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Abstract

In this article, the mechanism of relaxation polarization currents occurring at a constant
temperature (isothermal process) in crystals with ionic-molecular chemical bonds (CIMBs)
in an alternating electric field was investigated. Methods of the quasi-classical kinetic theory
of dielectric relaxation, based on solutions of the nonlinear system of Fokker-Planck and
Poisson equations (for the blocking electrode model) and perturbation theory (by expanding
into an infinite series in powers of a dimensionless small parameter) were used. Generalized
nonlinear mathematical expressions for calculating the complex amplitudes of relaxation
modes of the volume-charge distribution of the main charge carriers (ions, protons, water
molecules, etc.) were obtained. On this basis, formulas for the current density of relaxation
polarization (for transient processes in a dielectric) in the k-th approximation of perturbation
theory were constructed. The isothermal polarization currents are investigated in detail
in the first four approximations (k = 1, 2, 3, 4) of perturbation theory. These expressions
will be applied in the future to compare the results of theory and experiment, in analytical
studies of the kinetics of isothermal ion-relaxation (in crystals with hydrogen bonds (HBC),
proton-relaxation) polarization and in calculating the parameters of relaxers (molecular
characteristics of charge carriers and crystal lattice parameters) in a wide range of field
parameters (0.1-1000 MV /m) and temperatures (1-1550 K). Asymptotic (far from transient
processes) recurrent formulas are constructed for complex amplitudes of relaxation modes
and for the polarization current density in an arbitrary approximation k of perturbation
theory with a multiplicity r by the polarizing field (a multiple of the fundamental frequency
of the field). The high degree of reliability of the theoretical results obtained is justified
by the complete agreement of the equations of the mathematical model for transient and
stationary processes in the system with a harmonic external disturbance. This work is of a
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theoretical nature and is focused on the construction and analysis of nonlinear properties
of a physical and mathematical model of isothermal ion-relaxation polarization in CIMB
crystals under various parameters of electrical and temperature effects. The theoretical
foundations for research (construction of equations and working formulas, algorithms, and
computer programs for numerical calculations) of nonlinear kinetic phenomena during
thermally stimulated relaxation polarization have been laid. This allows, with a higher
degree of resolution of measuring instruments, to reveal the physical mechanisms of
dielectric relaxation and conductivity and to calculate the parameters of a wide class of
relaxators in dielectrics in a wide experimental temperature range (25-550 K).

Keywords: crystals with ion-molecular chemical bonds (CIMBs); hydrogen-bonded crystals
(HBC); isothermal ion-relaxation polarization (in CIMBs); isothermal proton-relaxation
polarization (in HBC); isothermal relaxation polarization current (ITRPC); thermally
stimulated relaxation polarization current (TSRPC); nonlinear quasi-classical kinetic
theory of dielectric relaxation; nonlinear space-charge polarization (in ionic dielectrics); proton
relaxation and conductivity (in HBC); thermally stimulated polarization currents (TSPC);
thermally stimulated depolarization currents (TSDC); Fokker-Planck kinetic equation (solved
together with the Poisson equation); diffusion-relaxation polarization (for the ionic subsystem
in CIMBs); complex amplitudes of relaxation modes of the space-charge distribution

1. Introduction

Studies of the electrophysical properties of crystals with ionic-molecular chemical
bonds (CIMBs) are carried out using dielectric spectroscopy methods by measuring the tem-
perature spectra of thermally stimulated depolarization currents (TSDC) and the frequency-
temperature spectra of the dielectric loss tangent [1-6].

Theoretical methods for research and analysis of electrical conductivity and dielectric
relaxation parameters in CIMB class crystals (including HBC) have developed quite well
over the past 10 years and make it possible to achieve a high degree of consistency between
the results of theory and experiment [1-5]. The quasi-classical kinetic theory of dielectric
relaxation is the most effective for mathematical and numerical analysis of ion-relaxation
polarization (IRP) and ionic conductivity (IC) processes in CIMB. It is based on a nonlinear
system of equations of a phenomenological model describing the processes of diffusion
transport (including both thermally activated (classical) and quantum tunnel transitions of
ions on chemical bonds) for various types of charge carriers in a dielectric in a wide range
of field parameters (0.1-1000 MV /m) and temperatures (0-1550 K) [5].

The aim of this scientific article is to develop and analyze the properties and param-
eters of a nonlinear universal quasi-classical model of isothermal polarization and ionic
conductivity processes in crystals with ionic-molecular chemical bonds (CIMBs) in an
alternating electric field, with the aim of a detailed theoretical study of the influence of
high orders (r > 1) of polarization nonlinearities (quantum low-temperature; space-charge
high-temperature) on the structure and properties of mathematical expressions describing
the theoretical spectra of polarization current density in a wide range of field parameters
(3 kHz-300 MHz and 3 GHz-300 GHz; 0.1-1000 MV /m) and temperatures (1-1550 K).

The construction of a rigorous nonlinear quantum-mechanical model (based on solu-
tions of the Schrodinger equation and construction of a non-stationary (non-equilibrium)
density matrix for an ensemble of majority charge carriers (primarily protons in HBC)) for
ion-relaxation polarization is not included in the objectives of this work and is the subject
of a separate study.
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This article is of an analytical calculation nature and is focused on the preparation
and detailed analysis of nonlinear properties of the physical and mathematical model of
ion-relaxation polarization directly, without performing numerical calculations, which are
also deferred to the future.

Note: To simplify the procedure of familiarization with our previously published
works, primarily, the fundamental articles [2-5] and with the basic physical principles of
physical and mathematical models of ion-relaxation polarization in CIMB class crystals
(in particular, with the quantum-mechanical principles of proton motion in the hydrogen
sublattice of HBC), before studying this work or in the process of studying it, we recommend
familiarizing yourself with Section 4.2 (see Figures 1-3 and their analysis) of this work.
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Figure 1. Scheme of the migration of H3O™" ions due to the gradual movement of a proton within the
layered structure, in a crystal of chemically pure chalcanthite CuSOy - 5H,O [3]. Arrows indicate the
directions of proton movements between conditions 1-6; the vertical arrow shows the direction of the
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Figure 2. The model of an unperturbed one-dimensional multi-well symmetric crystalline potential
for the ion in CIMBs (for the proton in HBC).
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Figure 3. The model of a perturbed by an electric field E(x; t) one-dimensional multi-well symmetric
crystalline potential for the ion in CIMBs (for the proton in HBC).

2. Materials and Methods

2.1. Justification of the Relevance and Scientific and Practical Significance of the Chosen
Research Area

The applied scientific and technical significance of CIMBs class crystals relates to a
wide range of modern industry sectors [1-5], including industrial electrical engineering
and high-voltage technology (insulating materials; electrically adjustable capacitors) [1,6],
microelectronics (MIS, MSM structures; quantum field-effect transistors; resonant tunnel
diodes) [7-13], radio engineering, radio electronics and microwave technologies (radar,
communication technologies and systems, microwave detection of the properties of var-
ious working media, shells and housings of structures of radar, energy, cryogenic and
space installations and systems (solid reflective surfaces of receiving and location devices;
high-temperature dense and super-dense (non-ideal) plasma in technological circuits of
thermonuclear reactors, etc.)) [14-32], non-linear optics (non-linear receivers and converters
of coherent electromagnetic waves in the optical range) and laser technology (regulators
of laser radiation parameters based on ferroelectric crystals) [33-52], electrochemical tech-
nologies and alternative energy technologies [53-56] (in the development of solid-state
fuel cells based on proton semiconductors and conductors with high proton conductivity)
etc. Of greatest applied practical interest are materials operating under extreme conditions
of ultra-low and ultra-high temperatures, strong and super-strong electric and magnetic
fields, intense laser radiation, mechanical stress, and deformation [1,5,6].

The application of numerical optimization methods to the results of theory and ex-
periment from a comparison of the experimental and theoretical graphs of the measured
macroscopic quantity (polarization; density of thermally stimulated polarization current
(TSPC) and depolarization current (TSDC); real and imaginary components of the complex
dielectric permittivity (CDP)), allows to calculate a set of theoretical values of molecular
parameters for each type of relaxers (the most mobile charge carriers), activated in the
vicinity of the corresponding temperatures or frequencies of the alternating electric field
maxima on the basic experimental graph [2-5,57-62].

Presently, theoretical achievements in the field of electrophysics of CIMBs class mate-
rials are nonlinear physical and mathematical models of ion-relaxation polarization and
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conductivity, based on a nonlinear quasi-classical kinetic equation written in the form of
the equation of balance of the number of particles (relaxers) in potential wells of a spa-
tially inhomogeneous one-dimensional crystalline potential field perturbed by a polarizing
electric field [1-5]. The solution of this equation is carried out in conjunction with the
Poisson equation, taking into account the boundary and initial conditions arising from the
experimental conditions for a given electrode model [57-59]. The results of this method, as
applied to the descriptions of the temperature spectra of TSDC density and the frequency-
temperature spectra of dielectric losses, are consistent with the experimental data in the
entire experimental range of temperatures (50-450 K) and external electric field strengths
(0.1-1 MV/m) [2-5].

Consideration of the influence of quantum transitions of massive (in comparison
with protons) ions on dielectric relaxation in CIMBs does not have any special physical
meaning, since, due to the small De Broglie wavelengths and small transparencies of the
potential barrier for heavy ions (sulfate anions, phosphate anions, carbonate anions in
crystal hydrates; silicate anions in natural minerals of the layered silicate class), formal
consideration in the kinetic coefficients of the statistically averaged over energy levels
(continuous spectrum) quantum permeability (depending on temperature in a certain way),
from a physical point of view, has practically no effect on the parameters of the TSDC
density spectra J(T) and tgé(w; T) [2,5].

Hydrogen-bonded crystals (HBCs), a subclass of CIMBs, are characterized by the
presence in the crystal structure of a hydrogen sublattice consisting of hydrogen ions
(protons) interacting through electrostatic forces (hydrogen bonds) with ions of the anionic
sublattice and water molecules (structural and adsorbed). The activation energies of protons
in hydrogen bonds are distributed, according to experimental data, depending on the level
of chemical complexity of the bond (on the type of ion with which the proton is bound),
in the range of Uy ~ 0.01-1 eV, and the equilibrium concentration of the most mobile
charge carriers (protons) in HBC, depending on the temperature range T ~ 50-550 K, is
approximately ng =~ (101°-10?!) m~3 [58,60]. Under this conditions, polarization in HBC,
in the radio wave range (3 kHz-300 MHz) and microwave range (3 GHz-300 GHz), in
the region of weak fields Ey = (10°-10°) ¥ is determined by the diffusion-relaxation
movement of protons along hydrogen bonds in the direction of the lines of force of the
external electric field (proton conductivity) [59,61]. The set of polarization processes
associated with the relaxation motion of protons in HBC can be defined as proton-relaxation
polarization. The natural frequencies of vibrations of protons on hydrogen bonds in HBC
are approximately vy ~ (10'2-10'®) s~1. The width of the potential barrier for protons in
HBC takes numerical values of 5y &~ (0.85-1.0) x 1071% m. Transitions of protons along
hydrogen bond lines can be carried out, taking into account the parameters of the structure,
both due to thermal activation (classical transitions) and by quantum tunneling (quantum
transitions) [62,63].

The equations of the quasi-classical nonlinear model of ion-relaxation polarization
in CIMBEs, as applied to the studies of proton-relaxation polarization in hydrogen-bonded
crystals (HBC), are adapted at the mathematical level to the influence of proton tunnel-
ing on dielectric relaxation. In this case, high transparencies of the potential barrier for
protons (0.001-0.1) significantly affect the numerical values of the kinetic coefficients [60].
At the same time, the numerical calculation indicates the determining influence of the
parameters of the potential barrier (activation energy (potential barrier height) Uy and
barrier width 8y on the temperature position and amplitude of the statistically averaged
over energy levels (continuous spectrum) quantum permeability (calculated in [61] for the
model of a one-dimensional parabolic potential barrier perturbed by a stationary polar-
izing field) by the WKB method Dyant tunn,stationary (T)- The highest calculated values of
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this function are achieved at Uy 2 0.01-0.1 eV, §p ~ (0.85-1.0) x 1079 m and the proton
oscillation frequency vy ~ 10'® s7! in the temperature range T ~ 50-100 K and are equal
to unant,tunn,smtionary(T) ~ 0.01-0.2 [62], respectively. These regularities are confirmed
by studies of low-temperature theoretical maxima in temperature spectra tgé(v> (T) (see
figures 10-13 in [5]) and frequency spectra tgé(T) (v) (see figures 6 and 8 in [5]). The au-
thors of [1,4,5] have unambiguously confirmed, both experimentally and theoretically, the
dominant role of proton tunneling in the low temperature range (50-100 K), as well as a
certain (not the main, but quite significant against the background of thermal activation)
role of proton tunneling in the high temperature range (150-550 K) in HBC. In [2-5], the
determining role of quantum effects in the region of anomalously high polarization nonlin-
earities in HBC, extending to the ranges of ultra-low (1-10 K) and ultra-high (550-1550 K)
temperatures, was theoretically substantiated using various quantum-mechanical approx-
imations. The transition to more rigorous, in comparison with the WKB method, direct
quantum-mechanical calculations (based on the model of the discrete energy spectrum of
protons), in estimating the values unam,tunnlsmtionmy(T), confirms the above established
quantum effects.

Currently, it is expedient and scientifically sound to move on to detailed theoretical
studies of the effects of quantum tunneling of protons on thermally stimulated polarization
and depolarization in HBC in a wide theoretical range of temperatures (1-1550 K) and
fields (0.1-1000 MV /m) [1,57-60,62].

Algorithms for theoretical studies of the temperature spectra of the density of ther-
mally stimulated polarization currents (TSPC) and depolarization currents (TSDC), as in
the case of frequency-temperature spectra of the dielectric loss tangent tgd(w; T), should
be based on the methods of nonlinear quasi-classical [1-3,5] and quantum [1,4] kinetic
theories of dielectric relaxation in crystals with ionic-molecular chemical bonds (CIMBs),
exhibiting the properties of ionic dielectrics with a layered crystalline structure (ceram-
ics; natural minerals; perovskites; crystal hydrates, etc.). The nonlinear quasi-classical
kinetic theory of dielectric relaxation [2,5] works successfully, both in formal mathemati-
cal and physical terms, in describing the mechanisms of ion-relaxation polarization and
conductivity in almost all CIMB class crystals in a wide theoretical range of field parame-
ters (0.1-1000 MV /m) and temperatures (1-550 K). Polarization nonlinearities, within the
framework of the quasi-classical kinetic theory [2,5], unfold when compared with the ex-
periment in the field of nonlinear space-charge polarization (450-550 K), and in theoretical
terms they extend to a much wider range of temperatures, up to 1550 K in the region of
strong fields (10-1000 MV /m). The nonlinear quantum theory of dielectric relaxation [4],
in physical terms, is successfully applied, first of all, to hydrogen-bonded crystals (HBC),
which exhibit, in the low temperature region (50-100 K), the effects of nonlinear quan-
tum relaxation caused by the tunneling motion of hydrogen ions (protons) in the space
of the anion sublattice of HBC [1,4]. Experimentally established quantum polarization
nonlinearities in HBC manifest at low temperatures (50-100 K) with a sample thickness of
1000-10,000 nm, and theoretically extend to the region of ultra-low temperatures (4-25 K)
with a sample thickness of 1-10 nm and are characterized by anomalously high polarization
currents (3—4 orders of magnitude higher than at T = 50-100 K and d = 1000-10,000 nm).
With this type of size effects, the low-temperature theoretical maximum tgé(v) (T) shifts
from the region of nitrogen to the region of helium temperatures with a decrease in the
amplitude of the maximum by 3—4 orders of magnitude, which is accompanied by an
increase in the ferroelectric properties of proton semiconductors [1,4].

In [3], the studies of the influence of quantum tunneling of protons on the theoretical
TSDC temperature spectra were carried out within the framework of the quasi-classical
kinetic theory [1], taking into account high-order polarization nonlinearities in the field,
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but for a model of the crystal potential in the form of a one-dimensional double symmetric
potential well [3]. Moreover, the methods [3] led to satisfactory agreement between the
experimental results and theory when calculating the characteristic parameters of relaxers
in a wide temperature range (50-550 K). However, the methods of [3], even from the point
of view of the nonlinear quasi-classical kinetic theory [2,5], are insufficient for a detailed
analysis of the effects of ion tunneling (primarily protons in HBC) on the nonlinear proper-
ties of TSDC spectra, in particular on the electret effect, since in [3], in contrast to [2,5], a
multi-well (closer to the real crystal structure than a double-well) model of the crystalline
potential field for conduction ions moving by relaxation (reciprocating, due to ion transi-
tions between adjacent potential wells, against the background of their thermal motion) in a
crystalline potential field perturbed by an external electric field was not used. Additionally,
with a rigorous theoretical approach, the methods developed in [2,5], which are consistent
when comparing theory with experiment for spectra tgd(w; T), are insufficiently rigorous
for the study of the temperature spectra of thermally stimulated polarization and depolar-
ization currents in CIMBs, since in [5] polarization harmonics multiples of the field powers
higher than the first (r > 1) were not taken into account. The analytical apparatus, built
on recurrence formulas for complex amplitudes of relaxation modes of the space-charge
density in a dielectric, was investigated in [2], in a generalized sense, for arbitrary orders of
perturbation theory k with an arbitrary multiplicity of frequency harmonics of polarization
r. At the same time, in [5], when calculating theoretical spectra tgd(w; T) using the methods
of [2], only the first frequency harmonic of polarization (r = 1) was used. Although it
was calculated in the infinite approximation of perturbation theory (atk =1, 2, 3, etc., to
infinity), it is insufficient for a rigorous analysis of nonlinearities in the phenomena of
thermally stimulated polarization and depolarization, characterized by a higher resolution
or sensitivity of the system to temperature than the spectra tgd(w; T). Thus, in a rigorous
theoretical study of quantum nonlinearities in the TSPC and TSDC spectra in alternating
current, at the level of quasi-classical kinetic theory [2], it is necessary, in continuation
of [5], to construct formulas for the polarization of the crystal, with an accuracy of up to
an arbitrary order in frequency harmonics of the space-charge distribution (r > 1), which
corresponds, in the radio frequency range, to nonlinear electrophysical effects such as
secondary harmonic polarization generation (SHPG) and self-generation of high-order
polarization. This approach will form the basis of the calculation schemes for calculating
the polarization of a dielectric in this article. When calculating the kinetic coefficients in
this article, as in [2], the model of the crystal potential in the format of a one-dimensional
multi-well symmetric potential field [5] will be used. Potential barriers are assumed to
be parabolic [2-5]. In the general case, the barrier can take an arbitrary shape, including
rectangular [1]. In this sense, the parabolic potential barrier is closest in its properties to the
real crystalline structure of a dielectric [2-5].

In view of the specificity of the mathematical apparatus of the quantum kinetic theory
of dielectric relaxation, direct quantum mechanical studies of the theoretical spectra of
TSPC and TSDC, using the density matrix apparatus by analogy with the methods of [4],
will be carried out in subsequent works.

The mathematical expressions obtained in this article, will be extended to materials of
a wider class, primarily to CIMBs, without limiting the generality of the results.

2.2. Theoretical Bases of Physical and Mathematical Models of Relaxation Polarization in
Solid Dielectrics

In modern fundamental physical science, the question of the applied, scientific, and
technical significance of the results of the research direction developed in a certain area
of research is of great importance. At the same time, the aspects of the applied scientific
concept and the strategy for its development are determined both by the specifics of a given



Crystals 2025, 15, 863

8 of 86

scientific direction and by its relevance to the practical needs of a modern scientific and
technical industry (or group of industries).

The state of condensed matter physics, covering a wide range of different materials
and methods in the field of solid state physics and physics of dielectrics and semicon-
ductors, is characterized by colossal achievements in the issues of condensed matter the-
ory in the format of classical and quantum theories of various directions (in particular,
the theory of quantum liquids, such as helium-II at ultra-low temperatures; the theory
of quantum macroscopic phenomena, in particular, the superfluidity of liquid helium
(2.19 K), low-temperature superconductivity in metals (425 K)), including the quasi-
classical [1,2,5,57,59] and quantum [1,4,5,60-62] kinetic theories of dielectric relaxation
and conductivity in solid dielectrics, which are of practical importance for the physics of
dielectrics and its practical applications, such as industrial electrical engineering (capacitor
technology (electrically controlled capacitor devices); insulation and cable technology; high
voltage technology); electric power engineering (insulating surfaces of current-carrying
lines; electric generators and their auxiliary equipment in industrial power plants); ra-
dio engineering and radio physics (electronically controlled radio frequency systems
(3 kHz-300 MHz) and microwave technologies and devices (3-300 GHz), in particular,
generators and converters of microwave coherent waves (3-300 THz) [14-32]) for radio
communication systems, television communications, radar and microwave diagnostics
of the state of materials in extreme technological conditions (microwave diagnostics of
plasma in thermonuclear reactors and auxiliary nuclear fusion installations); electrochemi-
cal technologies (solid-state fuel cells based on transition metal oxides (TMO), perovskites,
high-temperature ionic superconductors [40-58] in [5]); optoelectronics (fiber optic ele-
ments of sensors for deformation parameters of construction and building materials [18-26]
in [5]); nonlinear optics and laser technology (laser control elements [27-39] in [5], laser
radiation parameter controllers (KDP, DKDP ([79-92] in [5])) based on nonlinear optical
materials that exhibit nonlinear optical effects when interacting with intense coherent
electromagnetic waves (3000 THz) of the optical range nonlinear absorption of light; gen-
eration of multiple frequency harmonics; photoelectric effect; combination scattering of
light); microelectronics and quantum electronics (MIS, MSM-elements, necessary for the
development of quantum superconducting nonlinear elements such as resonant and tunnel
diodes ([9-17] in [5])); space technologies and cryogenic equipment (functional elements
for panels of local photovoltaic devices for space stations; photoconverters of electrical
energy based on dielectrics with high ionic conductivity and proton semiconductors with
ultra-high proton conductivity in the region of ultra-low (helium) temperatures).

The quasi-classical nonlinear kinetic theory of dielectric relaxation in HBC [2,5], at
the level of coefficients (formulas (5)-(10) in [5]) of the nonlinear generalized kinetic
equation (formulas (16) and (17) in [5]), considers the influence of proton tunnel transitions
(inside the hydrogen sublattice during the interaction of protons with ions of the anion
sublattice) on the mechanism of proton-relaxation polarization and conductivity in proton
semiconductors and dielectrics (PSD) in the low-temperature region (50-100 K), against the
background of low values of proton activation energies (0.01-0.1 eV), when the transparency
values of the potential barrier for protons are sufficiently large (0.001-0.1) [3,4], which,
under the conditions of a crystalline structure (in a solid), is quite significant for such heavy
(in comparison with electrons) particles as protons. The quasi-classical nonlinear model [5]
allows, at the theoretical level (formulas (150), (120), (121) and (122) in [5]), to detect and
analyze the behavior of low-temperature maxima (50-100 K) in the spectra tgé(v) (T) in
HBC (see figures 10-13 in [5]), which presently cannot be achieved experimentally for a
number of technical reasons [1]. Additionally, in [5], theoretical frequency spectra tgs(™) (v),

Re [E(T) (v)} , were investigated at constant temperatures in HBC (see figures 6-9 in [5]).
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The use of direct quantum-mechanical calculations allows, using the apparatus of
the density matrix, to take into account the influence of the configuration of the discrete
energy spectrum of relaxers (protons) on the properties and parameters of low-temperature
spectra tgé(v)(T) in HBC (see graphs 6, 6/ in figures 1 and 2 in [4], constructed using
the quantum-mechanical expression (27) from [4]). Furthermore, in [4], the size effects
associated with anomalous shifts of low-temperature maxima tgé(") (T) from the region of
nitrogen (50-100 K) to the region of helium (4-25 K) temperatures were investigated, with
a decrease in the amplitude of the theoretical maximum from tgé(") (Tmax) = 10~4-103
to tgé(v)(Tmax) = 1078-10"7 with the decrease in the thickness of the dielectric from
30,000 nm to 3 nm (see tables 3 and 4 in [4]).

Similarly, in [1], taking into account the quasi-discrete structure of the energy spectrum
of protons in HBC, in the region of ultra-low temperatures (1-10 K), in nanosized crystalline
structures (1-10 m) of HBC, leads to anomalously high numerical values of the transparency
of the potential barrier in the range of 0.5-0.9. The tangent of the dielectric loss angle,
according to the results in [1], decreases in amplitude by 3—4 orders of magnitude in
comparison with the low-temperature region. This effect, which manifests in anomalously
large values of the real component of the dielectric constant of crystals (2.5-5.5 million) in
the region of helium temperatures (4-25 K), can be defined as a low-temperature quasi-
ferroelectric effect in HBC.

From numerical studies of quasi-classical nonlinear models of thermally stimulated
depolarization in HBC in the high-temperature region (150-550 K), the quantum trans-
parencies of the potential barrier for protons are also large (0.01-0.1), and high-temperature
nonlinear space-charge polarization in HBC is largely determined by quantum tunnel
transitions of protons. Thus, quantum effects in HBC play a significant role in the formation
of proton-relaxation polarization in a wide temperature range (1-1550 K) [2,3].

Based on the comparative analysis of the influence of quantum effects on theoretical
spectra tgé(v) (T) [4,5] performed in this Section 2.1, it can be argued that it is necessary
to expand the methods of quasi-classical and quantum theories of dielectric relaxation
for studying the properties and parameters of theoretical spectra of thermally stimulated
depolarization currents in HBC, including the study of the transformations of the TSDC
density spectra caused by size effects due to tunneling (with abnormally high transparency)
movement of hydrogen ions (protons) in the temperature range (425 K), which is most
scientifically and practically significant for cryogenic technology and the physics and
technology of low-temperature superconductivity.

The physical and mathematical models constructed in this way could be extended to a
wide class of crystals with ionic-molecular chemical bonds (CIMB) and their composites.

As noted in the introduction, the analytical apparatus of the models developed in
this article will be based on the methods of the nonlinear quasi-classical kinetic theory of
dielectric relaxation [2,5] in an arbitrary approximation by the multiplicity of frequency har-
monics of polarization above the first (r > 1), in combination with the methods of statistical
physics and electrodynamics of continuous media, with elements of nonrelativistic quan-
tum mechanics (necessary to reflect, at the mathematical level, the influence of quantum
effects on the nonlinear properties of proton migration processes in HBC [2,5]).

In the general case, the physical and mathematical model of nonlinear relaxation
processes during thermally stimulated depolarization in CIMBs should consist of two
sequentially implemented parts. In the first part of the model, the dielectric relaxation
during polarization of a crystal in a constant (stationary) external electric field at a given
polarization temperature is investigated, and in the second part, a study of the kinetics
of thermally stimulated depolarization (in the absence of an external field) is performed
in a sample rapidly cooled to liquid nitrogen temperatures (in the classical experimen-
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tal scheme [1,3]), and in the general case to liquid helium temperatures (in theoretical
schemes [2,5]) and heated according to a certain time law T = f(t), in the simplest case,
linear. Of significant theoretical interest is the study, in the first part of the general model,
of the kinetics of nonlinear thermally stimulated polarization in an alternating external
electric field, with a subsequent transition, in the second stage of the modeled solutions, to
the study of depolarization according to the scheme described above (in the absence of an
external voltage source). This approach would allow, at a sufficiently high theoretical level,
to demonstrate the influence of polarization nonlinearities of various natures (quantum-
mechanical; space-charge; associated with size effects, etc.) in the process of preparing the
sample for depolarization, to establish the influence of quantum tunneling [1,3] and interac-
tions of relaxation modes of the volume-charge on the mechanism of thermally stimulated
polarization currents (TSPC) and, subsequently, on thermally stimulated depolarization
currents (TSDC).

