particular ligand-receptor in equilibrium is
enthalpy or entropically stabilized can be achieved by thermodynamic analysis. Studies show that
enthalpy stabilization is usually associated with the formation of new bonds (e.g, hydrogen bonds and
van der Waals interactions) in the ligand-receptor-membrane matrix, whereas entropy stabilization is
typically characterized by displacement of ordered water molecules associated with the formation of
new hydrophobic interactions [13].

The energy exchange in living systems is organized in such a way that reactions that are
possible from a thermodynamic point of view (for example, the breakdown of carbohydrates to water
and carbon dioxide) and impossible (biosynthesis of complex molecules, active transport through cell
membranes, etc.) are simultaneously running in it. This is achieved through energy coupling, the
transition of the process into a multi-stage mode and the functioning of multi-enzyme systems. An
energy coupling mechanism occurs when, in terms of the entropy criterion, the reaction is combined
with the reaction, thermodynamically impossible, and gives it energy. The free energy of the former
must exceed the energy consumed by the latter. Conjugating reactions should have a common
component, a coupling factor, which is usually a phosphate ion. The conversion of the biochemical
process into a multistage mode allows the living organism to easily regulate the synthesis of certain
substances in the required quantities. This is because the difference in the free energies of the initial
and final states for each of the individual stages is usually small, and therefore the probability of
equilibrium is greater for it than for the process as a whole. Multistage passage of chemical
transformations in living systems is ensured by the functioning of multi-enzyme systems operating on
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the principle of molecular conveyor - the product of one enzymatic reaction serves as a substrate for
subsequent transformation.

In living organisms, the most common conjugated process is active transport, that is, the transfer
of a substance from a region of less concentration to a region of greater concentration. Such a process
cannot arbitrarily occur because it is accompanied by an increase in the orderliness of the system, i.e. a
decrease in entropy. Therefore, active transport occurs only in the case of coupling with another
process - the source of energy. In the process of conjugation, some of the energy is converted into
heat. The energy conversion efficiency in conjugated processes for biological systems is 0.8-0.9.

In [14], a methodology of linear irreversible thermodynamics is applied to study general
systems in nonequilibrium states, which take into account both internal and external entropy
contributions to analyze the efficiency of two conjugated processes. The results show that there are
optimization criteria that can be used specifically for biological systems, where the optimal design of
biological parameters created by nature at maximum effective power results in more efficient tools
than those created at maximum power or in the best environmental conditions.

The study of the state of a living organism, as an open thermodynamic system, underlies the
method of calorimetry (Latin calor - heat + Greek metreo - measure) - the measurement of the amount
of heat released during various physical, chemical or biological processes. Calorimetry of biological
and biochemical processes (biocalorimetry) allows quantifying the energy and thermal effects of
individual biochemical reactions, the activity of cellular organelles and cells, tissues and organs, the
body as a whole. Calorimetric studies measure the values of heat fluxes from a living object into the
environment and calculate the amount of heat produced and the heat capacity of the organism; the
measurement of heat capacity is based on the mass, heat capacity and temperature change of the
object.

The direct detection of small thermal changes accompanying biological reactions provides for a
universal method for the detection of molecular interactions and offers a significant advantage over
biochemical analyses requiring specific development and optimization for each investigated target.
Another advantage of calorimetry is that it is carried out in the liquid state of a substance and does not
necessitate chemical modification, marking or immobilization.

Microcalorimetric methods in medicine, biology and pharmacy

The principle of calorimetry is based on the statement that in all chemical reactions there are
changes in energy, which are usually accompanied by the release of heat (exothermic) or its absorption
(endothermic). Microcalorimetry is a highly sensitive method that detects even the smallest temperature
changes in small volume samples, which makes it possible to use it when developing biomaterials.

Microcalorimetry is used to study reactions involving biomolecules, including molecule
interactions and conformational changes, such as protein folding. Areas of application range from
confirmation of target binding in the development of low molecular weight drugs to the development of
stable biotherapeutic drugs.

Consider microcalorimetry methods that have been widely used in biomedical and pharmaceutical
research.

Isothermal microcalorimetry

Isothermal microcalorimetry (IMC) is a laboratory method of real-time monitoring and dynamic
analysis of chemical, physical and biological processes. Within hours or days, the IMC determines the
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onset, rate, degree, and energy of these processes for samples in small ampoules (e.g, 3-20 ml) at a
constant set temperature (in the range of 15 ° C to 150 ° C).

IMC carries out this dynamic analysis by measuring and recording, compared with the previous
time, the heat flow rate (W/s = ul) to the ampoule with or from the sample, as well as the total
amount of heat consumed or produced.

IMC is a powerful and versatile analytical tool for the following closely related reasons:

- all chemical and physical processes are either exothermic or endothermic - produce or consume
heat;

- heat flow rate is proportional to the speed of the process;

- IMC is sensitive for detecting and monitoring very slow processes in a few grams of material or
processes that generate a small amount of heat (for example, the metabolism of several thousand living
cells);

- IMC instruments typically have a wide dynamic range - heat fluxes of approximately 1 uW up to
50,000 uW can be measured with the same instrument.

The IMC method for studying the speed of processes is widely used in practice, provides
constant data in real time, and is sensitive. Measurements are quite simple, do not require supervision
and fluorescent or radioactive markers.

However, there are cautions that should be kept in mind when using IMC:

- if the ampoules prepared from the outside are used, approximately 40 minutes are required to
slowly insert the ampoule into the instrument without significantly disturbing the set temperature in
the measuring module. However, arbitrary processes occurring during this time are not controlled;

- IMC records the total net heat flow produced or consumed by all processes occurring in the
ampoule. Therefore, to be sure which process or processes produce the measured heat flux, one must
be very careful, both in the experimental design and in the initial use of appropriate chemical, physical
and biological analyzes.

It is believed that the possible use of IMC is limited only by the imagination of the person who
chooses to use it as an analytical tool and the physical limitations of the method. In addition to the
basic warnings described above, the limitations also include sample size and ampoules, as well as the
temperatures at which measurements can be taken. IMC is generally best suited for evaluating
processes that occur over the course of hours or days. Next, we will focus on the use of IMC in
medicine, biology, and pharmacy, highlighted in recent publications.

The term metabolism is used to describe studies of the quantitative measurement of the rate at
which heat is produced or consumed by whole small organisms, tissue specimens, or cells (including
microbial) in culture. Metabolism can be useful as a diagnostic tool, especially for identifying the
nature of a sample by its heat flux under specified conditions, or for determining metabolic processes.

To determine the metabolism using IMC, there should be enough cells, tissues or organisms that
were initially present (or added later if replication occurs during the measurement of IMC) to generate
a heat flux signal above a given detection limit of the device.

[15] describes the relationship of metabolic rate to the mass of an object and how it scales
throughout the range from molecules and mitochondria to cells. The authors note that although the rate
of metabolism of this type of mammalian cells in vivo is significantly reduced with increasing size
(mass) of animals, the size of the donor animal does not affect the rate of cell metabolism when
cultured in vitro. Extending theoretical and empirical analyzes of scaling to sub-organism levels can
potentially be important for the cellular structure and its functions, as well as for the metabolic basis of

aging.
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Mammalian cells in culture have a metabolic rate of approximately 30 x 10—12 W/cell. IMC
instruments have a sensitivity of at least 1 x 10°® W (ie 1 pW). Therefore, the metabolic heat of
approximately 33.000 cells is practically detected. Based on this sensitivity, the IMC was used to
conduct a large number of pioneering studies of the metabolism of cultured mammalian cells in the
1970s and 1980s in Sweden. There are known IMC studies of heat flux from cultured human red blood
cells, platelets, lymphocytes, lymphoma cells, granulocytes, adipocytes, etc., skeletal muscles and
myocardial tissues. Studies were conducted to determine the possibility of using IMC as a method of
clinical diagnosis and establishing metabolic differences between the cells of healthy people and
people with various diseases or health problems [16].

IMC was used to evaluate antigen-induced proliferation of lymphocytes [17] and found aspects
of proliferation that were not observed with the conventional method of analysis of a continuous
radioactive marker. IMCs have also been used in the field of tissue engineering. Studies [18] showed
that IMC can be used to measure the growth rate (i.e. proliferation) in a culture of human
chondrocytes harvested for tissue engineering.

IMC is used in toxicology to monitor the metabolism of cultured cells in real time and to
quantify the rate of metabolic decline as a function of the concentration of a possibly toxic agent. In
the study of implant materials [19], both fast-growing fungal cultures and human chondrocyte cultures
were exposed to calcium hydroxyapatite particles (<50 pm in diameter) and bioactive silicate glass
particles. Glass particles slowed or reduced the growth of fungi as a function of increasing the
concentration of particles. Hydroxyapatite particles had a much smaller effect and never completely
reduced fungal growth at the same concentrations. The effect of both types of particles on chondrocyte
growth was minimal when using the same concentration. The authors concluded that the cytotoxicity
of solid particles such as bioactive glass and hydroxyapatite particles can be estimated using the
microcalorimetry method. This is a modern method of studying in vitro biocompatibility and
cytotoxicity of biomaterials, which can be used along with conventional analyses.

In the 1980s, publications appeared indicating the use of IMC in microbiology. Although some
microbiological studies of IMC were aimed at viruses [20] and fungi [21], the entire research
concerned bacteria. In [22], methods of using IMC in medical and environmental microbiology are
considered. The article reports how accurate are the data on heat flow and fluctuations in the metabolic
activity of microorganisms and the rate of replication in this environment.

In [23], the use of the microcalorimetric method for the evaluation of E. coli and S. aureus
metabolism is highlighted. Measurements were taken in sealed 24-ml glass ampoules in the
temperature range from 5 ° C to 90 ° C. The temperature measurement error was + 0.02 °C. The
detection limit was estimated to be 2 u/¥ and the baseline stability was 2 x 106 ul¥ for 24 hours. By
registering heat transfer in real time, the metabolic activity of bacteria was evaluated and the effect of
the extracts was investigated. Using kinetic and thermodynamic information from the
microcalorimetric method, a number of important kinetic parameters were obtained: the growth rate
constant, when reaching a maximum, the inhibition coefficient and the drag coefficient. Escherichia
coli growth rate constant showed slight changes with increasing concentration of Aconitum alkaloids.
However, the growth rate constant of S. aureus increased and then decreased as the concentration of
Aconitum alkaloids increased. This indicated that treatment with Aconitum alkaloid slowed the
growth and metabolism of S. aureus. Based on the study of the effect of various concentrations of
Aconitum alkaloids on the growth of E. coli and S. aureus, it was concluded that Aconitum alkaloids
do not affect the growth of E. coli, but potentially inhibit the action of S. aureus.
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Modern isothermal microcalorimeters (IMC) are able to detect the metabolic heat of bacteria
with the accuracy sufficient to recognize even the smallest bacterial infection of water, food and
medical samples. IMC methods are superior to conventional detection methods in terms of detection
time, reliability and technical efforts. In [24], a linear relationship was observed between the
calorimetric detection time and the initial concentration of bacteria. This can be used to quantify
bacterial infection. A study of the relationship between the level of filling (in mm) of the calorimetric
capacity and the specific maximum heat flux (in mW.g-1) illustrated two completely different results
for liquid and solid media. The time to detect the presence of bacteria by IMK depends on the initial
amount of bacteria present, the sensitivity of the instrument and the level of heat flux above the initial
level, which is chosen as an indicator of bacterial growth. In general, bacteria are about 1/10 the size
of mammalian cells and possibly produce only 1/10 of the metabolic heat of the cell. However, some
bacteria grow faster than mammalian cells, often their number increases within minutes. Therefore, a
small initial bacterial count in a culture that does not initially detect IBC quickly yields a detectable
amount. For example, 100 bacteria that double every 20 minutes in less than 4 hours will give more
heat than 330,000 bacteria, and heat flow will be determined by IMC. Therefore, IMC can be used for
easy, rapid detection of bacteria, in particular for the detection of tuberculosis mycobacteria [25]. The
metabolic evolution of mycobacterial heat during cell proliferation is measured by the IMC and is
considered as a possible alternative to conventional diagnostic agents.

Staphylococcus aureus biofilm plays a major role in implant-associated infections. The
sensitivity of S. aureus biofilm to daptomycin, phosphomycin, vancomycin, trimethoprim/
sulfamethoxazole, linezolid and rifampicin has been investigated by isothermal microcalorimetry [26].
In addition, the permanent status of cells isolated from S. aureus biofilm after vancomycin treatment
was also analyzed. S. aureus biofilm was resistant to all tested antibiotics except daptomycin. Step-by-
step treatment with vancomycin to destroy all metabolically active cells and with daptomycin to
destroy persistent cells has destroyed the entire bacterial population. These results support the use in
clinical practice of a therapeutic regimen based on the use of two antibiotics to kill persistent cells and
eradicate S. aureus biofilm. IMC is an appropriate technique for characterizing real-time reversion
from resistant to metabolically active cells.

Candida auris has emerged worldwide as a multi-resistant fungal pathogen. Using IMC, the heat
production profiles of C. auris and other Candida spp. strains were compared and evaluated their
antifungal susceptibility [27]. C. auris showed a peculiar heat production profile that distinguished it
from other species. The thermogenic parameters of C. auris offer slower growth rates compared to C.
lusitaniae and another clear thermal profile compared to complex strains of C. haemulonii species.
Amphotericin B-based treatment has been identified as a potential therapeutic option for C.
auris infection.

The IMC for thermally viable microorganisms in pure cultures and stable formulations was
investigated in [28]. Quantifying viable microorganisms is an important step in microbiological
research as well as in the formation of microbial products for the development of biological control
products or probiotics. Thermal viability methods are new and effective methods for rapidly
quantifying different species of bacteria and fungi and for increasing the speed, sensitivity and
accuracy of routine viability estimates for pure cultures and controlled microbiomes such as plant seed
coatings.

Despite significant advances in diagnostic and therapeutic approaches, fungal infections caused
by C. albicans continue to be a serious problem in intensive care units worldwide. The economic cost
of fungal blood infections and associated mortality, especially in debilitated patients, remains high. C.
albicans is a highly adapted microorganism capable of developing resistance after prolonged exposure
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to antifungal agents. The formation of a biofilm that reduces the availability of an antifungal drug, the
release of spontaneous mutations that increase expression or reduce the susceptibility of targets,
altered chromosomal abnormalities, overexpression of waste from several drugs, and the ability to
avoid the body's immune defenses are some of the factors that can contribute to antifungal tolerance
and resistance. Knowledge of the mechanisms of antifungal resistance may allow the development of
alternative therapeutic options to modulate or restore resistance. The review [29] focuses on the
factors involved in antifungal resistance and tolerance in patients with C. albicans blood infections.

In a study [30], the effects of fluconazole, caspofungin, anidulafungin, and amphotericin B are
investigated against Candida species in planktonic form and biofilms using an IMC that measures the
growth of heat production. An isothermal microcalorimeter equipped with 48 calorimeters and a
sensitivity threshold of 0.2 uW was used. The heat flow was recorded for 48 hours. The study
demonstrated the potential of microcalorimetry to test real-time antifungal sensitivity and evaluate
antifungal activity against planktonic film and Candida biofilm.

Antibiotic abuse has led to increased bacterial resistance, which significantly limits the use of
antibiotics for the treatment of bacterial infections. Therefore, it became necessary to develop new
antibacterial drugs. Work [31] gives an idea of the effect of traditional Chinese medicine on drug-
resistant bacteria. Dracotomelon tao is a traditional medicinal material derived from Anacardiaceae
with a long history of treating various infectious diseases such as decubitus and skin ulcers. Recent
studies have shown that various extracts from D. tao leaves containing flavonoids and phenolic acids
exhibit potent antibacterial activity. In this study, the combination of bacteria-resistant action of these
active ingredients was studied. Microcalorimetric measurements and principal component analysis
were performed on samples from D. tao leaves in vitro. The results showed that all six samples had
significant antibacterial activity, so the drug from the leaves of D. tao can be used as a potential
antimicrobial resource in the treatment of infectious diseases.

