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DEVELOPMENT OF RATIONAL CHARGES FOR THE PRODUCTION OF CHROMIUM
ALLOYED SILICON COATINGS IN THE CONDITIONS OF SHS

PO3POBKA PAIIIOHAJIBHUX IIUXT AJS OTPUMAHHA XPOMOBAHUX IOKPUTTIB
JIETOBAHUX KPEMHIEM B YMOBAX SHS

Development and optimization of a technological process for the formation of multicomponent
chromium-based coatings obtained by self-propagating high-temperature synthesis (SHS) to improve
the performance of press tooling parts under high temperatures is considered in this research. The
coatings formed under SHS conditions have a unique multilevel structure that provides excellent per-
formance properties that are significantly superior to those obtained by other methods. The research
included the use of powder mixtures with different particle size distributions to form protective layers
on steel samples. Thermodynamic modeling and studies of reaction kinetics confirmed the possibility
of obtaining coatings with the required properties at different temperature conditions. Metallographic
analysis revealed high adhesion, uniformity of the coatings and their resistance to cracking. The struc-
ture of the silicon-doped coatings revealed the phases FeAlCr),scs, (FeCr)7C3, (FeAlCr)ssis, an or-
dered solid solution of Fe;Al with the addition of Cr, as well as an 6-solid solution of Al, Cr, and Si in
the Fe structure. The developed technology has shown effectiveness in protecting the elements of press
tooling operating under thermal effects and aggressive environments, which contributes to the dura-
bility and reliability of press tooling in the production of rubber products.
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Y pobomi posenanymo po3podxy ma onmumizayito mexHono2iuno2o npoyecy Gopmyeants oa-
2aMOKOMNOHEHMHUX NOKPUMIMIB HA OCHOGI XPOMY, OMPUMAHUX METNOOOM CAMOPO3NOECIO0NHCYBAHO20
sucoxomemnepamyprozo cunmesy (SHS) ons niosuwenns excniayamayiiinux xapaxmepucmuk 0ema-
Jetl npecogoz20 OCHAWEeHHsI Ni0 6NIUBOM BUCOKUX memnepamyp. lloxpumms, cghopmosani 6 ymogax
SHS, marome yuikanvuy bacamopisuegy cmpykmypy, axka 3abe3neuye yyo0osi eKCHIyamayiiHi e1acmu-
60CMI, WO 3HAYHO NEPEeBEPULYIOMb AHATI02U, OMPUMAHT THWUMU Memodamu. JJoCHiodcenHs 6KI0Halu
BUKOPUCTHAHHS NOPOWKOBUX CYyMiLell 3 PISHUM SPAHYIOMEMPULHUM CKAAOOM OJisl YOPMYBAHHSL 3AXUC-
HUX wapie Ha 3paskax 3i cmani. Tepmoounamiyne Mooento8ants ma 00CIiONCEHHSA KIHEMUKU PeaKyiti
nIOMEEPOUNYU MOIHCIUGICIND OMPUMAHHS NOKPUMMIB 3 HEOOXIOHUMU 61ACMUBOCHAMU 34 PI3HUX MeM-
nepamypHux pescumis. Memanoepaghiunuii ananiz ussus GUCOKY ad2esir, PiGHOMIPHICMb NOKPUMMIE
ma ixHio cmitKicms 00 MPIYUHOYMBOPEHHS. Y CMPYKMYpI 1e208AHUX KPeMHIEM NOKpUmmis 0y10 eu-
senerno pasu (FEAICK)3Ce, (FeCr);Cs, (FEAICI)sSis, snopsioxkosanuti meepouit pozuun FezAl 3 dooa-
sanusm Cr, a maxoowc 6-meepouii posuun Al, Cr i Si y cmpyxmypi Fe. Pospobnena mexnonoeis noxa-
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3a1a eheKmuBHicmy y 3aXUCmi enemMenmie npeco8o2o OCHAWEHHS, SIKI NPayoioms 8 YMo8ax mepmiu-
HO20 GNIUBY A A2PEeCUBHUX CepedosUlly, W0 CNPUSIE NIOBUEHHIO 008208IUHOCE Ma HAJIUHOCMI npe-
€06020 OCHAWEHHSL NPU BUPOOHUYING] 2YMOMEXHIYHUX 8UPODIS.

Knwouosi cnoea: cunmes, Xxpom, nNOKpummsi, KpemHitl, aioOMiHiill, npecoge OCHAUJeHHSI.

Problem’s Formulation

Coatings obtained by self-propagating high-temperature synthesis (SHS) have unique charac-
teristics due to their specific structure. The SHS process forms a thin film of the applied substance,
similar to a gas-phase deposition process, as well as an extensive transient diffusion zone resembling
diffusion saturation. Due to this multilevel structure, coatings obtained under SHS conditions exhibit
superior performance properties, standing out markedly from similar deposition technologies. They
are characterized by improved coating material properties (such as increased resistance to wear and
heat compared to the base material) and strong adhesion between powder layers, where particles of
one substance are uniformly covered by a layer of another material. This structure creates a significant
contact area for the reactants, especially when fine particles are used, which enhances the reactivity of
the coating. At the same time, micron-sized particles can remain stable and sufficiently active under
these conditions [1].