Due to the complexity of the equations and calculation formulas of the general non-
linear physical and mathematical model of thermally stimulated polarization and depo-
larization, the methodological apparatus of this article will be simplified when setting
research objectives, with the expectation of implementing the general scheme of theoretical
research in subsequent works. At this stage of research, such simplifications are technically
necessary and, as will be shown below, are entirely justified from a methodological point of
view. In this regard, firstly, we take all polarization processes as isothermal (the polarization
temperature is taken as a constant value in this model) and, secondly, we will consider
kinetic phenomena only for polarization processes (in an alternating field), and we will not
describe depolarization (in the absence of an external electric field) in this article and will
defer this procedure to subsequent works. The polarization process is similar in this regard
and represents a separate problem, the solution of which will be described in the future.

The methodology of this work will be based on the study of the nonlinear phenomeno-
logical system of Fokker—Planck and Poisson equations for a given model of electrodes [5].
The crystal temperature is assumed to be constant in the zero approximation for the po-
larizing field in the model under study. At the initial moment of time, polarization is
absent. The solutions of this system of equations are constructed in a quasi-classical model
with an accuracy of up to multiples of an arbitrary order in the frequency of the field (rw)
of space-charge distributions frequency harmonics for the most mobile ions across the
thickness of the crystal p("®) =y ykpl((rw) (& ).

The space-charge distribution for relaxers (conduction ions) pl(:w) (&;7), calculated in
the k-th approximation of perturbation theory (by a small dimensionless parameter y < 1)
at a frequency harmonic of multiplicity r to the fundamental frequency of the alternating
field w, is determined using a Fourier series expansion in spatial harmonics cos(72£) on
the interval 0< & < %, according to the formula pl(:w) (1) = Yo i)ﬁil((w) (n; T)Cos(%a),
where pf(rw) (& T)%l((w) mt)=2 0% pl(fw) (& T)cos (2 E)dE is the complex amplitude of
the space-charge distribution pl((rw) (& 7). This model uses dimensionless spatial variable
& = 2 and time 1(T) = W) (T)t. Here a is the lattice constant (in the crystal structure
of the simulated dielectric); W(%)(T) is the probability rate of transition (flip) of a relaxer
(conduction ion) between adjacent potential wells in a crystal potential field, calculated
in the approximation / = 0 from the dimensionless parameter {(x;t) = %’g?a <1 ata
crystal temperature T [2,5]. In this expression, q is the charge of the relaxer. In the work [5],
generalized nonlinear formulas are constructed for calculating the function W(+)(x; t) in
an arbitrary approximation ! from a dimensionless parameter ((x;t), with coefficients
W(T). The electric field strength in a dielectric calculated in the general case from the
solution of the Poisson equation [5] and has the form E(x; t) = Eext(t) + Eing(x; t), where
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Eext(t) is the strength of the alternating in time external electric field, and E;,q(x; t) is the
strength of the induced field excited by the external electric field during polarization of
the crystal. The induced field in the quasi-classical model [2,5] is taken to be a spatially
inhomogeneous non-stationary function varying weakly (adiabatic) along the x coordinate
in the region of an arbitrary potential well in the crystalline potential field perturbed by the
field Eext(t). In the special case Eext(t) = Eext o X exp (iwt), with blocking electrodes at the
crystal boundaries, the boundary condition fod E(x; t)dx = Vext0(t) x exp(iwt), is satisfied,
where Vexto(t) = Eexto % d is the amplitude of the EMF, Eqy o, w is the amplitude value
and cyclic frequency of the polarizing field strength, d is the thickness of the crystal.

In continuation of the work [5], in which the polarization of the crystal was calculated
at the fundamental frequency of the alternating field (r = 1), in this work the study of the
polarization of the dielectric will be constructed using the same methods of the nonlinear
quasi-classical model [2,5], but in an arbitrary approximation of the multiplicity r by the

frequency of the external polarizing field PU"®) (t) = _quZn 1 e, %(HT) sin? (32),

(rw) .
and the current polarization density j*) (t) = aljait() corresponding to the partial har-
monic of multiplicity r, upon transition of the dimensionless variable T = W(O)t, is equal to

in (w)
() = HIWOry  p SE) ke,

The calculatlon of the space-charge distribution in the crystal at the fundamental (r = 1)
frequency of the alternating field results in the expression [5]

=Y Y 19‘t (T COS(MT£>
4 8pngAy \* ' sin?(Zn ,
ano 2 Z( (Pno 0 ) % # X Cos(%&)GXp (IV\EL()O)T> =

w
=1n=1 ?+1w(0)

4anyyW©) i sin? (1)

d(l = w)) = +1w X cos(%)exp(iwt),

(1)
W, aBext 0 W() aE a
Here, the parameters y = "lg’(o)e“ = 90 , G0 = que%f,O, ¢ = 750500%8th0,
diff
5() -8 = WOy SE) O ) (O W
By =90y, Ay = WOEY L (Eriw)” “diff = WO, = kT ar€

used [5]. W) is the probability rate of transfer of a conductivity ion between adjacent
potential wells, calculated in the I-th approximation from the dimensionless parameter
((xt) = q]il((x; < 1[5]. Additionally, the high-frequency (in the optical frequency range)

~<w>)k T

dielectric constant of the crystal e« was used. The theorem Y ;> ; (ao =) Was
applied during transformations [2]. Relaxation times T,, = ﬁl‘im = TiﬁTiﬂM/ where
Tap = % is the diffusion relaxation time, Tp = = (Szﬂz is th,e zero component of the
diffusion relaxation time by the spatial harmonic mbilglber n=0), Ty = 5((’5)‘” is the

mob o
Maxwell relaxation time [2,5], corresponds to the n-th relaxation mode of the space-charge

distribution (in this case, at the fundamental frequency of the alternating field (w))

“’) (&;7) Z Z ykiﬁk (n;T cos(%é)

—Zn 19% n'rcos(ﬂgaé),
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with a complex amplitude R(®)(n;7) = ¥, yk%f(w) (n; T) expanded into an infinite

power series in components corresponding to the k-th approximation of perturbation

H(]) aBext0 5
% [2]. An arbitrary k-th com-

diff
ponent of the complex amplitude R(®) (n; 1) is calculated using the recurrence formula

0 sin?( % k-1 .
i)‘{l((w)(n; t) = —4””05/\/ x J(rfw ) X (8¢';%A°) x exp(iwt). Based on the component
To

theory in a small dimensionless parameter y =

0 in2 (70
of order k =1 of perturbation theory %gw) (n;t) = —4'1”0(;/\/ Y - iiu)
Tn

x exp(iwt) and

(w)
summing the elements 9‘{1(?]) (n;t) = yki)‘ik (n; t) by number k from 1 to infinity, we obtain
the resulting expression

) k-1
RO (n;t) = R (n; 1) =y (njt) x ) <8¢n0AOY> -

= ol (n;1) x <1 +ai®) 4 (agw>)2 + (Ef)‘”))B +o ot (E(()‘*’))k_l +o >

Ry
1-g{

which corresponds to the generalized complex amplitude

mf’l) (n; t)

(@) (no) = 21\
R (1) =~

The dimensionless quasi-classical parameter of the kinetic theory of dielectric relax-

ation .’Eéw) =1l = B‘P"OAOY is a small parameter of perturbation theory, complementary
toy.
Using the power series R(%)(n;t) = Y, yki)‘il(:v)(n;t) the generalized formula

for the polarization of a dielectric at the fundamental frequency of an alternating field

PlW(t) = 2dqzn 1y %sm (%), can be rewritten in a compact form
P@)(t) = qu): > sin? (7R x %, from which we have
0 (w)
p@) (f) 2dqy sinz(f) i gn/t) _
(1 - f(w)) 2 n
_ P
1—Tlw)’

Thus, the generalized (calculated in the infinite approximation of perturbation theory
by a small parameter of perturbation theory <, at the fundamental frequency of the alter-
nating field) polarization of the crystal is a function based on the first approximation of
perturbation theory at the same fundamental frequency of the field

() Py
1 =
POy = L,
(W) (.
where Pgﬂl)(t) = yPgw) = —2(31%): > 1 sin?(7R) x mlni;n’t)—the basic component

of polarization calculated in the first approximation of perturbation theory. Here
P (1) = P(w) (1),
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It is evident, that a power series of successive approximations is performed
() () (@) 4 (p(@))? 4 (plw))’ () )<
PO (1) = P s (14T 4 (1)) 4 (1)) g ()T ) =

Here

2p(@)
Pgﬂl) =yP§°”) Y T(@) = Pgw) » 8(]5771[ng _ _ZT%qZ: 1sir12(7m> Y R, (n;t)

2 2
P — ypl®) (r(w)> _ ple) <84>1ng) V3=

3op(w) .
_2dqye YR (n’t)sin2<7m>,

7'[2 =1 n2 2
w k-1 w 8 A k-1
AL e (o ()

(w)
2dqe YRR (Mit) .,/
7 Lo (7).

Thus, it is obvious

() pl) p(@)
P(“l)(t):Piﬂl)<1+P2 e R e +>

Pgﬂl) Pgﬂl) ngl)

where, respectively, the degree k — 1 of the additional small parameter of the model

(F(‘”))k_l is the ratio

k(@) gy s _
P rp, YR sin’ () <8¢no/\0 )k i (r(w))k‘1
= Y = .

() ‘yf)%(w) nt) . o 2
P PR ()
p(1) o ) sin” (%) 8pnpA
According]y p%ol) _ &n=l 9[{({:)2)(“) 2) _ 4)71% 0 I‘(w)
1 >~ Y 1nz sinz(%)

Everything fits together.

In the general case, the study of polarization at the fundamental (r = 1) frequency of
the alternating field leads to the function [5]

8agngyW(© o  sin?(70) ,
X exp(iwt) =
= PR T Ca R

d
P(w)(t) = %/0 xp(‘“)(E,;T)dx =

0 Tnsinz(@)
E _nS %) o) —
2 (1 . E(()w))TM XE0€oo ext,OZn:1 n2(1 T inn) X exp(1w )

w)

[1

(
= €0€coEext 0 x exp(iwt).

1—

w)

1]

(
0
The quasi-classical relaxation coefficients are complex functions of temperature

E(()w) =r(w) = Fgw) - il“gw), investigated in [2,5].
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Let us apply the complex coefficient of relaxation polarization o(“)=ggeq, X % = €p€co X
(w) _yplw)
% also calculated at the fundamental frequency of the alternating field. Simultaneously
2
(w) (w) (@))?
i (1) - (r{)
Re(oc(w)) = £0€oo X e o
(1-m) o ()
r{®)
Im(cx(“’)) = £0€c0 X Y wn?’
(1-n) + (1)
Then

P() () = Bewo x (Re(a®)) —iIm () Jexp(icvt)

The density of the relaxation polarization current, established at the first (fundamental)
frequency harmonic of the external electric field, is calculated from the expression

aP(@)(t) r(w)
(W) =2 VW B
() iwegecoEext(t) X @)

= jwP(w)
5 = 1wP'*/(t) (1)

Based on the equality 91(?) (n;t) = ¥ yki)%l((w) (n; t), let us rewrite the generalized

formula for the relaxation polarization current density at the fundamental frequency of the
alternating field in the dielectric

(w)
(@ aP(@)(t) qu VIR (M) L om
= I TR D DR 1#51“2(7)'

in a compact form j(®) (t) = 2dq2n 1 sin IEZ%) X am“;i(n;t)’ from where we have
oy = - Har__ g () o)
w(-rek "
W e

1-rw 7@’

Here, the equalities

Rl (mt) . (w) oR(@ (n;t)
-1 7 = = iwR " (n;t), 5 = iwR (@) (n;t).
are used. o)
|
Accordingly with the equality j(@) (t) = 1]jr(w) , an infinite power series of successive

approximations is fulfilled
2 3 k-1
](01)( t) = (01) (1 +rlw) 4 (r(w)) + (I‘(w)> 4t (r(w)) +-. ) -

400 500 00 o0

(1) (n) ()
:jgﬂl)<1+l2 +hy +]k +>

(O (O
]g 1) ]g 1) ]g 1)
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where
(O oo sin?(ZR aiﬁ(w)(n;t) _
]1((711) =y r$22 ) x vk - (8gnAg k-1 B (r(w)>k—1
](Ql) o o sinZ(%) aﬂfigw)(n;t) - 2 Y - .
1 Zn:l n2 Xy ot
Respectively,
.2/ mn (w) .
(O 0o sin“(ZR oR, 7 (nyt)
]é 1) L IEZZ ) x 2 o B 84)”0/\01/ _ )
() sin? (20 a%(w)(n;t) B U B .
h Ync1 1522 ) X Y5

Distinguishing the real and imaginary components of the relaxation polarization
current density
(@) = iwal®) X Bexo X exp(iwt), )

we have
Re(j(“’)(t)) = WEext X (Im(oc(‘“)) x cos(wt) — Re(oc(w)) X sin(wt)), (2a)

Im(j(w)(t)) = WEext X (Re(oc(“’)) x cos(wt) —i—Im(oc(“’)) X sin(wt)). (2b)

The following formulas are convenient for comparison with the experiment
Re(j(“’)(t)> = WEPEeo X Eext X
2
Féw) x cos(wt) — (Fgw) (1 - Fgw)) - (Féw)) ) x sin(wt)
2 2
(=) (1)

Im(j(‘”)(t)) = WEpE€eo X Eext,O><

, (20)

2
(11 (1 147) ~ (1£)") = costewn) + 16 st

(1-r) =+ (1)

The formulas obtained, which correspond to relaxation polarization currents, cannot

(2d)

be considered complete from the point of view of a strict comprehensive assessment of the
parameters and mechanisms of currents excited in a dielectric with a complex crystalline
structure, in particular, in dielectrics with ionic-molecular chemical bonds (mica; ceramics;
crystal hydrates; vermiculites, etc.). In addition to relaxation-polarization processes, which
are realized due to relaxation (reciprocating) transitions of the main charge carriers in a
crystalline potential field perturbed by an external electric field, with an average relaxation
time T, ~ 10710-107 s, induction polarization processes occur in the crystal, which are
realized due to almost instantaneous transitions of the main charge carriers on elements
of the crystal structure such as atoms, molecules, ions, dipoles, etc., when an external
electric field is turned on, with an average relaxation time of Tj,q ~ 10712-10710 5. In the
general case, for polarization processes in a harmonically changing over time external (po-
larizing) electric field Eext(t) = Eext o X exp(iwt), the electrostatic induction in a dielectric
is D) (1) = egBext(t) + PLY)(t) + P@)(t) [1,2], where P (t) = eq(eco — 1)Eqy(t) is
the value of inductive polarization (occurring in the high-frequency range (in the optical
frequency region), and characterized by permeability e«) [1,3], P(?)(t) is P(%) (t)—the
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magnitude of relaxation polarization occurring in a dielectric in an alternating electric
field, in the radio frequency and microwave range, and characterized, according to the
nonlinear quasi-classical kinetic theory, at the fundamental frequency of the field [2,5], by

the permittivity ¢(©) = eq, + %;U) = €£oo X W [2,5]. Then, the value of the total
s o . o) ey _ DWW (w)
polarization current density in a dielectric is J'“/(t) = =5~ = iwegeeoBext(t) +j“/ (1).

Therefore, we have
J9) (1) = iw x (e0es + o) ) Bexi(t 3)

From where we get
Re(J() (1)) = wEexo x (Im(a®)) x cos(wt) — (e0ee + Re(a(@))) x sin(wt)), (3a)

Im(]<“’)(t)) = WEext X ((sosoo +Re(oc(‘”))) x cos(wt) +Im(oc(w)) X sin(wt)). (3b)

The following formulas are convenient for comparison with the experiment

Fgw) x cos(wt) — (1 — Fgw)) x sin(wt)

Re (]<w>(t)) = WepEa X Beyrp X (1 - rg“’))z N (rgw>)2 (30)
_ rlw) (W) o, o
m(] (w)(t)) = WeQEeo X Eext X (1 - ( 31?:)(;;12;;); ey (3d)
Based on (3c,d) let us write the dispersion relations
o 1 r{)
<Re(Eext(t)) x Re (]( )(t))> = EwEOEwEth,O X (1 - rgw);z . (rgw))z, (3e)
(Im(Eex() % Im (1) () ) = S weoeaEEyp x L e
i () ()
© 1 1-1{
(Re(Bex(t) x I (J)(1)) ) = JweoewBRyp x i r§“’))21+ () Gg)
(I (o) x Re(1) ) ) = ~Lwtnenhy x —— -1 an

2 2 2
(1-n) = (1)
Averaging in the left parts of relations (3e-h) is performed over the period of the
electric field fluctuations Eext(t) = Eexto X exp(iwt).

An important consequence of the analytical relations for the components of the total
polarization current density (3e-h) are the following equalities

(Re(Eext(t)) x Re(J)(1) ) ) = (Im(Bext(t)) x Im (1) (1)) ),
(Re(Eext(t)) x Im (1) () ) = —(Im(Eexi(t)) x Re (1) (1)) ).
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2.3. General Provisions of the Physical Model of Thermally Stimulated Polarization in
Ionic Dielectrics

In the general case, for an experimental sample (dielectric; semiconductor; composite
material) of thickness d, connected in the direction of the crystal axis (in the direction of the
lines of force of the external electric field Eext(t)) to a source of alternating electric voltage
V(t), with a given model of electrodes, the boundary condition (applied to the Poisson
equation) for the electrical circuit is satisfied

/Od E(x;t)dx = V(t) 4)

A spatially inhomogeneous non-stationary (alternating) electric field inside a crystal
is formed as a result of conductivity and polarization phenomena of various natures
(depending on the type of chemical bonds and the structure of the crystal lattice); it is
the sum of the external field Eex(t) and the field induced in the crystal as a result of
electrophysical processes E(x; t) = Eext(t)+Eing (X t).

In the general case, the experimental methodology for studying thermally stimulated
depolarization currents in dielectrics is based on a combined measurement scheme con-
sisting of two parts (or stages) [1,3]. At the first stage, the experimental sample (crystal)
is polarized in a uniform harmonically changing over time external (polarizing) electric field of
intensity Eext pol (t)EO,pol X exp (iwpolt) at a constant polarization temperature Tyors during
the polarization time #,,;. The voltage source, in this case, is characterized by an alternating
EMF V5 (t) = Vg,po X exp (iwpolt), where Vg o = Eg po-d, Wy, is the amplitude and
frequency of the EMF, and 4 is the thickness of the crystal placed in the space between the
plates of a flat capacitor, with a plate area of S. The shape of the electrode plates (electrodes)
and the near-electrode processes that depend on the geometry of the electrodes do not have
a significant effect on the polarization mechanism within the framework of this model,
therefore the shape of the electrodes of the measuring cell can be arbitrary. The second
Kirchhoff rule, as applied to this equivalent measurement scheme, under the assumption of
non-uniformity of the field inside the dielectric, when E,o; (x;t) = Eext, pot (t) +Eind pot (X t),
where Ejng y01 (X t) is induced by the external polarizing field Ecytpol (t) component of the
field Epol(x; t), satisfies the boundary condition fod Eind,pol (x;t)dx = 0 [1,2,5]. Then, the
boundary condition for the Poisson equation [2,5], when calculating the total spatially
inhomogeneous polarization field distributed over the thickness of the dielectric, takes
the form

-d
./O Epo1 (X; t)dXx = V(g po1 X exp (iwpolt) (4a)

At the second stage of measurements, the experimental sample is disconnected from
the EMF source V(t) = 0, cooled rapidly to a temperature To < T, near the temper-
ature of liquid nitrogen, connected to a source of alternating EMF of a harmonic type
Vthpol(t) = Vo npot X exp (iwthpolt) and begins to heat up according to a linear law
T(t) = To + ct (thermally stimulated polarization). The numerical values of the amplitude
Vo,thpol = Eo,tnpoid and frequency winpol of the EME, in the general case, are different from
the corresponding parameters in the first part of the experiment Vy ;,5) = Eq po1-d, wp,- At
the same time, in the experiments described in [1,3], the heating rate of the crystal and the
polarization temperature were set within the range of ¢ ~ (0.1 < 1)%, Tpor ~ (300 +-350) K.
The polarizing field in [1,3] was assumed to be stationary Eext,pol(t) = Egpor- In the
general case, at the second stage of the experiment, the mathematical description of
the processes of thermally stimulated polarization of a dielectric in an external field
Eext,thpol (t)Eo,thpol X exp (iwthpolt) should be constructed using the total spatially inhomo-
geneous field of thermally stimulated polarization Egp1(X; t) = Eext,thpot (t) + Eind,thpor (X; )
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distributed over the thickness of the dielectric, satisfying, when solving the Poisson equa-
tion [2,5], the boundary condition

d
/O Ethpol (X; t)dx = V0,1‘hpol X exp (iwthpolt> . (4b)

The range of changes in the parameters T o1, To, ¢, Vo, po1, Vo thpols @pols Winpor, d, in the
theoretical study of thermally stimulated space-charge polarization is selected in compli-
ance with the formal requirements for the smallness of the dimensionless parameters [1,5]

1) 1) 1) (1)
B FLmob,pol'aEO/POl _ QO,poleol _ Hmob thpol'aEO/thPOI . gO/thlmﬂI/Vvt‘hpol
Ypel =700 N R N () O
dif f,pol pol dif f thpol thpol
qE qEO,thpola

Go,pol = k T ’ gO,thpol = kgT

At the same time, the diffusion and mobility coefficients for the first stage of the
measurement scheme (isothermal polarization) are calculated at a constant temperature
Tpo, and for the second stage of the measurement scheme (thermal polarization) the
calculations are based on the expressions [1,5]

( )
qa ol Tpol
D(Q) (Tpol) =a W( )(Tpol) u(U (Tpol) B i N < ),

dif f,pol mob,pol kBTpol
(0) _ 20 (1) 90" Wi (T
Ddiff,thpol( )=a Wthpol( ) Fonon,thpot (T) = kT :

The kinetic coefficients WIS 0?, Wr%;, Wt(,? ; (1), Wt(hl;): 51 (T), in the general case, within
the framework of the quasi-classical model of dielectric relaxation, in the absence of the
influence of the phonon subsystem on the motion of relaxers [1,2,5], have the meaning of the
first two components of the expansion of the probability rate of the transfer of a relaxer (an
ion; a proton in HBC) through a potential barrier separating the i-th and j-th neighboring

. . . . (AU)i/‘,pol
potential wells, in powers of a small dimensionless parameter gl-j,,,o, = T < 1,

where (AU);; o

ternating field Eey,por (t)), When Wl(] p?)l( pol)” ng]pzml( pol) F W(J ;ol( pol) X ijpol and

AU);; x
Cijthpot (T) = ( k)él'Tthpo’l <1, where (AU);; o = ‘Lp (52| or the process of thermal polar-
e e 0
ization (in an alternating field Eex sipor (t), When ng th)pgz (T) ~ Wl(],t)hpoz (T) F W, t)hpol( ) X Lij, thpol-
0) _ w@ w® _ _ | 9Eipa(xiit)a
Parameters Wl] pol(Tpol> = Wpol' Wij pol (Tpol> Wpol, Cij, pot(T) = )kpl%fl

0 1 1
(T) = Wt(fl;ol(T)rWiSrt)ilpol(T) - Wt<h;01(T)

Epor (Xi;t . . . .
‘W‘ for the process of isothermal polarization (in an al-

are

model constants, and parameters Wl(] t)hpol

E it .
Cij, thpol (T) = ‘ q”hﬁoiw ) are functions of crystal temperature, as they relate to the process
of thermally stimulated polarization, occurring at a variable monotonically increasing tem-
perature T. To simplify the mathematical model of thermal polarization, when calculating
the parameters Wt(h 27 o (1), Wt(hl 11)7 o1 (1), Cij, tnpor (T), we will take the zero approximation in
the vicinity (on the set of points of the continuum measure) of the temperatures of the
corresponding experimental (monorelaxation) maxima of the current density of thermally
stimulated polarization T — Typomaxexp- Thus, in the numerical study of the quasi-
classical kinetic model of thermal polarization, the method of minimizing the comparison
function (MCF) [1,5] will be applied, which is reduced to minimizing the difference in the
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amplitudes of the theoretical and experimental maxima of the density of the thermally
stimulated polarization current in the vicinity of the temperature of the corresponding
experimental maximum Tinpol,max,exp-

The calculation of kinetic coefficients WISS? (Tpal) , wh (Tpol) , Wff ; ol (Tthpol,max,exp) ,

pol
Wt(hl;); ol (Tthpol,max,exp) will be based on the recurrent formulas of the quasi-classical

theory [1,2,5], using perturbation theory methods in the approximation 1 by a small dimen-

sionless parameter ﬁ < 1, where X(T) = kLé—OT, A= NF’OT VI;UO [2,5]

w(T) = X0 (exp(—x(T)) + DI:-classill) (T)),

2 quant,tunn.

Dq.fclass.;(l) (T) _ %exp(—A) - exp(—X) 5)
A .

quant,tunn.

o Xpol

In (5), the averaged over the energy levels of the continuous spectrum of the main
q.—class.;(1) (T)

quant,tunn.
of the potential barrier is used, which is calculated in the approximation / by a small

charge carriers (ions; protons in HBC) quasi-classical quantum transparency D

dimensionless parameter % < 1 for the parabolic shape of the one-dimensional barrier

Uc(x) = Uy ( — ‘;’%2) [2,5]. In the general case, the application of the WKB approximation

to calculate quantum transparency can be used for an arbitrary shape of a one-dimensional
potential barrier Uc(x).
Applying for 1 = 0,1 =1, respectively, T = Tyo;, T = Ttjpol,max,exp, We Obtain

W (Tm) = 3 (e () + Dii (To))

) exp(—A) —exp( =X

.—class.;(0 p

Dgumcztp,ltstsmgl.) (Tpol) = A ( ), (5a)
X

pol

Wil (TPol) = % (eXP(—Xpoz) + <D(1)>poz ,

g.—class.;(1) X
unant,tunn. (Tpol) =2 1_ A ’ (5b)
Xpal
0 Vo .—class.;(0
Wt(hr)zol (Tthpol,max,exp) = o (exp (_Xthpol) + DZumCztE,ltslsmEq,) (Tthpol,max,exp>>/
. exp(~A) — exp( X )
.—class.;(0 P
DZuafszinsL) (Tthpol,max,exp) = — A , (5¢)
Xthpal
1 Vo .—class.;(1
Wt(h;)zol (Tthpol,max,exp) -3 (exp (_Xthpol) + DZWZ&SZ”;.) (Tthpol,max,exp) ) ,
A
.—class.;(1 Xinpol exp(—A) - exp(_xthpol)
Dgumit‘?tiingz.) (Tthpol,max,exp) = A , (5d)

- Xtn pol

Up

U
where X = 29, Xyppor = mrr——.
€re Apol kpTpor’ thpol KB Tt pol,max,exp
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2.4. Nonlinear Quasi-Classical Model of Isothermal Relaxation Polarization in Ionic Dielectrics in

a Non-Stationary Electric Field
The structure and properties of the nonlinear kinetic equation of the phenomenological
Fokker—Planck model [2,5] and the solution schemes of this equation are determined by
the influence of the parameters (amplitude and frequency) of the alternating polarizing
field, the characteristic parameters of relaxers and the temperature on the small parameter
0 aEy _ oW

Y = Finob”

© WO
Diig

In Section 2.2, the basic principles of the physical model of relaxation polarization in

of the perturbation theory.

dielectrics with a complex crystal lattice structure, including CIMBs and, in particular, HBC
crystals, were described. There, two main stages of the implementation of the research
schemes are identified, including the first stage, which amounts to isothermal polarization
at temperature T in an alternating electric field Eext,pol(t): Eg po1 X exp (iwpolt>, and
the second stage, which amounts to thermal polarization in an alternating electric field
Eext,thpol(t): EO,thpol X exp (iwthpolt> .