With the addition of an IMC, which made it particularly valuable for biomedical and
pharmaceutical applications, P. mirabilis was found to increase in the Luria broth environment
between 2 and 9 h. research. The culture emitted 2.1 J with a maximum thermal output of 76 pW. The
growth rate, calculated using calorimetric and spectrophotometric data, was 0.60 and 0.57 h — 1,
respectively. Additional information gathered on the protease activity of P. mirabilis, which
corresponds to the last peak in heat production. Tumor microtissues growth was also monitored, which
exhibit a maximum thermal power of 2.1 uW, which corresponds to an increase in microtissue
diameter from about 100 to 428 um. This opened up new areas of research in oncology, diagnosis and
the development of new antitumor drugs. For parasitic worms, the technique allows one to evaluate
the survival of parasites using motor and metabolic activity of even one individual [32].

Isothermal titration calorimetry

Isothermal titration calorimetry (ITC) is one of the most powerful methods for obtaining
accurate information about the energy of biomolecules, which are associated with other biological
macromolecules. ITC is a thermodynamic technique that directly measures the release or absorption of
heat in intermolecular interactions such as ligand-protein, protein-protein [8]. An ITC experiment
consists of calorimetric titration of a specific volume of one of the reagents, usually a macromolecule,
with a controlled amount of another reagent, usually a ligand, at a constant temperature and pressure.
Thus, the measured heat during titration corresponds to the enthalpy of such interactions [10]. This
relatively simple experiment allows for a complete and accurate thermodynamic characterization of
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the binding event (binding constant, enthalpy change, reaction stoichiometry, process heat change)
that are important for understanding and optimizing molecular interactions [33].

Most biological phenomena affect intermolecular recognition and interaction. It is the main
tool for the development and study of drugs and the regulation of protein interactions.

Over the last thirty years, ITC has become a powerful tool for studying a wide variety of
molecular interactions. This technique is able to provide a complete thermodynamic profile of the
interaction process in one experiment, with several advantages over other comparable methods, such
as a smaller sample size or no chemical modification or labeling. Therefore, it is not surprising that
ITC is used to study various types of interactions of natural products to gain new insights into the key
molecular factors involved in the complexation of this type of compounds. A review article [34]
describes the methodology of ITC and discusses some applications of ITC for studying protein-ligand
interactions, protein-protein interactions, self-association, and drug development processes. The use of
ITC to determine the kinetic parameters of enzyme catalyzed reactions as well as thermodynamic
parameters is discussed. The review [35] confirms the use of ITC as a powerful tool for investigating
the interaction of natural products with proteins, nucleic acids, oligosaccharides, and other types of
receptors.

The enthalpy and entropy of binding in the creation of complexes that provide the release of
therapeutic substances was investigated in [36] by the method of ITC. The information obtained is
very important for drug developers, as it warns against taking into account the particularities of drug
behavior in different environments.

Calorimetry of isothermal titration is a tool capable of determining thermodynamic as well as
kinetic parameters associated with protein-ligand recognition and plays an important role in drug
design. Further efforts to investigate the protein-ligand binding characteristics of ITC with a large
amount of thermodynamic and kinetic data will lead to new discoveries that will extend our ability to
understand the full range of protein-ligand recognition and treatment and to use these results
appropriately for medical applications [37].

Differential scanning calorimetry

Differential scanning calorimetry (DSC) is a thermoanalytical technique in which the
difference in the amount of heat required to increase the temperature of a sample and a reference is
measured as a function of temperature. Both the samples and the reference are maintained at almost
the same temperature throughout the experiment. As a rule, the temperature program for DSC analysis
is designed in such a way that the temperature of the sample holder increases linearly as a function of
time. The control sample should have a well-defined heat capacity in the temperature range
to be scanned.

The DSC is based on the principle that during the physical transformation of the sample such as
phase transitions, it will receive more or less heat than the reference, to maintain both samples at the
same temperature. More or less heat will be supplied to the sample depends on whether the process is
exothermic or endothermic. For example, if a solid sample is melted to a liquid state, it needs more
heat entering the sample in order to increase its temperature at the same speed as the reference. This is
due to the absorption of heat by the sample, since it experiences an endothermic phase transition from
solid to liquid. If the sample is subjected to exothermic processes (such as crystallization), less heat is
required to increase the sample temperature. By controlling the heat flux difference between the
sample and the standard, the DSC is able to measure the amount of heat absorbed or released during
such transitions. DSC can also be used to observe subtle physical changes such as glass transition.
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The result of the DSC experiment is a heat flux curve depending on temperature or time. This
curve can be used to calculate the enthalpy of transitions:

AH=KS,

where A H is the enthalpy of the transition, K is the calorimetric constant, and S is the area under the
curve. The calorimetric constant varies depending on the device, so it is determined using samples
with known transition enthalpies.

DSC can be used for thermodynamic analysis of proteins, namely to reveal important
information about the global structure of proteins and the interaction between proteins and ligands. In
particular, mutations reduce protein stability, whereas ligand binding usually increases protein stability
[38]. With DSC, stability can be measured by obtaining the Gibbs free energy value at any given
temperature. This allows researchers to compare the free unfolding energy between a protein without
a ligand and a protein-ligand complex, or between wild-type proteins and mutants. DSC can also be
used to study the interaction between proteins and lipids, nucleotides, between drugs and lipids [39].

DSC provides a complete thermodynamic profile for unfolding of system energy. The
determination of binding energy is then determined by considering the unfolding of energy of the
biomolecules in the presence and absence of the binding component. The DSC method is widely used
in the pharmaceutical industry to determine drug treatment parameters. Therefore, if the drug is to be
delivered in an amorphous form, it is recommended to treat the drug at a temperature below
crystallization temperature.

The solubility of gemfibrozil, a drug that lowers cholesterol and is poorly soluble in water, was
studied by DSC. The solvents used in the pharmacy were tested: water, methanol, ethanol,
isopropanol, 1-butanol, 2-butanol, ethylene glycol, propylene glycol, polyethylene glycol-400, ethyl
acetate, dimethyl sulfoxide and transcutol in the temperature range from 298.2 K to 318.2 K at
atmospheric pressure P = 0.1 MPa. It was found that the maximum solubility characteristic of
transcutol is minimal for water. Thermodynamic analysis on experimental solutions showed
endothermic and entropy dissolution of gemfibrozil in each pharmaceutically used solvent [40].

Micro DSC is capable of both isothermal and non-isothermal calorimetric studies. Due to the
increase in cell size and sensitivity requirements, the scanning speed is usually low (up to about
1 °C/min). Temperature ranges from approximately - 40 °C to 100-200 °C. The device allows you to
control a very slow scan speed, such as 0.001 °C/min.

Micro DSC in combination with x-ray diffraction is also used to study phase transitions in
biological samples, degradation of medical preparations, study of antiviral drugs, to determine their
thermodynamically stable forms [41 — 43].

Conclusions

An analysis of the practical application of isothermal calorimetry, isothermal titration calorimetry and
differential scanning calorimetry in biology, medicine and pharmacy shows that these methods have
been widely used to determine the thermodynamic parameters of the system, in particular, Gibbs free
energy, enthalpy, entropy, which are important for understanding and optimizing molecular
interactions, phase transitions in solid and liquid states, studying solubility and crystallization
processes, which is important for better use of pharmaceuticals. Microcalorimetry methods are used to
study the processes of metabolism, in tissue engineering and toxicology and for the practical needs of
microbiology: the study of viruses, bacteria, fungi. The main purpose is to eliminate their resistance to
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the action of drugs. The results of microcalorimetric studies are used to create new drugs, including

anticancer therapies.
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mepmoouHamixu. KilbKiCHUM BUBYEHHAM eHepeemUudHUX nepemeopeHb, wjo 6i00y8aomvcsa 6
JICUBUX OPSAHIZMAX, CMPYKMYPAX | KIIMUHAX, YU Npupoou ma @QYyHKYil XiMiuHUX npoyecis, ujo
Jexcams 8  OCHOBI — YUX  NepemeopeHv,  3aUMAEMbcs  0ioN02iuHa  MepMOOUHAMIKA.
Mikpokanopumempis € HE3aMIHHUM  IHCMPYMEHMOM OAs  GUSHAYEHHS MEPMOOUHAMIYHUX
napamempis cucmemu, o HeoOXiOHO AK NPU OOCTIOHCEHHT CIMPYKMYpuU 0i0N102i4HOI cucmemu, maxk
i npoyecie, axi eioOysaromvcs 6 cucmemi. [lis NiKie Ha 0ioN02iuHy cucmemy ma npoyecu
CMBOPEHHs HOBUX JIKAPCOKUX 3AC00I8 MAKONC XAPAKMEPUZVIOMbCA 3MIHOK MepMOOUHAMIYHUX
nokasHuxis. bion. 43.
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OCHOBHBIM PecyIAMOPOM XUMUUECKUX NPOYECCo8 — NPoyeccos oOMeHa 8ewecmes 6 OUON02ULeCKUX
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nokazameneti. buon. 43.
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ON THE FUNDAMENTAL DIFFERENCE
BETWEEN THERMOELECTRIC COMPOSITES AND
DOPED THERMOELECTRIC MATERIALS AND THE

CONSEQUENCES IT IMPLIES

It is shown that if the effect of doping impurities on a thermoelectric material is reduced only
to a change in the concentration of free charge carriers in it, then, for example, for a material
based on bismuth telluride even at a temperature of 400 K, it is impossible to obtain a value of
the dimensionless thermoelectric figure of merit, which would be far in excess of 1. On the
other hand, the dimensionless thermoelectric figure of merit of thermoelectric composites
based on semiconductor materials with metal nanoclusters or nanoparticles can significantly
exceed 1, if they are indeed composites, that is, materials, each component of which, having
entered the composition of the composite, retains its inherent macroscopic values of kinetic
coefficients and their temperature dependences. In this case, the increase in the figure of merit
of such a thermoelectric composite is reduced to optimizing its composition and solving the
problem of the technological possibilities of manufacturing this particular composite.
However, it should be borne in mind that the answer to the question about the practical
application of such composites, even if they are created and their parameters are stably
reproducible, depends on the possibility of creating devices in which they are used, that should
have not only high consumer characteristics, but also the corresponding stability, reliability,
durability and service life. Bibl. 6, Fig. 6.

Key words: thermoelectric material, doping, dimensionless thermoelectric figure of merit,
percolation threshold, composite, nanoparticles, optimal composition of the composite.

Introduction

Today, significant efforts of specialists in the field of thermoelectric materials science are
aimed at solving both theoretical and practical problems related to finding ways to increase the
dimensionless thermoelectric figure of merit of both doped thermoelectric materials and
composites. However, despite these efforts, significant progress in this direction has either not been
achieved, or some high results are not consistently reproducible. From this point of view, efforts
aimed, for example, at creating superlattices or quantum well materials, deserve a separate
analysis. But the purpose of this paper is an unbiased analysis of the situation in the field of
creation and application of TEM based on "traditional" alloys of Bi (Sb) - Te (Se) system.
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About the limited potential of doped TEM

To prove this limitation by calculation, we investigate the effect of the concentration of
doping impurities on the dimensionless thermoelectric figure of merit of TEM under the following
model assumptions:

1) the band spectrum of charge carriers in TEM is parabolic and isotropic with the

temperature-independent effective mass;

2) quasi-elastic scattering of charge carriers in the relevant temperature area occurs on a

deformation potential of acoustic phonons with the energy-independent cross-section and mean

free path inversely proportional to temperature;

3) the lattice thermal conductivity of semiconductor is determined by phonon-phonon

scattering with Umklapp and is inversely proportional to temperature, obeying the Leibfried-

Schlemann law [1, 2];

4) doping impurities do not affect anything except the concentration of free charge carriers in
material.

Given the validity of these assumptions, the scattering index of charge carriers = - 0.5.

For further calculations, we assume that at a certain temperature 7o we know the
thermoelectric parameters of the undoped TEM, namely its thermoEMF as, electrical
conductivity o5y and thermal conductivity k5. Assume also that the relative increase in the
concentration of free charge carriers in the TEM after the introduction of a doping impurity
is equal to x.

The construction of the necessary temperature dependences and concentration dependences
of the characteristics of the doped TEM on the basis of known general relations [1] is carried out in
the following order.

From the relation for thermoEMF

k[ 2 () }
0 =—| (1)
“s0 Q{Fo(ﬂo) o

we find a reduced chemical potential 77, of charge carrier gas in the undoped material at a

temperature of 7.
Then from equation

TI'SFo.s (77)
(1 + X)T()I'SFO.S (’70 )

=1 )

we determine the temperature dependence of reduced chemical potential 77 of charge carrier gas on

temperature 7 in given temperature range at an arbitrary concentration of doping impurities.
From the relation

. _5{21”1_(77)_,7} G)

T Fo(ﬂ)

we determine the temperature dependence of the thermoEMF of doped TEM.
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From the relation

L(7)= (92{35(’7) _ 41?12(77)} @)

F0(77) F02(77)

we determine the temperature dependence of the Lorentz number of doped TEM.
The temperature dependence of the electrical conductivity of doped TEM under the above
model assumptions is determined as follows:

S ”)(TOJ " Ry )Fs(m) 5)

T Fys (77)F0 (770)

The temperature dependence of the electrical conductivity of doped TEM with regard to
everything said above is determined as:

T,
Ky = GSLS (U)T + [KSO - GSOLS (770 )TO ]70 : (6)

In formulae (1) — (5), Fm(n) denote the Fermi integrals which are determined by the

following relation:

m

X expx 77 +1] dx. (7

O'—oS

Relations (1) — (7) fully determine the temperature dependences of the thermoEMF,
electrical conductivity and thermal conductivity of doped TEM.

The calculated concentration dependences of the dimensional thermoelectric figure of merit
of doped TEM at temperatures 200 and 400 K are shown in Fig. 1.

1.016 0.38

1R 10.375

1.012
10.37
1.01}

0.365

1.008

1.006 : : : 0.
0 0.1 0.2 0.3 X 3

Fig. 1.Concentration dependences of the dimensional thermoelectric
figure of merit of doped TEM at temperatures:1 — 400 K (left axis), 2 — 200 K (right axis)
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When constructing plots, the following parameters of TEM were taken: oso=200p V/K,
oso =800 S/cm, Kso=1.4 W/(m-K) [1].

The plots show that at a temperature of 400 K even the highest value of the dimensionless
thermoelectric figure of merit of the doped material, which corresponds to its "optimal"
composition near x = 0.2, is only about 0.01, i.e. less than 1 % higher than the value of the
thermoelectric figure of merit of the source material. The existence of the optimum in this case is
explained by two competing factors: an increase in electrical conductivity and a decrease in
thermoEMF with increasing concentration of charge carriers. At lower temperature, when the gas
of free charge carriers is quite degenerate, the concentration dependence of the dimensionless
thermoelectric figure of merit is also weak (the highest value differs from the lowest in the
considered range of concentrations of charge carrier by about 5.5%), but this dependence is
entirely determined by the decrease in thermoEMF.

Thus, we clearly see the limited potential of doped TEM. The best results are achieved when
doping simultaneously reduces the lattice thermal conductivity. Moreover, doping of TEM by
isovalent impurities is effective, because in this case the electrical conductivity, the electron (hole)
part of thermal conductivity and thermoEMF of the material change relatively little, and the lattice
thermal conductivity changes to a greater extent, quite often in the direction of decrease.