When the coating particles are not fused, reactions between reactants proceed through the sol-
id phase, mainly due to reaction diffusion processes. Although low mass transfer coefficients in the
solid phase can slow down the reaction, this disadvantage can be compensated by increasing the con-
tact surface area, which is especially important when fine powders are used [2]. A significant role is
played by high temperature, which intensifies the processes in the diffusion zone and promotes the
reaction. Under certain conditions, it is possible to achieve the so-called “solid flame” regime, in
which all components, including intermediates, remain in the solid state, ensuring purity and directio-
nality of the reaction [3—4].

Analysis of recent research and publications

Analysis of the recent research and publications is a key stage in determining the relevance
and direction of research in the field of obtaining protective coatings by the SHS method on steels.
Organization of SHS, is to create a suitable powder mixture and environment, which provide exother-
micity of the interaction at local initiation (start) of the reaction. The reaction then begins to propagate
spontaneously, forming a combustion wave, and ends with the cooling of the synthesized product. De-
pending on the type of chemical reaction, three main classes of SHS processes are distinguished: direct
synthesis from elements; direct synthesis from compounds and exchange reactions; metallothermal
SHS, including reduction stages. As a result of such SHS processes, various chemical compounds such
as carbides, borides, silicides, nitrides, intermetallides, chalcogenides, and others are formed. Depend-
ing on the aggregation state of reactants and reaction products, SHS processes can be categorized into
gasless, low-gas, filtration and metallothermal [5—6]. The selection of a suitable SHS-system is based
on the principles of technological combustion, with the main criterion being the formation of the target
product as a result of the exothermic reaction. It is important to note that the thermal effect is impor-
tant only insofar as it ensures the maintenance of the combustion process necessary for the continuous
flow of the reaction and the formation of the protective coating

Formulation of the research problem

Development and optimization of the technological process of creating multi-component coat-
ings based on chromium, designed to improve the performance characteristics of press tooling parts
under conditions of high temperatures. This approach is aimed at improving the thermal stability and
durability of surfaces, which allows to increase the service life and reliability of equipment subjected
to strong thermal impact.

Presenting main material

Application of protective coatings under SHS conditions was carried out using a specially de-
signed pilot plant model DSTU12. This plant is a complex equipment, including not only a reactor for
coating, but also a high-precision system of control and regulation of process parameters, as well as a
gas utilization system that provides safe removal of the resulting gaseous products. To form protective
coatings on the samples made of 40X steel, powder mixtures of different particle size distribution were
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used, with the dispersity range from 60 to 250 microns. The charge included such elements as chro-
mium, silicon oxide, aluminum oxide, aluminum, iodine and ammonium fluoride. These components
were selected in order to provide the necessary adhesion, corrosion resistance and thermal stability,
which increases the protective properties of the coating during the operation of the press tooling.

The process of pressing rubber-technical products was carried out on a hydraulic vulcanizing
press model 100—400 2E with a working area of plates 400x400 mm. New elastomeric materials
based on copolymer of vinylidene fluoride and hexopropylene and ethylene-propylene rubber, contain-
ing carbonized fiber based on polyacrylonitrile (PAN), stone (granite) flour and aluminosilicate micro-
spheres were used [7—8]. This press is designed to create pressure on the sample with simultaneous
temperature effect, which allows the process of vulcanization of rubber products in molds at a maxi-
mum force of up to 1000 kN.

Investigations of microstructure of structural materials with protective coating were carried
out on cross sections using REM 1061. For thermodynamic modeling of chemical reactions in the SHS
process, the equilibrium composition of system products was calculated using TERRA. In the devel-
opment of optimal compositions of powder reaction SHS-charge, providing sufficient coating thick-
ness and high durability, used methods of mathematical planning of the experiment with the imple-
mentation of full factor analysis according to plan 2°.

The analysis of reaction products makes it possible to build a model of the process of forma-
tion of protective coatings under SHS conditions. Based on the calculations of adiabatic combustion
temperatures in such systems, it is possible to solve the heat balance equation for each specific compo-
sition, which makes it possible to optimize the process parameters and predict the characteristics of the
resulting coatings. For thermodynamic modeling of chemical reactions in the process of self-
propagating high-temperature synthesis, the calculation of the equilibrium composition of the system
products was performed using the TERRA program. Fig. 1 shows the content of gaseous silicon com-
pounds in the SHS charge for the Cr-Al-Si system.
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Fig. 1. Content of gaseous silicon compounds in the reactor for the system: Cr-Al-Si

As the temperature increases, the amount of products in the gaseous phase increases, and con-
densed products are formed. In the temperature range from 400 to 1600 K, a decrease in the proportion
of the condensed phase is observed due to the vaporization of the carriers used. With increasing tempera-
ture, starting from about 800 K, the decomposition of reaction products occurs, which leads to the forma-
tion of decomposition products and a sharp increase in the number of molecules in the gas phase.
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The gaseous products begin to actively interact with elements of the powder system such as
aluminum, silicon and chromium, converting them to the gas phase. This leads to the formation of ga-
seous compounds (SiH, SiH,, SiH3, SiF, SiF,, SiF;, SiHF, Sil, Sil ,, Sils, and others).