A variant of this scheme, which is closer to the conditions of a real experiment,
assumes, at the first stage, the same isothermal polarization at temperature T, in a non-
stationary electric field Eeyy,por (t)= Eq por, fod Epo1 (X; t)dx = Vg po1 = Eg por-d and, at the sec-
ond stage, thermally stimulated depolarization, when the external electric field is switched
off completely Vy ,,; = 0 and is not switched on again Ve = 0, fod Edgpol(x; t)dx =0,
and the sample is rapidly cooled to a temperature Tp < T, near the temperature of
liquid nitrogen and begins to heat up according to a linear law T(¢) = Ty + ct (thermally
stimulated depolarization).

Within the framework of the methodology and structure of this scientific article, we
will investigate only the first stage of the measuring circuit, namely, isothermal polarization
in a non-stationary field, and the study of thermal polarization and, in particular, thermally
stimulated depolarization, will be deferred to subsequent publications.

At the first stage of the research of the measuring circuit for the mathematical model
of isothermal polarization in an alternating field Eext,pol(t> = Egpor X expiwt), the
formal form of the system of nonlinear equations of the phenomenological model (57)-(61)
from [5], including the quasi-classical kinetic equation in the form of the nonlinear
Fokker—Planck equation (57) and the associated Poisson Equation (58) and the initial and
boundary conditions (59)—(61) to (57) and (58) from [5], is completely preserved and the so-
lutions of equations (57) and (58) from [5] must be rewritten taking into account the kinetic

(1) (1)
l’Lmub,pol'aEOrPOl _ GO/paIng]

coefficients calculated at temperature Tpo0p01 = @po1Ypoi0, Y por =

(0) - ) 7
Ddiff,pol Wpol
Where —  Eopat = —%  Taking dimensionless variables § = X
S0pol = KT por 7 Ppor = €0€eoE pol & = q
. . . E St .
Tpol = W;gl)t and dimensionless field z,, (&; Tpol) = ’]’Eoézl ), let us rewrite (57)-(61)

from [5] in the form

IPpol { &7 Tpol azppm & Tpol 2]
8<Tpol ) = a<£2 ) _ epolppol (E./ Tpol) —Ypozg(ppolzpol), (6)
0z &t
pOl 7 pgl
(aa) = ‘Ppolppol(a; Tpol)/ 7)
Pyl

ppol (‘Er O) =0,

9E a_{o;g}:’]/pol(n0+ppol(E,;Tpol))zpol(a;Tpol)|£_{0;2}/ (8)
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. o pol
/ Zpol (E,z Tpol)da = —exp 0) Tpol |- )
0 a Wi
po

In the general case, solutions of Equations (6) and (7) are constructed by expanding
into infinite series in powers of the polarization dimensionless small parameter v, in
the form

Ppol (5; Tpal) =Y, V’,Zazppol,k (5»/ Tpol)/ (10)

Zpol (E,, Tpol) = 2;0:0 'YI;ngpol,k (E,, Tpol) . (11)
In the k-th approximation of perturbation theory, the solution of Equations (6) and (7)
on the interval 0 < & < % is constructed using Fourier series

™ma
Ppol k (Ev Tpol> = ::1 9[{pol,k(n/ Tpol) "Cos (T E») ’ (12)

o 1 | . /mmna a  2sin?(Z20
Zpol k (E»/ Tpol) = (Ppolzn:l ERpol,k(n; Tpol) X Tma [Sln(d£> 4 X T[rSJZ)] . (13)
d d
The complex amplitudes of functions (12) and (13) are calculated from the solution
of the operator equation (69) from [5], according to the recurrent expression (70) from [5],

rewritten in the notations corresponding to the process of isothermal polarization (in the
notations from Section 2.2)

Tpol
4angsin® (20 / Tpol
E)%pol,k (n; Tpol) = { - % ’ / Zpolk—1 (0; Tpol) eXp - dTpol -

0 Tpol,n

d
a

T;/ml,n

T
X exp __pl (14)
Tpol,n

k—2 . ma Tpol
(Zpul;O X Ppolk—1 + Emzl Zpol;m X ppol;kfmfl) SIH(TE) dé x eXp( 2 ) )dTpol} X

727-[na2 /Tpol /
d> Jo 0

Here Tpil,n = (%)2 + 0,01-

In [2,5] similar (14) complex amplitudes 93y (n; T) were calculated according to the
recurrent expression (70) from [5], in the asymptotic approximation, in the stationary
polarization mode (under the condition T >> T, ), which is established upon transi-
tion to the limit T — co in the final expression for the function Ry (n; ). This limit ex-
pression is constructed in [5] and has the form of a recurrent formula (73). This math-
ematical approach, from the point of view of the physical content of polarization pro-
cesses, is justified in the study of dielectric loss mechanisms, when the ultimate goal
of analytical studies is the construction of theoretical spectra of complex dielectric per-
mittivity (CDP). These spectra, at the fundamental frequency of the alternating field
Eext(t) = Ep x exp(iwt), are calculated, as noted in Section 2.1, based on the formula
for the polarization of the crystal P(?) (t)= egeco X EO% x exp(iwt) = al@)Eey(t) and

alw) 1 1 .
g = €00 X Ty =Ew X O When studying the

kinetics of dielectric losses, it is unnecessary to continuously (throughout the entire time

take the form (@) = ¢ +

of studying the process itself, comparable to the polarization time) analyze the transient
processes excited in the dielectric due to the action of an external electric field Ecx(t) and,
further, developed under the influence of the electric field E;n4(t), induced in the dielectric
during the interaction of the external field with the substance. In the equations of the
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mathematical model, when studying the CDP spectra, it is sufficient to move to a time far
from the transient processes (when the observation time of the process is much longer than
the relaxation time T >> T,), which is reflected in the properties of the asymptotic function
S)ﬁil((ﬂk) (n;T) = Jim Ry (n;7) = YK, S)fil((rw) (n; T), represented by formula (73) from [5].
Studies of the recurrent expression (13) for processes associated with polarization
currents (as well as with depolarization currents) must be carried out from the point
of view of a detailed study of the kinetics of the polarization process over a period of
time comparable to the relaxation time (under the condition T = Tpol,n)- In this case, the

study of the dependencies for the complex amplitudes R,/ x (n; Tpol) of relaxation modes
(the n-th number in the k-th approximation of perturbation theory for a small dimen-
sionless parameter ;) must be carried out in a continuous mode, from the point of
view of a detailed analysis of the relaxation mechanism of the space-charge distribution

Ppol k (§ ; Tpol) = Y1 Rpor k (1, Tpor)-cos (742E) over a time comparable to the polarization

time. The study of complex amplitudes R/ x (n; Tpol) is performed for the most mobile
charge carriers (in the general case, ions) moving in a dielectric (in the space between the
electrodes) in an alternating polarizing field Eqy; o/ (t) = Eg po1 % exp (iw polt) . Mathemat-
ical modeling of the distribution of the space-charge density across the thickness of the
crystal, within the framework of the quasi-classical kinetic theory [2,5], is carried out as a
function of the spatial variable & = 7 and time T, = W% in a nonlinear approximation in

pol
the field Eext por (t) using perturbation theory methods, by expansions into infinite power

(1)
L 6o,pot W
series in a small parameter 7, = w according to expressions (10) and (11).

pol
In (13), the component of the dimensionless field of the k-th order z,5; x (cf ; TPOZ) is gen-

erated by the space-charge distribution of the corresponding order p o (§ ; Tpol) , formed

under the action of the field of the previous k-1-th order zp,; 1 (§ ; Tp01> . The process of po-
larization of a dielectric in the zero approximation (k = 0) is described by a system of equations

pal

9Zp01,0( £ Tpo .
Ppol,O(g;T)/ %“;TW =0, fo polO(Er Tpol)di = exp( pol>, from which follows

. " wy,
the expression for the “zero” dimensionless field z,, o (E,, pol) d& =exp < (0 pol) , corre-
pol

sponding to the strength of the external field Eeyt o1 (t) = E; o)l (S t)= Zpo10 (&; Tpol) X Eq pol-

In subsequent approximations of perturbation theory (k > 1), integration of the

aZpol,k (E;Tpol )
0

equation = (Ppolppol;k(a; Tpol), taking into account the boundary condition

d
fO” Zpolk (E; Tpol) d& = 0, gives a recurrent expression for the k-th component of the func-

. E, o1 (xt) .
tion Z,,m(ri;r,,ol) = ‘]’3( ) ,in the form

a
Zpol;k(‘i/' Tpol) = (Ppol X /ppol,k(zv; Tpal)da - a(PpolX

d/a
< ( [ opane poz)da)da (1)

In the first approximation (k = 1) from (14), noting that p,,,;,(¢; ) =0,

4angsin® (1) Tpol Tpo Tpol

. — 2 . po

Rpol1 (n,’t,m,) =— q X / Zpol,0 (O, Tpul)-exp dTye X exp ,
0 Tpol,n Tpol n
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taking into account z,9 (&, pol) = exp ( — Pf)” pol) , we have

pol
1ol - — _ Tpol
o i ) —ew(—55)
4ang . o /TN pol
Rpor1 (0 Tpor | = — q X sin o> X .

. (L)pU] 1 (16)
)
Wpol

Tpol,n

Based on ppp;1 (E,; Tpol) = Y1 Rpot1 (N, Tpor)-cos (TF2E), in view of (16), we obtain a
previously linear solution by a small parameter 7y, of the Fokker-Planck equation for the
isothermal polarization process

exp por ) — exp (f M)

0
4ﬂ1’lo Wpo; p Tpoln
Ppol 1 (E’r Tpol) = Z ( ) i @D pol 1 X

nggl) Tpol,n

X cos(%&). 17)

Substituting (16) into (13), along with (17) into (15), yields a linear by a small parameter
Y pol component of the dimensionless field

pol Tpol
, exp Tpol | — €Xp (— )
' 4anoPpol oo sin®(70) ( Wpol> : Tpoln
Zpol 1 <E»/ Tpol) = - d =1 % X - Wpol 1 X

W}gg; Tpol,n

. /Tna a ZSinz(%)
X [sm(d&) g X —mg |- (18)

In the approximation k = 2, from (14)

dangsin® (Z0) 1 Tpor Thol
Rpol 2 (n;’fpol> = {_d(Z)'/o Zpol;1 (O;Tpol)-exp = P dtper—

poln

2rma® [Tl [§ Tna Tpol
d2 ‘/0 /0 polO(E»/ pol) X Ppol;1 (E"Tlml) x sm(—é)d& x exp( poln)dT } X exp (T ’ (19)

pol,n

substituting (17) and (18) into (19), applying the expression

/Od/a COS(%Q (Tag)da = % X nzzifsz(l - (_1)5+n) — %x

4n x sin? (M)

X
2 _s2 '
we ultimately have
3,2 : .
e . sind()sin® ()
mpol,Z N Tpol | = — a3 Z 25242
s=1 42
Tpol
ex ”IT —ex <— £ ) Tpol Tpol
P( Wnol Pol) P\~ %un exp _417;(11,5 —exp ——TPZ - N
X —

+ Wpol 1 W pol 1 + Wpol 1 1 _ 1
(1 W,ng) + Tpols lW;g? + Tpol,n IW;()SI) + Tpol,s Tpol,n Tpols
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: 2
. Wl 1 prul
(1 w© + TW,,S) (1 Tpu/n
pol pul
i 1 Tpol
exp(( o) ——)T 01>—exp(——)) 2 .9 5
W) Tpols | P Tpoln d 4n? x sin ( i )Cos (T[T)

X — X . (20)
iwpm + 1 i W ol + 1 1 2ma n2 — 52
wl Tpol,s w© Tpoln  Tpols

pol pol

p7/ Tpol
op(2855) (- 25

8admng &
+7ad73m0 Z sin? <%> X
s=1

Based on pp 2 (E,' Tpol) = Y1 Rpol2 (n, Tpol> -cos( R4 ¢ ), in view of (20), we obtain a
quadratic solution of the Fokker-Planck equation by a small parameter v,

32a n ! sin? sin? (2
ppol,Z (E;Tpol) _ O(PPO Z Z ) ( 2 ) %

= 71252112
n=1s= 2

iw T
exp —(’Zf)l"tpol —exp (— o ) Tpol Tpol
W pol,n eXp —_— | — eXp —

! Tpol, Tpol, ™ma
> po pol,s pol,n XCOS( S E,)+
D pol 1 i W ol 1 i @ pol 1 ( 1 1 )
(0) T (0) T (0) T T T
anl pol,s Wpol poln Wpol pol,s poln pol,s
2iw T
pol pol
2 exp 0 Tpol | — €XpP (_ 77>
16a n o 1% x sin” (%2)cos? (Z2) wi poln
0 Z Yo 2 2 ) P B
2_g2
n==s i D pol 1 izwpul 1
(0) T (0) T
Wpol pols Wpul pol.n
iw T
pol 1 pol
ex — T — ex — P9t
p W;Egl) Tpol,s pol P ( Tpol,n ) Tmna
- X cos( q E). (21)
Lol 1 1 pot 11
W:’S; Tpol,s W;(;gl) Tpol,n Tpol,s

Substituting (20) into (13), as well as (21) into (15), yields a quadratic component of
the dimensionless field by a small parameter v,

32a ”0<Ppo

(o) (o) '
Zyot (£ Tpot ) = L WX
n=1s=1 d

exp< e l) - exp(— Tyl ) Tpol
0 - —
Wpol }’7 Tpoin N exp ( T;ml s ) exp ( Tpol,n >

- Wpol 1 - Wpol 1 w;ml 1 1
(1 w© + Tpol,s 1W<0> + Tpol,n WO) + Tpnls Tpol,n Tpol,s

pol pol pol

X

X

. /mna a 2sin?(Zn
><|:Sll'1(d )dX7.[2(112):|+
Jr16{12110 i i n? x 51;1 (Z2)cos? (3R y
d n=1s=1 (n —82> X ﬂTnu

! Tpol

o (35 ) - oo 22)
W o1 1 .wa, 1

i—& i
( W =) Wi =)

100 po; 1 Tpol

ex e — —— )T, | —ex <f—>

(=)o) s )N 1oy ]

. d 7™ma
{ Lt 41 Wpr 11 g
W;Egl) T;ml,s W}Sg} Tpol,n Tpal/s

X
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In the approximation k = 3, from (14) we have

Tpol
4angsin® (T2 Tpol
SRpol,?; (Il,' Tpol) = {d(Z) / Zpol2 (0; Tpol)exp £ dTpol*

0 Tpol,n

_27%‘12 /OTW’ /Od/ﬂ [Zpoz,o (E,; Tpol> X Ppol,2 (E,; Tpgl) + Zpol,1 (E,; Tpd) X X Ppol 1 (E; TP”’)] X sin(%&) dé x exp( - )dTW} 8

Tpol,n

T
x exp| — po! . (23)
Tpol,n

The result of calculating the third-order complex amplitude of perturbation theory (k = 3),
constructed on the basis of (23), together with (17), (18), (21) and (22), is presented in the
format of a transition function of time R, 3 (n; Tpol) in the form of expression (S1) in
Section S1.

The calculation of the space-charge density for relaxers (ions) in the third approximation k =3

of perturbation theory is based on (12) in the form pp; 3 (E; Tpol> = Y1 Rpol3 (n, Tpol) -cos( = £)
and, due to (S1), in the form (S2), is a cubic solution by a small parameter Y pol of the Fokker-Planck
equation (Equation (6) in this article; (57) in [5]).

Further calculations of the components of perturbation theory for the space-charge den-
Sity Ppol k (C ; Tpol> in the approximations k > 4 are rather cumbersome transformations (in
comparison with those previously performed in the approximations k = 1, 2, 3). A detailed
presentation of these calculation schemes, even for the case k = 4, does not seem appropriate
within the framework of the main part of this work due to their cumbersomeness.

Thus, in the approximation k = 4, from (14)

Tpol Tpol Tpol 4angsin?® (T2
mpol,4(n/'Tpol> = exp <_ a )A eXP( - > x {_d(Z) X XZpol;B(O}Tpol)_

d/a

Tpol,n Tpol,n

- 2 X / [Zpol,O (‘E»/ Tpol) X Ppol,3 (Ev Tpol) + Zpol 1 (E»/ Tpol) X Ppol 2 (E»/ Tpol) + Zpol 2 (‘Er Tpol) X Ppol,1 (Ev Tpol)} X

0

X sin(% E) d&}d’rpol (24)

The final expression for the complex amplitude in the fourth approximation of perturba-
tion theory (k = 4) Rpol 4 (n; Tpol) is constructed in Section S2, based on (24), taking into
account (52), (S3), (21), (22), (17) and (18) and is formulated as a function of time (S4),
containing eight terms on the right-hand side, each of which contains a time part that is a
multiple of the corresponding field frequency w, 2w, 3w, 4w.

The calculation of the space-charge density for relaxers in the k = 4 approximation of per-
turbation theory is based on (12) in the form p ;4 (E; Tpol) =Y Rpol 4 (n, Tpol) .cos(%é)
and, by virtue of (54), is a fourth-order solution of the Fokker—Planck equation by a small
parameter v, ((57) from [5]).

It is obvious that knowledge of the space-time function p,.4 (E,; Tp01> =
Yoo q Rpol 4 (n, Tpol> -COS (%6) and expressions (17), (21) and (S2) reveals the possibility of

. . . . oP .
calculating the isothermal polarization current density ], (t) = ’g’t’ ® , with an accuracy of

up to the fourth term of perturbation theory by a small parameter 7, when solving the
Fokker-Planck equation ((57) from [5])

Tpot () = Yot X Jpol,1 (£) +Vior < Tpor,2(£) + Vo1 X T por,3(t) + +V?wl %I pot,a(t)-
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The component of the k-th approximation of perturbation theory by a small parameter

. L . APk () .
Ypor for the relaxation polarization current density Jyo i (t) = —~ alt’k( ) is calculated by

virtue of the expression Py (t) = % fod X Ppol,k (E,; Tpgl)dx, for the k-th component of

polarization, taking into account T, = W;g; t, by the formula

] (t) _ 2 dqwl(fo)l) Zoo Sin2 (7‘[71’1) y ampol,k (n/ TPOZ)
polk - 2 n=1 n2 anol .

(25)

The recurrent expression (25) must be investigated in combination with Formula (14)
for complex amplitudes of the space-charge distribution of various orders k of perturbation
theory by a small parameter v, (12) in the form R, x (n, Tp01> . Moreover, in Section 2.3
rigorous formulas for the first four approximations by a small parameter v, in the form
of expressions (17) for k = 1, (20) for k = 2, (S1) for k = 3 and (54) in the case of k = 4
were constructed.

For transitioning to the studies of the components of the polarization current density
by Formula (25) for values of k = 5 and higher, a more compact recurrent expression
than (14) is necessary, allowing, in a continuous time mode (for process times comparable
to relaxation times), to express a function R,k (n, Tpal) of arbitrary order k through
similar functions of all orders preceding the given one, starting from k = 1 to k — 1. For this
purpose, the analytical expression (71) constructed in [5], in which the embedded complex
amplitudes are calculated for time intervals comparable to T, , is convenient. Then

80P ol i sin? (%)Sinz (%)

s=1

T TP'OI T
pol pol
xXexpl ——— |- / mpol;k,l (S, Tpol)exp dTpolf
Tpol,n 0 Tpol,n

4a & n2cos’ (%)sin2 (%)

n2 — g2

X

mpol k (n/' Tpol ) =

) )

Tpol

T . w 1

pol . Ppol

XexXp| ——— |- / mpol;k—l (Sr Tpol) exp 1—5 + Tpol dTpol +
Tpol,n O W( ? Tpol,n

po
+8¢pol i i i HZCOSZ(%P)sinZ(%)sinz(%l) . ot \
exp| ———
4s m=1p=1I/=1 12 (n2 - pZ) Tpol,n
Tpol Tpol
X 9{pol;k—m—l (p/ Tpol) X 9%pol;m (l/ Tpol) exp dTpol- (26)
0 Tpol,n

It evident that Formula (20) can be obtained on the basis of (26) for k = 2, using
the result of (16). Similarly, according to (26), for k = 3, using (16) and (20), it is easy to
obtain (51), and for k = 4, using (16), (20) and (S1), respectively, (54). In this regard, from
the point of view of the effectiveness of analytical research and the application of relaxation
functions R,/ x (n, Tpal) in the study of polarization processes in a dielectric, expression
(26) is more rational than (14). Although, the general methodological role of Formula (14)
is retained, since this expression, for different values of the parameter k, forms a clear
representation of the connections of different orders of perturbation theory when studying
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the complex amplitudes of relaxation modes for k = 1, 2, 3, 4. At higher orders, when k > 4,
Formula (26) is significantly more convenient.

The analytical advantages of the recurrent expression (26), compared to (14), are even
more obvious when studying the formulas of the element for the relaxation polarization
current density in the format (25). Thus, when calculating the terms on the right-hand side
of (26), for the first element

Tpol
T T
pol pol
exp| ——— / %pol,.k_l(s,frpoOexp d Tyl
Tpol,n 0 Tpoln

we have

Tpol Tpol iT’wpol Tpol Tpol
exp| ——— |- eXp | —gy Tpol | —eXp| ———— | |exp dtper =
Tpol,n 0 4% Tpol,s Tpol,n

for the second element

Tyol Tpol W o1 1

po . Ypo

exp| —— |- / Rpolk—1 (s, Tpol)exp i + Tpol | ATpor
Tpol,n 0

we get

exp TPOZ /TPOI exp i(I' _ 1)wp01 T exp TPOI exp inOI T X
- | - 0 1 - - 0 1
Tpol,n 0 W(O) po Tpol,s W(O) po

irao pot _ <_l) cWpol 1 _ (_ <_L)>
exp( ) Tpol> exp Ty exp IW(O) Tols Tpol exp T

pol

irwml 1 iwpol 1 . 1
W(Ol) Tpol,n W(O; Tpol,n Tpol,s
po po

and, further, for the third element

Tpol
T T
pol pol
exp <_ ) X / 9onl;kfmfl (Pr Tpol) X SRpol;m (l, Tpol) exp (T l )dTpol
pol,n
0

Tpol,m

we get

T i(r—flw T
exp — ) / exp L())pol”cpol —exp ) )«
Tpol,n 0 W( ) Tpolp
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x | exp iy o exp Tpol X exp Tpol dt
(o) ‘pol | — - P 0l
(0) F Tpol,l T]aol,n F

Ira por _ _ Tpol
exp( WO T]z:ol) exp( Tp(,],n>

_ pol +
- irwpol 1
(0) T
Wpol pol,n
_ 1 1 _ Tpol )
on(- (et i en( )
1 ( 1oy 1 )
Tpoln Tpol,p Tpol,l
i(rff)wpul 1 ( Tpol )
exp ( < W oy Tpol exp Thoim
pol
i(rff)wpol 1 1
W;S? Tpoln Tpol,l
if"upul 1 Tpol
exp ( < WO T Thop ) Tpol) — exp (_ Tpoin
pol
if wpor 1 1 ’
W;S; Tpol,n Tpul,p '

For the relaxation polarization current density, in the approximation k of perturbation
theory by a small parameter v, at frequencies of an alternating field of multiplicity
r = (1,2, 3), in the right-hand side of (25), at process times close to the relaxation time T/,

but after some transformations, we have, respectively,

1 2 3
Tootk () = T (VT ()T (8): (27)
In (27), the following notations are used

(1) 2 dq pol o sin? %)

] pol k (t) =1 n2 X
k-1
4 8n 0 sin? (2
% ang O‘Ppol Z ( 2 ) %
d = o
= Sz (;[J)u)l + - 1
Wpal pols

W pol ol 1 Tpol

(IE)) X eXp ( (%) Tp01> + Tpol,n p (_ Tle n)

pol pol

x iwpol + 1 +
W(O) Tpol,n
pol
1 Tpol 1 Tpol
exp (— ) — exp (— )
e el Tren L k), (27a)

Tpol,n Tpol,s

2dqW®) s gn2(m
@) pol ¢ sin’ (%)
Tpolic® = —— Y. X

ol k
P n=1
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w w T

« Lpol 1 : Lol 1 1 pol

1 — X 1 — T + X —_—
( W;S/) “pols > P ( ( W,gg? sz) pol) Tpoin p( Tpohn)

iwpnl 1 _ 1

W(O? Tpol,n Tpols
po

, (27b)

0 o . 2(m
1®) (1) = 2 daWpor 5 sin’ (%)
pot,

n2

X
2
& n=1

k-3

X<4a)3n0<k—1><k—z> Brofpa £ sin? (%)

X
d 2 e .
s=1 52 1 o) + 1
w®© Tpol,s
pol g
n2p2cos” (7) sin2 (70)sin? ud
P 2 2 2

Lo 2V(p2 2y [ 1%l 1 {2 pol 1
(n p )(p l ) IW(OZ) + Tpol,l ! W(0; T Tpol p
poi po

3w 1 3w 1 1 Tpol
po —por 1 o
T P ( Wy ) toneP (-5
X —

.3(1),,01 1

W;:Sl) T poln

1 _ Tpol '\ 1 1 _ 1 1
. Tpol,n exp ( Tpul,n) (Tpnl,p + Tpol,l )exp ( ( T ) ) _

Tpul,p Tpul,l
1 (1 1
Tpul,n (Tpol,p + Tpol,l )

2w 2w T
. pol _ 1 . pol _ 1 1 _ pol
<1 W;SS; ol ) o ( (1 W;SS; Tpold ) TPOZ) " Tpoln exp( Trwlfn)

. prol 1 1

<Y

p=11

[7e

X

W(O? Tpol,n Tpol,1
po

iw,,O[ 1 iwpol _ 1 1 (_ Tpol )
(wf&) Tpoip ) P Wiy Trole Tpol | T R P T

0l ; n . (27¢)

W(OI) Tpol,n Tpol,p
pO

Noting that sin® (22 )cos? (%) = 0 from (27b) we obtain the identity ];i;,k(t) =0.Ina

similar way, we obtain recurrent identities ];(2)3 k(t) =0,forA=1,2,3, ..., which indicate
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that the polarization current density, at frequency harmonics of even multiplicity to the
fundamental frequency of the field 2Aw,, is equal to zero.
In (27a—c) the relaxation time corresponding to the relaxation mode of number s is de-

termined from the expressions constructed in [2,5], in combination with formulas (4) and (5)
in the form

0
1 Ml (ﬁ)szin) (Tpot) + ©@por (Tpor)
o B i po pol \ Lpol )/
Tyol,s (Tlﬂol) Tpols d /1
(0) (0) _ 0__ 1
Diits (TP01> =4a Wpol (TP01>'®P01 = Opot Wy = m =
po
ey
qnoﬂumob,pol (TP01> (0) 1 (0) 1
) ) w0
0%e0 ™ (Tpol) Tm (Tpol)
wh
T 42 T €0€00 H(l) (T ) qa pol (Tpol)
b= rAM = 1) 7 Fmob,pol \ *pol :
nzDgl}f qnoyfm)b kT o1
Similar calculations are performed for the expression %(T)
pol,n\ * pol

For a more accurate calculation of the relaxation polarization current density in a given
approximation k of perturbation theory, it is necessary to substitute the complete expressions
for the complex amplitudes Rpoik (n; Tpol) calculated from (14) and (26), into (25).