On the fundamental difference between thermoelectric composites and doped TEM
and their potential

Thus, we have seen that the fundamental role of doping impurities in the traditional sense of
the term is that they, changing their state, either "supply" free charge carriers of this or other sign,
or do not supply carriers, but affect the scattering or spectrum of phonons in TEM, changing in this
or other direction the lattice thermal conductivity and even the nature of its temperature
dependence, on which we will also dwell later. It is clear that in this case the characteristics of the
doped material cannot be described in any way due to the macroscopic characteristics of its
components. The principal feature of the composite, in contrast to the doped material, is the ability
to determine at least its kinetic coefficients, namely electrical conductivity, thermal conductivity
and thermoEMF due to the relevant characteristics of individual components (phases) and the
composition of the composite without going deep into the microscopic mechanisms of these
characteristics. That is why the theory of composites is quite often identified with the theory of the
"effective medium", which is understood as a purely macroscopic object. It is clear that in this case
only that material can be called a composite whose components (phases), when incorporated into
the composite, regardless of its composition, retain their inherent macroscopic properties and their
temperature dependences. The "rules of mixing" macroscopic characteristics, according to which
the characteristics of the composite as a whole are determined, depend on the concept of "effective
environment" followed by the researcher. For example, if we follow the concept, according to
which the percolation effect is insignificant, then for a two-phase system the TEM - metal kinetic
coefficients are defined as follows [2]:

O, =0V, +0g (1 Vi ) > (3)

K, =KuVn +K‘S(1—Vm). )
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‘6 »”

The indices and “m” refer to TEM and metal, respectively, v,, —the volume fraction of metal.

The thermoEMF of composite is determined as [3]:

a, :(am/Km)Vm+(as/’<s)(l_vm). (10)
K‘;lll/m +K‘S_1(1—Vm)

However, if percolation effect is essential, formulae (8) and (9), respectively, acquire the
form [3, 4]:

o, _025{5 2-3v, )+, (v, —1)+4[o.2-3v, m(3vm—1)]2+80mas}, (i1

K, —025{,< 2-3v, )+x,,(3v, \/ (2-3v, m(3vm—1)]2+8;<mz<s}, (12)

and formula (10) remains unchanged.
Consider the difference between these two concepts using an example of composite, even
though hypothetical, which consists of bismuth telluride and nickel. The plot of the electrical

conductivity of the composite depending on the volume fraction of the metal v,, =v in accordance

with formulae (8) and (11) is shown in Fig. 2. In this case, the electrical conductivity of nickel is
taken equal to 1.3 - 10° S/cm.

5
15 c,10 QM/CM | |

0.8

0 02 04 06 08 V

Fig. 2.Dependence of the electrical conductivity
of “bismuth telluride-nickel”
composite on the volume fraction of nickel:

1 —in the presence of percolation;

2 —in the absence of percolation
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The figure shows that in the presence of percolation, as the content of nickel particles in the
composite increases, the electrical conductivity of the composite increases first more slowly and
then faster than in its absence.

Let us consider the question of what size of the nickel fraction can be considered
macroscopic. If we consider, for example, a cluster with a radius of 35 nm, then taking into account
that the nickel lattice constant is equal to 0.5 nm [5] and this lattice is body-centered, we obtain
that such a cluster can accommodate approximately 2.9 x 10° atoms, which means that the relative
deviation of the macroscopic parameters of the cluster from their average values is less than 0.1%,
that is, this or larger clusters can be considered macroscopic and one can ascribe to them the
conductivity of nickel. Based on the conductivity of nickel and the concentration of electrons in it
[5], we can find that the free path of electrons in nickel at 300 K is 4.18 nm. Then at an arbitrary
temperature the electrical conductivity of the metal cluster is approximately equal to:

O-CZ:UO(TO/T)W' (13)

In this formula, 6y — electrical conductivity of the bulk nickel sample at a temperature of 7,
r. — cluster radius, /p — mean free path of electron in the bulk nickel sample at 300 K.

Fig.3 shows the dependences of the thermoelectric figure of merit of TEM-nickel clusters
composite on its composition with regard to the percolation effect at temperatures 200 and 400 K.

ZT
1

3, 4

2, 4

1 2 ]

0 | | l | \Y

0 02 04 06 0.8

Fig. 3. Thermoelectric figure of merit of composite with
regard to the percolation effect
at temperatures:1 — 400 K, 2 — 200 K.

It was assumed that the thermal conductivity of nickel is 90 W/(m-K) and by virtue of the
Wiedemann-Franz law does not depend on temperature. The thermoEMF of nickel was considered
to be equal to 23 pV/K and temperature independent.
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From the figure it is seen that up to nickel content almost 30% by volume, i.e. within the percolation
threshold, the thermoelectric figure of merit of the composite at 400 K retains a value equal to 1, but after
this threshold increases rapidly, reaching a value of almost 3 at about 60 volume % of nickel, goes to the
"plateau", and then rapidly decreases to the value inherent in pure nickel.

Fig.4 shows the same dependences as in Fig.3, but without regard to percolation effect.

zZT
1
3_
2
1 )
—
0 | | )

0 02 04 06 08 V

Fig. 4. Thermoelectric figure of merit of the composite without
regard to the percolation effect at temperatures:1 — 400 K, 2 — 200 K.

The figure shows that neglect of the percolation has little effect on the maximum
thermoelectric figure of merit of the composite, although it significantly affects the rate of reaching
this maximum, the length of the "plateau" and the rate of further decline to a small value inherent in
pure nickel. Note that Figs. 3 and 4 correctly reflect the physical situation if the temperature
dependence of the lattice thermal conductivity of TEM is subject to the Leibfried-Schlemman formula.
Instead, the following plots in Figs. 5 and 6 are constructed for the case when this formula is violated in
such a way that the lattice thermal conductivity increases approximately linearly with temperature [6].

ZT

% 02 04 06 08 v

Fig. 5. Thermoelectric figure of merit of the composite with regard to the percolation
effect and a deviation of TEM lattice thermal conductivity from the Leibfried-Schlemann
formula at temperatures: 1 — 400K, 2 — 400 K.
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0 02 04 06 08 V

0

Fig. 6. Thermoelectric figure of merit of the composite without regard to the percolation
effect, but with regard to a deviation of TEM lattice thermal conductivity from the
Leibfried-Schlemann formula at temperatures: 1 — 400 K, 2 — 200 K.

The figures show that even the linear increase in the lattice thermal conductivity of TEM
with temperature does not affect the maximum value of the thermoelectric figure of merit of the
composite. From this we conclude that such a significant advantage of composites over doped
materials, at least in principle, is achievable precisely because the components that make up the
composites retain their macroscopic characteristics. If this does not happen, then such an advantage
will not be obtained. Therefore, those materials that have a relatively low thermoelectric efficiency
should be considered as specially doped materials rather than the composites, despite the fact that
the authors consider them to be the composites. Consider from this point of view, for example, the
results of [6]. Its authors report that they obtained for the graphite/ BiopsSbisTes composite an
increase in thermoelectric figure of merit to 1.05 or 35 % compared to the "pure" TEM with a
graphite content of 0.05 mol.%. And such an increase in the composite is impossible if the
percolation effect occurs (Fig. 5), but it is possible if the percolation effect is absent (Fig. 6).
However, since this effect occurs, and according to [6] the electrical conductivity of the material
with the addition of graphite generally decreases, although insignificantly, thermoEMF increases
slightly, and the lattice thermal conductivity decreases by more than 1.5 times, it should be
assumed that we are dealing not with a composite, and with a specially doped material, the main
role of graphite in which is the rearrangement of the phonon spectrum of TEM and phonon
scattering mechanisms in it, which leads to a significant decrease in lattice thermal conductivity
and changes in the nature of its temperature dependence.

However, it should be noted that we do not consider in this paper either the technological
aspects of the manufacture of the composite thermoelectric materials, taking into account the above
requirements for them, or their strength characteristics and service life. And these aspects are no
less, if not more important than the actual thermoelectric figure of merit. Therefore, the trend in
the development of thermoelectric materials and devices, albeit very slowly, is shifting towards the
development of a kind of "compromise" materials and structures, in which, with given consumer
characteristics, minimum mechanical stresses, and, consequently, maximum reliability, durability
and service life of both materials and devices would be achieved.
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Conclusions

1.

It is shown that the dimensionless thermoelectric figure of merit of materials based on bismuth
telluride cannot increase by more than 1%, if the role of the doping impurity is only to
increase the concentration of charge carriers.

Unlike doped thermoelectric materials, the composites that contain highly conductive, such as
metal, clusters with a diameter of 70 nm or more, have significantly greater thermoelectric
capabilities making it possible to obtain at 400 K the dimensionless thermoelectric figure of
merit about 3. This value is not affected by the percolation or possible increase of lattice
thermal conductivity of TEM with temperature. This is possible primarily because in the
composites, in contrast to doped materials, their components retain the thermoelectric
characteristics, including their temperature dependences, which were inherent in these
components before entering the composite. This feature for the composite is fundamental. If
the preservation of the characteristics of the components does not take place, then we are not
dealing with a composite, but with a special doped material, which cannot offer such
significant advantages.

From this point of view, it is important to dope TEM primarily with such impurities and in
such quantities that little change the electrical conductivity and thermoEMF of TEM, but
significantly reduce its lattice thermal conductivity, even if changing the nature of its
temperature dependence.
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ITPO MPUHIMUITIOBY BI/IMIHHICTDb TEPMOEJIEKTPUYHUX
KOMITIO3UTIB BI/{ JJETOBAHUX TEPMOEJIEKTPUYHUX
MATEPIAJIIB TA HACJIJIKHU 3 HEQ

Iokazano, wo AKWO 6NIUB Ne2YIoUUX OOMIUOK HA MepMOoeleKmMpPUdHULl Mamepian 3600UMbCsl
Juuie 00 3MIHU KOHYeHMpayil GiNbHUX HOCIi6 3apsdy y HbOMY, MO, HANPUKIAo, OJisi Mamepiary
Ha OCHO8I menypudy egicmymy Hasimv 3a memnepamypu 400 K wuemoociueo ompumamu
3HaueHnsi 6e3po3MIpHOT mepmoenekmpuunoi epexmusnocmi, sike 6 icmommno nepeguwyéano 1.
3 iHwozo 00Ky 6e3po3smMipHa MmepMOeNeKmpUuUHa e eKmusHicms  mepmoeneKmpUyHUX
KOMNO3UMI8 HA OCHOBI HANIGNPOGIOHUKOBUX MAMepIianié 3 MemaiesumMu HaHokiacmepamu abo
HAHOYACTNUHKAMU MOdce ICTMOMHO nepeguwyyeamu I, AKwo 60HU cnpasdi € KOMRO3UMAMU,
mobmo mamepianamu, KOJNCHA CKIA008A SKUX, VBIUWLO8WU 00 CKIady Komnozumy, 30epicae
NPUMAMAanHi il MAKpOCKONIYHI 3HAYEHHA KIHeMmU4HuUX Koegiyienmie ma ix memnepamypHi
sanescHocmi . B yvomy paszi nidsuwjenus 000pomHOCMI MAK020 MEPMOEIEKMPUUHO20
KOMRO3UMY 38600UMbCA 00 ONMUMI3AYii 1i020 CKAady i 8UPIUEHHA NUMAHHA NPO MEXHONO02IUHI
MOJICTUBOCHT BULOMOBILEHHA came Ybo2o Komnosumy. OOnax ciio mamu Ha yeasi, wjo 8ionoeios
Ha NUMAHHA NPO NPAKMUYHE 3ACMOCYBAHHA MAKUX KOMNO3UMIB, AKUO 80HU HA8IMb OYOymb
cmeoperi I ix napamempu 0yO0ymov cmadilbHO GIOMEOPIOSAHUMU, 3ATEAHCUMb 810 MONCTUBOCMI
CMBOpeHHsA 3 iX 3AcCmOCy8aHHAM NpUCmMpois, AKi O Malu He Juuie BUCOKI CHONCUBYI
xapakmepucmuxu, a U 6IOn0GiOHy CMAOINbHICMb,HAOIUHICMb, 008208IUHICMb MA PECyPCHY
cmixicmo. bioa. 6, puc. 6.
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O ITPUHOUIINAJIBHOM OTJIMYUHU TEPMOJSJEKTPHUYECKHUX
KOMIIO3UTOB OT JJETUPOBAHHBIX TEPMOJJIEKTPUYECKHX
MATEPHAJIOB U CJIEACTBUAX U3 HEI'O

Iokazano, umo eciu GuusAHUE Ae2UPYIOWUX NpUMecell HA MEPMOINEKMPUYECKUTT MAMepua
(TOM) ce00umcs moabKo K UsMeHeHUr KOHYeHmpayuu c80000HbIX Hocumenell 3apsaoda 6 HeM,
mo, Hanpumep, Ol MAMepUaLa Ha 0CHose meanypuoa gucmyma oasce npu memnepamype 400
K nego3mooicno nomyuums 3nauenue 0e3pazMepHOU MEPMOINEKMPUYEcKoll dhdexmusnocmu,
Komopoe Ovl  cywecmgenno npesviwaro 1. C  Opyeoii  cmopoHvl,  6e3pazmepHast
MmepMOodIeKmpudeckas IPHeKmusHoCmsb  MePMOIIEKMPULECKUX KOMHO3UNMOE HA OCHOGe
NOJIYNPOBOOHUKOBLIX MAMEPUANOE C MEMALIULECKUMU HAHOKAACMEPAMU TUOO HAHOYACMUYAMU
Modcem CyujecmeenHo npegvluiams 1, eciu OHU OelucmeUmenbHO SGIIOMCS KOMROZUMAMU,
m.e. Mamepuanamu, Kaxcods COCMAGISAIOWAs KOMOPbIX, 60UOsL 6 COCMA8 KOMNO3UMA,
coxpamusiem npucywjue eil MakpoCKONUYecKue 3HAYeHUsl KUHeMU4eckux Kodp@huyuenmos u ux
memnepamypuvie 3agucumocmu. B omom cayuae noegviwenue 0obpomHocmu  makozo
MEPMOIIEKMPULECKO20 KOMNOZUMA CE0OUMCSL K ONMUMUZAYUU €20 COCMASd U peuleHuu
80NPOCA O MEXHONOSUYECKUX BO3MONCHOCIAX U320MOBACHUSL UMEHHO 2MO020 KOMNO3UMA.
Oonako credyem umems 6 GUAY, YMO OMEEN HA GONPOC O NPAKMUYECKOM NPUMEHEHUU MAKUX
KOMNO3UmMos, eciu OHu oadxce 0yOym co30ambl U ux napamempuvl 0OyOym cmabuibHo
60CNPOU3EOOUMBIMU, 3AGUCUM 0N BO3MOJICHOCMU CO30AHUSL C UX NPUMEHEHUeM YCMpOUCHS,
Komopvle O00NICHbl UMEMb He MOIbKO BblCOKUE NOmpedumenbcKue Xapaxmepucmuki, HO U
COOMBEMCMBYIOWYI0  CMAOULLHOCHb,  HAOENHCHOCMb,  O0J208€YHOCHb U PECYPCHYIO
yemouuugeocms. bubn. 6, puc. 6.

KitoueBble  cjioBa: TEPMOXJICKTPUYSCKHUI  MaTepuan, JerHpoBaHue, Oe3pa3MepHas
TepMOdJIeKTpUUeckas 3(PQPEKTUBHOCTh, MOPOr TMEPKOJSAIUH, KOMIIO3UT, HAHOYACTHIIHI,
ONTUMAJIbHBIH COCTaB KOMITO3UTA.
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POLARIZATION MODEL OF THERMAL
CONTRAST OBSERVATION OBJECTS

This paper proposes a polarization model of a thermal imager for the purpose of its application in
the study of thermoelectric phenomena and devices, which allows increasing the efficiency of such
devices. To study and design such thermal imagers, a physico-mathematical model of polarization
of radiation from observation objects is considered, which takes into account the polarization
properties of the intrinsic thermal radiation and the reflected external radiation. The developed
model was used to determine the polarization properties of the radiation from a flat iron plate. The
analysis of the obtained results shows that for thermal radiation at observation angles y <40 ° the
components of the radiation coefficient are almost identical e=¢,~0.16, but ey <e¢, As the
observation angle w <40 ° increases, the perpendicular polarization component ¢, decreases
monotonically to zero, and the parallel component ¢y increases and reaches its maximum value at
an angle w = 84 °, and then decreases to zero. The degree of polarization of radiation increases
with increasing angle y and at an angle w = 84 ° is equal to 0.96. The obtained research results
are worthwhile to be used in the development of a model of thermoelectrics which can be employed
in the design of a polarization thermal imager. Bibl. 8, Tabl. 1, Fig. 7.

