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PHYSICAL AND MECHANICAL MODELING OF OBTAINING PROTECTIVE
COATINGS FOR PARTS DOPED WITH SILICON, TITANIUM AND BORON

The paper considers the preparation of borated, siliconized, and titanized coatings under non-
Stationary temperature conditions. Thermodynamic analysis and physical and mechanical modeling of
the formation of coatings on copper alloys at each stage of coating deposition under SHS conditions
have been carried out. The concentrations of gaseous products are determined, to calculate the
equilibrium compositions of powder SHS-charges in the mode of thermal spontaneous combustion, we
found data on two thermodynamic properties: enthalpy of H,, and Gibbs energy of Gr.
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B pobomi posenauymo ompumantns 60poanux, CUNYIOBAHUX MaA MUMAHOBAHUX NOKPUININIG
npu HecmMayioHapHux memnepamyprux ymosax. Ilposedeno mepmoounamiunuii ananiz ma Qizuxo-
MeXAaHiYHe MOOeNOBAHHS (DOPMYBAHHS NOKPUMMIE HA MIOHUX CHAABAX, HA KOJCHIU i3 cmadil
Hanecennss noxpummie 6 ymosax CBC. Busznaueno rouyewmpayii 2a3onoliOHux npooykmie, O
PO3PAxXyHKig pisHoGadxscHux ckaadie nopowkosux CBC-wuxm y pesicumi menjiogo2o camo3auMaHHs
BHAX0OUU OAHI O 08OM MEPMOOUHAMIUHUM eracmueocmsam: sumanvnii H,, i enepeii I'uoboca Gr.

Knrouosi cnosa: namyrnv, Kopo3sis, camopo3no8CrONCY8AHU UCOKOMEMNEPAMYPHULL CUHMES,
3axXUcHe NOKpUummsi

Problem’s Formulation

About development new productions in Ukraine, it is important to increase the reliability and
durability of parts of machines and units operating in conditions of wear, alternating loads, high
temperatures, speeds and pressures, as well as aggressive corrosive environments, the properties of the
surface layer are important. In many cases, the most rational solution to the problem is a combination
of durable structural material with temperature, wear and chemically resistant coatings on work
surfaces. Therefore, the issue of improving the performance of parts by creating protective coatings is
relevant. Among the methods of surface hardening are widely used chromium-plated coatings
obtained by various methods of chemical heat treatment [ 1—5].

However, all known methods are energy-intensive and long. In this regard, the development of
new methods of chemical heat treatment is relevant for Ukraine, which allows to regulate the
composition and structure of protective coatings, to provide the necessary performance characteristics
with a minimum time of their formation. Such technologies are based on the phenomenon of self-
propagating high-temperature synthesis [6—7].

Formulation of the study purpose

Physico-chemical modeling to establish the mechanisms of formation of doped CPS, which is
based on the results of the study of the gas phase by thermodynamic analysis of thermal spontaneous
combustion reactions SHS-charges, studies of kinetic schemes of chemical transformations in the
studied SHS-charges, study of the dependence of burning rate and from cholesterol, B, Ti, Si. as well
as studies of the temperature characteristics of the regime of thermal spontaneous combustion of
powder SHS-charges [8—9].

Presenting main material

For the thermodynamic analysis of the SHS process of forming alloy protective coatings, a

universal calculation program of multicomponent heterogeneous TERRA systems was used, created
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on the basis of ASTRA-4 program [10—12] under WINDOWS environment and developed for high-
temperature processes. Unlike traditional methods of calculating equilibrium parameters in chemical
thermodynamics using Gibbs energy, the equilibrium constants and the law of acting masses of
Goldberg and Vague, the universal program of thermodynamic calculations TERRA is based on the
entropy maximum for isolated thermodynamic systems. It is characterized by a maximum entropy
relative to thermodynamic degrees of freedom, which include concentrations of system components,
temperature, pressure, etc.

Among the various factors influencing the mechanism of coating formation in SHS conditions
are the initial conditions preceding the diffusion of elements into the material, which directly or
indirectly depend on physicochemical saturation factors (thermodynamic characteristics of phases in
the system of interacting elements; thermodynamic characteristics of saturated environment). Consider
the most important of them.

The interaction of metal oxides with aluminum can be represented in general by the equation [13]

2/mMe,O,, + 4/3mAl = 2n/mMe + 2/3mAl,O; (1)

The main condition for the spontaneous course of this reaction is the higher thermodynamic
strength of aluminum oxides in comparison with oxides of renewable metals. The strength of oxides of
different metals is characterized by the value of the isobaric potential AZ® in the interaction of these
metals with oxygen. The greater the difference in the values of the isobaric potentials of the formation
of alumina and the reducing element (metal), the more complete and vigorous the reduction reactions.

