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MODELING OF TEMPERATURE FIELDS OBTAINED BY FORMATION
OF COATINGS UNDER NON-STATIONARY TEMPERATURE CONDITIONS

Modeling of temperature fields obtained during the formation of coatings under nonstationary
temperature conditions is considered. In this paper, the kinetics of interaction and heat release in a
wave is described using the Haikin-Merzhanov model. This is a model of the reaction cell, which is
closest in thermokinetic and diffusion processes under non-stationary temperature conditions. Numer-
ical calculations are performed in the following order. First, the kinetic equation by the Runge-Kutta
method of the 4th order of accuracy is solved. Then, after the calculated value of dn/dt at each point,
the initial term F is calculated, which is included in the equation of thermal conductivity and, accor-
dingly, in its divergent form. After that, the numerical solution of the equations of thermal conductivity
and diffusion is carried out. The difference equations are nonlinear: the density, heat capacity and
thermal conductivity at all points depend on the temperature. Therefore, their linearization is per-
formed: when moving to a new (j + 1) -th time layer, these coefficients at all points are calculated us-

ing the temperature values on the j-th layer GI-j ; in particular, value A_iil/z- Depending on the type of

boundary conditions at (x; = 0) the first pair of run coefficients is calculated: i. Then the forward run
is performed: P, v i R - Then the forward run is performed: the run coefficients at the points i = 2
2 2

,..., N=1. After that, the formulas determine the temperature values on the new, (j + 1)-th layer over

time at the pointi = N (| 9]{,+1 ). After that, the run back is performed: the value of temperature at all

points (j + 1) of the th layer is calculated by the expression: Gl.j_ N i=N-1,., Thus, the developed

difference scheme is a scheme of end-to-end calculation.
Keywords: non-stationary temperature conditions, boundary conditions, temperature fields;
diffusion, protective coatings, nonlinear nonstationary equation.

Pozensanymo mooenosanns memnepamypHux noueti OMmpuManux npu opmysanti nOKpUmmie
npu HeCMAayioHApHUX MeMnepamypHux ymoeax. B pobomi xinemuka 63aemo0ii i meniosuoilents 6
XGUIE ONUCYEMBCSL 3 UKOpUCTAHHAM Moldeni Xaiikina-Mepawcanosa. Lle modens peaxyitinoi komipxu,
AKa HAUOLIbW ONU3LKA NO MEPMOKIHEMUYHUM ™a Ougy3itinum npoyecam npu HeCmayuOHAPHUX
memMnepamyprux ymogax. HucenvHi pospaxyHku npoeoOAmbCs 6 HACMYNHOMY nopaoxy. Cnouamxy
sUpiuyemobcsl Kinemuune pisHAHHA Memoodom Pynee-Kymma 4-20 nopsioxy mounocmi. Ilomim nicis
PO3paxoeanoco 3HavenHs dn/dt @ KoducHil mouyi o0b6uucI0emsbes nouamxosuu ien F, axuil 6xooums
00 PpIBHAHHA MenjonposioHocmi i, 6ION0BIOHO, 6 1020 ougepeeHmuy Gopmy. Ilicisi yvoeo
30IUCHIOEMbCS YUCENbHE PIUeHHs PIGHAHb Menaonpogionocmi ma ougysii. Piznuyesi pieHsaHHS €
HeNHIUHUMU.  WITbHICMb, MENI0EMHICIN A  Koe@iyieHm menionpogioHocmi vy GCix MmouKax
3anedxcams 6i0 memnepamypu. Tomy eukoHyemuvcsa ix nineapusayis. npu nepexoodi na nogu (j + 1)-i
yacoguul wap yi Koe@iyicHmu y 6CIX MOUKAX PO3PAXOGVIOMLCH, GUKOPUCMOBYIOUU 3HAYCHHS

memnepamypu Ha j-my wapi 0! ; 30kpema, 3mauenus 11/7. B zanexcnocmi 6i0 muny 2paHuyHux
i +1/2

ymo8 npu x; =0 00uuCIOEMbC nepuia napa NPOSOHOYHUX KoeiyicHmis: Ply i Rl%' Tomim
2 2

BUKOHYEMBCS NPO2IH 6neped. 0OYUCTIIMbCA NPO2OHOUHI Koeiyichmu ¢ moukax i = 2 ..., N—1I.
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Iicasn yvoeo 3a ghopmynamu  SUHAUAIOMBCA 3HAYEHHS memnepamypu Ha Hosomy, (j+1)-my wapi 3a