Key words: polarization thermal imager, temperature distribution, partially polarized radiation,
degree of polarization.

Introduction

Thermal imagers are widely used in various fields of science, technology and military art, as
well as in the study of thermoelectric phenomena and devices [1-3]. Thermal imagers observe the
contrast of brightness (intensity) of the object of observation, located in the background, and make it
possible to measure the temperature distribution on the surface of the thermoelectric sensor in static or
dynamic modes. To increase the temperature and spatial separation, promising thermal imagers use the
polarization characteristics of the radiation from the observation object and the background.

Infrared (IR) radiation generated by the observation objects contains information about the
objects and their location. The perception of this information by means of a thermal imager and its
corresponding processing enable one to define and control many parameters which are difficult or
impossible to measure directly.

The object of research in this paper is the polarization characteristics of thermal radiation from
the objects and the possibility of their use to build a polarization thermal imager.
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Modeling of thermal radiation polarization

At present, modeling methods are widespread in almost all fields of science and technology.
This is due to the fact that modeling simplifies and speeds up the search for the right solutions, is
cost-effective and easy to use. In the field of determining the affiliation of an object to a narrow class
(for example, a car or a tank), we can distinguish two directions in modeling methods:

1. Mathematical — used to process finished images using a complex mathematical apparatus
(e.g, spatial spectral analysis) in order to improve image quality and further processing to solve a
specific problem.

2. Physical and mathematical — used to process images directly in the process of obtaining
them, the result of which is an algorithm for solving the problem (detection, recognition,
classification, identification).

In the general case, polarization of the intrinsic radiation of materials arises due to the
phenomena of reflection and refraction at the “medium - air” interface, which are described by the
theory of reflection for metals and dielectrics [4]. In this case, the degree of polarization of the
intrinsic surface radiation increases with increasing the angle between the direction of radiation and
the normal to the radiation surface.

Objects with temperatures above the absolute zero Kelvin emit light energy by changing the
energy state of electronic, oscillating and rotational transitions of atoms and molecules. The thermal
radiation of objects is based on Planck's formula, which determines the spectral luminosity of the
surface of nonblack body [5, 6]

4] Bt

Mpp(A, T) = , — (1
25 exp 2 14 CM”~ - MKM
AT
where ¢, = 37415 W-cm >-pm”*, ¢, = 14388 pm-K are constant coefficients; A is wavelength, pm.
The spectral luminosity of the surface of nonblack body is determined as
M@, T)=ehT)Mp,(\,T), (2)

where g(A,T) is the spectral coefficient of radiation the value of which is less than unity.

If the surface of the object radiates according to Lambert's law, the spectral energy brightness
is determined by the formula

L(A, T)=%8(7u, T)Myp, (A, T)cosy, 3)

where y =0, =0, is the observation angle of the object surface element (Fig. 1).
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3
Ly

Fig. 1. Schematic for explaining the polarization of the intrinsic thermal radiation
of the object: n; and n;, are refractive indices of air and metal, respectively;
N is normal to the element surface; 6, 0,, and 6,

are the angles of incidence, reflection and
refraction (observation angle 0,), respectively.

According to formula (3), the brightness of the intrinsic radiation of the observation object is
formed by two processes:

1. Direct radiation by the bulk of the object, which is described by the Planck function, and
depends on the object temperature.

2. The contribution of the object surface, which is determined by the radiation coefficient of
the surface and the state of its roughness. The radiation coefficient €(A, T) depends on the complex
refractive index n. = n+jk of the medium.

Under the condition of thermodynamic stability for opaque media the absorption coefficient
a(r, T) is equal to the radiation coefficient (A, T) [7,8], and the spectral energy coefficients of
reflection R(A, T) and radiation (A, T) are interrelated by the ratio

e T)=1-R(A,T). 4)

The degree of polarization of the intrinsic radiation is determined by the difference between
the radiation coefficients of the object surface gy and €, for the components of this radiation, polarized
in the plane of refraction and perpendicular plane, respectively. The magnitude of the degree of
polarization of the object intrinsic radiation is determined by the formula

LATix, p) - L (WT3x,y) g —€)
LLTsx,p)+ Ly (WTsx,p)  gtey

P(y)= )

The values of ¢ and €, for opaque media are determined by the Fresnel formulae [6,9], which
characterize the dependence of the polarization components of the radiation coefficient on the real and
imaginary part of the complex refractive index n, = ntjx:

4ncosy

g = ; (6)
” (ncosy + 1)2 +x2 cos’ \
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4ncos
L )
(ncosy)“ +x
The total radiation coefficient is the average value of the parallel and perpendicular
components:

8||+8L

5 )

e(y) =

The degree of polarization of the intrinsic radiation from the object surface is obtained by
substituting (6) and (7) to the formula (5):

2 2 :
P(y) = DOP(y) = (n” +x” =1)siny

©)

(n2 +ik+ DA+ cos? ) +4ncosy '

The degree of polarization of the intrinsic radiation of materials is determined by the state of the
surface, as well as the real and imaginary components of the complex refractive index. For example,

for glass (1 <n <2, k << 1) the radiation is less polarized than for metals (\/nz +x% > 3.3)

Along with the intrinsic radiation, external IR radiation falls on the object surface, which is
reflected and refracted. Let us consider the features of the reflected radiation, which is perceived by
the thermal imager. Since partial polarization of light occurs during reflection and refraction, it is
rather difficult to solve the problem posed directly for natural light. To simplify the solution of this

problem, consider a model of natural light, in which its vector E,Z is represented as the sum of two

waves which are linearly polarized in two mutually perpendicular planes, have the same intensity and
propagate in the direction of natural light (Fig. 2). Mathematically, this can be represented in the form
of relations

where EH =E p 18 vector of a linearly polarized wave, the plane of polarization of which is parallel to

the plane of incidence of the beam; E | = ES is vector of a linearly polarized wave, the plane of

polarization of which is perpendicular to the plane of incidence of the beam; 7,, /;, I, — are intensities

of light waves En’ EH, EL , respectively.

E

i

\ Ej
U UV E,

Fig. 2. Model of natural light
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Let the natural radiation fall on the "air - metal" interface at an angle 6,, which is reflected and
refracted into the metal (Fig. 3). Let us determine the parameters of the reflected radiation using the
model of natural light in the form of two linearly polarized in mutually perpendicular planes
components E;L E .

Fig. 3. Schematic for explaining the polarization
of reflected radiation

The energy reflection coefficients for the parallel R and perpendicular R, components are

determined by the Fresnel formulae [4]

2 2
EROH| B |n2 cos, —n, cos9t|

R = | = , (11)
‘ E. |n2 cos0, +n,cos0, |
2 2
R =|EROL| :|n] COS@i—n2cos9t| ‘ a2)
1 |EnoL| |n] c0s9i+n2cos6t|
The angle of incidence 0, and the angle of refraction 0; are interrelated by the Snell’s law.
n,sin®, = n, sind, . (13)

With a normal incidence of radiation on the surface of metal when 6,=0°, formulae (11) and
(12) are given by

R =k, =T K (14)
e (n, —1y* +%’

Partial energy reflection coefficients can be calculated on the basis of relation (4) as

R =1-¢ and R =l-¢,. (15)

The degree of polarization of the reflected radiation is determined as
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_ RH(er) - RL (er)

“RO)TR6,) (1

P(8,)

The magnitude of the radiation reflected from the object depends on the intensity of the
external radiation, and, as a rule, in most cases it will be less than the intrinsic radiation. In this case,
its effect on the polarization model can be neglected. In some cases, if there are high-temperature
obstacles near the object, it is necessary to take into account the reflected radiation.

Polarization ellipse

Consider the propagation of a plane electromagnetic wave along the Z axis (Fig. 4). In the
general case, the monochromatic wave is described by the equation

E(F,t) = E,(F)cos(k + ), (17)

where EO (¥) is constant amplitude at point P(x, y, z); ® and & are the frequency and the initial phase
of the wave, respectively; k is a wave vector that is directed along the propagation of the wave; T is
radius vector that determines the coordinates of point P(x, y, z). In so doing, the scalar product of two
vectors k and T is determined by the equation

—

2
szTn(xcosa+ycosB+zcosy), (18)

where A is the wavelength; cosa, cosp, cosy are guiding cosines that determine the direction of wave
propagation. In a light wave, the electrical field intensity vector E is always perpendicular to the
direction of wave propagation, i.e. £ Lk .

Consider the components of the vector E in the plane xy (Fig. 4):

E (x, y,t) = E, (x, y)cos(ot —kF +3), (19)
E (x, y,t)=E, (x, y)cos(wt —kF +3 )., (20)
E (x,y,t)=0. (21)

Let us establish the relationship between the components E, and E, by excluding the time
variable ¢ from equations (19) and (20):

2 2
4| =2 | —2—== X cosd=sin’}, (22)
E E ox E()y

O0x 0y

where 6 = &, - J,.
Equation (22) is called the equation of the polarization ellipse with the angle of polarization
(orientation) 0, which is determined by equation (Fig. 5)
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2EOXE0 y
tg20 = Ez—}cosﬁ . (23)

_ 2
0x 0y

The shape of the ellipse is determined by the ellipticity angle x as the ratio of the smaller axis
of the ellipse a to the larger axis b:

tgy == % (24)

Through the electric field components Ey, and Ey, the ellipticity angle can be expressed as

2E, E,, sind
Ey +E;

sin2y = (25)

< 2Epy >
Fig. 4. Vector model of natural light Fig. 5. Polarization ellipse

In the general case, the ellipse (22) is located inside a rectangle of size 2E, x 2E;, 2 and
touches its contour at four points (Fig. 5). If the third term in equation (22) is zero, then the axes of the
ellipse are parallel to the x and y axes.

The shape of the ellipse can be represented as linear and circular polarization. Linear
polarization occurs when the phase difference o is 0° or 180°.

If 6 = 7, then Eq.(22) is transformed into equation of the line

E”E. (26)
E X

0x

E =%
v

Eq.(26) characterizes a linearly polarized light for which the angle of polarization 8 is

E,,

determined by the formula tgf = . The ellipticity angle ¥ for the linearly polarized light is equal

0x

to zero.

The resulting vector E=E.+E, rotates clockwise, when sind >0 (R-polarization). If

sind < 0, then the vector £ rotates counterclockwise (L-polarization). The state of polarization is
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determined by the ratio of the axes of the ellipse, the angle of orientation [} and R- L-polarizations.
If E, =E,, =E,, and =2m, then Eq.(22) is given by

El+E=E,. 27)
Equation (27) characterizes circularly polarized light.

Stokes vector

The polarization state of the reflected or emitted IR light (energy brightness, luminosity, illuminance),
which determines the background-target environment (BTE), is calculated using the Stokes
parameters. The BTE polarization model is characterized by the image intensity, the degree of
polarization and the polarization angle which are determined by the Stokes parameters. Parameters S,
S1, S», S can be written as one column vector or matrix.

The Stokes vector is a column vector composed of four Stokes parameters that describe the
state of polarization of light. The Stokes parameters were introduced in 1852 by Gabriel Stokes as a
mathematically convenient alternative for describing the state of partially polarized light in terms of
the total intensitySy, the degree of polarization P, and the parameters azimuth 6 and ellipticity ¥.

Table 1 shows the Stokes parameters calculated for several states of polarization. In this case,
the light intensity was normalized to Sy=1. The results clearly show the meaning of the Stokes
parameters: for S; the extreme values =1 are achieved with horizontal and vertical linear polarization;
for S, — with linear polarization and the orientation of polarization plane at an angle of +45°; for S; —
with circular polarization. The parameter Sy=1 determines the intensity of light, and other parameters
— the state of polarization of the electromagnetic wave. For the case of unpolarized light, a = b, Sp =1,
and S; = 0. Since d has arbitrary values, on the average sind = cosd = 0. Also in this case S, = §; =0.

The Stokes parameters can be determined through the electric field components E, and E,

and the phase difference & between two orthogonal electric field strengths E. L E, :

Sy =1y, +1y,; (28)
S, =1, —1y,; (29)
S, =211, cosd; (30)
Sy =2/1,.1,,sind. (31)

The first three Stokes parameters can be determined from the intensity of radiation polarized in
a plane oriented at angles of 0°, 90° and 45° relative to the horizon

Sy =1+ 1oy; (28")
S, =1, —1,.; (29")
S, =2 —1I,.—1,.. (30"
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Table
Stokes vectors for some polarization states
Linear polarization Circular polarization
horizontal vertical +45° —45° right left

0 0 +90° +45° —45° _ _
c0s20 1 -1 0 0 _ _
sin20 0 0 1 -1 — _

X 0 0 0 0 +45° —45°
cos2y 1 1 1 1 0 0
sin2y 0 0 0 0 1 -1

So 1 1 1 1 1 1

Si 1 -1 0 0 0 0

So 0 0 1 -1 0 0

53 0 0 0 1 -

For a polarimetric thermal imager, the Stokes parameters are calculated for each pixel. The
image intensity /, the degree of polarization P and the polarization angle 6 are determined from the
Stokes parameters by the formulae:

\JSE+ 82
I=SO;P=DOP=]S—2;9=%arctg[%J. (30)

0 1

Examples of calculation of polarization characteristics of radiation from thermal
objects

Fig. 6 shows the dependences of the partial radiation coefficients ¢y and ¢, and the degree of
polarization of the natural radiation on the observation angle y for an iron plate having a complex
refractive index n,. =5.81- j30.4 or a wavelength of 10 um [6]. For thermal radiation at observation

angles y <40 °, the components of the radiation coefficient are almost the same £;=&; =0.16, but

£1<E&,. At an angle y=33° £,=£,=0.175. As the angle y < 40° increases, the perpendicular
polarization component &, decreases monotonically to zero, and the parallel component &, increases
and reaches a maximum value at an angle of 84° and then decreases to zero. The degree of
polarization of radiation increases with increasing angle y, but at an angle y = 33 ° it is zero, and at an
angle y = 84 ° - 0.96.

44 Journal of Thermoelectricity Nel, 2020 ISSN 1607-8829



V.G. Kolobrodov, V.I Mykytenko. G.S.Tymchyk
Polarization model of thermal contrast observation objects

e(P)

0.7
g
!
0.6 /7 N\
7l
075 8|§ / i
#
0.4 ” !
’/ 1
0.2 PR PR N — o 7 - — {
o e | o - - o - - i1
0,1 R .
o - -l 1.1,;
{} I‘}}az{
0 10 20 30 40 50 60 70 80 90
a)
1P(LIJ)
—
//
0.8 /r
0.6 //
Wi
0.4 / V4
0,2 A
pd V-
0 /,./ Irpax
10 30 | 40 | 50 | 6 70 80 | 9
s T ¥ ¥

b)

Fig. 6. The dependence of the components of the radiation coefficients ¢ |l and e L (a)

and the degree of polarization P (b) of the intrinsic radiation from the iron surface

with a complex refractive index n, =5.81— j30.4 the angle of observation y

Fig. 7 shows the dependences of partial energy reflection coefficients R and R; and the

degree of polarization P of reflected radiation at the “air — iron” interface on the incidence angle 0;.
The reflection coefficient with a normal incidence according to formula (14) is about 0.848.

For any angle, the perpendicularly polarized component is larger than the parallel component.
The parallel component has a minimum of 0.32, at an angle of incidence of about 84°. For this angle,

the degree of polarization of the reflected radiation is equal to 0.49.

For the “air-dielectric” interface the coefficient of reflection for the parallel component is

equal to zero with a Brewster angle, and the perpendicular component is equal to unity.
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Conclusions

The use of thermal imagers for the study of thermoelectric phenomena and devices can increase the
efficiency of such devices. Using the polarization properties of the infrared radiation to visualize thermal
contrast objects enables one to create a new class of high-precision optoelectronic devices, i.e. polarization
thermal imagers. To study and design such thermal imagers, a physico-mathematical model of polarization
of radiation from observation objects is considered, which takes into account the polarization properties of
the intrinsic thermal radiation and the reflected external radiation. As a result of research of this model it is

established that

R
R..L__..»"".' ‘
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""\- "'l\ /i
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Fig. 7. Dependence of the components of reflection coefficient R” and R, at the

“air-iron” interface and the degree of polarization P of the reflected
radiation on the incidence angle 6;
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1. The intrinsic radiation is partially polarized due to the difference in the radiation coefficients of
the object surface for two linearly polarized waves in mutually perpendicular planes. The study of the
components of the radiation coefficients showed that the component for the wave that is polarized in the
plane of incidence is greater than the component that is polarized in the perpendicular plane.