To reduce the temperature, a “ballast” additive is introduced into the SHS charge, which absorbs
part of the heat of the reduction reaction. The most convenient and cheapest ballast additive is alumina
ALO;. The required amount of ballast impurity introduced into the SHS charge is found from the heat

balance equation [15]:
Qdim + qu.rw = Qc + Qn > (2)

where Qdm — heat capacity of the mixture at the temperature of initiation of the reaction, kJ; 0 —

Xum

heat released during the reduction reactions, kJ; O — heat that went to heat SHS-charge, kJ; O —

heat loss, kJ.
In the expanded form the equation of heat balance acquires the following look:
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where m,,, , — mass of oxide involved in the reduction reaction, kg; m — mass of oxide not

Mel;0i ,;
involved in the reduction reaction, kg; m | — mass of the element formed as a result of recovery, kg; m;

— the required amount of ballast impurity, kg; AH Le‘,iOZi — thermal effect of Me,,O.; reduction reaction,

kl/kg; C,”” — average heat capacity of the corresponding component of the mixture in the temperature
range T, — T, kJ/(kg-deg); T, and T, — respectively, the temperature of initiation of the reduction reaction
and the maximum allowable temperature of the process, K; ¢, — coefficient of heat loss.

Analysis of heat losses conducted by Lyakishev N.P. and Pliner Yu.L. [135—136] shows that the
fluctuations of heat loss under different conditions of metal-thermal reduction are so large that the use
of different processes in thermal calculations, or a single amount of heat loss leads to additional error
that significantly exceeds the allowable calculations. Thus, according to the heat balances available in
the literature [135—136], heat losses during metal-thermal reduction range from 8 to 25.3 % of the
total heat input. If we take into account the average heat loss of 16.6 %, the error in determining the
melt temperature for different technological schemes will be + 200 °. Therefore, a necessary part of
the thermal calculations of aluminothermic charges should be an estimate of the amount of heat loss
characteristic of the accepted conditions of the process.

To determine the amount of gas transport agent in the saturating charge, we perform
thermodynamic calculations to determine the composition of the gas phase and the possibility of gas-
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phase reactions in the temperature range 400—1600 K with different activators. Ammonium chloride,
ammonium fluoride, iodine, and others can be used as activators of the saturation process. The specific
choice of an activator was determined depending on the possibility of transferring their components to
the processed materials and the scheme of the saturation process, both in the combustion mode and in
the mode of thermal spontaneous combustion.

Introduced into SHS-charge activators, in the absence of ballast additives, contributes to a
sharp (300—400° C) decrease in the temperature of initiation of reduction reactions. This feature can
be explained by the activation of the reducing agent surface due to the interaction of the
decomposition products of the activator with the oxide film on aluminum by the following
thermodynamically probable reactions (the calculation was performed under the assumption that AH’
and AS® and and do not change with temperature):

As a result of thermodynamic calculations of the equilibrium composition of the reaction
products, we can assume the following kinetic scheme of chemical transformations in the studied
SHS-charges:

1. The combustion reaction of the chromium component:

CI'203+2A1 =2Cr+ A1203 (1)
2. Disintegration reactions of the gas carrier:
NH,Cl — NH; + HCI 3)
2NH; — N, + 3H, @)
NH4F — NH3 + HF (5)
HF - H+F (6)
3. Chemical transport reactions:
Cr + 2F = CrF, (7
Cr+ F2 = CI'F3 (8)
CI'Fz + W%F2 = CI'F3 (9)
Si+F2:SiF4 (10)
Si + 4HCI < SiCl, + 2H, (1D
Si+ 2HCI1 < SiCl, + H, (12)
Cr+L=Crlp (13)
Cr+3I=Crl, (14)
Al +3/2Cl; = AlICl; (15)
Al+T1e All (16)
2 Cr+ 3 Cl,=2CrCl; a7
2Sil, > Si + Sily (18)
Si + 21, « Sily (19)
Cr + Cl, « CrCl, (20)
Cr + Cl, « CrCl, 2D
2A1+ 31, = Alulg (22)
4. Exchange reactions with structural material:
4Fe + All; <> Fe;Al + Fel (23)
2Fe + All <> FeAl + Fel (24)
4Fe + Bl; <> FeB + Fel; (25)
4Fe + Bl; <> FeB + Fesl (26)
Cu +2[ & Cul, 27
Crl; + 3Cu < CuCr + 2Cul (28)
4Cu + All; & CusAl + Cul (29)
7Cu + 2All; <> CuAl, + 6Cul (30)
2Cu + All < CuAl + Cul 3D
Sil, + 3Cu «» CuSi + 2Cul (32)
Tily + 8Cu <> CuyTi + 4Cul (33)

Tily + 6Cu <> Cu,Ti + 4Cul (34)
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The calculations and their analysis allow to obtain information about the mechanism of
obtaining coatings in the conditions of SHS, and the application of software analysis — to perform an
objective assessment of the composition of powder SHS-charges to regulate this process.

The specific quantitative composition of the proposed systems in the framework of
thermodynamic calculations can not be specified, so it is necessary to experimentally choose the
composition that provides the optimal mode of the process.

At the same time, starting from a temperature of 800 K, the decomposition of the reaction
products takes place, which confirms the appearance of the decomposition products and a sharp
increase in the number of moles of gas. Gaseous products interact with the elements of the powder
system (Al, Si, B, Ti, and Cr) and convert them into the gaseous phase.