It is easy to see that substituting the function R 1 (n; TPOZ) u from (16) into (25) for
k =1 results in

2dqW(0) © sin? () R po1,1 (n/Tpol>

pol 2
t) = — X =
J pol,l( ) 2 Z n2 ot
n=1
_ 8117’10qu01 Z Slnz(%) o Slnz( ) y
2 — n2
n=1
iw pol iw pol 1 Tpol
W(O) x exp( W(O) Tp01> + Tpol,n eXp(_ Tpal,n)
pol pol
x i . (28)
pol 1
W(O) Tpul,n

pol

Next, substituting the second-order perturbation theory function R, > (n; Tpol> from
(19) into (25) for k = 2 results in

2dqW0) = sin? () %otz ()

]pol,Z (t) = - Z X =
pol

2
64 q“”o‘l’pol poz sin? () sm2 (%)
) ELT

iw iw T
10 pot Opol L -
W;SI) eXp ( W(O) TPOZ> + Tpol,n exP( TPUI/H>

pol

+
. .
1W€g)l + Tplols IWFS)I + Tp}ﬂn
pol ! pol !
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1 Tpol 1 Tpol )
ex — ] — ex —
Tpol,s p ( Tpol,s ) Tpol,n p ( Tpol,n

. Wyl 1 ( 11 )
(1 W(O) + Tpol,s Tpol,n Tpol,s

pol

32 qa mzoW

polz ZX

n=1s=

2iw 2iw T
pol pol 1 _ _Ypol
W(O) exp < W(O) Tp01> + Tpoln exp ( Tpoln )

pol pol
2
el ) (Ve
W pols W / Tpol,n
po.
por P“l _ 1 (_M>
( W(Sl) Tpol, s) ( ( al Tpol,s ) TPOZ) T Tpol,n eXp Tpol,n
P i . (29)
» Wpo! 1 1
<1 W;]S; + pol ) > <1 W}SSI) + Tpul,n Tpol,s >

Due to sin? (72 )cos? (722 = 0 the second term on the right-hand side of (29) is equal
to zero. At the same time, IIpu srowm, the first term in the formula for the polarization
current density at k = 2, associated with the first power of the polarizing field, respectively,

a multiple of the fundamental frequency harmonic exp ” ) Tpol ,is equal to
pol

)sin’ (%)

)2

1V o) 1 pol. 1 _ Tpol
W<O) eXP ( W( ) p01> + Tpol,n eXP( Tpul,n)

5 pol pol
. )
R

Wpol pol,s Wpol pol,n

1 Tpol ) 1 ( Tpol )
ex - - ex —
Tpnl,s p ( Tpol,s Tpul,r\ p Tpol,n ) (30)

w
+ Dpol 1 1 1
i _
( W(O) + Tpol,s) (Tpol,n Tpol,s)

pol

64 qan0¢pol pol

Tpora () = —— =3 0 Y s’ 75(

X

+

To determine the component of the polarization current density in the third approxi-
mation of perturbation theory, it is necessary to substitute the function R, 3 (n; Tpol) from
(S1) into the recurrent Formula (25), with k = 3. Due to the cumbersomeness of the final

. . . dqW 2 IR n,T
expression for the desired function ], 3(t) = — polye | 51an 7) x —F oi—;T( z pot) , the
po

result is placed in Section S3 (see Expression (S5)). After some auxiliary transformations,
Formula (S5) takes a form convenient for numerical calculations and comparison of the
results of theoretical and experimental studies. Thus, we obtain

512””0%01(1 ( sin? (%)smz( zp)smz(%)

X

]pal,3 (t)

p2s’n2
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pol s Tpol,p W(O) Tpoln
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1 Tpol ) 1 ( Tpol )
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o Tpol,p p < Tpol,p Tpol,n p T;/ml,n +
iwpol + 1 ( 1 1 ) ( 1 1 )
W;SSI) Tpol,s Tpol,p Tpol,s Tpoln Tpol,p
(0) 2
T 5 P () () ()
X
32 —12) (p2—g2
dem n=1 p=1s—1 p*) (p>—s?)
3iw 1 3iw 1 1 Tpol
po —pol S, __por
Wil eXP( Wy el T T P ( TPOLH)
po po
X
wpol 1 izwpol 1 i3wpnl 1
(0) T (0) T (0) T
Wpol pol,s Wpal pol,p anl pol,n
w w T
: Lol 1 « Lol 1 1 pol
1 — ex 1 — T ex — =
W(O? Tpolp P W(O? Tpolp | PO * Tpol,n p( Tpol,n)
po po
ORIl | L el | e e
0 T 0 T 0 T T
Wpul pol,s Wpol pol,p Wpal pol,n pol,p
2w 2w
pol 1 : pol 1 1 pol
- ex 1
W(Ol) pol,s > p W<0[) pols pol + Tpoln p ( poln )
po po
— -
pol 1 i por 1 1 21 o1 1 1
WISS? Tpol,s W;S; Tpol,p Tpol,s W}SS; pol,n pol,s
1w 1w
pol 1 pol 1 1 pol
W(O? pol,p ) p W(O? Tpol,p pol + Tpol p ( poln )
po po
+ (31)
R Er R et | b R e
0 T 0 T T 0 T T
Wpul pol,s Wpul pol,p pol,s Wpol poln pol,p

In this case, the first and second terms in Formula (31) for the polarization current
density at k = 3, associated respectively with the first and third power of the polariz-

51248397, qW),)  1282°mq W)
7T4 ’ d?7m2
that are multiples of the first two frequency harmonics of the alternating electric field

ing field, are calculated from components with coefficients

Pl 3iwp0,
exp W() Tpol |, €XP | — 1oy Tpol
pol pol

To determine the component of the polarization current density in the fourth approxi-
mation of perturbation theory, it is necessary to substitute the function R, 4 (n; Tpol) from
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(54) into the recurrent Formula (25), with k = 4. Due to the cumbersomeness of the final

sin ( ) % aiﬁmli(n[,”rpo,)/the
pU

expression for the desired function ] 4(t) = da, ” i Yorq
result is placed in Section 54 (see Expression (57)).

After some auxiliary transformations, Formula (57) takes a simplified form convenient
for numerical calculations and comparison of the results of theoretical and experimental
studies (see Expression (S8)). In this case, in the right part of the Formula (S8) there are five

4096un0¢p01q w'%

terms, the first of which, with a coefficient rlisa multiple of the first odd fre-

quency harmonic exp <W”")l pol> , and the other four components, with the corresponding
pol

0 0) 3
1024u3n%¢poqu;o? 1024a°qW 0] %l 102403 quoln 92, 1024qw;0}a 1201

A2t ’ d2md ! a2t 4 275

coefficients , are multiples

pol

of the second odd frequency harmonic exp ( = &7 Tpor | of the alternating electric field.

pol
The value of the polarization current density calculated with an accuracy of up

to the fourth order (k = 1, 2, 3, 4) by the power of the small dimensionless param-
eter 7, of perturbation theory is constructed on the basis of the general expression
]pol(t) = Ypol X ]pol,l(t) + ')’?;gl X]pol,Z(t) + 'Yzolx]pols(t) + +r}/;4gol X]pol,4(t)r taking into
account the formulas for individual components, calculated, respectively, for k =
(expression (28)), k = 2 (expression (30)), k = 3 (expression (31)) and k = 4 (expression (S8)).
Due to the fact that all terms in expressions (28), (30), (31) and (S8) contain an el-

pp (zﬂn) the lines described by these formulas can be con-

ement of the form p—e p(

sidered relaxation in a time interval of the order of the relaxation time of the process

T —_ Tpoln .
poln )
Wpul (TPDI)

Let us make a transition in the element —e p( S L]” ) to the dimensional re-
p n

(—T z ) Here, the expression for the n-th spatial relaxation
poln

m f th -char: istribution —— = 1 1
ode of the space-charge distributio Toorm . + Tt (T

inverse diffusion relaxation time for the n-th spatial relaxation mode has the form

j can be applied. The

1 = (L““) x WO (T 01). The dimensional inverse Maxwell relaxation time has
Tpo1,Dn d pol \ ~P

1 _ q”OVEngb,pol (Tpot) _ qZ”O“ZW;m; (Tpor)

TM(Tpol) €0€c0 EoeookBTpol
Let us move on to the study of the polarization current density in the stationary mode.

the form

Taking the limiting condition T,; > Ty n, in expression (28), we obtain an asymptotic
approximation characterizing the stationary polarization mode

]pol,l (Tpol> - ]polpfl (o)) (Tpol) = ](wp”l) (Tpol) =

pol,1

2/ 7t iw 100 o;
Bangq¥) o S () X S x exp <W<O>Tw>

o pol pol
S |
= 1w
n n2 pDI+T1

(0)
. 8anyqW 2 ¢
From this ]I(ml;iol (t) = €00 0;12 pol oo sin? (78 )XeXp(lwpol )

n=1 )
n 1wml+ T

pul n
In the limit, from (30), (31) and (S8) we have

]pol,Z (Tpol> ]polpﬁﬂ () ( pol) ]pglgm (Tpol> =

(32)
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3iw 3iw
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w©
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+

X

p?xsin? (7%)sin? (%) cos? (3 )sin? (22 )

X
d?md Al o] el
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pol .
3iw 3iw
pol pol
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LW 2w 3iw
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Accordingly, we obtain the expansion of the asymptotic expression for the polarization
current density with an accuracy of up to the fourth order (k = 1, 2, 3, 4) of the perturbation
theory by a small parameter v, by the asymptotics of the current density components
that are multiples of the frequency harmonics of the first and second orders

]pol (Tpol) - ]pol (w2eBe)) (Tpol) =

0= Q=
= Ypol X ];(aol,l(w)) (Tpol> ‘H/;zaoz X ];ol,z(w)) (Tpﬂl>+
2w;3 2w;3
+Ypol><]pol3 wRwAL) ( PUZ> +Ypol X ]pol4 (wwaw) (TF’UI) =
_ (w) 2 (w) 3 (w)
Y pol X ]pol,l Tpol +Yp01 X ]pollz Tpol +ypolXIpol,3 Tpol +

2w;3 2w;3
+Y;1;ol><]$;,)4 (Tpol> + Vo1 X I,(,;Ll)/g,w «) ( pol) + Vo1 X ]pmw ) (T,,Oz). (36)

To study expansions of the type (36) of higher orders by a small parameter v,
starting with k = 5, etc., it is necessary to calculate the components of the corresponding
orders Jpo x (Tpol) using the recurrent Formula (25) in combination with (14) and (26). Due
to the cumbersomeness of the mathematical operations in this area, at this stage of the
research, we will move on to the analysis of asymptotic expressions R,/ k (n; Tpol) , taking
in Formulas (25) and (26) to the formal limit 7, — o0, corresponding to the stationary
polarization mode (far from transient processes), when the approximation T, > 1, 18
fulfilled. In this case, against the background of asymptotic limit expressions for complex
amplitudes of the space-charge distribution in the approximation k by a small parameter
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of perturbation theory R, (n; Tpol> , when they are expanded into components of even
r = 2Awpe and odd 7 = (2A + 1) w,, multiplicity in the frequency of the alternating field
W o1, when the limit equality

Jim o (155 ) | = R (%) = o Bl (%) 37

is satisfied, only asymptotic components that are odd-order multiples r = (2A + 1)w ,,; of
the frequency of the alternating field w, are preserved

. L (Qpark) _ Wpot) (.
Tplolfi‘oo [fpolrk (TPO’)} = Jpork (TPO’) =Y 1]polk (n’TP“’)'

In a similar way, we obtain recurrent identities ] » ol P “pot) (n,' Tpol) =0,forA=1,2,3...,
which indicate that the components of the polarization current density that are multiples of
even orders r = 2Awp, in the fundamental frequency of the field 2Aw,,;, are equal to zero.

Thus, when studying the kinetics of both isothermal and thermally stimulated polar-
ization of a dielectric in an alternating field, the calculation of time-asymptotic expressions
for complex amplitudes of the space-charge density in the k-th approximation by a small
parameter 7, by transitioning to the limit expressions (37) is of significant interest, from
an applied point of view.

From (13), taking into account (37), we have

Tpl}m {ppolk(i Tpol)} p;?lp;z[k (5; Tpgl) = er(:l p;r;/ial) (E,; Tpol), (38)
p;ro(;}/ial) (5; Tpoz> Yy D‘ipol lf”l (n; Tpol)cos(%a), (38a)
ot (&%t ) = Loy Ryt (5701 ) cos (737 (38)

Based on (10)—(12)

Tploi]rgw[ppoz (6; Tpozﬂ = p;?/’"’) (a; Tpoz) = kivl,jol <P, ””’k) (a, rpol) (38¢)

pg}/ﬁ' {f) (E,; Tpol) Z vpol Z O pol, i”’ (E; Tpoz) (38d)
p;?/f ﬁ’) («E; Tpoz) Z Yhot ;; D‘ipol “pet) (n; Tpoz) -COS(%E) (39)

e (Qpor) 2 Q) mmna
opii (&5mr) = L™ () cos (T2 (40)

we construct a time-asymptotic expression for the total complex amplitude of the space-
charge density

(Qpor) 0
ERpolw ( Pol) Zk 1ypol x Zr 19%;:0(;{;1 (nf'Tpol) (41)

( pol)
pol k

Q polk)(

To calculate the partial complex amplitudes 97 (n; Tpol), included in the total

complex amplitude of the k-th approximation R, n; Tpol) and, accordingly, the total

complex amplitude 9%; ol l‘f’k) (n; Tpol) , it is necessary to construct a recurrent expression
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( pol)
pol k
parameter v, and in the r approximation in the field frequency w,,. For this purpose,

for the functions R (n; Tpol> , which is satisfied in the k-th approximation by a small

we will first analyze, using Formula (26), the previously obtained partial expressions for
the components R, 1 (n; Tpol>  Rpol 2 (n; Tpol> » Rpol 3 (n; Tpol) s Rpol 4 (n; Tpol) , defined by

Formulas (16), (20), (S1) and (54).
For k = 1, based on (37), (16) we have

ol
exp (0) pol)
Q 4 ( Weo
iR;olp{l) (n; TPOZ) - %(ww) (n; Tpol) =2 X Sinz(g) X #l. (42)

pol,1
2 i W ol + 1
W(O) Tpoln
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(wpnl)

%;Zﬁ’;’z} (n; Tpoz) = R0 (n; Tpoz> +9‘i;01 2”"’) (n; Tpol)- (43)

For k =2, applying (37), (20) we write

Here

exp 1
2 ) .2 ) Tpo
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Rt (1) = O (%) (%) ML (43b)

For k = 3, applying (37) and (S1) we write

Ryfs” (0 %per) = Ry’ (15p0r) + Rpd™ (15701 ) + Ryt (Witpar ). (@)
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342 .
o @pot) (1 _ 256anpd, & & sin?(%8)sin? (7 )sin? (32)
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s 2
d“m » Wpol 1

Wégl) Tpolp

Wpol) T pol,s
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2iw i
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For k = 4, based on (37) and (54), accordingly
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pol pol pol
iwy,
exp ( ) pol)
W, !
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lwpol 1 4 (45a)
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Wpul TPOI/
(zwpal) .
mpol/} <n,Tpol) =
3072a2n8cppoli°: i i n? x sin’ (”Z)Cos (Z0)sin®(38)sin? (ZF) )
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Wpul Pol s pol P W;,Sl) pol,l
2iw ]
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— _0rpot X
2 2 2)(]12
d3x I=1p=1s=1 (n2 — 12) (I — p?)s?




Crystals 2025, 15, 863

39 of 86
3iw
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W
X pol B
+ Lpol 1 - Wpol 1 . prgl 1 3iwpol 1
1 + 1 + 1 + +
( Wégl) Tpnl,s) ( Wr(x?; Tpol,p> ( Wffiz) Tpol,l) ( W;g; Tpoln
512” noq)poli i i P X Cos ( )511’12( Sln (nl)sln ("T)
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& “1p=1s— (12— p?)(p? — s?)
o)
1
. ”” , (45¢)
§ Lol 1 . 2Wpol 1 W pol 1 3ic o 1
1 + 1 — i + +
( W;S? Tpul,s> < w;g? Tpohp) ( W;(o); pol,l) ( W;,S? Tpoln
(4wp01) .
9%pol,4 (1’1, Tpol) =
256{1 noi i i n?xp? x 12 x cos” )sin (2 )cos (7B )sin (”7)
X
Sp=ls= (HZ—ZZ)( —p?)(p? —s?)
4iw 0
exp< o P)” pol)
1
8 v (45d)

w 2w 3w diw
: Ypol 1 . pol _ 1 . pol 1 pol 1
(1 W(O) + Tpol,s ) (1 W(O) Tpol,p ) <1 W(O) T Tpol,l > ( W(O) + Tpol,n )
pol ! pol ! pol ! pol !

Based on (26) and special cases (16), (20), (S1) and (53), the property of the asymptotic
approximation for the function R, (n,' Tpol) is obvious, which states

i af)"tpol,k(n;Tpol) K (

) I =50 (L Jim | (%) | ) (46)

pol

Thus, the calculation of the asymptotic values of the current density for the first four
approximations (k = 1, 2, 3, 4) of function (25), using (42)—(45), in combination with (46),
confirms expressions (32)—(34) completely and expression (35) partially. The result obtained
can be considered to be one of the criteria of reliability of the methodological apparatus
developed in this article. In this case, asymptotic Formulas (32)—(35) are limit expressions
of the form

w© . (Qpork) (.
Jpotx(t) — J! ””’k)(t) = _ 298y 2 sin’ (75" y IR o1 (n, Tpoz)
otk polk 2 n? 9T pol

(47)
n=1

In (47) the asymptotic expressions (37) are used.

The regularities established in expressions (32)—(35) and (42)—(45) confirm the feasi-
bility of constructing a generalized expression (47) in combination with an asymptotic
expression in the form (37) for the recurrent Formula (26). Next, using practical expe-
rience in calculating complex amplitudes (15), (18), (21) and (24) and their asymptotic

approximations (42)—(45), we will move on to develop an analytical scheme for obtaining

. rw . . .
recurrent formulas for functions R, x (n; ’tpol) , %;Olfl) ( n; Tpol) in arbitrary approxima-

tions by parameters k, r. To do this, we transform the recurrent in parameter k (the order
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of perturbation theory when solving the system of Equations (6) and (7)) expression (26),
taking into account (37)

a5 o) -t o) -

Tpol—)oo

B 810 ¢Ppol i sinz(%)sinz(%)
oo A s?

1
I Tpol /p n d
x lim |[exp|— olk— 1<s T Ol)exp Tpol | —
Tpol =7 Tpol,n P P pol n

2 2 (1t
4a nZcos” (T0)sin? (28 . Tpol
<22)2 (2)>< lim (exp| — po X
d nc—s Tpol =00 Tpol n

X

Tpol
" . Wpol 1
X Z)f{pol;k_l S, Tpol ) EXP 1 ) + Tpol dTpol +
. W Tpol,n
0 pol
2 a2 (TN qin2 (TP ud
8%01 © o o n’cos?()sin?(7F)sin? (2) ; Thol
BRI 2(nZ — p2) Xoam o\ SXP{ T X
m=1p=1[/=1 p pol pol,n
Tpol
. T
pol
X / 9%pol;k—m—l (P/ Tpol) X mpol;m (ll Tpol>exp dTpol =
0 Tpol,n
m(rwpnl) . (48)
pol k 1 Tpol ) -

In the stationary polarization mode, taking into account the limiting condition

Tpol > Tpol,n N (26), by virtue of the equalities

Tpol Tpol Tpol
lim |exp| ——2— / Ry ol k— (S,T )ex dt =
o100 p Tpoln 0 polk—1 pol P T pol

poln
(rwpol)
9C{polk 1 (S’ POI)

’
. w
T 1] + nr fg)l
potm Wpol
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Tpol Wpol 1
. __po ) . %Yro _
(22 Fosnsomon (15 + 2o
0

( T
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mpol;k—lw (S'Tpol) eXP( WP> Pol>

pol

7
1 . QD pol
Tpoln +1 (T’ W(O) )
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T T
. pol ( ) ( ) pol
— . . X . -
Tmlﬂlgoo exp < Toin > O/ Rpolk—m—1{Ps Tpol Rpot;m (L Tpol ) exp p dtye
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= Zr:l

k—1
= 2;’:1
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D L

_ yvk—1ym pol;k—m—1
- Zr:l Zf:l ’
Lo 4ifr wf”)l
T 0
pol,n anl

we construct

. 8n 0 sin? () sin? (2 .
%(rwp 2 (n;Tpol> = { 0 po Z %) (%) X %;Z(flf 11(5 TPOI)

pol k 2 = s2
2 .

4a & n?cos” (22)sin? (22 (t=Dw,,;) 1W ;1
*Z (5 _) 3 %) X R oK1 . S/ Tpol | -€XP po Tpol | +
d S W( )

s=1 pol

1
X (49)

1 . wpol
Tpoln T1 (7’ W(O) )
pol

In the general case, in a given approximation of perturbation theory k, recurrent
expressions (47)—(49) are used together in numerical studies of the density of relaxation
polarization currents. Additional transformations of these equalities and the application of
a number of model assumptions (simplification of the initial formulas; transition to limit
formulas in a certain range of variation of the model parameters, etc.) are applied depend-

ing on the properties of the function ER( pol, l’fl) (n; Tpol> at the frequency of the alternating
field rw, in a given temperature range.
Based on (49), performing, for r = 1, 2, 3, transformations in accordance with the

scheme described in [2,5], we write down recurrent formulas for partial complex amplitudes
ER(M””’) (n; Tpol> . Withr =1, we have

pol k
k-1
(Wpor) . 4011’1() 87104);701 2 (TN
SRpolﬁ( (anPol) -4 X ( 2 AOpol X sin ( 2 )X

iw i
exp <W(’$ Tpol>
pol
X wpol 1 * (50)
W(O) Tpol,n

pol

With r = 2, we write

2 _
(Zw ol) . 4ﬂ 8”04)]701 k—2 2 m
mpol,kp (n'Tpol) =(k—-1) (d) ”0( 2 Aopoln cos ( ) )x

exP( W p)OI pol)
el . (51)

X pz,pol< ) 2w

pol 1
(0) T
Wpul poln
22 (1S 2( s
e (%) e se(R)
where Ag o = Y20 —F—————, [Qz,pol(n) = Ls=1
2| 1 4 Cpol 22y 1 4 Lpol
sox Tpol,s IW(0)> (n?—s )<Tpol,s IW(O)
pol pol

With » = 3, we have

3 k-3
Bwpor) (. 4a 810 P pol
S)f{pol,k” (n,’rpol) = — <d> 1’10< 2 X
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k-l)k-2 . /T
X{()Z()Alo(pgl X 0% X 3 o1 (1) X smz(7) +

k-1 .
+ Aq,por X sinz(%) X Z (g-1)(g-2) AE3 Akgl}x

4 2 0,pol *>2,pol
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3iw
pol
eXP( ) T]zzol)
pol
X 52
i3(1)p0] 1 ( )
W;S; Tpul,n

m? §22,pol (11 ( )COSZ ( Tm )
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2w
2_m2 1 7 7pol
(n m ) Tpol,m i W(O) )
pol

It is convenient to reduce parameter 3 o (n) = Y114

the form

3 pOI Zm 125 1

2_ 2 2_Q2 1 : D pol 1 - 24 pol
(n m )(m S ) X Tpols + IW(O;> T polm +1 w0
po

We will also present the parameter A =y F3por (IS () in expanded
p p l,pol p:l 1 i3wP01 P
Tpol,p W(O)

pol
form

2 2 (7tM \ oi~2 ( TS p

m?cos? (72 )sin? (28 )sin? (7F)
2_ 2 22 1 - Wpol 1 L 2W 1 1 . 3W 00
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1
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We will conduct studies of the influence of subsequent approximations of k > 4

perturbation theory by a small parameter v, on the structure and properties of par-

tial complex amplitudes 9%; ol, 150[) (n,' Tpol) with values of order r > 4 in field frequency

on the basis of an approximate recurrent formula, which is satisfied under the con-

- . . - 8n A
dition of smallness of the dimensionless parameter 5, = W < 1,

and follows from the analysis of Formula (51) in approximations of order k = 2 and
k>2 and expression (52) for parameter values k = 3 and k > 3, using the method

Al,pol = Z::l 2$:1 ZZO:]

In (52), it is indicated A o = Z‘;f:l

of mathematical induction, having prepared rigorous formulas for 9‘{; ol, 2”0’) (n; Tpol),

(pral) (zwpnl) (2w por) (2w por)
B3 (H;Tpol) R 014 (n;Tpol) i)%pol;" (n, pol) E)‘{polk”” (I’I;TPOZ) constructed on

the basis of (51), and formulas for SR( pot) (n,' Tpol>, 9%;30?)4’”1) (n, pol) %S;’S” ot (n pol)

pol,3
3 3
SR( pot) (n; Tpol) e E)Q;Ofkp"l) (n; Tpol>. constructed on the basis of (52). Then

pol,6
k—r
(Twpor) (. 4ac\" 80P pol k (rwpor)
mpol,lf (n’TPOI) = (_1)7’ (d) 1o e A0 p(ral Gpol,i( (n)x
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-, Wpol
exp <II’W<OI)TPOZ>
x Ay (k) x z (53)

7
1 . wpol
Tpoln +1 (1" W(O) >
pol

where the parameter A, (k) is introduced, satisfying a number of properties (1) A/(r) = 1;

@) A1(K) = 1, Ax(k) = k=1, A3(k) = C=UE25 gy e [ a, (k)] = e
(onl) l

polk (n), for cases r = 1, 2, 3 are equal

In the general case, the complex parameters G
to, respectively

(wpor) (wWpor) (wWpor) . m
G () = Gy () =+ = Gk () = sin? (),
(2w por) (2 por) (200 por) 2 /TN
Gpol,zpl (n) = GPol,Bpl (n) == Gpol,kpl (n) = n’cos <7) X 92,po (M),
(Bw por) (Bw por) (Bwor) . 2/Tn
Gt () = Gy (n) = -+ = G oy (n) = n’sin (7) X 3,p01 (1),

Based on (40) and (34), with r = 4, we have
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exp | 14— Tphor
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where given the parameter
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Gpod” (0) =G d" () =+ =G, /" (n) = n’cos (7) X 94,po1(N),

and restricting ourselves to the coefficient A4(k) = 1, we construct an approximate recur-
rent expression of order r = 4,
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It is obvious that (53) is a logical complement to the series of expressions (50)—(52), al-

though it gives only an approximate value of partial complex amplitudes %;Zﬁml) (n; Tpol> .

It is easy to see that expressions (50)—(53) are in complete agreement with (42)—(45),
which can be defined as one of the reliability criteria of the generalized stationary recur-

rent expression (53), which allows us to strictly calculate partial complex amplitudes

(rwpnl)
SRpol,k

(n; Tpol) for any values of k, 7.
The studies conducted in Section 2 of this article lead to the conclusion and

physical justification of asymptotic expressions for polarization complex amplitudes

Q 0. . . .
SR; oll,kl’k) (n; Tpol) = Tplollrgoo [i)ﬁ{pol/k (n; Tpol> } , which are complex amplitudes that change
(onl,k)

harmonically over time at a space-charge density P ol k (E,; Tpol) = Tploilrglm {p polk (5; Tpol) }

distributed over the thickness of the dielectric in the stationary polarization mode
(Twl — oo) , when relaxation processes have virtually no effect on the amplitude of the
steady state polarization current density (47).