2. The reflected external radiation is also partially polarized due to the difference in the reflection
coefficients of the object surface for two linearly polarized waves in mutually perpendicular planes.
Moreover, the component that is polarized in the plane of incidence is always less than the component that
is polarized in the perpendicular plane.

3. To simulate the polarization state of the radiation from the observation object, it is advisable to
choose the image intensity, the degree of polarization and the polarization angle determined by the Stokes
parameters.

4. The developed model was used to study the polarization properties of the radiation from a flat
iron plate, which had a complex refractive index. Analysis of the results shows that

4.1. For thermal radiation at observation angles y <40°, the components of the radiation coefficient
are almost the same ¢ =~ ¢ =0.16, but ¢ < ¢ . As the observation angle y <40 ° increases, the

perpendicular polarization component &, decreases monotonically to zero, and the parallel component ¢

increases and reaches its maximum value at an angle of 84°, and then decreases to zero. The degree of
polarization of radiation increases with increasing angle y and at an angle y = 84 ° is equal to 0.96.

4.2. The reflection coefficient at normal incidence is equal to 0.85. For any angle, the
perpendicularly polarized component is larger than the parallel component. The parallel component has a
minimum of 0.32 at an angle of incidence of 84°. For this angle, the degree of polarization of the reflected
radiation is equal to 0.49.

5. It is advisable to use the obtained research results when developing a model of thermoelectrics
which is necessary when designing a polarization thermal imager.
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Ppe3yIbmamia ceiouums npo me, wjo O Meni08020 SUNPOMIHIOBAHHS. NPU KYMAX CHOCINEPENCeHHs
w < 40° cxknadosi koeiyicnma GUNPOMIHIOBAHHS € Maudce oOHakosumu & _f[=e L= 0.16, ane
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KOMNOHEHMA & L MOHOMOHHO 3MEHULYEMbCSL 00 HYJIsL, d NAPALebHA KOMROHeHma € _[| 30inbuyemobcst i
docsieae MAKCUMANbHO20 3HAYeHHs npu kymi w=84° a nomim 3menwyemvcs 00 myas. Cmyninos
noaspuzayii 6UNPOMIHIOBAHHS 3pOCMAcE i3 30inbuenHsImM Kyma y i npu kymi y = 84° oopisnioe 0.96.
Ompumani  pesyiemamu  OOCHONCEHb  OOYLIbHO — BUKOPUCMOSY8amu  npu  po3pobyi  mooeii
MEePMOENeKMPUKIB, KA MOJCE BUKOPUCMOBYSBAMUCH NPU NPOEKMYBAHHI NOAPUAYITIHO20 MENN08I30pd.
bion. 8, puc. 7, mabn. 1.
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GENERALIZED THEORY OF
THERMOELECTRIC ENERGY CONVERSION FOR
PERMEABLE THERMOELEMENTS

A generalized theory of calculation of permeable thermoelements is presented, taking into account the
dependences of the parameters of legs material on the temperature and current carrier concentration
and changes in the conditions of heat transfer along the height of the leg. Methods for simulating the
distributions of temperatures and heat flows in 1-D and 3-D dimensional models of a permeable
thermoelement are described. The theory of calculating permeable thermoelements has been improved
for the case of solving a multifactor optimization problem in order to achieve the maximum energy
efficiency of thermoelectric energy conversion. Bibl. 12, Fig. 2.

Key words: generalized theory of permeable thermoelements, methods of designing a permeable
thermoelement.

Introduction

Permeable thermoelements are thermocouples in which heat exchange with a heat source (sink) occurs
not only on the surfaces of the junctions but also inside the thermoelement legs (Fig. 1).

R T

S =

dJ

Fig. 1. A model of a permeable thermoelement in which heat carrier is passed from
the hot to cold junctions (T1> T2). 1,5,6 — connecting plates, 3 — adiabatic insulation,
2,4 — legs that have channels (pores), V= heat flows;

/ — heat carrier flows.
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In this case, the legs material is made permeable (has channels or pores) for pumping a heat carrier
(liquid or gas) therethrough.

Since, thanks to the use of materials of high permeability, the inner surface of heat exchange can be
sufficiently developed, the intensity of heat exchange increases, and the temperature difference between the
media that exchange heat decreases. This leads to an increase in the useful temperature difference across
the thermoelement, which makes it possible to increase the efficiency of energy conversion [1 — 3].

By changing the heat transfer conditions along the leg height, it is possible to influence the volumetric
distribution of heat sources (sinks) in the legs of a permeable thermoelement. Thus, it becomes possible to
influence the energy characteristics of the thermoelement — the efficiency or power of the generator or the
coefficient of performance of coolers or air conditioners.

The parameters of porous structures were also studied in [4-6]. The estimation of the output power of
a porous annular thermoelectric generator for waste heat harvesting was carried out in [4]. This article
points out the fact that the porous TEGs have better performance than the bulk TEGs. However, in these
works, the multiparameter optimization of permeable thermoelements was not carried out taking into
account the change in heat transfer conditions along the height of the leg, the effect of contact resistances
and connecting heat spreaders.

To do this, it is necessary to generalize the theory of calculation of permeable thermoelements taking
into account the change of heat exchange conditions for 1D and 3D model of a permeable thermoelement,
which is the purpose of this work.

Physical model and its mathematical description

The presence of heat exchange between the thermoelectric material and the heat carrier (Fig. 2) makes
it necessary to solve the problem of finding the distributions of temperatures, electric potential and heat
flows in the material conjugate with the equations of motion and heat transfer for the heat carrier.

Fig.2. Pattern of heat carrier flow in a permeable material.

The system of the Navier-Stokes equation and the continuity equation is used to describe the motion
of the heat carrier in the channel, and the heat conduction equation is used to describe the temperature
distribution in the heat carrier.

The Navier-Stokes equation and the continuity equation can be written as [7]
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dg - — ﬁ2_' 1 — . =
—=pF -VP+uV-93+—-uV(divy),
P =P H M (div9) D
div p9=0.

The left-hand side of the first equation (1) is the inertial force. The first term on the right-hand side
of this equation is the mass force, the second is the action of surface pressure forces (normal stresses), and
the last two terms are the action of the tangential components of surface forces (internal friction forces).

Heat exchange in liquid is described by thermal conductivity equation

Top

or - =
pC,,( (W)Tj ==+ X585

—+
ot

9%, (5o 2
P(az +(3V)PJ+Q (2)

where p is density, C, is heat capacity, 7 is temperature, 9 is liquid velocity vector, ¢ is heat flow

density, P is pressure, 7; is viscous stress tensor, Sij is strain rate tensor, Q are internal heat sources.

The generalized mathematical model for a thermoelectric medium is based on the equations of heat
balance in solid phases, mass transfer of gas components, continuity equations, filtration hydrodynamics
and equations of state. In addition, it is necessary to formulate the appropriate boundary conditions. It is
advisable to solve this problem by computer tools using specially developed applications, such as
COMSOL Multiphysics.

The results of such studies, carried out for a permeable thermoelement in a 3D model, were first
obtained in [8] for cooling liquid and air flows. The influence of the rate of heat carrier pumping and the
supply voltage of the thermoelement on the temperature difference and the characteristics of energy
conversion is investigated. The optimal values of the water (air) supply rate at the inlet to the channels and
the potential difference across the thermoelement, whereby the maximum cooling capacity is realized
during cooling, are determined in this paper. Optimization for other parameters in a 3D model was a
significant challenge.

Therefore, to carry out multiparameter optimization of a permeable thermoelement, a 1D-dimensional
model and the mathematical theory of optimal control are used [9, 10]. In this case, the steady-state one-
dimensional heat conductivity equation for the thermoelectric leg material is given by

di["(mx))ﬂj“zp(T,ax))—n da(T.6) _ay PNy
X dx

dx (S—SK)(T_t):O’ ©)

1 . . . . .
where P, is channel perimeter; Nx is the number of channels; Sk is cross-sectional area of all channels; S

is cross-section of a leg together with channels; ¢ is heat carrier temperature at point x; 7 is leg

— 5 )k ofT. 469, x(T

E(x)), p(T,&(x)) - the Seebeck coefficient, thermal conductivity and resistivity of leg material are functions

temperature at point x; o, is heat exchange coefficient; i is current density (i=

of temperature 7 and parameter of material inhomogeneity £(x). In the capacity of §(x), we can use the
concentration of current carriers in semiconductor, doping impurities, or other value that characterizes
thermoelectric structure inhomogeneity along the height of thermoelement legs. It should be noted that the
thermoelectric medium parameters a,k,p are interdependent. The system of these relations assigns a certain
set Gg for possible values of the inhomogeneity parameter &. Specifying the physical model, one should
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assign such relations, for instance, in the form of theoretical or experimental dependences a, ¥, p on & and
7, and thus determine the set G¢.

In the one-dimensional steady-state case on the leg section dx the change in heat carrier temperature dt
is determined by the law of conservation of energy given by the expression

Gepdt =, PN, (1 =T)dx (4)

where G is mass flow rate of heat carrier through the leg of thermoelement; ¢, is heat capacity of heat
carrier.
Taking into account the relation (4), the equation for temperature distribution of heat carrier ¢ can be
represented as
@ %@ _7). (5)

The solution of the system of differential equations (3) and (5) is temperature distribution in the
materials of legs and the heat carrier.

We convert this system of equations to the form convenient for solving the problem. To do this, we
introduce new symbols

j=il q%[aﬂ—xﬂ], X=T @ =@ PN, 6)

where o. 1is effective heat transfer coefficient, [/ is the height of thermoelement legs,
q is specific heat flow.

Let us direct the x-axis from the cold to hot junctions. The change in the type of conductivity is carried
out simultaneously with the change in the direction of the current, so that the condition oy<0 is met in the
n-and p-type thermoelement legs. Then it is possible to make the change
oj =-loyj| and then use the absolute values of the parameters o and j for the legs of both types of
conductivity.

With regard to (6), the system of differential equations will take on the form:

a__aj o Jj,

dx K K (7)
N 2 . .

dq_aj r+%] q+jp+ al -(t-T),

ax K (S—S¢)J

d «

== e (¢-T).

dx ch( )

np

The system of differential equations (7) written for n- and p- type legs (denoted by indices »n and p,
respectively) makes it possible to find the distributions of temperatures in the material of legs and the heat
carrier, to determine heat flows. Based on this system of differential equations, one can find the optimal
parameters and operating modes of permeable thermoelements, study their energy characteristics.

The values of specific heat flows on the cold and hot thermoelement junctions g(1) and ¢(0) will be

determined with regard to the Joule heat release on the contact 7. and connecting resistances in the following
way [10]:
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g(1) =] {61"”’(1)4r

n,p

-n,p
/ rcn’p + 2 rCUm 1 K com 3
/ h 3

np 2 I 2V ®
’ r
q(O):Z |:q”,l’ (0)_Jl—rcn,p:|_hc¢[l<com _?j

n,p com

Consider the problem of maximum energy efficiency of thermoelectric cooling at fixed temperatures
of heat sources 7, and7. .

The problem reduces to finding maximum coefficient of performance ¢ and efficiency n

0
== 9
© Qh _Qc ( )

The efficiency is determined by the relation of the thermoelement power to the change in the
enthalpy of the heat carrier as follows:

w

= o
i ZGCP(Tm_TC) ( )
n,p
in the case of differential constraints (7) and the boundary conditions
r,,(0)=%. 7,)=T. ¢,(0)=T, (10)

where T, is the temperature of the hot surface of junctions, 7, is the temperature of the cold surface of

junctions, 7, 1s the initial temperature of heat carrier, Q,, O, are heat flows that

s

the thermoelement exchanges with external heat sources
Qh = Qn (O) + QP (O) >
Qc = Qn (1) + Qp (1) + QL ;

here O, is heat which is supplied due to internal heat transfer from the cooled heat carrier

0, =Y Ve, S, (1(0)—1(1)).

~

Hereinafter, instead of maximum ¢ it is convenient to consider functional minimum 3 :

3=1n¢(0) - In g(1), (11)
where
_O _
q(0)= ] =4,(0)+¢,(0),
gy =& 9,

=g D+q,)+—""——
; ~%M+q,() i(5-5,)
here g.(1), gx(1), g«(0), g»(0) are the values of specific heat flows on the cold and hot thermoelement junctions

for n- and p-type legs that are determined from solving the system of differential equations (7) with regard
to (8).
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The optimization problem is to select from the set of admissible controls & € G, such concentration

functions £"”(x) and simultaneously assign such a specific mass velocity of the heat carrier in the channels
V=V, whereby in the case of constraints (7) - (11) and under the condition

4, +q,0)=0 (12)

the functional I will take on the lowest value, in which case the coefficient of performance € will be
maximum [10, 11].
Finding the efficiency maximum reduces to a search for the functional minimum

n P

S=In[>{Ge, (T, —TC)}]—ln[Z{GcP(Tm —t(O))—i—q(O)M—I{;—O—i—;—OJ}]. (13)

For further solutions, the mathematical theory of optimal control developed under the guidance of
L.S. Pontryagin is generally used [12].

Method for solving the problem

Next, the problem is reduced to finding control &(x), parameter vectors ® and their respective
solution X(x) of system (7), (10) such that the functional I acquires a minimum value. The problem set in
this way is called optimization. Its solution in the most general form was first formulated by Pontryagin in
the form of the maximum principle, which yields the necessary optimality condition in the problems of
optimal control.

The maximum principle is formulated by the following theorem.
Let £*(x) be optimal control, ®* - optimal parameter vector, X*(x) - optimal trajectory. Then there is

such a vector of pulses y*(x), that for each x the following conditions are met:

1. The Hamiltonian function which is written as equation
H (X (), 8 (%), W (%), 0., x) = (y, ) (14)

(in our case f,, f,, f; are the right-hand sides of equation system (7)), with respect to variable & reaches its

maximum:

H(X"(x),§" (x), v (x),00',x) = max H (X' (2,6, (x),0',x). (14%)
<0
2. Parameter vector ®» must satisfy a system of integral differential equations

ad(x(xm) IZ Md _0. iclr (15)

Pulse vector y(x) satisfies a system of differential equations of the form
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d_\p:_a_H’ (16)
dx oX

which is canonically conjugate with system (7), where X( X, , X, , X, ) is vector function of phase variables

(in our case with components X, =7, X, =g, X, =1), with the boundary conditions

w(x)=-2. (17)

The solution of optimal problems which is based on the use of the maximum principle can be
realized by numerical methods with the development of corresponding computer programs.
With its help it is possible to investigate various problems of optimal control, differing in the way
of assigning the functional (Lagrange, Mayer, Boltz problems), constraints, etc.
We specify the previously stated formalism of the mathematical theory of optimal control in
relation to our problem.
Introduce the Hamiltonian function

H=vy fi+v,f,+v,f,, (18)

here f,, f,, f; are the right-hand sides of the system of equations (7):

. 2 . . 1 2
ei T g, %) p o) q”zp_M(T_t),
K dx (S-5%)J
_ o, BNyl
Ve,S,

fi=

K

1 (T—-1).