L. i+1 . .
yacom 6 mouyi i = N ( 9]]\, ). Ilicnsa ybo2o 8UKOHYEMBCA NPOCIH HA3AO0: 34 BUPA30M OOYUCTIOIOMbCS

. . i+1 .
3HaueHHst memnepamypu y 6cix mouxax (j+1)-oco wapy: 9{_1 ,1=N-1,..., Taxum uunom, pospood.e-

HQ PI3HUYeBa CXeMa € CXeMO10 HACKPIZHO20 PO3PAXYHKY.
Knwuoei cnosa: necmayionapui memnepamypHi ymogu,; epaHudti yMosu, memnepamypui no-
S5, OUQhy3ist, 3aXUCHI NOKpUMMmsL, HeliHiliHe HeCmayioHapHe PIGHHHAL.

Problem’s Formulation

Analysis of trends in the development of materials in the world, the development of new struc-
tural materials with coatings with a higher level of operational properties is relevant. This explains the
interest in the use of non-stationary temperature conditions for obtaining protective coatings on struc-
tural materials operating in aggressive environments of the by-product coke production. The aggres-
sive conditions of the by-product coke production require the development of new methods for obtain-
ing protective coatings, which make it possible to regulate the composition and structure of protective
coatings, to provide the necessary performance characteristics with a short time of their preparation.
The coating is a surface layer, purposefully created by the action of the environment on the surface of
the part, and characterized by a final thickness, as well as a chemical composition and structural-phase
state, qualitatively different from the analogous characteristics of the base material. The insignificant
consumption of the coating material and the high characteristics of the surface of the part provide an
increased interest in the development of new methods of applying coatings for targeted purposes and
the widespread introduction of coatings into industry. Today, the issue of obtaining thicker coatings
with a given chemical composition is urgent. An effective (in relation to the substrate) method for im-
proving the surface is chemical-thermal treatment under non-stationary temperature conditions Model-
ing of temperature fields makes it possible to determine the nature of the propagation of a heat wave
caused by the action of an external source, which has time to propagate deep into the substance, and
when the surface temperature becomes close to the autoignition temperature , a rather deep heated
layer is formed in the substance. This circumstance creates favorable conditions for the development
of the reaction, and in the second period there is an intense self-heating due to the chemical reaction of
the already heated layers. Temperature time characteristics are important parameters in the preparation
of coatings.

Analysis of recent research and publications

The kinetics of the interaction of reagents in waves under unsteady temperature conditions is
rather complex and insufficiently studied [1, 2]. The same applies to the kinetics of generation of ac-
tive atoms in the wave, which will diffuse into the steel. In this work, the kinetics of interaction and
heat release in the wave is described with the introduction of the Khaikin-Merzhanov model [3-7]. The
Khaikin-Merzhanov model was developed to describe the heterogeneous structure of SHS composi-
tions. This is a model of a reaction cell, which is the closest in terms of thermokinetic and diffuse
processes under non-stationary temperature conditions. A reaction center is a region in a sample in
which the proportions of each reagent are in a given ratio. A mixture of reagents, capable of synthesis,
is a collection of identical reaction cells, which makes it possible to consider any cell as a representa-
tive of the entire mixture. To study the heterogeneous structure of the initial compositions, a model
was proposed that takes into account the peculiarities of the reaction by recording the kinetic functions
in the Arrhenius law

RT

where C — concentration of the diffusing element; £, — activation energy of its diffusion in steel (or
pure iron); D, — pre-exponential factor; the values of Ej i Dy for the diffusion of many elements in
o~ 1y-Fe are given in the reference literature.

The heterogeneous system is presented in the form of ordered layers of reacting components,
as an idealization of real mixed systems and a model of reaction diffusion is introduced. The model
assumes that at mutual contact of initial components the new phase is instantly formed is a product AB

D =D, exp(— E—DJ ,
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separated from initial components A and B. Due to diffusion transfer through a product layer. at the
boundaries of the heat is released, resulting in the original components A and B are transferred to the
product AB. In [8], we studied the processes in the reaction cell under conditions of self-propagating
high-temperature synthesis (SHS) when the sample is heated by an external source at a given law of
temperature change from time to time. development of a mathematical model of high-temperature syn-
thesis of nickel aluminide Niz;Al for computer modeling and numerical calculations of the main laws
governing the synthesis of an intermetallic compound in powder mixtures of nickel with aluminum
under conditions of continuous heating of the powder mixture by an external source of energy.