The most informative, from a physical point of view and in terms of applying the
results of theory to experiment (in the development of schemes for the theoretical analysis
of the structural features and properties of crystals with ionic-molecular chemical bonds),
research method is the method based on the measurement and calculation of the spectra of
thermally stimulated polarization currents in a wide range of field parameters (0.1-1 MV /m)
and temperatures (50-550 K). The theoretical ranges of external impact parameters are
significantly wider than the available experimental ranges and are, from 10 MV/m to
1000 MV /m for the amplitude of the external electric field and from 1 K to 1500 K for
the temperature. Studies of the kinetics of ion-relaxation (primarily proton-relaxation)
polarization in IMBCs class crystals (in particular, in HBC) in the temperature range near
T = 0 K have not yet been conducted, due to the rather complex, in physical nature, and
not fully investigated, at the theoretical level, mechanism of quantum electrophysical
phenomena in these crystals [3,5]. It has been preliminarily established that quantum
kinetic phenomena in nanometer layers (1-10 nm) of proton semiconductors and dielectrics
(PSD) in the range of helium temperatures (4-25 K) lead to abnormally high amplitudes of
the density of the thermally stimulated depolarization current (3—4 orders of magnitude
higher than in the range of nitrogen temperatures (50-100 K) with a micrometer sample
thickness) [1]. These polarization effects are nonlinear, quantum (caused by the ultra-
high values of quantum transparency (0.85-0.95) of the potential barrier for hydrogen
ions (protons) in PSD) and are associated with the quantum-mechanical interaction of the
proton (formed by fairly mobile protons that do not interact with each other) and phonon
(associated with the vibrations of heavy, low-mobility, in comparison with protons, ions
and ionic groups) subsystems in PSD (for example, in HBC) [3]. It is difficult to directly
interpret nonlinear quantum polarization effects in PSD as quantum macroscopic effects
similar to the effects of superconductivity in metals (for electron and phonon subsystems;
Cooper pairs, etc.), due to the fact that the Hamiltonian of the proton-phonon interaction
and the contribution of this operator to the density matrix for an ensemble of conduction
protons and to the general statistical matrix of the simulated crystal have not been fully and
comprehensively (by comparing the quasi-classical and strict quantum models) studied at
the theoretical level, within the framework of the quantum-mechanical approximations we
are developing for proton conductivity and relaxation in HBC [1,3,5].

Thus, at this stage of research, we can consider both quasi-classical (built on the so-
lution of the Fokker-Planck Equation (6) in combination with the Poisson Equation (7))
and quantum-mechanical (built on the solution of the Liouville equation, together with
the Poisson operator equation) [1,3] models of isothermal quantum nonlinear polarization
and depolarization, including thermally stimulated quantum polarization and depolariza-
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tion, for the temperature range T = 1-1500 K, taking field parameters from 0.1 MV /m to
1000 MV /m.

In this article, we operate with the apparatus of the quasi-classical nonlinear kinetic
theory of ion-relaxation polarization [1,5], with elements of the quantum theory of ion
relaxation and conductivity, limiting ourselves to the quasi-classical formula for the trans-
parency of a parabolic one-dimensional potential barrier [4,5] in the coefficients of the
kinetic Equation (6).

The strict quantum-mechanical approach, based on the calculation of the density of
polarization and depolarization currents, using the apparatus of the density matrix and the
apparatus of nonlinear quantum kinetic theory, will be deferred for the future and carried
out within the framework of a separate work.

The main subject of the quasi-classical kinetic theory of ion relaxation in solid di-
electrics is the development and study of an analytical apparatus for calculating complex
amplitudes Ry (n,' Tpol) for an arbitrary value of the parameter k and their asymptotic

(Qpal,k)

o . Kk (rawpor)
approximations mpol,k (n, Tpol) =Y 4R

polk
rameters k, r. In essence, the solution to this problem has already been accomplished in

(n; Tpol> for arbitrary values of the pa-

Formulas (50)—(52) and approximated in Formulas (53) and (55), etc. The further problem is
reduced to adapting these expressions to Formula (47) for the polarization current density.
The problem of calculating the density of depolarization currents (isothermal; thermally
stimulated) will be solved in a similar way, with the difference in the format of the time
dependences in the recurrent expressions (48) and (49), calculated from the solutions of
the Fokker—Planck (6) and Poisson (7) equations, taking into account the initial conditions
corresponding to the depolarization process. In this case, the initial expressions (14) and
(26) for depolarization processes will change.

The scheme for measuring thermally stimulated depolarization currents developed by
Bucci and Riva [1,4] is reduced, at the first stage, to isothermal (at a constant temperature
Tpol) polarization of the investigated sample in a uniform non-stationary electric field
Eext,pol (t) = Eext,po0 X €Xp (iw polt) and the resulting spatially inhomogeneous electric field
inside the dielectric E,,o;(X; t) = Eext,por (t) + Eind,po1 (X;t) is calculated taking into account the
internal field Eey poi(t) induced by the polarizing field Eing poi(x;t), satisfies the condition
fod Eind,pot (%; t)dx = 0 for the total field in a dielectric fod Epo1 (6 t)dx = Vg o1 X exp (iw polt).
Amplitude of alternating EMF V( ,;; = Eext 01,0 X d, where d is the thickness of the crystal.
At the second stage of measurements (when describing thermally stimulated depolariza-
tion), the external field is switched off Eextdepor (X;t) = 0, Vgepor (t) = 0, the dielectric is
rapidly cooled to low temperatures (50-80 K), is connected to an electrometer (or quality
meter) and begins to heat up according to a linear law T(t) = Ty + ct. The electric field
inside the dielectric during depolarization Egep1(X;t) = Eingdepor (X; t) satisfies the short
circuit condition fod Ejepor (X, t)dx = 0.

Thus, the field frequency w ., and the amplitude of the EMF source Vj 4050/ are ex-
cluded from the set of variable external parameters of the mathematical model of thermally
stimulated depolarization.

The solution of the problem of isothermal polarization, in the limit, will allow us
to construct initial conditions for the complex amplitudes of the relaxation modes of the
space-charge during depolarization. In this case, based on (48):

Fork =1, r =1, from (50) we have

(Qpo11) . (wWpor) . 4ang .2 /TN
%pol'jl (n,”cpol) = Dfipolﬁ (n,’cpol) =-— X sin (7) X



Crystals 2025, 15, 863

46 of 86
eXp< pOI pol)
ol
@ T ; (56)
WP poln
Fork =2,r=(1,2), from (50) and (51) we have
(Q 0l ) (w o) (2(,1) ol)
SRPOZ’,’Z ? (n;TpO,) = mpol,”zl (n;Tpol) +9%pol,2” (n;'cpol>. (57)
Here Sito byt A
(Wpar) (. _ ONoPpol£20,pol (Wpot) (. o
mpol,z (1’1, TP01> - e X S)C{pol,l (n’ TPOI) -
32angpor o0 sin? (%2)sin? (32) 1 o
= 7T X Zszl X eXp WTPOZ ’ (57a)
Tt 52 iu)pul 1 iwpol 1 Wp()l
W;Sgl) Tpol,s W,Sg; Tpol,n
exp | —&-Tpol
o) (N _ 162y 2 (T ( Wt ) _
mpol,Z (n, Tpol> =7 X DX 4ol (n)cos <7> T " —
W;S; pol,n
pul
_ 16a%ng Y nzcosz(%)sinZ(%) N exp( Wi pol) (57b)
d? s=1 2 2\ [ : Wpol 1 2j Lol 1 12w,,01 + 1
(=) (5 =) G ) el T
For k=3,r=(1, 2, 3), from (50)—(52) we have
(Qpot3) (wpor) (2wpo1) (Bwpor)
ERpolg3 (Tl,‘ TP01> = ERpol’y (n; TP‘”) + mpolg l (1’1; TP01> + 9{polg l (n; TPOI) : (58)
Here

2
(o) 8110Ppo1 Ao, pol (W pot)
gﬁ{polpi% (n pol) ( 2 X %poli (1’1,' TPOZ> =

256uno¢poz sin? (7 )sin? (P )sin? (%)

iw ol
Zp 125 1 X exp (PO> Tpot |, (58a)
52p2<iwpnl +T1 >(iwpal 4 1 )(iwpol+ 1 ) ngl
pol,s

W w7 )\

wpor) 16”04’]001/\0 pol Qwpa) (.
9ﬁipol 3p (1’1 POI) 2 X S)onl,Z;7 (n’ TPUI) =

2,2 .2 s DT
 256a”ngPpor Yy n? x sin” (%%)sin*(ZF) cos? (32) y
o 2 p=1 Lws=1
d27'[ 2 2 2+ Dpol 1 . Wyl 1 . Wl 1
(“ —s )P o 5 V0 T 50 ) | 350 + 5an
pol pol pol
2iw 1
po
xexp O Tpol |/ (58b)
Wpol
3
pol
exp | & Tpor
RO (oo ) = _s4a’ng x n?x (n)sin? ™ ( o =
pol 3 7 tpol | — 43 §23,pol 2 i3wpgl 1 -
W(O) pol,n



Crystals 2025, 15, 863

47 of 86
2 . .
64[1 no 2 Z n’m?2cos” (7)sin? (%) sin® (%)
= X
m=1 s=1 2 2
n® —p?)
2 2 . W ol 1 . Wpol 1 . 3wpo; 1
(p* —s?) (1 0 + TW’g) (21 0 + Twhﬂ) (1 W + Tpo,m>
pol pol pol
3iw 1
po
X exp ) ol |- (58¢)
pol
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: Wpol 1 - Wpol 1 - 2ol 1 3iw por 1
! (0) + T;/zals 1[/\](0) + Tpoll 1 W(O) + Tpulm W(O) + Tpoln
pol § pol . pol § pol .
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512ﬂ ng%ﬂi i i m? x cos? (73 ) sin? (%58 ) sin? (52 ) sin? ()

2 2 m2)(m2 — s2
d3n I=1p=1s=1 (p? — m?)(m?* —s?)
ex 3iw T
P Wpo; pol
x . (59%)
. Wyo! 1 2w ol 1 3w ol 1 3iw ol 1
i po + i pot i P + p +
< W;Sl) Tpul,s) ( W;SSI) Tpol,m W;;g; Tpol,p W;S; Tpoln
(4w o)
mpol/lpa (l‘l; T]ﬂol) =
2 .
256a%n i i i n?xm? x I2 x cos” (Z)sin® <7§l>c052(%)sm2(%)
BT X
S e s (n? = 2)(I> = m?)(m? — s?)
Haw
eXp( W ;7 pol)
1

x - (59d)

Lw 2w 3w diw
i+ e | I8 — o | |50 + 5 o+ T,
Wpol pol,s W;?u[ pol,m Wpol pol,l Wpal pol,n

Thus, based on the results of additional calculations, Formulas (56)—(59) are, taking
into account their explanatory formulas designated by the symbols a, b, ¢, d, completely
consistent with Formulas (42)—(45) and their explanatory formulas designated by the ad-
ditional symbols a, b, ¢, d. At the same time, both groups of asymptotic formulas for

the components of the complex amplitudes iR( i ot k) (n; Tpol) =3k, 9%;2%501) (n; Tpol)

( pﬂl k)
polk

=(1,2,3,4), r=(1, 2,3, 4), induced during the polarization of the dielectric, are con-

of the relaxation modes of the space-charge p (&; Tpol) , at the values of the orders

sistent with Formulas (32)- (35) for the asymptotic expressions for the components of the
Q
polarization current density ] l” ol1) ( pol) ]pol ’i"l ( pol) , ];01”;’2) (Tpol> = ]Ig;ll)’;”l) (Tpol) ,

];(;?1?30['3) (Tpol) = ];(ml,gd)< pol) +]pilb?ml (Tpol)'];(zg;z["l) (Tpol) = ;Z?,ZGI)(TPOO +f§z°§”°’) (Tpol)
These comprehensively verified expressions are, in view of their complete consistency,
absolutely correct from a mathematical point of view and represent special cases of so-
lutions and consequences of solutions of a quasi-classical nonlinear kinetic equation in
the format of the Fokker-Planck Equation (6), solved together with the Poisson Equation
(7) in the first four approximations k = (1, 2, 3, 4) of perturbation theory by a small di-
mensionless parameter (having the meaning of a comparison parameter for this model of

(1) 1
L Hynob,pol “¥E0, co,palW, . .
polarization processes) v, = ”;;}’f [Op d = O’:\’]’ (O;”“’ . When moving to higher orders of
1f f ,po: po
perturbation theory by the parameter 1y, in the asymptotic formulas for the components

( palk) pol) .
pol k (n Tpol>, stationary terms (summands) ERP oLk (n, Tpol)

accumulate in increasingly higher orders in the index r. The same terms, except with

of complex amplitudes R

odd 1, are accumulated in the asymptotic formulas for the components of the polarization
current density

(rawpor)

2 dqw'% in2 (@ k oR (T

(Qporx) q pol S ( 5 ) pol k s tpol

ool (TPOZ) - 2 n; vk ' 0
It is easy to see that Formula (60) works in conjunction with (49), and the agreement at

the first four orders of perturbation theory allows us to assert the reliability of the results of

calculations performed using the recurrent Formula (53) substituted into (60).
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In conclusion of Section 2, let us focus on the issue of the matrix representation of

stationary (in this case, asymptotic) expressions for the complex amplitudes of the space-

(qul) pol)

L . Q .
charge ;R pol (n; Tpol) and the polarization current density | ; ol (Tpol> , the most visual,

in comparison with the algebraic, representation. For this purpose, we represent the total

stationary complex amplitude of the n-th relaxation mode Eﬁ; ol” 1”(“() (n; Tpol> as an operator
equivalent to a column vector
pal 1
pol 1 + Tpol
(onl 2
pol 2 (1‘1, TP‘JZ)
(Q ) (onl 3 ( l)
% ol 1,3 pO
%pol” (n; Tpol) = Pipol (61)
(Q;ml,k) .
9%pol,k (1’1, TPOI)

Multiplying the operator (61) by a column vector, matrix elements of which are the
corresponding powers k of the small parameter 7y

Ypol

2
ypol
3
Ypol

Po=| " | (62)

k
ypol

yields the expression.

(onl) . a _ 1 (onl) . _
R (n,”tpol) X Ppor = Tyt X R (n,"tpol> _

= Yol Yo Xm;olpﬁlk) (“; TPO’) - %L?IW (n; Tpol)' (63)

Modeling operator (61) taking into account (36)
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(wpor) .
(wp01) Tl :zpd)>
@D po, @ pol
mpolgl <n; TPOZ) + s)%]ool,; n; TPUZ
(w a) (Zw o) (3w ol)
R (n?Tpol) + Ry 3" (n?Tpol) TR0 (n""‘pol) _
Zk m(“"’pal) (I’I'T )
r=1~""pol k s tpol
_ S g_}(rwpol) . (64)
- Zr:l pol 1 Tpol |,
((,U ol) .
%}70[,’1 <n/ Tpol)
((J.) ol) .
%pol,’.;. (anpol)
( ol)
R R (l’l,‘T 1)
where 9%;:;’7 o) (n; Tpol> = | 7 ) P,
(Wpor) .
mpoli (n/ TPOZ)
0
(2w por)
9%pol,ZP l (1‘1; TPOI)
(2w por) .
pUl (1’1/ Tpd) = . 7
(wpar)
mpolﬁ(l (n}Tpol)
0
0
(Bw por) .
mpol,; (1‘1, TP"I>
(Bw por) .
9?{;?;”;701) (n; Tpul) _ {)%pol/f (n, Tpol> ’
(3(,U ul). .
mpol,kp (1’1, TPOI)
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by multiplying E}A{;?lp ot (n; Tpol) by a column vector [,
% (Q 0 ) ( )
‘}{pof ! (I‘l,‘ Tpol) X F ol = Fpol X mpol o (n;Tpol> =

= Er 1 Zk rYPOI X%pol 1501) (n; TPOZ) = 2:0:1 2)Ci;roclupol) (n; TPOZ)' (65)

The function is introduced in (65)

Z [ pol x ERpol Pf”) (n; TPOZ)] =

miar;fml) (n? Tpol) D ks Yol X m;ol 1501) (n? Tpol ) : (66)

Thus, the action of the operator fpol on the operator of the complete stationary (asymp-

totic) total amplitude of the n-th relaxation mode 9%( 7 ot (n; Tpol) transforms it into alge-
braic sums

iﬁ;?f & (n; Tpol) — mfgof & (n; Tpol) =Y 9‘*,(02”‘”) (n; Tpol)/
S)A%;?lp”]) (n; Tpol) = D%Lrl;)pol)(n pol) — %;Ol’wl) (n; Tpol) = 9‘{;2‘;)””])(n Tp01>

allowing to calculate the space-charge distributions studied in the experiment, defined in
the form of harmonic series (10) and (12)

ﬁ;?lpol) (E, Tpol) N ppolpal) (E pol) _ im;?lpol) (n; Tpol) -COS(%C) _

= li Ii mi}?lpol,k) (1’1,' TPO’) .COSs (?a)
0 () o () = E ) () 5.

3. Results: Properties of a Nonlinear Quasi-Classical Model of
Polarization Currents in an Alternating Polarizing Field

The studies of the mechanism of isothermal polarization currents in an alternating
field will be conducted according to the model described in Section 2, identifying the value
of the total polarization current density measured in the experiment with the operator

2dqw® 2(my R T
fPal (Tpol) - . P"lz: 1 sin ( Zn) X el (n pOI),

n? 9T pol

(67)

In the general case, the operator E)A%pol (n; Tpol> must reflect the kinetics of relaxation

processes, represented mathematically, in the form of matrix elements R, x (n; Tpol) that
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depend on time in a certain way and correspond to the k-th approximation of perturbation
theory, with relaxation times 7;,;,. Analogously with (61), we have

DC{pol,l n; Tpol
E)Cipol,2 1; Tpol
. mpol,?) n; Tpol
Fpot (10 ) = . : (68)

Rpol k (n; T pol)

In this case, the matrix elements of the operator (67) are calculated according to (25),

(0)
_ 2dqW, 2(m R oo .
where Jpo1i(t) = q — iy sin ( ) X ”"’(-;I‘T(prDIZT” ’). The operator (67) is modeled
taking into account (68)
] pol,1\ Tpol
]pol,2 Tpol
N J pol 3| Tpol
]pol(Tpol> = . . (69)
Jpol x (Tpol)

Analogously (51), the action of the operator fpol on the operator (69) gives
A 5 o0 © k
Iq]gol X ]pol (Tpol) = ]pol (Tpol) = Zk:l Vl;ol X ]pol,k (Tpol) = Zk =1 ];03 (Tpol)/ (70)

where ]pol ( pol) = Yl;ol X ]S;l)( POZ)'

(Qporx) (. . ) (Qporx)
The shift to limits %pol”k (n,’tpol) = Tploﬁrgoo {%polrk(n,’tpol)], ]polf?k (Tpol)
i lirg []pol,k (Tpol)} transitions relaxation expressions (69) and (70) to images of the form
pol =7
(Qpor1)
]polfjll1 (TPOZ)
(Qpor2)
]poliazl2 (TPOI)
(onl,3)
~(Qpor) Tpot3 ™\ Tpol
0 () = | I8 () @
' (Qpor)
Ipolfik (TPOZ>

1 () P = 5 (5 = 5955 (o) = K (157 ()

(k)
Q 0, 0,
where (],(,olf’kl’k) (Tpol)> = Yot X ]polpklk) (Tpot)-
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Combining (60) and (25) we find, in the general form, the partial currents formed in
the k-th approximation of perturbation theory at the field frequency (rw pol)

( ) . (rewpor) (.
](m’r’ollk)(t) — MZ“ sz(%n) % aml’ﬂlk (n, TPOI) 73)
pol k - 2 n=1 n2 ot .

Substituting the recurrence Formulas (48) and (49) into (73), as expected, gives, in the
case of even orders of r, the expression

Qpo k2 ((2r41) wy,
];olfkllk)(t) = rio ]r(,f,llrk ) l)(t)r (73a)

where 7,00 = %

In the case of odd orders of r, we have

Q, 1 (2r41) wy,
I ;olfkl'k)(t) =2.2%] r(JE)l,k 0 (73b)

where 7,00 = %

In the general case

Oy 0 0 2r+1)wy,, 2rmax+1) W,
ool (0 = T 0+ o™ (0 -+ T M 0 o g O (), 7

According to (72), the asymptotic density of the total current ]’(7?[” 2 () =Y, y’; ol X

rw .
YR T pol, 5 O’)( t) can be represented as a sum of frequency harmonics

0 ((2r41) wper) ((2r+1) wpy)
polpl = 0 Do Yoo < Jpaie (0 = Ly Y. ()
where (@41 ((2 ) :
r 0 r Wpo
] pol “rad) Zk 2r+1 pol pol,k el (t). (76)

Based on (73) and (76), withr =0, 1, 2,.. ., we have

((2r+1) W)
(@r+D)w qu ;(wl o sin® (%) amrmlk " (n P“’)

ol)
T (1) = =17 2 9Ty - @)

substituting the recurrence Formula (53) into (77)

(2r+1) w por) :i2(21’+1)dqn0a}pol y (4a)2r+1 . (mmm)k—(zﬁm

]POI/k (t) 2 d ) X Azry1 (k) X

exp (2r+1) Tpol
o Sin L ((2r4+1)w ) ( WD
XLt n” Gpare () % "

pol k ’
i (2r + 1)
( W;ml

. — 81’1047 IAO, 1Y pol .-.k—(2r+l)
taking Eq po = — ", Yl 0r i1 [\1 “Aoria (k)} =

51, we have

n=1

2 0,pol (1_30440’ )
22(2r+1)+1 | (Zr + 1) 2r+1 0o . l
(2r+1)wpor) . qanoW po; sin? 2r+1) wpy
]P"l " (t) =1 2 : X >2r+1 o x Z 2 ) Gpol,k . (n)><
d

(1 - EO,pol
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exp( (2r+ 1) 0 p01>
pol

1 0l
2r+1 ”
Tpol,n <( Tt ) Wpol )

Taking r = 0 in (78), considering the identity G;(; olfl)( n) = G;;ll),”l"’) (n) = sin?(30), at

X (78)

the fundamental field frequency w,,;, we have

((,Upgl) . riwpol) —i réwpol)

t) = 1w p1€0€00 Epor(t) X 79
"™ 0 =it ) % - g 79)
Here Epol(t) = EO,pol X exp (iwpolt)'
. 2(7mmn
When deriving Formula (79), the parameter Ag po; = Y574 sin* (%) was used.
n? L4 Lpol
Tpol,n W(O)
pol

Also, due to 2sin? (3 ) = 1 — (—1)", in the functions of the polarization temperature T,
quasi-classical parameters, similar to those constructed in [2,5] are constructed

Tyoin n D pol Tpol n n
(Wpar) Ton(l_(_l) ) (wWpor) 4 oo Tpol M (1_(_1) )
r, " ! . L, LT 1 == _ P , (80)
1 ( po ) 2 Zn 1] (1 N wpolTpoln) 2 ( po ) 2 Y i 2 (1 ra2 T n)

. . . . Tpo1.n,0" Tpor M
In (8 = e e
(80), dimensional relaxation times T TpotmnF Tyoint

are used, where the diffusion relaxation time for the n-th relaxation mode is calculated

, calculated at temperature Ty,

. Tpolp . 2 -1
using the formula Ty, np = ”TQD, in which T,p = 2(?72 = (%) [W(gg (Tpol)}
7Dy, ff( pol) p
is calculated using the zero-order diffusion coefficient by a small parameter . (x;t) =

ALyt ()2 < 1 of the theory of successive a imati pY (T = 2w (T
2T, y pproximations Dy Tpor a“Wor ( Tpol

(see Section 2) and corresponds to the first-order relaxation mode (n = 1). The Maxwell

relaxation time T}, v = % is calculated using the first order mobility coefficient
970 Hy,op (TP”’ )
T,
2y () b
(1) _ 9 Wyt (Tyor) Toin _ Ty
Hoop \ Tpot | = KTy - Next, according to TM = oy D’ , parameters (80) are
T,
pol, M

reduced to the form

(1= (=1)"): (02 + 722 )

(wWpor) 4Tpol D ) p
F P T = —_—— P
1 ( pol) nszol,M anl ) 5 Ty 2 ’ (80a)
n <1’1 + TpO’M) + wpolTpol D
4T, 1—(=1D)")wy, T
Féww;) (Tpol) _ pol,D Z;o, ( ( ) ) pol Lpol,D ) (80b)
nszol,M ! 2 2 pol,.D T2
n (1’1 + le) +wpol pol,D
(1= (~1)")- (M g
TpoI,D
(80c¢)

Fgwwﬂ)< P01> 7T2Zn 1 (

2 7
pol M 2
n2< + 1> + wpolTpol M)
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(1 - (_l)n)'wpol Tpol,M
2
pol,M
n2( Tooi +1> +wpolTpolM>

The representations of the parameters Fgw” o) (Tpol)/ Fgwp o) (Tpol) in the form (80a—d),
despite their cumbersomeness in comparison with the original expressions (80), are more

(80d)

Fgw’wl)( Pol) nzzm 1 (

convenient from the point of view of a detailed theoretical and numerical analysis of the
influence of frequency w, and temperature T, on the current density of isothermal polar-
ization (79), including further practical applications of this issue in the field of optimization
of computer research processes and forecasting of the values of the parameters of the struc-
ture and electrophysical characteristics of functional dielectric and semiconductor elements
of installations and systems. Due to the formal analogy of Formula (80a—d), studies of
the properties of expanded power series embedded in expression (80a—d), depending on

Tpo . .
the relations T 7 Wpol Tpol M, can be performed in accordance with the results presented
in [2,5].

4. Discussions: Analysis of the Properties of the Investigated Model

4.1. Construction and Analysis of Recurrent Analytical Expressions for the Density of Isothermal
Polarization Current

A complete description of relaxation polarization in ionic dielectrics with a com-
plex crystalline structure, including HBC (crystal hydrates, layered silicates), when

calculating the electrostatic induction vector of a crystal (semiconductor, dielectric)

%(wpUl) ( pol) = . . .

rppol () = vcrp pol *E pol (t), [1,57,58,62], the polarization vector of the crystal, in the gen-
—)(wpol) (wPOI) . .

eral case, is taken as a sum P ol (t) = Poo pol T P,p pol (t) [59,62], where polarization of

the inductive or inertialess type POo pol = €o(€c0 — 1) E pol (t) is established almost instantly,

015. 012

with a relaxation time of the order of Tj,4,p0 ~ s, and polarization of the

. . . —>((U ) ~(Wpet) 2
inertial or relaxation type P, o/ (t) = & ; o E

polarizing field strengths and temperatures, in the optical range of field frequencies, with

pol (t) manifests itself in a wide range of

a relaxation time of the order of T, o &~ 10710 =107 s [1,2,5]. High-frequency permittiv-
ity eco = 1+ %"Oﬁ% [57,62], where a,, aj,,, a5— are the corresponding coefficients of
electron, elastic-ionic and elastic-dipole polarization.