Functions y(x) (pulses) must satisfy a system of equations (with regard to (7) and (17)):

v, _0J g, _((x J a _aTPK‘NKzzJ PN,
171 2 2

dx  x (S-5,)J ve,S,

d i aj

e ZJ_\Vl_ / Vs, (19)
dx K K

dt o, P N, I? o, PN .1
_:_TKK.\VZ_FTKKWS’
dx  (S—S;)J Ve,Sy

np

where

R =1+dlnocT_dan(T+iJ

dT dT a
R =R, +Ldlnc+ dan[T"'ij
Z, dT dT o

n,p

are canonically conjugate with system (7).
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With the following boundary conditions (transversality conditions)

_oJ
oy

K

‘V(O)—g

. oy(l)=

x=0

) (20)

x=1

where J =J +Z(v, g ) is extended functional;, v ,g are vectors of undetermined constant Lagrange

multipliers and the boundary conditions (10).
Then the boundary conditions for the conjugate system will acquire the form

1
2(0)=— .,
vi"(0) 4,(0)+4,(0)
n (S_SK)j
(1) =—
vir () e, S, (260)—1,() 1, (D))’
vy (1) = 1

20(0)—t, () —1, (1)

Using the systems of differential equations (7), (19) with regard to (10), (20) and numerical solution
methods, it is possible to create a program of computer design of optimal inhomogeneity functions of
thermoelectric material £(x) (or optimally homogeneous material for thermoelement legs from (15)), the
optimal velocity of heat carrier Vo, the parameter of electric current density j and others, in order to

achieve maximum energy efficiency of permeable cooling thermoelements and electricity generation.

Conclusions

1.Theory of thermoelectric energy conversion is generalized for the case of heat sources and sinks in a
permeable thermoelectric medium. Methods for simulation of such thermoelements in 3-D and 1-D space
are described. The influence of connecting plates and contact resistances at points of connection of legs is
taken into account.

2. Theory of calculation of permeable thermoelements for the case of solving a multifactor
optimization problem (optimal inhomogeneity functions of thermoelectric material £(x), optimal heat
carrier flow rate G, optimal heat carrier velocity Vo, parameter of electric current density j and others) is

improved for the purpose of achieving maximum energy efficiency of thermoelectric energy conversion.
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OPTIMAL CONTROL OF TRANSIENT
THERMOELECTRIC COOLING PROCESS IN THE
MODE OF MINIMUM POWER CONSUMPTION

The problem of optimal control of transient thermoelectric cooling process in the mode of minimum
power consumption is formulated and a method for its solution is proposed. An algorithm and a
computer tool have been developed, which are used to calculate the optimal time dependences of the
thermoelement supply current, whereby a given cooling temperature is reached within a given time with
minimum power consumption. Examples of computer simulation of such optimal control functions for
transient cooling process are given. It has been established that energy saving when supplying
thermoelements with an optimally time-dependent current reaches 25 - 50% in comparison with the
option of direct current power supply.Bibl. 29, Fig.5, Tabl. 1.

Key words: transient thermoelectric cooling, optimal control, optimal time dependences of
thermoelement supply current.

Introduction

Thermoelectric cooling is used in various spheres of human life. But the process of thermoelectric
cooling has been studied in detail and optimized mainly for steady-state operating modes of a
thermoelectric converter. At the same time, back in the 50s of the 20th century, in the theoretical work of
L.S. Stilbans and N.A. Fedorovich [1] it was shown that in transient modes it is possible to achieve deeper
cooling than in steady-state ones. This fact was later confirmed by many theoretical and experimental
studies [2 — 9] and continues to be intensively studied by modern researchers [10 — 18].

The sphere of practical application of transient modes of thermoelectric coolers concerns cases when
object cooling time is of vital importance. These, for example, can be coolers for laser devices, to improve
the image quality in night vision devices, thermal imagers and other military devices, as well as to quickly
remove heat pulses that are released during the operation of electronic components [19, 20].

It is possible to achieve the advantages of transient cooling modes over steady-state ones if these
modes are optimized. The most rational problems of optimization of the process of transient thermoelectric
cooling are associated with the search for optimal control functions of this process, in particular, the
optimal time dependences of the supply current of thermoelements. For the first time, such theoretical
problems were considered in [6, 7, 21, 22] for the simplest models of thermoelectric converter, which did
not take into account such important factors as the influence of the Thomson effect, contact resistance at
thermoelement junctions, heat release and heat capacity of the cooled object, and the like. Approximate
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analytical methods for solving such problems were proposed and, accordingly, approximate results were
obtained.

Modern computer methods of searching for optimal time functions of current for thermoelectric
coolers in transient modes mainly consist in choosing the best function from a limited set of given time
dependences, rather than in solving optimization problems [23, 24].

The problems of transient cooling process optimization are related to the problems of optimal control
of objects with distributed parameters [25]. These are complex problems for which there are no generalized
solving methods. Therefore, the development of methods for solving the problems of optimal control of the
dynamic modes of thermoelectric coolers is an urgent task.

In [26 — 28], approaches were proposed to solve the problem of finding the optimal time dependence
of the current to achieve the lowest cooling temperature for a given time. The purpose of this work is to
develop, on the basis of optimal control theory, methods and an algorithm for optimizing the process of
transient thermoelectric cooling in the mode of minimum power consumption, to calculate the optimal time
dependences of thermoelement supply current, whereby the specified cooling temperature is reached with
minimum power consumption, and to analyze the efficiency of using such current functions.

Formulation of the problem of optimal control of transient cooling process in the mode of
minimum power consumption

The thermoelement model used to optimize transient cooling is shown in Fig. 1. The following
important physical factors and rational approximations are taken into account in the mathematical
description of the model.

| E— e S
] | T L.
I | " P
I .4 1 -1 T

Fig. 1. Model of thermoelement for optimization of transient cooling process.
1 — connecting plate, 2 — insulating plate, 3 — cooled object.

1. The temperature distribution in n- and p-type legs is considered to be one-dimensional, the
temperature depends on coordinate x along the height of the legs and changes with time.

2. The material of the legs is homogeneous, the thermoelectric properties — specific heat ¢, resistivity
p, the Seebeck coefficient a, thermal conductivity k can approximately be considered to be temperature-
independent and identical for legs of both conduction types.

3. The Thomson heat absorption is taken into account in the bulk of the legs. The Thomson
coefficient B can approximately be considered to be a constant value.

4. The Joule heat release on the contact resistance that takes place in the zone of contact with
connecting plates on the cold junction of thermoelement legs is taken into account.

5. The process of transient cooling is essentially affected by the heat capacity and heat release of the
cooled object, the heat capacity of the insulating and connecting plates, as well as the heat exchange
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between the cold surface of module with the environment The cooled object together with the insulating
and connecting plate is considered to be a cumulative object with a concentrated heat capacity, the
temperature of which is equal to the temperature of the cold junction of the thermoelement and depends on
time. Heat exchange of the cold surface of the module with the environment of constant temperature occurs
according to Newton's law.

6. The temperature of the hot surface of the module is considered to be fixed.

Under these assumptions, the thermal processes in both thermoelement legs are similar and
described by transient thermal conductivity equation in the form

or T I'(1)
c = +p

(t) or
E_Kaxz s° -/

b
s Ox

(M

where 7(¢,x) is temperature, I(f) is current is the leg which in the general case is a function of time. Time ¢
changes on the interval 7€[0,#], and coordinate x is directed along the leg from the cold to the hot
junction (Fig.1) and changes on the section x €[0,L], L is the height, s is the cross-section of the leg.

In this equation, the first term on the right side takes into account the thermal conductivity in the
thermoelement leg, the second term — the Joule heat release, the third — the Thomson heat.

The initial condition of the problem of transient thermoelectric cooling is generally given by

T(x0)=T,, @)

where 7, is ambient temperature.
The boundary conditions take into account the heat balance on the heat-absorbing surface and
temperature stabilization of the heat-releasing thermoelement and are written as follows:

oT0.1) _ q0+Ks(Ta—T)—al(z)T+12(z)i+z<sa—T 3)
ot s ox .,

T(L,t)=T,, (4)

In condition (3), g is a total volumetric heat capacity of the cooled object, the insulating and
connecting plates, calculated for one thermoelement leg. The first term on the right side of (3) takes into
account heat release ¢o of the cooled object, the second — heat exchange between the surface and the
environment, K is heat exchange coefficient, the third — the Peltier heat, the fourth- the Joule heat release
due to contact resistance the value of which is ro.

The process of transient thermoelectric cooling can be controlled by changing the current / over time
within /€ G1, G={Imin, Imax}. One of the rational optimization problems is to determine the optimal current
function /() such that for a certain period of time #; will assure a given object cooling temperature 7. under
the condition of maximum coefficient of performance (COP) of transient process.

By definition, the COP is determined by the relation: COP :%, where Q; is thermal load
Q, =g(T,-T.)=const, which for the formulated problem is a given value, J is energy consumption.
Therefore, the maximum COP corresponds to the minimum energy consumption.

Thus, it is necessary to find the optimal control function /(¢) such that satisfies the condition of
reaching at a final time moment #, of a given temperature 7,:
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7(0.)=T. ®

and assures minimum power consumption which is determined by the functional

J= j [al(t)(Th ~T(0,6)) + (p+%°)§[2(t)}dt- (6)

This problem refers to the problems of optimization of an object with distributed parameters [25],
the behavior of which is described by a boundary value problem in parabolic equations (1) - (3).

An efficient way to solve problems of optimization of an object with distributed parameters is its
discretization along the coordinate and thus obtaining an object with lumped parameters, which is
described by a system of ordinary differential equations [26]. This makes it possible to use the Pontryagin
maximum principle [29] for optimization.

Method of solving the problem. Optimality conditions
To(?):

INOE I {al (T, =TO,0)+(p +r—°)£1 2(t)}dt : (7
0 L s

We pass in equations (1) - (4) to the dimensionless coordinate x = x / L, and discretize them by the
coordinate. This procedure allows us to write equations (1), (3) as a system of ordinary differential
equations, and the boundary value problem (1) - (4) is written as follows:

a—z—f(T(t) I(t), i=0,1,.N, ®)
Ty (t)zTh, ©

where N=1/h is the number of nodes in the coordinate, 4 is a step in the coordinate, and functions f; are
given by:

fO=al (0T, ~T,(0) +(p+ %)fﬂ o).

£t = [qo + Ks(T, = T,(t)) - al (OT,(t) + I* (1) 2 + K%M} , (10)
s
r@) .
fi(t)= 7 2( Hl(t)—277(t)+7]_l(t))+pcs—2, i=2,.N.
The initial conditions for the discretized system (8) are as follows:
T,(0)=0, T,(0)=T,, i=1..N, (11)

Condition (5) and functional J (6) take on the form
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T(4)=T., (12)

J=T,1). (13)

The problem is to find such a function /(¢) and the corresponding solution 7i(¢) i=0,1, N of the system
of equations (8) with the initial conditions (11), whereby condition (12) is satisfied for a certain moment of
time t1 and for functional (13) takes its minimum value.

This problem refers to the problems of optimal control of objects, which are described by the
equations of motion for phase variables 7 under the given values of some functions from phase variables at
the finite moment of time #;.

Such a given function is condition (12) which is written as

F(T(4,)=T,-T,(1,)=0, (14)

and instead of functional J (13) we consider an expanded functional
O=J+VF, (15)

where v is an unknown parameter that must be chosen so as to satisfy condition (12).

Then the formulated optimization problem becomes a problem for phase variables with a free right
end and a fixed time, the solution of which is given by the Pontryagin maximum principle [29].

To solve the problem, the Hamiltonian function is written according to the rule

H:ZMﬁﬂmﬂ, (16)

where the unknown functions (pulses) y; are solutions of the auxiliary system of equations

v, o . N (17)
dt oT,

with conditions at point ¢ = ¢#; (transversality conditions) in the form

(T
v (1) = oT , 1=0,.,N. (18)

Optimal control function /

o (1) is found from the Pontryagin maximum condition

H(T ()1, (1), w(t),t) = max H(T(1),1,y(1), 1), (19)
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that is, function H(7'(¢),1(¢),y(¢),t) of variable I at each 7€[0,#1] reaches a maximum at point /=1, (¢)

for all /e G;.
For our formulated problem the Hamiltonian function (16) acquires the form

H=— (T 10+ Yy (T L), (20)

and the system of equations (17) with transversality conditions (18) for pulses v is written as

%\ D

dt \UO a]-; \Jrll 671 \IIZ a].; s

dy , . .
a ~Vor Veor, Vorn
2 2 2 (21)
dy, o o Y
— L=y, =y, =Ly, = =3, ,N—1,
dt \Ijz—l a]-’, \Ijz a].’, \Ij1+| a]-:
dy _ v oy
a  "er, “Vvor,
v, ()=, y, (1) =0, i=2,..,N. (22)

Thus, the condition for the maximum (19) of the Hamiltonian function H (20) in conjunction with
the basic system of ordinary differential equations (8) with the initial conditions (11) and the associated
auxiliary system (21) with conditions at the final moment of time (22), which depend on the parameter v,
and which should provide the specified cooling temperature 7. at the final time moment #;, set the solution
to the problem of optimizing the process of transient thermoelectric cooling in the mode of minimum
power consumption. Optimality conditions (19) - (22) make it possible to determine the optimal current
function /,,/(#) for such a mode.

Obviously, the complexity of such an optimization problem allows it to be solved only by computer
methods. To solve it, based on the method of successive approximations, an algorithm was developed and a
software tool was created in the MathLab environment.

Results of optimization of transient cooling process

Calculations of optimal current functions /,,(¢) and characteristics of transient cooling process were
carried out by the example of a thermoelement whose legs are made of Bi,Te; based materials. Used for
this purpose, the values of material parameters and other values that characterize transient cooling process
are listed in Table.
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Parameter values used for calculations

Parameter Value
Specific heat ¢, J/em* K 1.4
Seebeck coefficient o, pV/K 200
Resistivity p, Ohm-cm 10°
Thermal conductivity k, W/cm-K 0.015
Thomson coefficient 3, pV/K 75
Contact resistance ry, Ohm-cm? 5-10°
Total volumetric heat capacity g, J/ K 1.25-10°
Heat release go, W 0.001
Heat exchange coefficient K, W/ cm*K 0.001
Ambient temperature 7,, K 300
Leg height L, cm 0.14
Leg cross-section s, cm? 0.01

Table

Optimal functions /,,/(f) were calculated for different time intervals of reaching given cooling

temperature under condition of minimum power consumption. Examples of such functions calculated for

temperature reduction from 300 K to 260 K for 1 s and for 2.5 s are given in Fig. 2. It is obvious that for

different time intervals these functions are different. Fig. 2 also shows the reduction of temperature with

time to reach its given value under conditions of using these optimal dependences of current.
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Fig. 2. Optimal functions of current and their respective functions of
temperature reduction from 300 K to 260 K for 1 s (a) and 2.5 s (b).

Fig. 3 illustrates the temperature distribution which is set in thermoelement legs for 1 s and 2.5 s.
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Fig. 3. Temperature distribution in thermoelement legs for 1 s (2) and 2.5 s (1).

Fig. 4 shows the results of calculating the dependence of the power consumed by the thermoelement
on the time of reaching the cooling temperature of 260 K under the conditions of application of the optimal
current functions. Power consumption significantly depends on the time interval during which the set
temperature must be reached. Increasing the time interval leads to a decrease in power consumption. There
is an optimal time interval during which cooling to a given temperature is achieved with the lowest power
consumption. The results in Fig. 4 show that the specified cooling temperature under the conditions of
supplying the thermoelement with a current that varies in time according to the optimal dependence can be
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achieved both in a short period of time with a certain power consumption, and for a longer time, but with a
significantly lower, namely 2 - 2.5 times, power consumption.

J, Joules

0,16

0,14

0,12

N

\
0,10 \
0,08 \ ,/
0,06 \\\/ e —

0,04

0 1 2 3 4 5
t, s

Fig. 4. Time dependences of thermoelement power consumption under
the conditions of using optimal functions of current (1) and direct current (2).

Also, the calculations of power consumption were carried out when the thermoelement was supplied
with direct current. For different time intervals, the current at which the cooling temperature of 260 K is
reached, and, accordingly, the power consumption, were calculated. The results are shown in Fig. 4. For a
constant current supplying a thermoelement, there is also a time interval and a corresponding current value
at which the specified temperature is reached with the lowest power consumption. Comparison of the
results shown in Fig. 4 shows that when using the optimal time functions of current, cooling to a given
temperature for a given time occurs with significant power savings. Depending on the time interval, power
consumption savings are from 50 to 25% compared to the option of supplying the thermoelement with
direct current.