The initial mixture of nickel and aluminum powders was modeled with a set of elementary
spherical cells. The unit cell size of the powder system is determined by the dispersion of nickel, the
stoichiometry of the composition, and the porosity of the sample. Radius

R, = i (1 + parva pnilpi wipa)) (1 — h),
where ua uni — atomic masses, vaj, v — stoichometric coefficients; pn;, par — density; # — po-
rosity of the mixture.

The number of elementary cells per unit volume

1
N= ——

437 R’.

In [9], for modeling the processes of chemical reaction of SHS compositions, an approach was
proposed in which the initial heterogeneous composition is modeled by a periodic cellular structure,
which is assumed to be homogeneous in thermal and heterogeneous in chemical processes. At the ma-
crolevel, the process of heat transfer is described taking into account the local dynamics of chemical
heat release within each unit cell. At the micro level (in the size of a unit cell), the process of mutual
diffusion and chemical reaction is modeled.

In [10—13], a mathematical model and the results of a numerical study of the propagation of
the combustion front of an SHS composition are presented, when the rate of chemical reaction at each
point along the length of the SHS sample is determined from the solution of the problem of diffusion
and chemical reaction in reaction cells an averaged element of the heterogeneous structure of a mix-
ture of powders capable of SHS synthesis, containing reacting substances in a proportion equal to their
concentration in the mixture. Let us take the form of an element of a heterogeneous structure in the
form of a ball, in which there is a substance in the center surrounded by a spherical layer of another
substance. In each element of the heterogeneous structure of the SHS composition, the processes of
diffusion and reaction of reagents occur at a temperature at the corresponding points of the sample,
which changes in time during the reaction. Modeling the processes of formation of protective coatings
under non-stationary temperature conditions was carried out for intermetallics, porosity, thermody-
namics, during galvanizing, as well as for coatings operating in aggressive conditions of coke produc-
tion [14—18] made it possible to determine the main factors affecting the technological process of
formation of diffusion layers.

Formulation of the study purpose

There are many methods of mathematical modeling of temperature fields. However, at present
there is no technique that would completely solve all the problems of detecting temperature features in
the process of formation of protective coatings. Therefore, the current direction is the study of models
that take into account non-stationary temperature conditions. The purpose of this work is to model the
temperature fields obtained during the formation of coatings under non-stationary temperature condi-
tions.

Presenting main material

Since the thermal conductivity depends on the temperature, we use the approximation recom-
mended in [19—21]:

6/ +6l | _~

Giil/z =X f = }‘iil/Z’ €)
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that is, the dimensionless coefficient of thermal conductivity at half-integer points i+1/2 is calculated
from the arithmetic mean values of temperature at points i and i+1/2 on the new (j+1)-th layer over
time.

Numerical calculations are performed in the following order.

First, the kinetic equation (3) is solved. This ordinary differential equation is solved by the
Runge-Kutta method of the 4th order of accuracy. Then, after the calculated value dn/dt at each point,
the initial term F is calculated, which is included in the equation of thermal conductivity and, accor-
dingly, in its divergent form. After that, the numerical solution of the equations of thermal conductivi-
ty and diffusion is carried out. The difference equations are nonlinear: the density, heat capacity and
thermal conductivity at all points depend on the temperature. Therefore, their linearization is per-
formed: when moving to a new (j + 1)-th time layer, these coefficients at all points are calculated us-

ing the temperature values on the j-th layer el-j ; in particular, value. xiil /2 - Depending on the type of

boundary conditions at (x; = 0) the first pair of run coefficients is calculated: i. Then the forward run is

performed: F.i y 1 R1 Y- Then the forward run is performed: the run coefficients at the points i = 2 ,...,
2 2

N-1. After that, the formulas determine the temperature values on the new, (j + 1)-th layer over time at

the point i =N (9]{,+ 1).After that, the run back is performed: the value of temperature at all points

(7 + 1) of the th layer is calculated by the expression: 91-]:1 , i=N-1,..., Thus, the developed difference
scheme is a scheme of end-to-end calculation.
After that, the calculated value 91-]:1 of the coefficients d; and A,/ calculated from the cal-

culated values. Then the calculation is repeated, ie iterations are performed. The iteration cycle on this
(7 + 1)-th layer is repeated until the convergence condition is met, when the temperature values and the
phase boundary coordinate on two consecutive iterations will differ by a predetermined small value
(permissible error):

max 91.]“’7 —91-]+1’7/_1‘ <gp, max
i i

i+1, i+1,7 -1
0/ -0/ < e, 4)

where y — is the iteration number; €0 — temperature accuracy; &x — the accuracy of the concentra-
tion of the diffusing element.