( Dl)
Relaxation polarization P, ;01 (t) = EP ;;le)

measurements of tgd, in the temperature range T = 100-350 K, at polarizing field strengths

N
E 01(t) in HBC, according to the results of

Eo ol ~10% + 10° &, is realized in the vicinity of frequency maxima Vyey &~ 10% =107 Hz
(at T = const), w1th relaxation time T, ~ 10710 = 1076 5 [59,62]. Since ~ ”’ .~ 107 +10°,
the high-frequency permittivity €., when constructing a physical- mathematlcal model of
relaxation polarization in ion-molecular dielectrics, in particular, in HBC, can be considered

a constant value. We define the complex polarization coefficient &i;) ;fgll) = (&E;}v ;Z?) —

!/
i(&i:;fgll)) for the processes of ion-relaxation and dipole-relaxation polarization [57],

associated with the relaxation motion of water molecules, various ions and polar groups
(A, K—dipoles, polar vacancies) [58]. Then, for the one-dimensional model of ion-relaxation
polarization in crystals of the IMBC class, we write

(wpnl)

Dpol

() =eoeesBpr(t) + Pl (1), (81)
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We will calculate the total current density in dielectric ]L(UL:D’}'Z) (t) = 61(;;” O[)Epol(t) +
(wpor)
t
+ %() taking into account the conduction current density (caused by the drift motion

wpol)(t) — 6_("”;701) E

of conduction ions in an electric field) ]C( pol (t) and the relaxation current

ond ion
. . L . o (@) _ Pt (0
density (associated with ion-relaxation polarization in the crystal) | p, ; o = — 5. The

value of the relaxation polarization is calculated using a nonlinear quasi-classical model of

dielectric relaxation at the fundamental frequency of the polarizing electric field, according

(Wpor) ~ (W por) {@pot) .
rppol () = &y o) Epor(t) = €0€o X gl X E,o(t), [1,2,5], taking

into account the complex form of the quasi-classical relaxation coefficient T (@por) (T) =
Fgw”d) (T) — il"éwp ot (T) . The components of the parameter T“’»!)(T), defined as quasi-
classical relaxation coefficients, are investigated in various approximations, by various

to the expressions P

methods taking into account a sufficient amount of evidence of the calculation rigor in [2,5].
Thus, we write

((,U al) A(w 01) . 1
]whople (t) = Gionp +1wP01€0£°° X

(wpol) Epol (t) (82)

11\ yir

From the point of view of the classical theory of conductivity [1,5], assuming the
ionic conductivity current density being equal to, respectively, ]C(;:ZDZ) (t) = 65:’“ “Epo(t) =
2
9710 <Tion>Epul (1)

ngf'} (1+iw por (Tion ))

X Eopor % exp(iwyt) [1],  we accordingly calculate

o (Wpor o (Wpor=0 o (Wpor) (wpo1=0) W ot T
Re O'i(onpn) — O—i(OnpD ) —— 1l Im Gi(onm — o= % where
l+wpg[ <Tion > 1+wpal (Tion >
W por=0) 2no(Tion) . L. - e
i(onpa e S;,’W is the static conductivity coefficient calculated for conductivity ions,
eff

determined by the equilibrium concentration of conductivity ions in dielectric ng, their

effective mass mé‘}*} and the relaxation time for conductivity ions (Tj,,). Here q is the

ion charge modulus. Further, taking the coefficient of electrical (in the general case,
ionic, and in particular, for HBC, proton) conductivity as a complex value of the form

5. — Re (6.(“)”””) —i Im<6.(“’”“’)> and, separating the real and imaginary parts of

on on on

the total current density, we have
(wpol) _ A(wpal) A(wpul) :
Re( Jynae (V) | = Eqporx ( Re( &, X cos( Wpgit ) +Im{ &; X sin (wpor t)+
r(wpal) ( (wpol) .
5 cos(wpot) — |1 -1, sin{ wpot

+(Upol 50 €00 X 7 (83)

(1 _ l—viw;ml)>2 + <1—‘§wpnl)>2
Im (]i}fﬁ?(t)) = Eg,po1 X (Re(ffi(;)f"’)> X sin(wpolt> - Im(&i(;:f"])> X €os (wpolt) +

1-— Fgw”01)> cos (wpolt) + Téw”‘ﬂ)sin<wpolt)

(1 B Fiwpol)>2 + <1_.§wpol)>2

(84)

T Wpor€0€co X
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Averaging the expressions Re [E,(t)]-Re {](L:O’}”gl (t )} , Im [Eg(t)] - Im [] w‘"”)( )] over

whole

time, for the period of oscillations of the external variable field, noting that

(Re[Epuv] Re| 155 ()] ) = (m[Em (0] 1m 15 0] ), 85)

we find the imaginary component of the energy of the alternating electric field dissipated
per unit time in a unit volume of the dielectric (the imaginary component of the volumetric
power density) [1], in the quadratic approximation by the field

(w 01)
r,”’

(1 3 Fiw”‘)'))Z . (r;w,m»)z

0. 1 A 0
Im(w<vj’p ,>) = | Re [UE;;W o] + Wpot €0 a0 X XE} .. (86)

Also, noting that

<Re [Epor(t)]-Im {ff;;’g;“” (t)] > =- <Im [Epor(t)] -Re {Iﬁ,‘;’;}"’) (t)} > (87)

we obtain the real component of the volumetric power density [1] of the alternating electric
field in dielectric in the quadratic approximation by the field

1— I‘gwnol) i
(1- rgwm)z N (rg“’m’))z XE3 . (89)

The investigation of expressions (87) and (88) should be carried out in accordance with the

Re (wg;‘;)l’ol)) _ % —Im[ ](ﬂ pnl)] + Wyl €0 o X

analytical dependencies (83) and (84).

Based on the recurrent expression (53), for v = 3, taking into account the identity
3 3
GL olwk” ot (n) = G; 0?;” o) (n) = n?xsin?(30) x Q3 pol (n), applying the recurrent Formula (73)
pol)
pol,k
a formula for calculating the total component of the polarization current density at the

and summing by k from k = 3 to infinity ] ”01)( t) =Yp s ypul X ] (t), we obtain

second odd frequency of the field 3w),,. In this case, at r = 3, as well as at all subsequent

orders by the field r =5, 7, 9, etc., when calculating the multiples of the parameter r of the
(rwpol)

t
components of the polarization current density ]p Cpat) _ ”UIT(), we limit ourselves

to the corresponding components of the multiplicity r for the density of the relaxation
(rewy,or)
pal) o (“'Upol) _ aPrppfl (®)
pol - ]rp,pol - ot
considered scheme, we have

polarization current ] . Thus, for r = 3, according to the above

38443 3 exP( 3%(;1 Pol>
](3u)p01)(t 71 a anwPOZypOl ( ) Wpol

00 .2 m
pol - 3 X Y oy SIN (*2 ) X 03,pol :
1—-% d?m2 1 [ 3wy
=0,pol 44| =l

(89)

WO

Tpol,n
pol

The same result is obtained by substituting the parameter r = 1 into the recurrent
expression (78).
Applying the identity [2,5]
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03,p01(N) = Y1 Yoy mPcos? (% Jsin (% Join (%) , taking into
' m— =
1 . Ppol pul
(n27m2)(m2752) X (Tpul,s +1 W(O> ) ( palm
pol pul
account the designations Ty, n = W’S()g Tyoin (Tpol)/ Tpolm = pol m( Tpo pol s =
(0), _ aq _ —
Wpol Tpol,s pol ) Ppol = €0€eoEg,pot” e]gol nOVpol47pol/ pol * @ = (Tpot)’ we
ultimately have
3w . 37T4w 1
];ol pul)(t) =i 7 5 X €3 €3, ngpolx
2.2 —- ’
4d"nfq? (1 - ‘:‘O,pol)
Tpot,n Tyot,m Tpoi,s
512 & o0 —putnprmopls  m2eos? (740 )sin® (52)sin® (52)

pol M

X
6 2 2
T A=1 m=1s=1 (n27m2)(m2752)<1+9wp01 p0,n> (1+4wpol polm) (1+wp01Tpgl/S>

. 3Wyo!
X ( — Biwpg; Tyl n) (1 21wy Tpor m) (1 — iwpo Tpor S) X exp 1%”@,01 . (90)
pol
Let us convert (90) to the form
(3w o) 384w 18353 1"(“’1701"2“’;701;3“’1701) )
Toot V() = P07 x B3 o1 X €XP (3iwpit). (91)

dznngﬂ2 b (@pot)

In (91) the following notations are adopted

l—v(wpol;Zw,,oz;?awpol) _ rgwpoﬁzwpol??’wpol) _ il—.gwpol;zwpolﬁwpol)/ (91a)
3
rgwpol;zwpulﬁwpol) _ 1 >
Tpol,M
i i i Tyot,n Tpot,m Tpot,s X m?2cos? (T2 )sin® (%8 )sin? ()
X X
Atmt S (02 = m2)(m2 - 82) (14902, T2, ) (14402, 72, ) (14 @2, T2, )
X (1 - wlzgol (ZTpol,mTpol,s + 6Tpol,nTpol,m + 3Tpol,nTpol,s>> }/ (91b)
3
rgwpol?zwpol;e’wpol) _ 1 %
Tpol,M
i i i Tpot,n Tpot,m Tpols % mzcosz(%)sinz(%)sirg(%)
X X
n=1m=1s=1 (n2 — m?2)(m? — s2) (1 + 9‘”;701 poln) (1 + 4w§ongol,m) (1 + wpolTpol s)
X (wpol (Tpol,s + 2Tpol,m + 3Tpol,n) - 60)?,01 Tpol,nTpol,mTpol,s> : (91C)
@(wpul) — @i pol) + ¢( pol) (91d)

2 2
cpiwpol) — (1 _ riwp01)> . ((1 — rgwpol)> - 3<r§wpol)> > (916)
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2 2
q)éwpul) _ l_éwpul) <3 (1 _ Fi“’pnl)) . (F;wm)) ) (9lf)

Let us write the resulting expression for the second frequency harmonic of the

current density

(B o) 384w 18883 (W 01,20 1,3 W o1 (W12 4013 W 1)
]pol " (t) = dzngzznzw x Kl e + 1K2 ol Epol( ) (92)
0

In (92) the following notations are adopted

(wpol;zwpol;awpol) (wpol) (wpolrzwpol 3“)pul) (wpol)
W o1 2W o3 W ot r x ® + F x ®
Kg pol 4L pol po ) _ -2 1 2 (923)

2 2 4
(@5‘”1’01)) + (cbéwl’ol))

(wpal?zwpol;3wpol) (wpal) (0 o120 po1;3W oy ) (wpor)
W o120 1 3 r X ® — I, PP s P,
Kg pol pol pul) _ 1 1 2 2 ) (92b)

2 2
((Dgwpol)) + (®§wpol)>

Separating the real and imaginary parts in (92)

3
(3w 01) 384(’0?01(508“) (w o120 o130 ol) (w ol 20 por ;3 WV 01) . 3
R s = 727 P P P _ P p P
e[]pol (t)} (dnoqﬂ)z X (Kl cos (3“’;;01 t) K, sin <3wp0, t>> X Eg pors (93)

Im |:](3w1701) ( )] — 384‘»;701(80800)3
el (dnoqr)®
we calculate the quantities proportional to the sixth power of the field strength amplitude

<Re [EO pol} Re []Sf”"’) (t)]> <Im[Epoz] Im {],(,if"”"’)(t)b -

3
_ 192wpol<808°°) % K(wpvl;zwpal;3wpol )

01520 ol ;3 po 020 o3 W por) .
X <K£w”’ Lol w”1>cos<3wpol t) + +K§w’” Lol w”l>51n(3wpal t)) X E(3),pol/ (94)

6
(dng qn)2 ! *Fo Opor )
(Bewpor) (Bwpor)
<Re[E0pol} Im[]pol pol (t)]> <Im[Eml} Re {]pol pol (t)]> _
192 07 (£0€00)° W o1 20003
pol\ &0 (W por 0133 por )
T (dno qn)? XKy M B (96)
Based on
(Bwpar) (Bwpar) (0 o120 po1;3W por )
Dpol ’ (t> = Pl‘p,p(fl (t) = rp,;ol ’ ’ Epol( )
A (W12 g1 B3 g )
= gp¢& p,;;oll pol pol Epol( ) (97)
according to the formula
(Bwpar)
oD (1) ) .
(Swo) i . A( orzwalswo)
]pol vl (t) = ot = Slwpolxeoer;’:oll el v Epol( ) (98)
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taking the component of the complex dielectric permittivity (CDP) in the form

A(wpal;zwpol;awpnl) A(wpol;zwpol;?’wpol) : A(wpal;zwpol;awpnl)
€rp,pol = Re €p,pol —ilm €rp,pol , we have

(Bwpor)
Re(]pol el (t)> = 3wy X €9 X Eglpolx

W ]2 W 0130 2W 013w, .
X<Im<é£p,£;[l pol Po/))COS(3wpolt) Re( ip;]’;; pol ;ol))sm(swmlt))’

(Bwpor)
Im <]polw”l (t)) = 3wper X €9 X Eg,polx

;2 B o ol;2 ;3 .
(Re( E;);’ZQ el wpl)>cos(3wpolt) +Im< Ep r’)’ol, ©rel w’“‘”))sm(fiwpolt)).

we obtain the dispersion relations of the components of the CDP

AW o120 513 pop ) 2 (Bw por)
Im(& " b P >— <Re[E } -Re < P t>>,
( R Bwper X €9 X ES ol pol ]’"’l ®)

A(wwl;Zw 01;3('U ul) 2 < (3(,U ol)
Re( & &ro@pB@po) ) Re [E } Im O
( mpopol ) 3w X €0 X E§ pol pol oot ®)

Substituting (95) and (96) into (101) and (102), we obtain

2
Im ( Wpols 2('Upul 3wp01) — 12880820 % K(wpol zwpal;?’wpol )
rp pol 2 1 ’
(dng qrr)

2.3
Re é(wpol;zwpalﬁwpol) _ 12880800 % K(wpol prol;?’wpol)
rp,pol 2 2 '

(dno qrr)

(99)

(100)

(101)

(102)

(103)

(104)

Thus, Formulas (86) and (87) show how the cubic term in the field of the polariza-

Bwper)
oD, Rt
tion current density ] pol) (t) = v
( @ pol 2“-’pol 3wpnl) — A(Q3,pul)
rp,pol - 82,pol
expansion of CDP in a series in powers of the field strength

components in the second power £

T can be used to calculate the corresponding

(wpol; 2w po1; 3wpol> of the

[e¢]
@ (Q ) | A Qs p01) 22 A (Qs5,p01) g
pol 2A+1; pol 2)\ 1;pol 3,pol 5,pol
pol 2 €A ,pol POl(t) £ ,pol +E & ,pol EpOl( ) +é 4 pol Epol( ) + e (105)
In expression (105), the fourth-order component in powers
Q W 01,2 o130 4014 01,5 W .
2 Ai pso{m[) = ?'Ep,;;lz pot3 L oI A0 ol 0ot (wpol;2wpol;3wpol;4wpol;5wpol> written, accord-

ingly, at the fourth power of the expansion of CDP in powers of the field strength E,(t),

will be calculated on the basis of dispersion relations analogous to (101) and (102)

Im (é(wpoll;zwpul;3wpol?4wpolF5wpnl)) _ 2
rp,po 10
Swpol X g9 X EO,pol

<Re [E5,] -Re ( ]ﬁ,‘“"”’) (t)) >

Re<é(wpol;zwpal;?’wp01;4wp01;5wpal)) _ 2 X
rp,pol 50Up0] X gp X E

(refi] m (15 0))

0,pol

(106)

(107)
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By virtue of the recurrent equalities (73) and (53), taking the component of the density
of the relaxation current of polarization in the dielectric proportional to the first power of the

(@po1)
ap P
field E,p (t) (in accordance with (82)) in the form | :);5;) = %I() iWpor % ocip pol) X Bl

we calculate the density of the total polarization current in the linear approximatlon for the
(wpor)
aD, P (¢
polarizing field (in the case of multiplicity r = 1) ]pol ”"’)( t) = 71"”8,[ © _ iw X ggeeo X
Epo(t rf”};“oll() Based on D' Epor(t) + PO (1) = e0e ) s Bt
pol( )+ ased on ( ) = €0€c0 X pol( )+ rp,pol ( ) = anrp,pol X pol( )/
we have (@) (o)
w 0
]polp I (t) iw x 505 p, pol X Epol(t)- (108)

Based on (108) it is evident that

A(@por) 2 (wpo1)
Im( Eap o ) 2w xe <Re Byl - Re (fpgl’” (t)) > (109)

pol
A(w 01) 2 < ( (w ol) >>

Re(& "' ) =—F—"———x(Re|E,y| -Im ) ) ). 110
( rp,pol ) B, (Hw [ pol} Jpot™ (1) (110)

pol

: (@ 01) _
Applying Pip ;’0;)( t) = €pfeo X % x Epor(t), [1,2,5] to the calculation of the
) Lol
function ]pol P () = iw X ggeco X Epo(t) + —242—", when

(wpal) . 1

]POZ (t) = 1w X Eoﬁmm X EPOI (t) (111)

substituting (111) into (109) and (110), we obtain expressions for the components at the zero

degree of the expansion of CDP Aﬁ;’; ;ll) = éé(;lo’lp o) (w pol) by powers of the field strength, in
the form of dispersion relations [5]
((,U ol)
T P
(i) = x T o
P (1 B r(“’pol)) + (r(wpol))
1 2
((1) ol)
1— P
Re (éﬁg’;’;’;)) = oo X 1 . (113)
’ (wpal) (wpal)
1-T, + (T,

Expressions (112) and (113) are in complete agreement with (83)—(86), which can be
considered as another additional criterion for the reliability of the calculations performed
in Sections 3 and 4.

From the results obtained above, it is obvious that the calculation of the component of

the CDP & é}\szﬂ ) for an arbitrary even degree of the field E
on the basis of generalized expressions

oi(£) in (86) can be performed

Im <€(02A+1;p01)

2ren 2 T <Re [E%\IH] .Re(];<0?+1>wwz>(t))>, (114)

) (2}\+ 1) Wpol X gg X EO ,pol

A( Q2 1;01) 2 2A+1 ((2A+1) wpor)
Re( ) = Re|E -Im(] U(t))).  (115)
(™) = s e * (B[R] 1 ))
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The component of the polarization current density (equal to the density of the relaxation
polarization current at field multiplicities of order r > 1) that are multiples of the frequency
harmonic of order (2A + 1)w,, will be calculated on the basis of recurrent Formulas (73)

and (53) using expressions of the form G;(OZI;\(Jrl)w’”"Z)(n) =n2pyr+1(n) x sin?(72). Then

22A+1)+1 2441 L2041 ((0) ) 2A T
(A+1)w 1) 22MUHLL 2N+ 1)qrg wpop AP Y pol ( ol )
J ol () =i X
po 2 o 2A+1
d=*r (1 — __40 ,pol )
o] ' 7in
3) D@
Z ( 2 ) pol,k pol (n)><
exp (i((Z?\ + 1)wpol>t)
X — (116)
Tyoim + 1((2)\ + 1)wpol)
(2A+1) @ o) Gl )
w
Calculating parameter F, P(n) = 1‘"’”‘ BhiTw,,; (rom recurrence formula

Tpol,n * w©®
pol

(A wm) o P2l SN smz(@) _

pol,2A+1 1 A1) W 2
Tpol,n W}SS;
- - S n*n3,-n3, ... n3ng
= X
L G (g, ) <n3 12) (ng—ri)

7Ny 2 i

sin? (%) cos? (752 )sm2 (Frp=t )cos2 (752)sin®(

2

1 .+ Wpol 1 - 20 ol 1 27\ 1 w,,ol 2?\(»,,,01

(Tuln +1W(U)><T0In +1W(0>)..”.(T01n Toln [O)

polng poing pol poimon—1 pol poimo\ pol

o 1
1 .(2A+1)w

(0)
Wpol

_ 1(0) (0)

X

Tpoln

0
and denoting T; o)l 0 W’S()g “Tpotn (Tpol)/ Tpol,ng

Thol,non (Tpol) , we have
22A+1)+1 2A+1F2A+1
]((2?\+1)wp01)(t) B 12 (A + D wpor(€0€e0)™ By
pol - ™, _ 2A+1
(qnod)~" (1 — ':'O,pol)

27 22

. s . 2
Tpol,njl;ll Tpol,ni <1 i(2A+ 1)wpolTpol n) jl—Il (1 1<]wpolTpol,ni>) n jl;ll

(o)

e Z Z 2 2\ 2A 2
m=1m=1 (2 2 ) (1+ ((2A+1)wporTporn) ) x 1 (n?—n? ;) x 3 (1+ (7poi Tyot ) >
-

j=1

csint? (72 )Hcos (st (5 )

xexp (i((Z)\ +1)w pol) ) (117)
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The final complex expression for function (117), in the general case, will be written as

(@ Dwpar) o 2P A+ Dw g (e0ee) ™!

t =
Jpo (t) (qriod) P 2
% <K§QZ)\+1;;701) + iKg“Z?\Jrl;le)) % E;(}J\l+] (t) (118)

In (118) the following notations are adopted

r(02>\+1;p01) y q)(02>\+1;p01) (a4 1;p01) (1)(02)\+1;pal)
2 1

(Q2A+1;p01) +1, X @,
1 T (Qorsipor) (Qorsipor) ’ (118a)
)
. 1_,502)\+1;pnl) « q)502)\+1;pnl) B F;QZAJrl;poI) y cbénz“lﬂ"”)
2 - , (118b)
(O2n+1;p01) 2 (Qort1,p01) 2
o, + (@,

2A+1
f'(QUH»l;pol) _ 1 %
TM,pol

2A 2A 2A
Tpol,n I1 Tpol,n- ' <1 - i(27\ + 1)wpolTpol,n> H (1 - i(jwpolTpol,n->) n? H n?
) ) %) ].:1 j i j j=1 ]

Y Y LYY s «

2 2A 2
n=lnay=lnax =1 m=tni=1 (nz_n%)\) (1 + ((2)\ + l)wpolTpol,n> ) X H (njz—n]Z71> X H (1 + (jwpolTpol,nj> )

=1 =1
(I (3 (5) s
xXsm~| — COS — |Sm —Q |, C

2/):3 2 2
rgﬂz?wrl;pol) _ Re (I/\ﬂ(Q2A+1;pUZ))’ I_éQZ)\Jrl;pol) — Im (f(QZA+1;p01))’ (118d)

q)gop\%po,) _ Re (é(nzﬂl;m,)), cDéQZ?\-%—l;pol) — Im (ci)(ﬂzxﬂ;paz)),
& Ortnpot) _ |:®(wpol):|2}\+l. (118¢)

The complex parameter o(@pal) i presented in (91d).
Combining (114), (115), and (118) we have

Im <€£§\)2Ml—1;pol)) — 22(2?\+1)+1€2%;\5%3\+1 « K§027\+1;pal) (119)
/PO (qnod 2 !
qnod)~"m
A(QZAJrl;pol) _ 22(27\+1)+1£%}\£gg\+1 (QZ?\+1;p01)
Re( &p = it K . (120)
qno 7T

m(é(02A+1;pnl)) _ 22(2)\+1)+1€%/\£%</}+1 K(Q2/\+1;p01)- (121)

2)\,p01 (qnod)Z/\ 7_1_2 2

The dispersion expressions (119) and (120) are satisfied at a set of frequencies
Do +1;p01 = {wpol}zwpol;3wpol/' s AW }

Formula (118), with comments to it in the form of expressions (118a—e), represent
generalized asymptotic (calculated far from transient processes) recurrent expressions
for calculating the polarization current density in dielectrics of the crystals with ionic-
molecular chemical bonds class (IMBCs), in particular in HBC, at a constant temperature
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((27\+1>wp()1)

pol
A=0,1,2 3, 4,...,by the magnitude of the polarizing electric field strength Eg . (t).

(isothermal polarization) | (t), in an arbitrary approximation » = 2A + 1, at

Expressions (119) and (120), following from the generalized dispersion relations (114)
and (115), are recurrent expressions for calculating the components of the complex dielectric
permittivity (CDP) in the approximation of multiplicity » = 2A 4+ 1 by the polarizing
electric field.

Expression (116), which, as (118), denotes a generalized recurrent formula for the
isothermal polarization current density in ion-molecular dielectrics, provides, in addition
to (118), the possibility of analyzing the properties and parameters of the theoretical

frequency spectrum ];g)\ﬂ)wp ot

sionless small parameter of perturbation theory v,,. The description of the properties

(t) in an arbitrary approximation r = 2A + 1 by a dimen-

of functional temperature and field dependences for the parameter v, included in the
nonlinear quasi-classical kinetic Equation (6) is carried out in the works [2,5]. Expression
(117) is equivalent to (116) and (118).

In this article, we will not touch upon the issues of theoretical study of the regulari-
ties of relaxation polarization at variable temperature (thermally stimulated polarization)
in IMHCs crystals. A study of thermal polarization in dielectrics will be conducted in
subsequent work.

In this work, only the theoretical aspects of the problem of the quasi-classical calcu-
lation of isothermal relaxation polarization currents in dielectrics were investigated, and
the basic recurrent formulas for calculating the components of the sought value of the
polarization current density at different multiplicities r in the frequency of the external
alternating field were constructed. Recurrent formulas for calculating the CDP components
are also constructed in various approximations for the polarizing field strength.

The problem of the experimental justifications of the solutions obtained will be solved
in subsequent articles, specifically dedicated to the application of various methods to the

numerical calculation and analysis of the properties and parameters of theoretical frequency
(A1) wpor)
pol

parameter v,,;. There, a numerical calculation of the parameters of relaxers (in the general

spectra | (t) in arbitrary approximations ¥ = 2\ + 1 by a dimensionless small
case, ions of both charge signs; in HBC, protons) will be performed in a wide range of
temperatures, amplitudes, and frequencies of the external electric field.

From the point of view of comparative analysis of the results of theory and experi-
ment, the construction of a nonlinear physical and mathematical model and numerical
analysis of the spectra of thermally stimulated polarization (TSPC) and depolarization
(TSDC) currents in IMBCs class crystals is more qualitative and informative. The TSDC
method applied to the model of a symmetric double potential well for relaxers in [3] will
be further improved using the methods of the quasi-classical kinetic theory used in this
article, but for a more scientifically rigorous model of a one-dimensional spatially periodic

potential relief for relaxers, and will be reduced to the calculation of theoretical frequency

2A+1
spectra ]Lgipol )@ pol)

parameter v,,. Additionally, recurrent expressions for calculating the components of

(T) in arbitrary approximations r = 2A + 1 by a dimensionless small

complex CDP in the approximation of multiplicity r = 2A + 1 by the polarizing electric
field will be investigated. When solving the kinetic equation of ionic (in HBC, proton) re-
laxation during thermally stimulated depolarization, by analogy with (6)—(9) and (10)—-(13),
a phenomenological system of equations with their boundary conditions will be con-
structed, and the initial conditions for the Fokker-Planck equation will be constructed
using asymptotic expressions for the polarization complex amplitudes of the relaxation
modes of the space-charge in the form (47), (49), (50)—(53) and (56)—(59). This concerns the
hetero-charge associated with the accumulation and spatially inhomogeneous distribution
of space-charge, formed due to the diffusion movement of conductivity ions along chemical
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bonds in the space between the electrodes, during the polarization process. Regarding the
initial distribution of the homo-charge associated with the injection of charge carriers (ions,
protons) from the surface of the electrodes into the depth of the crystal, as well as with
the localization of charge carriers on vacancies and electron traps, we will calculate the
corresponding semi-empirical distributions [1,5].