One of the methods for calculating the time dependence of the current, which provides cooling to a
given temperature at the maximum coefficient of performance (COP), is to use the quasi-stationary
approximation [22]. This approximation is used if the volumetric heat capacity of the thermoelement
material is low, which can be neglected in comparison with the heat capacity of the cooled object. If these
heat capacities are comparable values, then in the calculations, the heat capacity of the material is added to
the heat capacity of the object. In the quasi-stationary approximation, it is assumed that the temperature of
the heat-absorbing surface of the thermoelement decreases uniformly step by step to the specified
temperature. For each value of the cooling temperature, the current is determined, which provides the
maximum COP value for this temperature in the steady-state mode, and the corresponding time during
which the heat balance of the heat-absorbing surface of the thermoelement with the cooled object is
ensured in the transient mode. The result is a time dependence of the current, for which the value of the
consumed power is calculated.

An example of such a calculation of the current function and the corresponding time dependence of
cooling temperature is shown in Fig. 5. The time required for cooling from 300 K to 260 K in the quasi-
stationary approximation is 11 s, and the power consumption is 0.093 J. These values are significantly
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higher than the time of 3 s and the power consumption of 0.046 J (Fig. 4), obtained in the transient mode
under the condition of optimal control of the thermoelement supply current.

300

2
290 1.5
280 1
270 ‘ ‘ 0.5
o
260 1 1 0
o 2 4 6 8 10, _12

)
Fig. 5. The current function and the respective function of
temperature reduction from 300 K to 260 K, calculated
in the quasi-stationary approximation.

Thus, the comparison of the results shows that the quasi-stationary approximation is not correct
enough to find the optimal time dependence of the current, which provides thermoelectric cooling with
minimum power consumption.

Note that simulation of the optimal control functions of transient cooling is of great practical
importance. These functions are used for the design and auto-calibration of regulators, which are necessary
to ensure the operation of automatic control systems for the transient cooling process in thermoelectric
devices.

Conclusions

As a result of research:

1. One of the main problems of the optimal control of transient cooling is formulated, which consists
in determining the optimal time dependence of the supply current, which assures the achievement of a
given cooling temperature for a given time under the condition of minimum power consumption.

2. To solve the formulated problem, a method based on the discretization of the mathematical model
of transient cooling by the coordinate is proposed, which makes it possible to use the Pontryagin maximum
principle for the calculation of the optimal control functions.

3. A computer simulation technique has been developed which is used to calculate the optimal
functions of the supply current of thermoelements for coolers with minimum power consumption.

4. It is shown that energy saving when supplying thermoelements with an optimally time-dependent
current reaches 25 — 50 % as compared to the option of direct current supply.

5. It is found that the use of the quasi-stationary approximation for calculating the optimal time
dependences of the supply current of a thermoelectric cooler is incorrect.
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OIITUMAJIBHE KEPYBAHHS HECTAIIIOHAPHUM ITPOLIECOM
TEPMOEJIEKTPUYHOI'O OXOJIO/J’KEHHA B PEXKUMI
MIHIMAJIBHOT'O EHEPT'OCIIOXKUBAHHA

Cohopmynvosaro 3a0auy onmumaibHO20 Kepy8aHHs HeCMAyiOHAPHUM APOYECOM MepMOeleKmpPUiHo20
OXONOOICEHHS 8 PEANCUMI MIHIMATILHO20 €HEPLOCNONCUBAHHS MA 3ANPONOHOBAHO MEMOO ii BUPIULEHHSL.
Pospobneno anzopumm i komn romepruil 3acio, AKi 3acmoco8ari 0isk pO3PAXYHKY ONMUMATbHUX
YACOBUX 3ANENHCHOCMEN CMPYMY JICUBTICHHSL MepMOeleMenmd, 3a sAKUX 3a0ana memnepamypd
OXOJIOOJHCEHHs O0CA2AEMbCA 34 3A0AHUL YAC 3 MIHIMATHUMU SUMPAMAMU eleKMPU4Hoi eHepeii.
Hagedeno npuknadu Komn’'lomepHo2o0 MOOENOBAHHA MAKUX ONMUMALLHUX (DYHKYIU KepyB8aHHs
npoyecom HeCmayioHapHo20 0XO0A00JCeHHA. Bcmanoeneno, wjo exonomia enekmpoenepeii 3a ymosu
JICUBTICHHSL MEPMOENEeMEHMIE ONMUMANbHO 3ANEAHCHUM 8i0 uacy cmpymom docsaeae 25 — 50 % nopiensno
i3 sapianmom dcusnenns nocmiunum cmpymom. bion.29 , puc. 5, maon. 1 .

KirouoBi cioBa: HecramioHapHE TEpMOENCKTPHUYHE OXOJIOJDKEHHS, ONTHUMAaJbHE KepyBaHHS,
ONTHMAJIbHI YaCOBI 3aJIXKHOCTI CTPYMY KHBJICHHS TEPMOEJIEMEHTA.
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OIITUMAJIBHOE YITIPABJIEHUE HECTAIIUOHAPHBIM ITPOLHECCOM
TEPMOJJIEKTPUYECKOI'O OXJIA’KAEHUS B PEXKUME
MHUHHUMAJIBHOI'O QHEPT'OIIOTPEBJIEHUSA

Chopmynuposana  3a0aya  ONMUMATLHO2O0 — YAPAGIEHUS — HECMAYUOHAPHLIM — NPOYECCOM
MEPMOINEKMPUYECKO20 OXAANCOCHUST 8 PENCUME MUHUMALLHO20 IHEPLONOmMpeOieHus U npeodyiodiceH
Memo0 ee pewenust. Paspaboman ancopumm u komnviomepuvle cpedcmsa, npumMenentvie sl paciema
ONMUMATLHBIX 8PEMEHHBIX 3A6UCUMOCTEl MOKA NUMAHUL MEPMOINIEMEHMA, NPU KOMOPLIX 3A0AHHASL
memMnepamypa OXaadcoeHusi 00Cmu2aemcs 3a 3a0aHHOE 6peMsi C MUHUMAIbHLIMU 3aMpPaAmamu
anexmposnepeuu. Ilpueedenvt npumepvl KOMHLIOMEPHO20 MOOEIUPOBAHUS MAKUX ONMUMALLHBIX
@yHKYULL ynpaeienus npoyeccom HeCmayuoOHapHo20 OXAANCOeHUs. YCmanogneHo, ymo npu numanuu
MEPMOINEMEHMO8  ONMUMATLHO  3A6UCUMBIM  OM  BPEMEHU MOKOM 9KOHOMUSL  IIIeKMPOIHEP2UL
docmueaem 25 — 50 % no cpagnenuio ¢ 6apuanmom NUManus ROCMOosHHbIM mokom. bubn.29 , puc. 5,
mabn. 1 .

KaioueBbie cioBa: HecTallMOHApHOE TEPMODJIEKTPHUYECKOE OXJIaXK/IECHHE, ONTHMAaIbLHOE YIpaBleHUE,
ONTHUMAJIbHBIC BPEMEHHbIC 3aBUCUMOCTH TOKA IIUTAHUS TEPMOIJIEMEHTA.

ISSN 1607-8829 Journal of Thermoelectricity Nel, 2020 73



Anatychuk L.L, Vikhor L.M., Kotsur M.P, Romaniuk LF., Soroka A.V.
Optimal control of transient thermoelectric cooling process in the mode of minimum power consumption

References

1.

10.

11.

12.

13.

14.

15.

16.

17.

18.

L.S. Stilbans, N.A. Fedorovich (1958). O rabote okhlazhdaiuschchikh termoelementov v
nestatsionarnom rezhime [On the work of cooling thermoelements in transient mode]. Zhurnal
tekhnicheskoi fiziki — Technical Physics, 28(3), 12—15 [in Russian].

J.E. Parrott (1960). The interpretation of stationary and transient behaviour of refrigerating
thermocouples. Solid-State Electronics, 1 (2), 135-143.

V.P. Babin, E.K. Tordanishvili (1969). O povyshenii effekta termoelektricheskogo okhlazhdeniia pri
rabote termoelemntov v nestatsionarnom rezhime [Increasing thermoelectric cooling effect with the
work of thermoelements in transient mode]. Zhurnal tekhnicheskoi fiziki — Technical Physics, 39(2),
399406 [in Russian].

K. Landecker, A.W. Findley (1961). Study of transient behavior of Peltier junctions. Solid-State
Electronics, 3(3-4), 239-260.

G. E. Hoyos, , K.R. Rao, D. Jerger (1977). Fast transient response of novel Peltier. Energy Conversion,
17(1), 45-54.

G.A. Grinberg (1968). O nestatshionarnom rezhime raboty okhlazhdaiushchikh termoelementov [On
the transient operating mode of cooling thermoelements]. Zhurnal tekhnicheskoi fiziki — Technical
Physics, 38(3), 418-424 [in Russian].

A.S. Rivkin (1973). Optimalnoiie upravleniie nestatsionarnym processom termoelektricheskogo
okhlazhdeniia [Optimal control of the transient process of thermoelectric cooling]. Zhurnal
tekhnicheskoi fiziki — Technical Physics, 43(7), 1563—1570.

M. Idnurm, , K. Landecker (1973). Experiments with Peltier junctions pulsed with high transient
currents. Journal of Applied Physics, 34(6), 1806—1810.

R.L. Field,, H.A. Blum (1979). Fast transient behavior of thermoelectric coolers with high current
pulse and finite cold junction. Energy Conversion, 19(3), 159-165.

G.J. Snyder, J.P. Fleurial, T. Caillat, R.G. Yang, G.J. Chen (2002). Supercooling of Peltier cooler
using a current pulse. Journal of Applied Physics, 92(3), 1564—1569.

L.M. Shen, F. Xiao, H.X. Chen, S.W. Wang (2012). Numerical and experimental analysis of transient
supercooling effect of voltage pulse on thermoelectric element. International Journal of Refrigeration,
35(4), 1156-1165.

M. Ma, J. Yu. (2014). A numerical study on the temperature overshoot characteristic of a realistic
thermoelectric module under a current pulse operation. International Journal of Heat and Mass
Transfer, 72, 234-241.

T. Thonhauser, G.D. Mahan, L. Zikatanov, J. Roe (2004). Improved supercooling in transient
thermoelectrics. Applied Physics Letters, 85(15), 3247-3249.

J.N. Mao, H.X. Chen, H. Jia, X.L. Qian (2012). The transient behavior of Peltier junctions pulsed
with supercooling. Journal of Applied Physics, 112(1), 014514-1-014514-9.

H. Lv, X-D. Wang, T-H. Wang, J-H. Meng (2015). Optimal pulse current shape for transient
supercooling of thermoelectric cooler. Energy, 83, 788—796.

H. Lv, X-D. Wang, T-H. Wang, C-H. Cheng (2016). Improvement of transient supercooling of
thermoelectric coolers through variable semiconductor cross-section. Appl Energy, 164, 501-508.

H. Lv, X-D. Wang, J-H. Meng, T-H. Wang, W-M. Yan (2016). Enhancement of maximum temperature
drop across thermoelectric cooler through two-stage design and transient supercooling effect. Appl
Energy, 175, 285-292.

Ma. Ming, Yu. Jianlin (2016). Experimental study on transient cooling characteristics of a realistic
thermoelectric module under a current pulse operation. Energy Conversion and Management, 126,
210-216.

74

Journal of Thermoelectricity Nel, 2020 ISSN 1607-8829



Anatychuk L.L, Vikhor L.M., Kotsur M.P, Romaniuk LF., Soroka A.V.
Optimal control of transient thermoelectric cooling process in the mode of minimum power consumption

19.

20.

21.

22.

23.

24.

25.

26.

27.

28.

29.

R.G.Yang,, G.J. Chen, A.R. Kumar, G.J. Snyder, J.-P. Fleurial (2005). Transient cooling of
thermoelectric coolers and its applications for microdevices. Energy Conversion and Management, 46
(9-10), 1407-1421. http://dx.doi.org/10.1016/j.enconman.2004.07.004

L.M. Shen, H.X.Chen, F. Xiao, Y.X. Yang, S.W. Wang (2014).The step-change cooling performance
of mi niature thermoelectric module for pulse laser. Energy Conversion and Management, 80, 39—45.

M.A. Kaganov, M.R. Privin (1970). Termoelektricheskiie teplovyie nasosy [Thermoelectric heat
pumps]. Leningrad: Energiia [in Russian].
A.V. Mikhailenko (1984). Candidate’s Thesis. Chernivtsi [in Ukrainian].
C.-H. Cheng , S.-Y. Huang, T.-C. Cheng (2010). A three-dimensional theoretical model for predicting
transient thermal behavior of thermoelectric coolers. International Journal of Heat and Mass Transfer,
53 (9-10), 2001-2011.
L.V. Hao, X.-D. Wang, T.-H. Wang, J.-H. Meng (2015). Optimal pulse current shape for transient
supercooling of thermoelectric cooler. Energy, 83, 788—796.
N.U. Ahmed (2003). Distributed parameter systems. Encyclopedia of Physical Science and
Technology. Elsevier BV.
M.P. Kotsur, A.G. Nakonechnyi (2015). Optimalnoie upravleniie nestatsionarnym rezhimom
kaskadnogo termoelektricheskogo okhkladitelia [Optimal control of transient mode of cascade
thermoelectric cooler]. Kibernetika i vychislitelnaia tekhnika — Cybernetics and Computing, 180, 66-
82 [in Russian].
M.P. Kotsur (2016). Matematychne modeliuvannia ta optymizatsiia procesu nestatsionarnogo
termoelektrychnogo okholodzhennia [Mathematical simulation and optimization of transient
thermoelectric cooling process]. Tekhnologichnyi audit ta rezervy vyrobnytstva — Technology Audit
and Production Reserves, 1/2(27), 29-34 [in Ukrainian].
M. Kotsur (2015). Optimal control of distributed parameter systems with application to transient
thermoelectric cooling. Advances in Electrical and Computer Engineering, 15 (2), 117-122.
L.S. Pontryagin, V.G. Boltianskii, R.V. Gamkrelidze, E.F. Mishchenko (1976). Matematicheskaia
teoriia optimalnogo upravleniia [Mathematical theory of optimal control]. Moscow: Nauka [in
Russian].

Submitted 10.03.2020

ISSN 1607-8829 Journal of Thermoelectricity Nel, 2020 75



A.V. Prybyla, cand. Phys. - math. Sciences'*

L.I.Anatychuk acad. National Academy

of sciences of Ukraine'

'Institute of Thermoelectricity
of the NAS and MES of Ukraine,
1, Nauky str., Chernivtsi, 58029, Ukraine; L.1.Anatychuk
e-mail: anatych@gmail.com
2Yu.Fedkovych Chernivtsi National University,
2, Kotsiubynskyi str., Chernivtsi, 58000, Ukraine

AV, Prybyla

INFLUENCE OF MINIATURIZATION ON THE EFFICIENCY
OF A SPACE-PURPOSE THERMOELECTRIC HEAT PUMP

The paper presents the results of calculating the influence of miniaturization on the boundary possibilities of a
thermoelectric liquid-liquid heat pump, in particular for its use as a high-efficiency heater for a space-purpose
water purification device. Bibl. 10, Fig. 5.

Key words: thermoelectric heat pump, efficiency, distiller.

Introduction

General characterization of the problem. The use of thermoelectric heat pumps (THPs) in air and
liquid conditioning systems, special- purpose evaporators is associated with their unique advantages [1 - 7],
in particular environmental friendliness (there are no toxic refrigerants in such equipment); reliability
(resistance to mechanical impacts, long service life); independence from the orientation in space (the
ability to work in the absence of gravity).

An example of the effective use of thermoelectric heat pumps are devices for water regeneration
from liquid waste on board manned spacecraft (urine, condensate, sanitary water) [5 - 7]. Tests of their
efficiency at the NASA stand showed that in the most important indicators - specific energy consumption,
dimensions, weight and quality of the distillate- water purifiers with thermoelectric heat pump outperform
known space-purpose analogues [6].