After fulfilling the condition of convergence of iterations, the transition to the next layer in
time, and all actions are repeated. The calculations continue until the predetermined maximum time
Tmax 18 Teached. Since the problem under consideration is two-dimensional, as mentioned above, an
intermediate or "half" time layer 7 = 7, + At/2. Initially, the problem of thermal conductivity (or dif-
fusion) is solved on this intermediate layer only along one coordinate axis (for example, along the Ox
axis), ie the run back and forth is performed. Then the transition from this "half" layer 7;, to the
"whole" layer 7, s carried out and the problem on the second coordinate axis for the axis Oy) — is
solved — a run back and forth is performed. When calculating the next "whole" layer over time, the
order of alternation of the coordinate axes changes. In this situation, iterations and, accordingly, condi-
tion checks (4.59) are performed when calculating each "integer" time layer. To numerically solve the
problem, a computer program in Fortran language was developed in the Intel Visual Fortran Composer
XE 2011 programming system running in Microsoft Visual Studio 2008. The program consists of a
main program that controls the call of subroutines in the required sequence, communicates and data
transfer between them, organizes the iteration cycle for numerical solution of the problem, changes the
time step with fast or slow convergence of iterations (increase or decrease, respectively), provides dis-
play of error messages or the correct completion of the calculation. Subroutines enter the initial data,
print the initial data and calculation results when reaching the specified time values, solve the kinetic
equation by Runge-Kut method, perform a run back and forth for the thermal and diffusion problem,
compare the results of calculations on the current and previous iterations for each layer. time and
check the convergence of the iteration under condition (4). The calculated temperature fields at satura-
tion indicate that the whole process can be divided into two stages: by heating time tnagr = 0,5 h. at
A = 1,5 B =4, when the wave passes from the walls of the container X13, X23, X33 (T1) everywhere



72 Marematiune mozpemoBaHas Ne 1(44) 2021

charge X12, X22, X32 (T2) to the surface of the part X13, X21, X31 (T3). The plane of the tempera-
ture field (in case of spontaneous combustion-5) increases depending on the autoignition temperature
and the maximum temperature. Thus, a number of increases in the temperature field are formed de-
pending on the saturating element during: titanization - vanadiuming - alliteration. The overall picture
is most affected by the maximum temperature (1130 °C - 1150 °C - 1170 °C) and the speed of propa-
gation of the autoignition wave, which is represented by fields 1—4.
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Fig. 1. Estimated values of the temperature field for different types of coverage (1—4 heating
zones, 5 — thermal spontaneous combustion zone, A = 1,5 V =4)

Conclusions

The temperature fields at saturation in non-stationary temperature conditions are determined in
the work, which allowed to establish two zones: the heating zone and the zone of thermal spontaneous
combustion. Modeling of temperature fields obtained during the formation of coatings under nonsta-
tionary temperature conditions is considered. In this paper, the kinetics of interaction and heat release
in a wave is described using the Haikin-Merzhanov model. This is a model of the reaction cell, which
is closest in thermokinetic and diffusion processes under non-stationary temperature conditions. The
plane of the temperature field increases depending on the autoignition temperature and the maximum
temperature. The series of growth of the temperature field depending on the saturating element is as
follows: titanation - vanadium - alliteration. The maximum temperature (1130 °C - 1150 °C - 1170 °C)
and the speed of propagation of the autoignition wave have the greatest influence on the general
picture.
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MOJEJIOBAHHSA TEMIIEPATYPHHUX ITOJIIB OTPUMYBAHUX I1PU
OOPMYBAHHS NOKPUTTIB ITPU HECTAINIOHAPHUX
TEMIIEPATYPHUX YMOB

Cepena B.I1., Xuna B.b., Kpyrask I.B, Cepena J1.b.