A composite plan is a combination of a full or fractional factor plan and some additional plan.
The latter is often the so-called star plan. If the centers of both plans coincide, the composite plan is
called the central plan. Third-order composite plans, which include a full factorial experiment, make it
possible to calculate regression coefficients characterizing triple effects. The presence of triple interac-
tion effects in the regression equation can sometimes be considered as a fact that indicates changes in
the mechanism of the process when moving from one value of the factors to another.

Following parameters were chosen as variables in the experiment: chromium compound con-
tent (SiC), titanium content, energetic component content (EC). Methods of mathematical planning of
the experiment with full factor analysis according to the plan were used in the development of optimal
compositions of powder SHS-loading, providing sufficient coating thickness and high durability 2i.
The response surface of the obtained mathematical models is represented by three-dimensional graphi-
cal dependencies (Fig. 2).

Fig. 2. Optimization of wear resistance for the system Cr-Al-Si

The obtained equation characterizing the influence of the technological regime and the com-
position of the charge on the parameters of optimization of physical, mechanical and operational prop-
erties, have the following form: Y;=101,64 - 0,4X; - 3,2X,-2,5 X3—-4,5556 X;* + 1,4444X,> +
5,9444X5*— 4,5X;X; +1X; X3 — 1,25X,XGs.

Wear resistance for the Cr-Al-Si based system served as the criterion for the optimization evalu-
ation. The choice of the basic level and the intervals of variation is made on the basis that the introduc-
tion of EC less than 10 wt. Based on the reserches of the change in the characteristic temperatures of the
SHS process, the number of EC, is selected. Al,O; is used as a ballast impurity to produce a one hundred
percent composition of the powder SHS charges. According to the results of mathematical modeling of
the production of multicomponent protective coatings alloyed with silicon, the following composition of
the SHS charge was determined: 18EC + 14SiC + 12Al + 2NH,CI + 3NH 4l + 53Al,05.

Fig. 3 shows the microstructure of silicon-alloyed protective chrome coatings and an X-ray
diffractogram of a 40X steel sample.

When obtaining multicomponent silicon-doped chromium coatings, the formed coatings con-
tain the following phases: (FeAlCr),3Cs, (FeCr);Cs, (FeAlCr)sSis, an ordered solid solution of FesAl
with the addition of Cr, as well as an 6-solid solution of Al, Cr, and Si in the Fe structure. Coatings do
not contain the brittle FeAl phase, which is present in all coatings obtained under isothermal condi-
tions, which can be explained by the high rate of temperature rise at the stage of thermal spontaneous
combustion. This is typical for the processes of electric heating and high-frequency current processing.
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Fig. 3. Microstructures (x200) of silicon-alloyed protective chrome coatings (t, — 1000 °C,
¢, = 30 xB.): a — steel 40X; b — X-ray diffractogram of a 40X steel sample, Co-Ka radiation

Conclusions

Research has confirmed the high efficiency of the developed technology for applying multi-
component chrome coatings, which was demonstrated in both experimental and theoretical results.
The obtained coatings have excellent indicators of wear resistance and thermal stability. Samples from
40X steel, treated by this technology, showed improved performance characteristics in comparison
with traditional coatings, which is expressed in a significant reduction of wear and corrosion under the
influence of high temperatures and aggressive media. Silicon-doped multi-component chrome coatings
showed excellent mechanical properties, such as hardness and shear resistance, due to the carefully
selected composition and application technology. When obtaining multicomponent silicon-doped
chromium coatings, the formed coatings contain the following phases: (FeAlCr),5Cg, (FeCr);Cs,
(FeAICr)sSis, an ordered solid solution of Fe; Al with the addition of Cr, as well as an 6-solid solution
of Al, Cr, and Si in the Fe structure. Coatings do not contain the brittle FeAl phase, which is present in
all coatings obtained under isothermal conditions, which can be explained by the high rate of tempera-
ture rise at the stage of thermal spontaneous combustion.

Concentration of alloying compounds directly depends on the initial composition of the mixture.
The results of thermodynamic modeling of reaction products and the study of kinetic laws confirmed
the possibility of creating coatings with specified properties at different temperature regimes. Model-
ing showed that optimally selected powder mixtures and technological parameters contribute to the
effective formation of protective layers. Metallographic analysis revealed high quality and uniformity
of the obtained coatings, their excellent adhesion to the steel substrate, as well as resistance to cracks
and defects. The developed technology was successfully applied for protection of press tooling ele-
ments functioning under conditions of thermal impact and aggressive media in the production of rub-
ber products for special purposes.
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