However, such devices are subject to new, higher requirements related to the possibilities of their
new applications (manned missions to explore Mars and other planets). This mainly concerns the reduction
of their weight and size while maintaining (or even improving) the achieved level of energy efficiency. In
[8, 9] the results of calculations of the influence of miniaturization of thermoelectric modules in the heating
mode are given. The influence of the height of thermoelectric material legs on the heating coefficient of
thermoelectric modules was determined by computer simulation, and the optimal height of the leg of
material was found, which provides minimal losses of energy conversion efficiency. However, the complex
task of optimizing the thermoelectric heat pump, providing a reduction of its weight and dimensions, has
not yet been solved.

The purpose of our work is to study the energy efficiency of a space-purpose thermoelectric heat pump
under conditions of reduction of its overall dimensions.
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Physical model of THP

Physical model of a thermoelectric heat pump is shown in Figs. 1 - 3. It consists of heat exchangers 1,
providing the passage of heat flux O/ through the hot side of thermoelectric modules, thermoelectric modules
proper 3, heat exchangers 2, providing the passage of heat flux Qc through the cold side of thermoelectric
modules and a system of hydraulically coupled channels 4, providing circulation of liquid in the thermoelectric
heat pump.

\ H \\ H \\
Fig. 1. The simplest physical model of a thermoelectric heat pump.
In the simplest case this model presents series-connected hot heat-exchangers 1 and cold heat-exchangers

2, with thermoelectric modules 3 located between them (Fig. 1). However, practical implementation of such a
structure is not always rational. This is due to significant dimensions of such a device.

2 - cexuii 3 - cekuii 1 - CeKii

| - cexuisn

Fig. 2. Physical model of a thermoelectric heat pump with thermal insulation.

In practice, it is more convenient to connect heat exchangers 1, 2 with thermoelectric modules 3 in rows
with a different number of sections, between which there is thermal insulation 5.

| - cekuin 2 - cexuil 3 - cexuii 1 - CeKLLH
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Fig. 3. Physical model of a thermoelectric heat pump.
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However, to reduce the weight and dimensions of such equipment, you can simplify the design proposed
in Fig. 2. In this case, a number of heat exchangers will provide the operating conditions of two rows of
thermoelectric modules (Fig. 3). This makes it possible to significantly reduce the number of heat exchangers,
and, consequently, the weight and dimensions of such a device.

Mathematical and computer description of the model

To describe the heat and electricity fluxes, we will use the laws of conservation of energy

divE =0 (1)
and electrical charge
divj =0, )
where
E=G+U], €)
G=xVT +alj, 4)
j=-0VU-ocaVT. (5)

Here, E is energy flux density, § is heat flux density, j is electrical current density, U is electrical

potential, 7 is temperature, a, o, k are the Seebeck coefficient, electrical conductivity and thermal
conductivity.
With regard to (3) — (5), one can obtain

E=—(k+a’cT +aUc)VT —(aoT +Uc)VU. (6)
Then the laws of conservation (1), (2) will take on the form:
~V[(x+0’cT +aUs)VT |-V[(asT + Us)VU] =0, (7
-V(caVT)-V(cVU)=0. (8)
The nonlinear differential equations of second order in partial derivatives (7) and (8) determine the
distribution of temperature 7 and potential U in thermoelements.

An equation describing the process of heat transport in the walls of heat exchangers in the steady-
state case is written as follows:

V(k VT ) =0, ©)

where ki is thermal conductivity of heat exchanger walls, V7, is temperature gradient, Q; is heat flux.

The processes of heat-and-mass transfer of heat carriers in heat exchanger channels in the steady-
state case are described by equations [10]
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P =
—Ap — v|V|+F =0, 10
YA 2d, | | (10
V(A4pv) =0, (1
- pA ;3
pPACV-VT, =V -Ak,VT, + f, d_|v| +0,+0,u (12)
h

where p is pressure, p is heat carrier density, 4 is cross-section of the tube, F is the sum of all forces,

C, 1s heat carrier heat capacity, 7, is temperature, v is velocity vector, k2 is heat carrier thermal

. . . 44 . . . : . .
conductivity, f,, is the Darcy coefficient, d =7 is effective diameter, Z is perimeter of tube wall, Q,is

heat which is released due to viscous friction [W/m] (per unit length of heat exchanger), O, , is heat flux

coming from the heat carrier to the tube walls [W/m]
Qwallzh‘z'(n_n)’ (13)

where 4 is heat exchange coefficient which is found from equation

Nu-k
h=——2, 14
5 (14)
Here, Nu is the Nusselt number which is found from equation
Q Re—1000) Pr
8
Nu= - , (15)
by 2
1+12.7(fﬂ’j2 pr —1j
8
B . . . pvd .

where Pr= is the Prandtl number, pis dynamic viscosity, Re=-—is the Reynolds number,

2
3000 < Re <6-106, 0.5 < Pr<2000.

The Darcy coefficient f, is found with the use of the Churchill equation for the entire spectrum of
the Reynolds number and all the values of e¢/d (e is roughness of wall surface)
12

szg{i +(A+B)]'5} . (16)

Re

0.9 16 16
Here, A={—2.457-ln((iJ +0.27(e/d)H ,32(3753(’) '
Re Re

From the solution of equations (7) —(12) we obtain the distribution of temperatures, electrical
potential (for thermoelements), velocities and pressure (for heat carrier).

To solve the above differential equations with the respective boundary conditions, the Comsol
Multiphysics applied software package was used.
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Computer simulation results

Below are the results of calculating the parameters of a thermoelectric pump in accordance with the
physical model shown in Fig. 3. The influence of energy consumption Wpump on the heat carrier pumping
through the heat exchange system on the heating coefficient pu of a thermoelectric heat pump was studied
for different heights of thermoelectric power converters (4 from 0.1 to 1 mm) and different temperature
differences of the heat carriers at the inlet to the heat exchange circuit of a thermoelectric heat pump
(Wpump) (Fig. 4).

Thus, from the analysis of Fig.4 it is seen that the heating coefficient of a thermoelectric heat pump
weakly depends on the height of the thermoelectric converter up to the height of the thermoelectric
converter leg of 0.5 mm and begins to sharply decrease with its further miniaturization. So, when the height
of the thermoelectric converter leg decreases by 2 times (from 1 to 0.5 mm), the heating coefficient
decreases by only 5 %, but its subsequent decrease (to a height of 0.25 mm) leads to a decrease in p already
by~22 %, and with a leg height of 0.1 mm p decreases by~45 %. On the other hand, a twofold decrease in
the leg height leads to a decrease in the weight of the heat pump by 25 %, the volume by 28 %, and also its
cost by 35 %.

45 4
40 4 — AT=0K,h=1mm
4 AT=0K, h=05mm
AT=0K, h=0.25mm
35 -
AT=0K, h=01 mm
j_ 30 4 - = AT=5K,h=1wmm
= = AT=5K,h=05mm
= AT=5K,h=025mm
25 - = AT=5K,h=0.1mm
= AT=10K,h=1sm
2,0 o < AT=10K,h=0.5wmm
- AT=10K h=025mm
= AT=10K,h=0.1 mm
1.5 .o
I | 1 I I
0 10 20 30 40 50
W, Wt

Fig. 4. Dependence of the heating coefficient of a thermoelectric heat pump u
on the supply power of heat exchange system W for different heights of thermoelectric power converters h and
different temperature differences of heat carriers at the inlet to heat exchange circuits
of a thermoelectric heat pump AT.

In addition, we analyzed the losses in the efficiency of the heat pump caused by the need for additional
power supply to the heat exchange system (Fig. 5). Analysis of Fig. 5 shows that with an increase in the supply
power of the liquid pump, which ensures the circulation of the heat carrier in the heat exchange system, the
heating coefficient of the thermoelectric heat pump first increases, which is due to a decrease in the loss of the
temperature difference in the heat exchange system due to an increase in the circulation rate of the heat carrier.
Taking into account in the expression for the heating coefficient of a thermoelectric heat pump (17) the energy
consumption for heat carrier pumping (18) leads to the fact that p, reaching a maximum, starts gradually
decreasing, because energy consumption for heat carrier pumping begin to reach the level of energy consumption
for the functioning of thermoelectric modules.
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_ 9 (17)
=g
__ 9 (18)
ugmp Wm.u + I/I/Hac ’

where QO is the heat output of the heat pump, Wy is the supply power of thermoelectric modules, W, is the
supply power of the liquid pumps of the heat exchange system.

45 A
R T A P Lo Crer e — AT =0 K, h=1 Mu
AT=0K, h=10.5smm
AT=0K, h=0.25um
3‘5 m w— AT=0K, h=0.1 Mm
4 . ”; T A : PO S et T ¥ Y e v T——
s - ——— —— - jm- - o - - i - H : - = AT=5K.h=1mm
= ol s ; ; i H ol o R O TS o
3,0 i i i i : = = AT=5K.h=05mm
5 e, R i b e PR : AT=5K, h=025mm
25 4. ... . T A S s G N = = AT=5K.h=0.1mm
{4 R B BB B S - AT=10K he 1o
20 A% e B = AT = 10K, h=0.5 mum
) = AT=10K.,h=0.25mm
= AT=10K,h=0.1 mm
1.5 4
I | I I I
0 10 20 30 40 50

W, Wt

Fig. 5. Dependence of the heating coefficient of a thermoelectric heat pump u
(with regard to energy consumption for heat carrier pumping) on the supply power of heat exchange
system W for different heights of thermoelectric power converters h
and different temperature differences of heat carriers at the inlet to heat exchange circuits of
a thermoelectric heat pump AT.

Conclusions

1. The influence of energy consumption for heat carrier pumping through heat exchange system on the
heating coefficient p of a thermoelectric heat pump has been established for different heights of
thermoelectric power converters (4 from 0.1 to 1 mm) and different temperature differences at the
inlet to heat exchange circuits of a thermoelectric heat pump (AT from 0 to 10 K) (Fig.4).

2. It has been determined that the heating coefficient of a thermoelectric heat pump weakly depends on
the height of the thermoelectric converter up to the height of the thermoelectric converter leg of 0.5
mm and begins to sharply decrease with its further miniaturization. So, when the height of the
thermal converter leg decreases by 2 times (from 1 to 0.5 mm), the heating coefficient decreases by
only 5%, but its subsequent decrease (to a height of 0.25 mm) leads to a decrease in p already by~
22%, and with a leg height of 0.1 mm p decreases by~45%. On the other hand, a twofold decrease in
the leg height leads to a decrease in the weight of the heat pump by 25%, the volume by 28%, and
also its cost by 35%.

3. It has been established that taking into account in the expression for the heating coefficient of a
thermoelectric heat pump of energy consumption for heat carrier pumping leads to the fact that p, on
reaching a maximum, starts gradually decreasing, because energy consumption for heat carrier pumping
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begins to reach the level of energy consumption for the functioning of thermoelectric modules.
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BILIMB MIHIATIOPU3AIIIl HA EOGEKTUBHICTh TEPMOEJEKTPUYHOI'O
TEIIVIOBOI'O HACOCA KOCMIYHOI'O ITPU3HAYEHHSA

Y pobomi nasoosmosca pesynomamu po3paxyHkie enausy MiHiamiopuzayii Ha SpaHudHi MOXCIUBOCHI
MepMOENeKMPUUHO2O MENNI0B020 HACOCA PIOUHA-PIOUHA, 30KPeMAd ONsl U020 GUKOPUCAHHA Y AKOCMI
BUCOKOEDEKMUBHO20 — HaSpiGHUKA Osl  NPpUIady  OYUCWKU 800U  KOCMIMHO20 — NPUSHAYEHHSL.
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ANATOLIY IRRADIONOVICH CASIAN

The International Thermoelectric Academy regrets to inform that
Anatoliy Irradionovich Casian, a famous scientist, Doctor of Physical and
Mathematical Sciences, Professor, academician of the International
Thermoelectric Academy died suddenly on May 29, 2020 in the 85th year.

Anatoliy Irradionovich was born on November 17, 1935 in the
village of Kolikautsy, Brichany district in Moldova.

In 1957 he graduated with honors from Kishinev State University

(now the State University of Moldova) in the specialty “theoretical
physics”. Then he entered graduate school in the same educational institution; in 1961 he defended his
Ph.D., and in 1988 - his dissertation for the degree of doctor habilitatus. In 1990 A.l. Casian was
awarded the title of professor.

During 1960-1969 he held various positions at the Academy of Sciences of Moldova. Until
1976, A.l.Casian headed the Department of Theoretical Mechanics of Kishinev Polytechnic Institute.
1976 - 1982 - years of work in the Moldovan branch of the Institute of Power Sources of Moscow
Scientific and Industrial Association "Kvant" as a managerial officer, and eventually director of the
branch. From 1982 to September 1, 2016, he headed the Department of Theoretical Mechanics of the
Technical University of Moldova. From May 1982 to the day of his death he was Professor of the
Department of Theoretical Mechanics of the same university.

Anatoliy Irradionovich Casian was the vice head of the Council for Theoretical Physics of the
Academy of Sciences of Moldova, the vice head of the Specialized Council for the defense of
candidate and doctoral dissertations in the field of theoretical physics at the Academy of Sciences of
Moldova, a member of the international editorial board of the international “Journal of
Thermoelectricity" and other periodical scientific publications, the head of the research group of
numerous research projects, including six international.

In 1994 A.lL. Casian was elected academician of the International Thermoelectric Academy, and
in 1999 - corresponding member of the American-Romanian Academy of Arts and Sciences.

The famous physicist was repeatedly invited to read theoretical courses at universities and
institutes in France, Israel, and the USA. In 1996 and 2002 prof. Casian was invited for 2 weeks to
Ben-Gurion University, Beer-Sheva, Israel. In 1997, 1998 and 2000 he received a one-month
invitation to the Henri Poincare University, Nancy, France. In 1999 he visited the Office of Naval
Research, Washington, SUA to submit a technical report; paid a visit for a week to the University of
California - Riverside in 2002, USA; was at the Observatoire des Nano et Micro Technologies in
2005, Paris, France, where he presented his latest work at the seminar. In 2013 he received an
invitation to the University Wiirzburg, Germany; in 2014 - to the Institute of Solid State Physics,
Latvia, Riga; in 2015 - to the Institute of Organic Chemistry, Sofia, Bulgaria.

The research interests of the scientist were quite broad. They dealt with fundamental problems
of the theory of semiconductors, transfer phenomena and thermoelectric phenomena in low-
dimensional structures, quantum wells, thermoelectric properties of quasi-one-dimensional organic
crystals.
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Professor A.l.Casian is the author of over two hundred scientific works, including two
monographs and six textbooks. Under his supervision, 6 doctoral dissertations were defended at the
Technical University of Moldova and two in Algeria.

The scientific, pedagogical, organizational work of the scientist A.l.Casian was well
appreciated. He was awarded the medal “For Labor Valour”, in 2004 he received the title of Laureate
of the National Prize of Moldova in the field of science and technology, in 2017 he was awarded the
Honorary Gold Prize of the International Thermoelectric Academy in the nomination “For
fundamental contribution to thermoelectricity”.

The International Thermoelectric Academy, the Institute of Thermoelectricity of the National
Academy of Sciences and the Ministry of Education and Science of Ukraine express their sincere
condolences to the family and friends of Anatoliy Irradionovich, as well as the administration of the
Technical University of Moldova and the Department of Theoretical Mechanics of this university and
share with them the grief of the great loss.
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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.

ISSN 1607-8829 Journal of Thermoelectricity Nel, 2020 89



4. Medium with the text of the article, figures, tables, information about the authors in electronic
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 cm, bottom margin — 2.0 c¢m, 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
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Ukrainian standard of bibliographic description DSTU 8302:2015. With the aid of VAK.in.ua
(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;

¢ 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);

¢ 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 cm, font Times New
Roman, size 11 pt, line space spacing 1.2, justified alignment;

e 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;

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

e 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;
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o references should appear at the end of the article. References within the text should be
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 [.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. 1., 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].
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