With the determination of the concentration of gaseous products, data on two thermodynamic
properties were found for the calculations of the equilibrium compositions of powder SHS charges in
the thermal spontaneous combustion mode: enthalpies of H, and Gibbs energy of Gr. The enthalpy
was chosen to determine the thermal effect of the considered chemical reactions; at AH<0 the reaction
will take place with the release of heat, and at AH>0 — with heat absorption. To calculate the
equilibrium of chemical reactions in the system under study, as well as to determine the equilibrium
compositions of the components involved in these reactions, the equilibrium constants of all
independent reactions possible in these charges were determined.
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Fig. 1. Content of condensed products in SHS-charge, in the mode of thermal spontaneous
combustion, for the system doped with boron
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Fig. 2. Content of condensed products in SHS-charge, in the mode of thermal spontaneous
combustion, for the system doped with silicon
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Fig. 3. Content of condensed reaction products in SHS charge, in the mode of thermal
spontaneous combustion, for titanium-doped system

Conclusions

It was found that at a temperature of 400—1600 K the decomposition products of activators
(I, NH4CI, and NH4F) react with the oxide film on aluminum (before the reduction reaction) with the
formation of gaseous compounds All, All,, Al,ls, CrF,, Crl,, Crl;, Bl;, BF,, BF;, TiCl;, TiCly, Til, and
others. With increasing temperature, the number of products in the gas phase, condensed products are
released.

Experimentally set autoignition temperatures and maximum temperatures from the amount of
chromium component in the SHS charge. According to the results of the study of warm SHS
processes, it is determined that with increasing the amount of the initial component of spontaneous
combustion decreases, and the maximum temperature is chromium-plated, decreases. Increasing the
content of boron (silicon, titanium) increases the temperature.
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PIBUKO-MEXAHIYHE MOJEJIIOBAHHSA OTPUMAHHSA 3AXUCHUX MMOKPUTTIB
JAETAJIEU, JETOBAHUX KPEMHIEM, TUTAHOM TA BOPOM
Cepena 1., Kpyrask /I., beaosip L., Kidpopyk ., [Ipoiomos A.

Pedepar

B poboti po3risHyTO OTpUMaHHS OOpOBAaHUX, CHITILIIOBAHMX Ta THTAHOBAHUX MTOKPUTTIB MIPH
HEecTal[iOHApHUX TEMIIepaTypHUX yMoBax. I[IpoBeneHo TepMoAMHAMIUYHUN aHami3 Ta (Qi3UKO-
MexaHiuHe MOZETIOBaHHSI (OpPMyBaHHA IMOKPUTTIB Ha MIIHUX CIUIaBaX, Ha KOXHIA 13 crafmii
HaHeceHHA MOKpUTTiB B ymoBax CBC. BusnaueHo KOHIEHTpauii ra3onogiOHUX NPOAYKTIB, AJIS
PO3paxyHKiB pIBHOBaXXHHX CKJIaAiB MOpomKoBuX CBC-MMXT y peXuMi TEIIOBOro caMo3aiiMaHHS
3HAXOJWJIH JIaHi M0 JBOM TEPMOJWHAMIYHUM BIACTUBOCTAM: eHTanbmii H; 1 eneprii ['u66ca Gr. Jns
PO3paxyHKIiB PIBHOBAardM XIMIYHMX peakUiii y AOCHiIKyBaHId cHUCTeMi, a TaKOX IS BHU3HAYCHHS
PIBHOBaXXHMX CKJIAJiB KOMIIOHEHTIB, II0 Opany ydacTb y IHUX pEaKIisx, BH3HAYAIM KOHCTaHTH
PIBHOBAaru BCiX HE3aJISKHUX Peaklii, MOXIIMBUX y AaHuX muxTax. [IpoBeneHi po3paxyHk i ix anami3
JO3BOJISIIOTH  OJep)KaTH iHGOpPMALilo Mpo MexaHi3M OTpuMaHHs MOKpuTTiB B ymoBax CBC, a
3aCTOCYBaHHS MPOTPaMHOTO aHalli3y - BAKOHATH 00'€KTHBHY OLIHKY ckiaay nopomkoBux CBC- mmxT
JUISL pEeryaioBaHHS TaHOTo mporecy. OCHOBHUMHU MPOAYKTaMH B ra3oBiil (asi, y aiama3oHi Temmepatyp
1200-1800 K, € #ommau, Qropuau, XJIOpHOM XpOMY, alIOMiHilO, OOpy, THTaHy W KpemHilo. B
pe3ynbTaTi po3paxyHKiB KOHIEHTpalii razonoaionux npoaykriB CBC- peakuiii BcTaHOBIEHO, 10 IPU
temmnepatypi 400-750 K BinOyBaetses posman [TA (NH4CL, NH4F u I,). 3 remneparypu 750-900 K,
BinOyBa€eThCA po3maj MPOAYKTIB peakiii, 0 MiATBEPMKYETHCS MOSIBOIO MPOAYKTIB PO3KIaNaHHs i
pi3ke 301IbIIEHHS KiTBKOCT1 MOJIEH Tasy.
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