4.2. Comparative Analysis of the Results in This Work and in Previous Articles on This
Research Direction

In the proposed scientific article, direct non-stationary solutions of the system of non-
linear equations of the quasi-classical kinetic theory of dielectric relaxation are considered
and investigated for the first time, as applied to a specific phenomenon of the isothermal
polarization current associated with ion-relaxation polarization caused by the diffusion
transfer of relaxers (ions of both charge signs) and the rotation of water molecules in
crystals with ion-molecular bonds (CIMBs) in an electric field. Hydrogen-bonded crystals
(HBCs) are a special case of crystals of this class. They are characterized, as noted above, by
the presence of a hydrogen sublattice in their structure and, accordingly, the property of
proton conductivity associated with the diffusion transfer of hydrogen ions (protons) in
a polarizing electric field [1-5]. In HBC, the hydrogen sublattice is formed by hydrogen
ions, which are localized on hydrogen bonds and perform small oscillations near the points
of fixation or equilibrium positions. It is in a state of dynamic equilibrium with the anion
sublattice, formed by acidic residues of inorganic salts (carbonates, sulfates, phosphates,
silicates, etc.), which are massive, low-mobility anions of various types (according to the
chemical structure and the structure of the crystal lattice cell). In this case, in HBC, one can
distinguish carbonate anions, sulfate anions, silicate anions, phosphate anions, etc. [1].

In many cases, in CIMB class crystals, one type of charge carriers (relaxers) is the most
mobile, in comparison with other types of charge carriers [2,4,8].

Ions and polar groups act as mobile relaxers in dielectrics with a complex crystal
structure (layered minerals, ceramics), in particular, in HBC they are Bjerrum defects
(ionization H3O™, OH; orientation defects—L, D), orientation defects associated with ion
vacancies (VL, VD defects) and hydrogen ions (protons) localized on hydrogen bonds [1].
For example, in Ih ice crystals, the greatest mobility is exhibited by H;0™ [2,4,8] defects.

In [3], a detailed analysis of the mechanisms of migration of structural defects in
HBC was carried out, experimental and theoretical graphs of the density of thermally
stimulated depolarization currents (TSDC) were presented, using the example of phl-
ogopite KMg,(AlSi3O19)(OH), (Figure 1 in [3]), mica of Onot talc Mg;(SisO19)(OH),
(Figure 2 in [3]), muscovite KAl, (AlSi3O19) (OH), (Figure 3 in [3]), chemically pure chal-
canthite CuSOy4-5H;0 (Figure 4 in [3]). Experimental and theoretical values of molecular
parameters for each type of relaxers in these crystals are given in tables 14 (see [3]). The
dominant influence of quantum effects caused by proton tunneling between ions of the
anion sublattice in the region of the low-temperature maximum of the TSDT density in
HBC (50-100 K) was established. A distinct influence of quantum transitions of protons
on thermally stimulated depolarization in the high temperature region (150-550 K) was
discovered [3]. Theoretical studies of the kinetics of thermally stimulated depolarization
were carried out in [3] based on the nonlinear phenomenological kinetic theory for the
model of a double symmetric potential well (a simplified model of potential relief for
relaxers). Thus, in [3], already within the framework of a simplified model of the crystalline
potential field for conductivity ions (in HBC, for protons), the significant role of quantum
tunneling of protons in HBC was proven at a sufficiently high level (from comparisons
of theoretical and experimental results), in a wide range of temperatures (50-550 K), and
not only at low temperatures (near nitrogen temperatures). This is of high significance
from the point of view of practical applications of the electrophysical properties of HBC in
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microelectronics and radio engineering. In [3], schemes for the migration of H;O™ ions in
the HBC are proposed, due to the relaxation movement of a proton in the layered structure
of a dielectric, between layers of water molecules or between a layer of water molecules and
a layer of anions [1,5]. The movement of the proton, in this physical model, is diffusional
(depending largely on the action of thermal motion forces) and occurs under the action of
external electric field forces in the direction of the hydrogen bond lines oriented along the
crystal axis C. Figure 1 shows a diagram of the migration of H3O™" ions due to the gradual
movement of the H' proton using the example of chemically pure chalcanthite (Figure 5
in [3]; Figure 1 in this paper).

The results of calculations of the parameters of relaxers in the investigated sample are
performed in [3] (Table 4 in [3]).

The following stages of proton movement are discerned

1. The formation of defects of the H3O™ type occurs as a result of proton fluctuations
in layers of water molecules or the introduction of a proton-donor impurity (HCl; HF)

H,O+H" — H30+.

2. The transfer of a proton between the H;O™ ion and the sulfate anion SOi_, with
the formation of the protonated anion HSO,

H;0" +S0;~ — H,0+HSO; .

3. Reorientation of the protonated anion HSO, due to the displacement of the proton
along the sulfate anion SOZ_ in the first layer

HSO, — SO;H ™.

4. Reorientation of the protonated anion SO4H™ due to the displacement of the proton
between the first and second layers of sulfate anions

SO;H~ —HSO; .

5. Reorientation of the protonated anion HSO, due to the displacement of the proton
along the sulfate anion SOZ* in the second layer of anions

SO,H~ —HSO; .

6. The transfer of a proton between the protonated anion SO4H™ and a water molecule
with the formation of a sulfate anion SOi_ and an ion H;O™

SO4H™ +H,O — SO;~ + Hz0™.

A similar pattern of proton displacements is also observed in phlogopite
KMg, (AlSi3049) (OH),, with the only difference being that proton displacements occur
between silicate anions SiOi_ and in protonated anions hisO3~, SiO4H3 -

Based on the considered mechanisms of ionic conductivity, we can take the geometric
model of proton-relaxation polarization of HBC, as well as the ion-relaxation polarization
of CIMB, to be one-dimensional.

In the mathematical model, expressions (6)—(9) and their solutions (10) and (11) in
this article formally match the basic equations (57)—(61) and their solutions (62) in [5]. In
expressions (10) and (11) in this work, which are equivalent in a formal sense to expression
(62), methods of perturbation theory are used in the form of expansions of the sought func-
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tions into infinite power series by the small dimensionless parameter y = gOW < 1[2,5].

Along with the classical (calculated without taking into account the quantum tunnehng of

ions) dimensionless small parameter g, = qEOa < 1, the value of the basic quasi-classical

small parameter 'y, which appears in calculat1ons when taking into account the quan-
tum tunneling of ions (which is most effective when considering the relaxation motion of
protons in HBC), even within the framework of the quasi-classical kinetic theory (not to
mention the structure of quantum-mechanical kinetic theory) is largely determined by the
ratio of the kinetic coefficients W(©) (T), W) (T). These coefficients are calculated as func-
tions of the crystal temperature T using the known formulas of the quasi-classical kinetic
theory [5], in the form of the first two approximations / = 0, [ = 1 from the expansions of the
generalized non-stationary velocity of the probability of the transfer of an ion (in HBC, a
proton) between adjacent potential wells (equilibrium positions) in the one-dimensional
mathematical model W*)(Up + |AU(x; t)|; T) by additional small dimensionless param-
eters ((x;t) = ‘%‘ < 1, n(xt) = A|AU(X il
calculated in a one-dimensional model of the crystalhne potential relief U(x) for an ion

| & 1. These parameters, in turn, are

moving in the direction of the coordinate axis OX, chosen in the direction of the crystalline
axis C (Figure 2).

Here AU(x;t) = M is the correction to the potential energy of an ion U(x)
due to its movement in a spatially inhomogeneous non-stationary electric E(x;t) =
Eext (t)+Eing (x; t), where Eext(t), Eing(x;t) are, respectively, the strength of the external
non-stationary polarizing electric field and the electric field induced in the dielectric as
a result of its polarization in the external field; x is the coordinate of the ion in the one-
dimensional model [2,5]. The crystalline potential relief U(x;t), disturbed by the electric
field E(x; t), is shown in Figure 3. In this model Uy is the height of the potential barrier (the
activation energy of the ion on the bond); 8y is the width of the potential barrier; Up,y is
the potential energy of the ion at the crystal boundaries (the work function of the ion from
the dielectric); Nyy is the total number of potential wells in the model; d is the thickness of
the crystal; E is the energy level in the unperturbed continuous energy spectrum of the ion;
a is the lattice constant, q is the ion charge.

The calculation of the elggtri(c f)ield strength E;q(x; t) is performed, in this model,

indXt) _ g

using the Poisson equation —2. = eoP(xt), where p(x;t) = n(xt) —mng is

the concentration of ions excessing the equilibrium ny; €« is the high-frequency di-

electric permittivity. The function p(x;t) is constructed from solutions of the nonlinear
Fokker—Planck kinetic equation (expression (6) in this article; equation (57) in article [5]).

The study of the function E(x; t), when calculating the value of AU(x; 1), is carried out
in [2,5] near the equilibrium position for an ion with coordinate x, taken as a continuous
value in the Poisson equation (expression (7) in this article; equation (58) in article [5]). Let
us rewrite the non-stationary velocity of the probability of transfer of an ion (in HBC, a
proton) through a potential barrier (see expression (9) in [5]) in the form

WE) (U £ |AU(x )|, T) =

v
=2 [exp(—X(T)) x exp(FL(x;t)) + DH) (Ug + |AU(x;t)|;T)]

Statistical averaging of the non-stationary quasi-classical transparency
D) (Up = |AU(H);E) = exp(—Zn(i)(Uo +|AU(x; t)|;E)> is carried out in [5] using
classical Boltzmann statistics for ions of mass m, distributed over the energy levels of the
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continuous spectrum E, in the case of a one-dimensional potential barrier of arbitrary shape
U(x), perturbed by an electric field E(x; t). Then, taking

() I xo(|AU(x;t)[;E)
1 (Up £ AU ;E) = —vV2m /
(Lo 180601E) x1 (|AU(xt)[;E)

) VU £ AU 1)] — Edx > 1,

in the generalized case we obtain

Up£|AU(x;t)| c
D™)(Uy + |AU(x; 1) [; T) = =T / D(i)(Uoi|AU(x;t)|;E)exp(—kBT>dE.
0;2|AU(x;t)]

Preceding [5] the equation U(x) £ |AU(x; t)| = E is solved.
In [5], in the case of a one-dimensional potential barrier of parabolic shape, perturbed

by an electric field U®) (x;t) = U, (1 - ) =+ AU(x; t), where & is the width of the

potential barrier, in the WKB approx1mat10n the quantum transparency of the potential

barrier, calculated in the approximation of a small perturbing correction AU(x; t) = qE(X ta

to the potential energy of an ion moving with energy E, equals to

las 7o \/7
Dt (Uo £ 18U031) | ) = exp (~ 10 (U £ [UG0)] ~ E) )

In this case, the quantum transparency of a potential barrier perturbed by an external
field, statistically averaged over the stationary energy levels of the continuous spectrum E
takes the form (see (9) in [5])

i) (L U ) — SR X SXPEEIH) —exp(-X(T)) x exp((st)

quant,tunn. 1— A

Here X(T) = ;;—QF, A :T[%T VI;UO are auxiliary dimensionless parameters. The identity
ﬁ = gg;‘g is satisfied.
Using expression (4) from [5], we write

o)

W) (U + |AU(x 1) [; T) = D(Ug; T) x (¢(x; 1))

The coefficients W) (Up; T) of this expression represent the probability rate of an ion
transfer across a potential barrier calculated in the approximation of I using the parameter
C(x; t) (formula (5) in [5])

W (Uy T) = % {exp(—X(T)) + D(’)(UO;T)}.

In relation to the parabolic potential barrier, taking we obtain

1
DU T) — D) () — A1) PEA) —ep(X(T).

quant,tunn 1— A
X(T)

In particular, for the sought approximations of orders / =0, I = 1, according to equalities
(10b) and (10c) from [5], we have

DO (Uy; T) = exp(=A) - e’;\P(*X(T)), WO Uy T) = Y0 exp(—A) — ﬁ exp(—X(T)) /
1-— X(T) 1
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A —A) — —
D0y < X1 PA) ~ eXp(X(D)
7 1 _ L 7
X(T)
A [ exp(—A) —exp(—X(T)) vo A
WO (Uy;T) = 0 P =20 2 _pO)(UyT).
(Uo;T) 2 X(T) 1- 2 X(T) UoT)
For an arbitrary value [ > 1
A\
X1y —A) —exp(=X(T))
) _vo A (X(T)> exp( _ Yo (I-1) (11..
1% (Uo,T) X X(T) 1 ﬁ X X(T)D (Uo,T)

Thus

WO(T) _ qEgn _ st (@P(—A) —exp(~X(T)))

v(T) = w0 (T) kT exp(—A) — ﬁexp(—X(T))

We also note the recurrent expression that is important for this model

u(ul - 1)

wO(T) = u'wO(T) — —

Wtherm. (T)

In this expression, the value Wiy, (T) = exp(—X(T)) has the meaning of the proba-
bility rate of thermally activated (classical) transitions of ions through a potential barrier.

The parameter u = % = ﬁ is also a function of temperature.
Here T¢;, move = nzoﬁjfa is the critical temperature separating the temperature zones

of quantum and thermally activated transitions of ions, calculated from the condition
X(T) = A.

The fundamental equation of the quasi-classical kinetic theory of ion-relaxation po-
larization of solid dielectrics is the generalized nonlinear kinetic equation (expression (17)
in the article [5]), constructed on the basis of a mathematical model of a one-dimensional
potential crystal field, shown in Figures 1 and 2. Thus, taking the coordinate of the ion in
the model x, we write equation (17) from [5]

on(x;t 92 0
05— 2 (Duplos 18 — = (Vmanl0 ) (1)),
in which the generalized nonlinear diffusion coefficients Dy;g(x; t) = a?Q(x;t) = = a® x
W) (x;’t)erWH) Y and mobility .y (X;t) = VI?EO(bT(:()t) of ions in the simulated crystal in an

electric field are introduced, with the generalized non-stationary velocity of ion transport in
the electric field vy (X5 t) = aZ(x;t) = a(W(’) (x;t) — W) (x;t)). (see expressions (18)
in article [5]).

The generalized nonlinear quasi-classical kinetic equation (17) from [5] is reduced

to the differential continuity equation qw + 3 S:t) = 0, where total current density in

the system

j(xt) = q(umob (1) n(GH)E(X;t) — a%( Daigr(x; t)-n(x; t))>

is equal to the sum of the conduction current density j.(x;t) = qpumop (X;t)-1(x;t)E(x;t)
and diffusion current jg;rf(x;t) = fqaa—x( Dyigr(x; t)-n(x; t)) These expressions allow us to
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formulate the boundary conditions for the kinetic equation in the blocking electrode model,
when j(0;t) =j(d; t) = 0, where d is the crystal thickness. Then, we obtain

=0.

T (X;t),n(x;t)E(X;t) :%( Ddiﬁ(X; t)-n(X} t)):| (04}

At the initial moment of time polarization is absent n(x; 0) = 0.
The solution of the kinetic equation in [5] is constructed together with the Poisson

equation (the d’Alembert wave equation, transformed in the radio wave wavelength region)

JE(x;t) _  q
X  €p€co

equilibrium and nonequilibrium concentrations of ions in the crystal; e« is the permittivity

(n(x;t) — np) (see expression (22) in [5]), where ng, n(x; t) are, respectively, the

in the high-frequency region. The boundary condition, according to the blocking electrode
model, takes the form [5] fod E(x;t)dx = V x exp(iwt). The source of external voltage
is taken to be V(t) = Vj x exp(iwt), where Vy = Ej-d, w are the amplitude and circular
frequency of the EME, respectively; Ey is the amplitude of the external polarizing electric
field Eext(t) = Epexp(iwt).

Further transformations in the work [5] were reduced to simplifying the kinetic equa-
tion to a form corresponding to the approximations / = 0 and / = 1 in power series

WE) (U + [AU()]; T) = WO (Ug; T) F W (Ug; T)C(x; ),
Respectively, we have

WO (x;t) + WH (x;t)

Ddiﬁf(X}t): a2 x > ~ a2 x WO (Ug; T) = D;%(UO;T)
Vimob (X t) = a(W(f)(x,' t) — W(+)(X;t)> ~ 2aWD (Up; T)(x;t) == 7(1}217 (Ug; T)E(x; 1),
Diy(Uo; T)= a? x WO (Ug; T),

2
1 o 94 .
W (U T) = 2kBTW(1)(U°’T)‘

For the kinetic equation we take
n(x;t) = 0 t)nM (x;t).
Then, we get the system

Wity  @nit) @) 9 (1)
5t —Par 52 Fav g (EC5 D1 (060),

x={0;d}

=0, n(l)(x;O) =0.

1 oy anM) (x; t)
e (G YE () =Dy =2

The Fokker—Planck and Poisson equations (expressions (6) and (7) in this article;
expressions (57) and (58) in [5]) follow from the above-described equations of the system

for the quantity n(!) (x;t), by applying dimensionless variables & = 7X, v = WOt The
dimensionless field z(&;t) = %{)t) and the excess concentration of conductivity ions

p(&;1) = nM(x;t) — ng are also introduced. In this case, these equations are taken in the
form (57) and (58) from [5], respectively (6), and (7) from this article

(&) _ Pp(&) 0p(&7)

ot 9e2 i (p(& 1) x2(& 1)),

~V3¢
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I(67) _ Po(E,0)

In these nonlinear equations, the dimensionless small parameter of perturbation theory
V(T) _ c%(Eglfz % %MT) (exp(*A/)\feXP(*X(T))) _ ?(EQF % X(g)xp(fA)fexp(7X(T))

B exp(—A) =57y exp(—X(T)) B “a exp(=A)—exp(=X(T))

crystal temperature, the amplitude of the polarizing field strength E, and also the molecular

is a function of the

parameters of the relaxers Uy, 89, a. Additional designations 6 = ¢yng, ¢ = ﬁ are
also accepted.
The initial and boundary conditions for the kinetic equation in this article are formu-

lated in the form (8), and in [5] in the form (59) and (60)

0y —o0 o : :
p(&:0) =0, 55 g:{o;%}v(nowtp(E,T))Z(E,T)I E={0;4}"

The boundary condition fod E(x;t)dx = Vj x exp(iwt) takes the form corresponding
to the boundary condition (9) for the Poisson equation in this article

-d/a d iw
/0 z(&;T)dE = aexp<w<0) T).

The solutions of the system of nonlinear Equations (6)—(9) in this article, which

match, in a formal sense, equations (57)—(61) from the article [5], are constructed using

expansions in infinite power series by the small dimensionless parameter of perturba-
W (T)
WO (T)
of this article formally match the expressions (62) from [5] p(&;T) = Yoy ykpk((i, T),
z(E,71) =Yy ykzk(i, 7). In the methodology of this work and the article [5], some coinci-

tion theory y(T)

, introduced in [5]. Moreover, expressions (10) and (11)

dences take place only in a formal sense, but in the physical sense, in the present article,
more detailed processes associated with ion-relaxation polarization are considered (as
in [5]), but, in relation to the model of isothermal polarization (at a constant temperature)
and are investigated not in the approximation of time asymptotics (in the stationary mode
of polarization in an alternating field), but in the mode of transient (nonequilibrium, from
the point of view of kinetics) processes in a dielectric in an electric field. These differ-
ences are manifested in the mathematical model, starting with the generalized analytical
expression (14) for the complex amplitudes of relaxation modes of number n in the k-th
approximation by the parameter y for the volume-charge induced in the crystal during
the polarization process. Further mathematical operations, omitted in this article due to
their cumbersomeness, in [5], consist of the construction of a recurrent system of equations
(63)-(67) for the approximation k of perturbation theory.

ot

082

d _ d
gt ((E Vo160 + 10 zm (& Do m1(67)) — 00(&), S = pou(E,m),

.0) =0, %Pk

k—2
= {noZkfl + Zopk—1 + Emzl Zmpkfmfl} ‘

£=(0;9) £=(0;4)’

: d
po(&,T) =0, zo(T) = exp(%’t), /oa 7z (&1)dE =0,k > 1

It should be noted that equation (63) in [5] is original and has no analogues in the issue
of constructing analytical solutions of nonlinear kinetic equations of the Fokker—Planck
type, which contains a fairly high degree of scientific novelty within the framework of this
range of theoretical problems to be solved. Further mathematical operations contained
in expressions (68)—(70) in [5] are reduced in this article to transformations in the form of
Fourier series (12)

oul(E5) = 3 94 (n,0)-cos (),

n=1
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allowing, on the interval 0 < & < %, in the image Ry (n, 1) = d o pk(E,, T) cos (R4 E)dE,
to write equation (63) from [5] in operator form (expression (69) in the article [5])

R (n,t) 1 2a
T + amk(n/ T) = g{n()(zk—ﬂg:% . (_1)“ - Zk_l‘E,:O)_

d
a

_% x/o (zopk 1—|—Zm | ZmPk—m— 1) sin (71:11 E)d&}

SRk(n, 0) =0.

The solution to this equation is given by the recurrent expression (70) in the article [5],
which is formally equivalent to the expression (14) in the present article for the complex
amplitudes of the relaxation modes of the volume-charge for the spatial harmonic n of the
Fourier series in the k-th approximation by the parameter y

T

4angsin? (52
R (n; 1) = {—anOSlz(Z) /zk 1(0;7)- exp<rt )dT—
0

k-2

27'cna / /(zo X Pk—1 + sz &) X Pr—m—1(&, T))sm(ﬂd E)dEXexp< ) dt xexp(f)
0

m=1

Here %ﬂ = (”T““)Z + 0. Let us reiterate that the formal equivalence of this expression
in [5] and in this work does not mean the physical equivalence of these formulas. In this
expression, the dimensionless electric field in the k — 1-th and m-th approximations by
the parameter v is calculated by analogy with the k-th approximation for the “zero” field
(expression (13) in this article)

() . 2 (mm
(T = 0L M) X g [51“(”2”6) 7" 2”1

n=1 d d

This expression is a consequence (essentially equivalent) to expression (15) in

(60 =0 x [odgdc—Fox [ [oulemac)ae

In the article [5], the solution of the operator equation (69) in the form (70) is investi-

this article.

gated in the asymptotic approximation (far from transient processes) and is written for an
arbitrary order of perturbation theory k with a frequency harmonic of multiplicity r in the
form of a non-stationary expression

2 E in2 (T
ml((rw) . 8n04>zs 1{sm =) sin” (Z54) y

I/%(T) (ml(f—ui) (s, T))] }_

b
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Here, asymptotic integral operators are applied

A(T)
K (9%1(:7“1)(5, T)) = lim {exp( ) / Ri_1(s, T) exp< n)d’r]
I“<(T) . w (r-1)w) _ oy LA . w 1 4
expli T R, (s 1) )| = = lim |exp L ./0 k—1(s, T) exp 1W(O)+E T |drt|,

K e on 00)] = = tim fexp (=5 ) [ a0, o exp (S .

T—00

The operators are deciphered in [5].

In contrast to the earlier work [5], in the present work the functions 9y (n;T) are
presented in the form of transient non-stationary functions of time, calculated on the
basis of formula (14), respectively, in the approximations k =1, 2, 3, 4 (expressions (16),
(20), (S1) and (S4)), as applied to a specific phenomenon of the isothermal polarization
current flowing through the cross-section of the dielectric (due to the diffusion movement
of conductivity ions in the space between the electrodes in the model of a flat capacitor
with an arbitrary shape of the electrodes) at a constant crystal temperature, which can be
interpreted as the evolution in time for the function Ry (n; T) described above for a given
value of the parameter k. For the sake of brevity, omitting the index “pol”, we write the
recurrence formula (see equation (26) in this article)

2 TS\ i (TN T
%y (n 8n0¢25 1{5111 > )siln ( 2 ) % [exp(—él)'/o Ri_1(s, T) exp(F;)dfc} }_

,%”.Z:":l {n2 Coszflzz) :’;nz(g) % {exp(;)./; Ri_1(s, 1) exp(( W(O) ! ) >d1}}
{exp(—T> Rk m_1(pT)Rm(l, 1) exp( t )d’t}

Based on (14), and also from (26), partial expressions are constructed for the nonequi-

X

librium functions Ry (n; 1), for k = 1 (see Formula (16)), applying zp(t) = exp (%T) ;
MRy (n; 1) for k = 2 (see Formulas (19) and (20)), applying p(&; ), z1 (&; T) (see expressions
(17) and (18)); R3(n; T) for k = 3 (see Formulas (23) and (S1)), applying, in addition to
(17) and (18), the expressions p,(&; 1), z2(&;T) (see (21) and (22)); Ry (n; ) for k = 4 (see
Formulas (24) and (54)), applying, in addition to (17), (18), (21) and (22), the expressions
P3(& 1), z3(&; T) (see (S2) and (S3)). Due to the cumbersome nature of these expressions,
in this Section 4.2 only the numbers of the main working formulas and their connections
and correspondences in the model are used. The transition to higher approximations
of perturbation theory for k = 5, 6, 7, etc. in Formulas (14) and (26) leads to even more
cumbersome calculation schemes and their elements, which is not appropriate within the
framework of the purpose of this work. If necessary, performing these calculations will not
be particularly difficult from the point of view of the logic of the calculations. In this article,
for the first time, based on the recurrent Formula (25)

2 dqW(O) o) sinz (WTH) 89‘{]001,1( (1’1, Tpol)
X
n2 anol ’
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using partial expressions for complex amplitudes of the space-charge distribution in the
first four approximations by the small dimensionless parameter v, for k =1, 2, 3, 4, nonlinear
quasi-classical formulas are constructed for calculating the current density of isothermal
polarization in a dielectric. This, in relation to polarization current, has never been done
before, from the point of view of the scientific direction being developed. Thus, expressions
are constructed for the functions .1 (t) (see Formula (28)), J,01,2(t) (see Formula (30)),
Jpo1,3(t) (see Formula (S6)), J,o1,4(t) (see Formula (S8)).

5. Conclusions

Due to the cumbersomeness of the mathematical apparatus developed in this scientific
article, with the significant importance of analytical conclusions and solutions of the main
and additional equations of the physical-mathematical model, taking into account that the
work is purely theoretical (with a high-quality experimental base of previous studies) and
each intermediate solution, along with solutions of the basic equations, is informative and
important for further developments (theoretical, experimental), and numerical optimiza-
tions of the studied models in the field of nonlinear relaxation polarization and electrical
conductivity in crystals with ionic-molecular bonds, in this work, we have adopted an
expanded form of conclusions on the work. This approach will allow to examine the main
conclusions and also, in an abbreviated form, to return to the results of the mathematical
calculations (formulas, equations and their solutions) and transformations performed in
the work.

The following conclusions could be drawn from the work conducted

The following extended conclusions (with the explanations and comments) could be
drawn upon based the results of the work performed

1. Using the methods of the quasi-classical kinetic theory of dielectric relaxation [1-5],
a system of nonlinear Equations (6)—(9) was constructed, describing the process of isother-
mal polarization. The solution of the system of Equations (6)—(9) is carried out in di-
mensionless variables £ = 7, Ty, = Wr(;g?t, using the methods of perturbation theory, by
expansions in infinite series by powers of a polarization dimensionless small parameter
Ypot (10). The kinetic coefficients Wrgg;, W;Si; are calculated by the methods described in
Section 2, using Formula (5a,b), at a temperature equal to the polarization temperature T ;.
In this case, the expressions for the space-charge density and the dimensionless electric

field Zpol (5} Tpol) — Epo (x;t)

EO/pol
Ypot, On the segment 0 < & < %, using harmonic Fourier series (12) and (13)

are modeled in the k-th approximation by a small parameter

. mn «
ppol,k (E,, Tpol) = ne1 mpol,k (1’1} Tpol) -COS (Ta) .