Pedepar

PosrisiHyTO MOIENIOBaHHS TEMIIEpAaTYpPHHX MMOJIB OAEPKYBaHUX NMpH (HOpMyBaHHI MOKPHUTTIB
IpU HECTALlIOHAPHUX TEMIIepaTypHUX yMoBax. B po0oTi KiHeTWka B3aeMOmil i TEMJIOBHUIUICHHS B
XBHWJII ONMHUCYEThCS 3 BUKOPUCTAaHHSAM Mozeni Xaiikina-MepkanoBa. Mozens Xaiikina-MepskaHOBa
po3pobiena st onucy rereporeHHoi ctpykrypu CBC cknani. Lle Monmens peakuiiHoi KOMIpKH, sIKa
HaOLIbI ONK3bKa MO TEPMOKIHETUYHUM Ta IU(Y31IHHUM MpolecaM IpU HECTA[lOHApHUX TeMIlepa-
TYpHHX YMOBaX. UHceNnbHI po3paXyHKH MPOBOAATHCS B HACTYITHOMY MOPSAKY.

CrioyaTky BUPILIYETHCS KiHETHYHE PiBHIHHA MeToAoM Pynre-KyTTa 4-ro mopsaky TOYHOCTI.
[TotiM micnst po3paxoBaHOTO 3HAYCHHIO d7)/dt B KOXHIN TOUIlI OOYMCIIOETHCS MOYATKOBUN wieH F,
SIKUM BXOIUTH JIO PIBHSHHS TEIUIOMPOBIIHOCTI 1, BIAMOBINHO, B iioro auBepreHTHy (opmy. [licms
LBOT0 3A1MCHIOETHCS YUCEIbHE PIllICHHS PIBHAHB TEIUIONPOBIAHOCTI Ta audy3ii. Pi3HuIeB1 piBHIHHSA €
HENiHIMHUMU: IIUIBHICTD, TETUIOEMHICTD Ta KOC(IIIEHT TEMIONPOBIAHOCTI y BCIX TOYKAX 3aJeKaTh Bij
Temrepatypu. ToMy BUKOHYEThCS 1X JIiHeapu3aLis: Mpy Iepexoai Ha HoBHi (j + 1)-if wacoBuil map i
Koe(iLliEHTH y BCIX TOUKAX PO3PaxOBYIOTHCS, BAKOPHCTOBYIOUM 3HAUECHHS TEMIIEPATypH Ha j-My HIapi

0/ ; sokpema, 3HaueHHs 7\.&1 /7 - B 3a11€KHOCTI Bijl TUITy TPaHUYHUX YMOB IIpHU X; = () 00YMCIIIOETBCS

rnepma mapa rmporoHoYHux KOC(I)I].IKZHTIB. 1)1% 1 Rl/]é . [Torim BHUKOHYETBHCA NPOT'IH BIICPCO: o0uHncIIo-

IOTBCSI IPOTOHOYHI KoeilieHTH B Toukax i =2 ..., N—1.Ilicast nporo 3a GopmynaMu BH3HAYAIOTHCS
3HA4YCHHS TEMIIEpaTypH Ha HOBOMY, (j + 1)-My mrapi 3a wacom B Toumi i = N (9]{;r 1). [Ticnst uporo
BHUKOHYETHCSI MPOTiH HAa3al: 3a BUPAa30M OOYHUCIIOIOTHCS 3HAYEHHS TEMIIEPAaTypH y BCIX TOYKax
(7 + 1)-oro wmapy: 9{:1, i = N-1 ,.., 2. Takum 4mMHOM, po3poOieHa pi3HHIIEBA CXEMa € CXEMOIO

HACKPI3HOro po3paxyHKy. Po3paxyHKOBI TemmepaTypHi MO NPH HACHYEHHI CBiA4YaTh, IO YBEChH
IpoLEeC MOXKIMBO PO3OUTH Ha JB1 CTAii: 32 4aCOM HArpiBaHHSA Tuup= 0,5 rox. npu A = 1,5 B =4, konu
XBHJISI IPOXOAMTH BiJl CTiHOK KoHTerHepa X 13, X23, X33 (T1) ckpizp muxty X12, X22, X32 (T2) no
noBepxHi geranmi X13, X21, X31 (T3). Ilnommua temnepaTypHOro mons (mpu camo3aiiMaHHI — 5)
30UTBIIYETHCS B 3aJISKHOCTI B TEMIIEPaTypu caMo3aiiMaHHA Ta MAaKCUMAaJIbHOT TEMITepaTypH.
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