, I A Tpol) Nz a  2sin®(30)
Zpol k (E-r Tpol) = (PpalE ‘,11:1 7n a Sll’l( d ) 4a x TN a :
d d

The parameter 5, where d is the thickness of the dielectric and a is the lattice constant,
aq

€0 €coEp, por 15

a measure of the inverse field and has the dimension of the equilibrium concentration

describes the influence of size effects on polarization. The parameter ¢,,,; =

of particles ng. Here ¢« —is the high-frequency permittivity; Eq ,,—is the amplitude of

external electric field strength Eeyq por (t) = Eg, 01 X exp (iwpolt) ; q is the ion charge. The

complex amplitudes R, « (n; Tp0[> of relaxation modes of the n-th order for a spatially
inhomogeneous space-charge (12) are calculated in the k-th approximation by a small
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parameter v, for isothermal polarization (at a constant polarization temperature), using
the recurrent Formula (14).

2. Expressions for the functions R,/ k (n; Tpol) + Ppol k (E; Tpol) are obtained in the first
four approximations of perturbation theory k = 1 (see Formulas (16) and (17)); k = 2 (see
Formulas (20) and (21)); k = 3 (see Formulas (S1) and (S2)); k = 4 (see Formula (54)).

3. The expression for the polarization current density operator (25), calculated in the
k-th approximation by a small parameter vy, (25), is written and investigated [, x (TPU l) =

chi/;liw)l Y sin? 152%) % ampula,l;(n"‘pul)
Tyo1,0,0 Tpol M

rder for the isothermal polarization pr T =
order for the isothe po on process Ty n TpoInD+T v

. Relaxation times for relaxation modes of the n-th

pol
are calculated, where

Tyo 2
TyolnD = %P __is the diffusion relaxation time for the n-th, and Tyo1,0 = 2D#—for
dif f,pol
the first relaxation mode, To1,m = %—is the Maxwell relaxation time. The diffusion
710 Mo, ,pol

w®
0 0 92" W01 (Tpor .
ngl}f ( pol > - azw;gol) (Tpol ) and mobility uf,w)b pol (Tpol) = # coefficients are

calculated at temperature T,

4. Based on the main expression (see Formula (14)), an additional recurrent expression
is proposed for calculating the polarization complex amplitudes of the relaxation modes
Rpol x <n,' Tpol) of the space-charge density, calculated in the k-th approximation by a small
parameter v, taking into account all previous approximations, starting from k =1 to
k — 1 (see Formula (26)). The expression for the current density (25) works in the system
with Formula (26).

5. Based on the recurrent expression (25) in combination with Formulas (16), (21), (51) and (54),
partial expressions are constructed for the polarization current density calculated in the approx-
imations k = 1, 2, 3, 4 by a small parameter 7y, see Formulas (28) with k =1 for o1 (Tpol) ;

(30) with k =2 for 12 (Tpor); (B1) with k =3 f0r Jpur3 (Tyot ) (58) with k = 4 or o4 (Tyer ). The
expressions obtained will be applied in the future to calculate theoretical spectra o1 x (Tpol> in the

field of relaxation processes (Tpol = Tpol/n> in the first four approximations of perturbation theory.
Using an analogous method, from the recurrent expression (25), in combination with Formula (26),
spectra [y k (Tpol) can be constructed in subsequent approximations of perturbation theory k =5,
6,7, etc.

6. By transitioning to the limits in special Formulas (28), (30), (31) and (S8), far from
transient processes <Tpol > Tpol,n>, with the formal fulfillment of the condition T,y — o,
asymptotic (stationary) expressions for the polarization current density in the approxima-
tions k =1, 2, 3, 4 by a small parameter of perturbation theory v, are constructed, see

(@ por)
Formulas (32) with k = 1 for the function ]poll(’fpol) — ]ol”f’ (w”“[))( ) = ] Pl ( pol)?
(33) with k = 2 for the function ],,olz(T,,ol) B (tpol) = ;‘0‘;;“)( ) (34) withk =3
fOI'ﬂ‘lefunCtion ]pol,?) (Tpol> IOZ];JI (CUPDI prglﬁwpol)) (Tpgl) _ (wpal)( pol) + +] 01§u1,2(,Upulr3wpul)

pol 3
. . (Opor=(W o200 o1 3W pop )
(Tpol) ; (35) with k = 4, for the function Jpol 4 (Tpol) - = ]polf74l W ol 720 pol 30 pol

o (wpal) pol?zwpolﬁwpnl)
(Tpal) ~ JpolA ( POZ) +I pol 4 (Tpal)‘

7. Additionally, far from transient processes (Tpol > Tpol,n), asymptotic (station-
ary) expressions for polarization complex amplitudes of relaxation modes in approx-
imations k = 1, 2, 3, 4 by a small parameter Ypol are constructed, see Formulas (42)

: (Qpor) (@ pot) :
with k =1 for R4 (n"rpd) — %pol"ll (n, pol) = %polpll ( pol) (43) with k = 2 for
( pul) (('Upol)

(Qpor)
Rpol 2 (n,' Tpol) — %polz = S)onllz (n; Tpol> (44) withk =3 for R 3 (n Tpol) — %pol”; =
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(wpar) (Bwpor) . (Qpor)
%polf’; (n;’tpol> + mpol;“ (n;TPOl); (45) with k = 4 for R4 (n;’cpol) — %pol’l’i =

9%;3;/”40 2 (n; Tpol) + %;30;1”“’) (n; Tpol) . It was established that expressions (42)—(45) are con-
sistent with (32)—(35) through the recurrent Formula (25). Thus, we have formulated the
first criterion for the reliability of the calculations performed in Section 2.3.

8. When studying the kinetics of isothermal polarization of a dielectric in an alternating
field in a stationary polarization mode, from the point of view of practical applications
(in mathematical modeling of nonlinear polarization in radio engineering devices and
microwave technology devices), the calculation of asymptotic expressions over time for

complex amplitudes Ry x (n; Tpol) of the space-charge and polarization current density

Jpol x (Tpol) in an arbitrary k-th approximation by a small parameter 1y, is of interest, by
transitioning to the limit expressions (47)-(49)

k
(onl,k) . 1 A _ (rwpul) A
A )t s o) - E A (7,
r=

0
2dqW,y) i

n=1

(onl,k) .
sin (%) R ok (nfTrwl)

n? 0Tpop

(qul,k) o
]pol,k (TPOZ) -

9. Recurrent asymptotic formulas for partial complex amplitudes of relaxation modes

2

of space-charge are written for arbitrary values of orders of perturbation theory k and
multiplicity r in the frequency of the polarizing field (53)

k—r
(rw 07 4a\" [ 8noPpal . (rwpor)
%pol’lfl (I'I;Tpol>= (-1 (d) n0< ﬂZPO X Al(;,p;l X Gpou”(’ (n) x

. Wyl

exp (UVV%)TP‘)Z)
I
x Ay (k) x r

7
o ow
= 1{ +il r—ks
potm Wpol

where only the evaluation of the structure and numerical values of the complex param-

(rw pal) . . .
eter Gp ok (n), calculated as sums of power series, represents a certain computational

complexity. The properties of the parameter A,(k) (1) A1(k) = 1, (2) Ax(k) = k-1,

Az (k) = W ;3) X, [Elg,;gl-Ar(k)} = m are investigated, where the addi-
. — 8 0. A 0. 0 P
tional parameter Eg ,, = W < 1. is introduced.

10. As a special case of equality (53), an additional recurrent expression for the

(4wpor) (n,‘ Tpol) (Formula (55)).

frequency multiplicity r = 4, of orders k > 4, is proposed ERP oLk

. . Q 0 0
Based on the results of calculating the functions 9%; of kl’k) (n; Tpol) = Z’rle 9%1(;;)15 2 (n; Tpol) ,

at1, 2, 3, 4, the formulas for calculating the functions (50)—(53) are completely consistent
with Formulas (32)—(35) and (42)—(45). Thus, we have formulated the second criterion for
the reliability of the calculations performed in Sections 2.3, 3 and 4.

11. To simplify the scheme of mathematical description of relaxation polarization,
along with algebraic formats (25), (47) and (60), a generalized operator representation of
the polarization current density (67) is proposed

(0) . )
ot = -2 () P ()
po 2 n=1" 2 9T ol
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A matrix interpretation of the polarization current density in the form of a column

vector | pol (Tpol) =

]pol,l Tpol
]pol,2 Tpol

Iol,3 Tpol
p p

]pol,k (Tpol)

—is performed, see expression (69). The current density

operator works in conjunction with the operator of complex amplitudes of relaxation modes

of the space-charge

Rpor,1 (1 Tpol
9{pol,z n; Tpol

mpol,?a n; Tpol

f?ipol (n; Tpol) = see expression (68). It has been established that
mpol,k (1‘1; Tpol)
Y pol
2
’Ypol
. Vo
the action of the operator 1"y, = . | —(see expression (62)) on the current density
k
’ypol

operator (69) yields the value fpol X fpol (Tpol) = Jpal (Tpol) =Y Vl;ol X Jpol x (Tpol)
measured in the experiment (see expression (70)). For the stationary mode of the isothermal

polarization process (T, >> Tpol,n), a matrix expression for the polarization current

density ]pol ( pol) =

]égpfl,l) ( pol)

pol 2
pol 2 Tpol

palS
T
p 013 ( poz) —is proposed (see (71)). Operator (71) works

(onl k
pol k Tpol

(O
in combination with the asymptotic operator of complex amplitudes 9%; of 2 (n; Tpol) =

(Qpal,l) .
mpol 1 (1’1 TPOZ)

( polZ)
polZ 1 Tpol

x )(
polp;]3( Pol)
(

pnl k

pol k n; TP‘”)

—(see (61)). It has been established that the action of the operator on
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the operator (56) gives ][(J?lp o) t) =Y, YI; o X ],(]?lpﬁl’k) (t) (see Formula (72)), with matrix

elements calculated from expression (47)

0 (i) [
(Qpal,k) _quW( ) © Sil‘lz(%) aiRpol;jklk (n'Tpol>

— pol
]pol,k ( ) - 2 anl n2 X anol

Partial current densities are calculated in the k-th approximation of perturbation

theory at the field frequency (rw pol)

( )
F 1 73 (rwpol ) t o quwig)l o sin? ( 5 ) ampi:lfal (n/'Tpol ) .
ormula (73) ] pol K (t) = — 2 ez X T (see

Formula (73)) works in conjunction with (53).
12. A recurrence expression is constructed for the partial current density generated
in a dielectric during isothermal polarization and established in a stationary polarization

mode at an odd field frequency (27\ + lwpol>—(see (116)).

2(2A+1)+1 2041 4 2A+1 (0) . .
J(@ @) () 12 ATV (2N + 1) qro wpor a7 vy, (Wpul x xY sin? (72 GO exp (i((2A + 1)w o )t)

! = - 2A+1 -1 2 Lk 1 : :
po a2 (1- o pot ) + n n po Tooim +i((2A+ 1)wpal)

>2A+1

Expressions are written for the partial current densities of stationary isothermal polariza-

tion, calculated at field frequencies that are multiples of r = 1, ]?E;;n’}”;) (t) Formula (82) is

constructed taking into account the conduction currents ]C(w” ot (t) = algf”’ ”Z)Epol (t);r=3,

ond
J S,lwp o (t)—(Formula (89)).

13. A generalized recurrent formula | :}fj“l)w’ml) (t) (see expression (118)) has been

constructed, which, in combination with additional model equalities (118a-e), makes it pos-
sible to calculate the numerical values of the polarization current density in the asymptotic
(stationary) approximation (far from transient processes) in an arbitrary approximation
r=2A+1,atA=0, 1, 2, 3, 4,..., based on the magnitude of the polarizing electric field
strength E 1 (t) in dielectrics of the class of crystals with ionic-molecular chemical bonds
(IMBC:s), in particular in HBC, at a constant temperature (isothermal polarization).

14. Based on the generalized dispersion relations (114) and (115), recurrent expressions
are constructed for calculating the components of the complex dielectric permittivity (CDP)
in the approximation of multiplicity » = 2A + 1 by the polarizing electric field.

15. The main theoretical principles of the physical-mathematical model of nonlinear
isothermal and thermally stimulated polarization in solid dielectrics exhibiting the property
of ionic conductivity and ionic relaxation polarization in a wide range of field parameters
(100 kV/m-1000 MV /m) and temperatures (0-1500 K) are formulated. A calculation
scheme has been developed for studying the processes of thermally stimulated polarization
in materials with complex crystal lattice structure and ionic-molecular type of chemical
bonds. Hydrogen-bonded crystals (HBC) are characterized by the presence of a hydrogen
sublattice in the crystal structure (consisting of hydrogen ions (protons) that do not interact
with each other and move inside the anion sublattice between its ions) and the manifestation
of the property of proton conductivity, caused by the diffusion transfer of protons along
hydrogen bonds in a polarizing field.

16. The physical-mathematical model of isothermal relaxation polarization and con-
ductivity, constructed using the methods of nonlinear quasi-classical kinetic theory of
dielectric relaxation [1-5], is based on the study of the system of nonlinear equations of the
phenomenological model (6)—(9), as applied to the properties of ionic-molecular dielectrics.
The theoretical results obtained will allow, in the future, to trantition to a numerical study
of the regularities for anomalously high polarization nonlinearities, manifested at the the-
oretical level, during the transition from micrometer (1-10 um) to nanosized (1-10 nm)
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HBC layers, when the maximum (peak) of the dielectric permittivity experiences a shift
from the region of low (50-100 K) to the region of ultra-low (4-25 K) with an increase in the
amplitude of the maximum to values of the order of 1.5-2.5 million. The electrical conduc-
tivity coefficient of the dielectric, at the same time, increases by 3—4 orders of magnitude.
In the general case, in IMBs class crystals, theoretical nonlinearities of this type usually
appear in the ranges (1) ultra-low temperatures (1-10 K) and weak fields (100-1000 kV/m),
which is especially characteristic of proton semiconductors and dielectrics (PSD), exhibiting
the property of quantum (tunnel) low-temperature conductivity [1,5]; (2) ultra-high tem-
peratures (550-1550 K) and strong fields (10-1000 MV /m), when IMBs exhibit nonlinear
space-charge polarization [1,2].

17. Theoretical manifestations of polarization nonlinearities in dielectrics with an
ion-molecular type of chemical bond are provided by taking into account the high-order
terms (starting from the third k = 3, 4, 5,. .. ., etc., up to infinity) of the perturbation theory
by the small dimensionless parameter v, (see Formulas (10) and (11)) in the mathematical
modeling of the spatially inhomogeneous space-charge distribution (12) and (13) formed in
the model crystal under the action of an electric field.

18. The theoretical foundations of the schemes of analytical studies of nonlinear
thermally stimulated polarization processes are laid, which are reduced to measuring
the temperature spectra of thermally stimulated depolarization currents described in
Section 2.1, when, at the first stage of the experiment, the process of isothermal (at a
constant polarization temperature T,,) polarization of the sample in a uniform stationary

electric field (wpo, = O) of strength Eeyi o1 = Egpor is studied, during the polarization
time t,,, and at the second stage of the experiment, the external field is switched off
Eext,thpot (t) = 0, Vippor (t) = 0, the dielectric is rapidly cooled to low temperatures (50-80 K),
shorted to an electrometer (or quality meter) and begins to heat up according to a linear
law T(t) = Tp + ct.

The main conclusions could be drawn summarizing the results obtained (in
brief form):

1. Analytical solutions of the nonlinear quasi-classical kinetic equation of dielectric
relaxation in crystals with ionic-molecular chemical bonds (CIMBs) are constructed in
the first four approximations of perturbation theory (k =1, 2, 3, 4). In contrast to the
previously presented review article [5], these solutions are written in the form of nonequi-
librium volume-charge distributions describing transient (in time) isothermal processes in
dielectrics in an electric field (expressions (17), (21), (S2), and (54)). Previously, these solu-
tions were constructed far from transient processes, as non-stationary asymptotic functions
(in the previous article [5]), but in this work, they differ, both in physical and mathematical
content, and relate to specific processes in dielectrics the isothermal relaxation polarization
currents All fundamental model differences in solving this theoretical problem are reflected
in Section 2.2, Section 2.3, and Section 4.2 of this work. (see paragraphs 1, 2, and 4 of the
extended conclusions).

2. For the first time, the nonlinear quasi-classical formulas for calculating the current
density of isothermal relaxation polarization as a function of time in a dielectric were
constructed by us. This has never been done before in relation to current in the context
of the scientific problem under study (Expressions (28), (30), (S5) and (S7)). (see extended
conclusions, p.3).

3. A recurrence expression for the partial current density generated in a dielectric in
the stationary polarization mode at an odd field frequency (2)\ + 1wp01) is constructed
(see (116) and (118) and extended conclusions, sections 5-17). All original calculation
mechanisms for solving this theoretical problem are evident throughout Sections 2—4 of
this work.
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4. The theoretical foundations of analytical research schemes for nonlinear thermally
stimulated depolarization processes have been laid (see extended conclusions, paragraphs
17 and 18). Previously, this issue has not been studied within the framework of the
developing scientific direction. The solutions of the system of nonlinear Fokker—Planck and
Poisson equations (expressions (6)—(9)) for the process of isothermal relaxation polarization
in the approximations of perturbation theory k =1, 2, 3, 4 (expressions (16), (20), (S1), (54))
and for k > 4, will be used in constructing the initial conditions for the Fokker-Planck
equation and its particular solutions as applied to the process of thermally stimulated
relaxation depolarization.

5. This work is a continuation of the article [5] (and all earlier publications related to
it), in the direction of a narrower area of specialization, for the development of theoretical
schemes for studying transient (non-steady-state nonequilibrium processes) isothermal
polarization currents (and not only relaxation polarization, as in [5]) in CIMBs-type crystals
and in dielectrics and semiconductors related to them in structure and properties. This is
reflected in the title of the work, the Introduction, the Objectives of the article (p. 9), and its
methodology, described in Sections 2.2, 2.3, 3 and 4.

Note In this article, in the process of constructing and analyzing the properties and
parametric dependencies in the final formulas and equations of the model, the basic expres-
sions from the work [5] are used in between, but no more than to justify the consistency of
the equations of the new and previous models, as criteria for the reliability of new results
and their applications. All these circumstances are stipulated in the process of mathematical
description of the new model.

6. Prospects of Further Theoretical Research

When constructing calculation formulas for the TSDC density, as a function of tem-
perature, the formulas of the equation of the nonlinear generalized quasi-classical theory
of ion-relaxation polarization and conductivity in CIMBs will be applied, taking into ac-
count the components of the density of the thermally stimulated current associated with
the relaxation of the homocharge in the dielectric, disconnected from an external source
of electrical energy (EMF) [5,57-59]. The methodological basis of the phenomenological
theory of thermally stimulated polarization currents (TSPC) and depolarization currents
(TSDC) will be based on the equations of the nonlinear quasi-classical theory of isothermal
(proceeding at a constant temperature of the experimental sample) polarization currents,
investigated in this article.

Depolarization effects caused by the relaxation of the volume-charge accumulated in
the crystal during polarization in an external polarizing field (in the presence of an EMF
source) at a constant temperature (isothermal process) or variable temperature are called
electret. The depolarization process caused by the relaxation of the charge accumulated
in the crystal due to the diffusion movement of the main charge carriers in the polarizing
field can be defined as hetero-charge relaxation. The depolarization process caused by the
relaxation of homo-charge particles (accumulated due to charge injection from the surface
of the electrodes into the depth of the dielectric and electron traps) can be defined as the
relaxation of homo- and hetero-charge.

The experimental basis for thermally stimulated polarization and depolarization
schemes is the Bucci-Riva method, which involves preliminary freezing of a shorted to an
electrometer dielectric to a low temperature (50-100 K). Next, the experimental sample
is heated according to a determined time law ‘é—f = f(t). The current flowing through the
sample is defined as the thermally stimulated depolarization current. The initial value of
the charge on the capacitor plates during thermally stimulated depolarization is defined as
the sum of the initial values of the hetero- and homo-charge.
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The methods developed for calculating thermally stimulated depolarization currents
are also applicable to HBC.

As a model of the unperturbed crystal potential for relaxers (ions in CIMB; protons
in HBC), let us adopt a one-dimensional spatially periodic potential field [5]. Potential
barriers in this model are assumed to be one-dimensional parabolic [2-5].

Direct quantum mechanical studies of the theoretical spectra of thermally stimulated
polarization (TSPC) and depolarization (TSDC) currents are the subject of a separate work
to be performed in the future.

The study of the electrophysical properties of thin films of transition metals (TMO)
for the development of high-speed non-volatile memory elements with high thermal and
mechanical stability (DRAM, FeRAM (ferroelectrics with a rectangular hysteresis loop
(FRHL); neuromorphic elements based on TMM)) is a topical applied direction in the field
of nonlinear theory of thermally stimulated polarization and depolarization of dielectrics
([93-100] in [5]). Ferroelectric materials of the FRHL type (TMO, some types of ceramics,
micas) are characterized by abnormally high residual polarizations and colossal polarization
relaxation times (up to 10 years) ([100-110] in [5]) and can be used in the development
of elements of neural networks and artificial intelligence, which is relevant for modern
information technologies and electronic computing and measuring equipment ([111-121]
in [5]).

The methods of nonlinear quasi-classical kinetic ([67,69,71-73] in [5]) and quantum
kinetic ([68,70,122,123,136,138] in [5]) theories of ion-relaxation polarization and conductiv-
ity of solid dielectrics [2-5] developed by us, in combination with methods of numerical
optimization of theoretical and experimental results ([1,128,138-140] in [5]) (in particular,
using the MCF-method), form the theoretical basis of branched multiparameter algorithms
([75,76] in [5]) for sets of computer programs for computer modeling and prediction of prop-
erties and parameters (electrical; geometric; molecular; crystallographic) of heterogeneous
functional elements based on crystals with ion-molecular chemical bonds (CIMBs) ([1,8,138]
in [5]) The methods of the quantum kinetic theory of proton conductivity will be applicable
in the study of the properties of ferroelectrics with hydrogen bonds and the development
of physical and mathematical models of the quantum theory of ferroelectric phenomena
caused by the tunneling motion of protons in the hydrogen sublattice of FRHL crystals
near the temperature of the second-order phase transition. A direct quantum-mechanical
approach to modeling the Hamiltonian operator of the proton and anion sublattices (taking
into account proton-phonon and proton-proton interactions) will allow, with a sufficiently
high degree of mathematical accuracy, to describe the mechanism of quantum behavior
of the proton gas in ferroelectric HBCs with the possibility of exhibiting anomalously
high, close to 0.95-0.98 ([122,123] in [5]), statistically averaged quantum transparencies
of the potential barrier for protons moving in nanosized HBC layers at liquid helium
temperatures (4-25 K) [60]. The material component of the dielectric constant of crystals
under these conditions also reaches abnormally high values (2.5-5.5 million) [61,62]. The
quantum properties of the proton in HBC at low (50-100 K) and, especially, ultra-low
(1-10 K) temperatures can be tentatively explained, (since a strict theory of this effect has
not yet been constructed), by the influence of two factors. Firstly, in the temperature range
of liquid helium (4-25 K), the oscillations of the anion sublattice ions, specifically in nano-
sized layers (1-10 nm), occur with low frequencies, the average amplitudes of the anion
oscillations decrease, the potential barrier for protons decreases in width to 0.05-0.07 nm
(versus 0.085-0.095 nm at nitrogen temperatures) and the probability of proton penetration
through the barrier (despite its enormous mass, compared to an electron, and, accordingly,
the small De Broglie wavelength) at this stationary energy level of the discrete spectrum
reaches abnormally high values of 0.95-0.99 [60,61]. It should be noted that the transfor-
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mation of the proton energy spectrum from continuous to discrete is also caused by the
specific behavior of the ions of the anion sublattice at helium temperatures and is associated
with a reduction in both the crystal thickness d (macroscopic characteristic) and the lattice
parameter a (these parameters are used in the formula for calculating the proton energy
levels in HBC). Additionally, the spectrum of proton energies at T = 1-10 K, in contrast
to the region T = 50-100 K, as shown by numerical calculations, due to the same layer
thickness (1-10 nm), inclusively, leads to degeneration of the energy spectrum, and the
width of the energy bands, at given parameters (1-10 nm; 1-10 K) is noticeably higher than
at T =50-100 K, d = 1000-10,000 nm [60,61].

High proton concentrations and, accordingly, anomalously high amplitudes of theoret-
ical maxima of thermally stimulated current and anomalously low amplitudes of theoretical
maxima of loss tangent in the region of ultra-low temperatures (1-10 K) at a layer thickness
of d = 1-10 nm in HBC (in comparison with the temperature region T = 50-100 K at a layer
thickness of 1-10 um) are explained by a significant increase in stationary quantum trans-
parency (up to 0.9-0.95) [60,61] due to transformations of the parameters of the discrete
spectrum of proton energies in nanosized crystalline structures against the background
of small values of the height and width of the potential barrier. The quantum behavior
of the proton gas in HBC at ultra-low temperatures can arguably be explained by the
formation of proton-proton pairs, which are formed due to the increasing interaction of
protons with the phonon subsystem with the transition of the proton gas into boson gas,
despite the low concentrations of relaxing protons (conduction protons) in the proton gas
(an ensemble of non-interacting protons, distributed over energy levels in the field of the
crystal lattice) in HBC (in comparison with the concentrations of conduction electrons in
metallic superconductors).

When forming the schemes of analytical and numerical calculations of the temperature
spectra of TSPC and TSDC, the methods developed during the patent research in [64-66]
will be used.

7. Patents

1. Kalytka V.A., Baimukhanov Z K., Bashirov A.V,, Khanov T.A,, Isaev V.L., and
Suleimanov S.R. Patent of the Republic of Kazakhstan for utility model. Universal setup
for measuring the parameters of microscopic structural defects. No. 5016. 06/05/2020.
Bulletin No. (21)2020/0477.2.

2. Issayev V.L., Ospanov A K., Kyzyrov K.B., Dandybaev E.S., Kalytka V.A., Reshet-
nikova O.S., and Mitussov A.A. Patent of the Republic of Kazakhstan for Invention. Hy-
draulic Hammer. No. 35366. (45)12/11/2021. Bulletin No. (21)2020/0613.1. The advantages
of this Patent for Invention described in the Article lie, first and foremost, in the identical
structure and methodology for solving the differential equations of inelastic displacements
of continuous medium flows (in the mechanical model of the working substance motion
(fluid) described in the Patent) and the differential equations in the model of electric charge
transport in dielectric structures (in the kinetic and electrodynamic models described in
the Article). In both the Patent and the Article, the objects of study are formally identical
(continuous media, albeit of different physical natures) and the methods of analytical inves-
tigation of the differential equations in the studied models are mathematically equivalent.
In the Article, the equation for electric charge transport is formulated and solved in the
form of the continuity equation for the medium, whereas in the Patent, the dynamics of
flow are analyzed and solved. Secondly, both in the Patent and in the Article, the numerical
calculation of model parameters employs the same optimization scheme proposed by
the authors—the method of minimizing the comparison function (MCF-method). This
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method is an original contribution by the authors in the field of mathematical modeling of
mechanical, hydrodynamic, electrodynamic, and kinetic phenomena.

3. Issayev V.L., Kamarova S.N., Kalytka V.A., Kaidanovich O. Yu., Draganova M.A.
Patent of the Republic of Kazakhstan for Invention. Boiler. No. 36790. (45)14/06/2024.
Bulletin No. (21) 2023/0306.1.

Supplementary Materials: The following supporting information can be downloaded at: https://www.
mdpi.com/article/10.3390/ cryst15100863 /s1.
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