/.-.%i materials

Article

Effects of Heat and Momentum Gain Differentiation during
Gas Detonation Spraying of FeAl Powder Particles into

the Water

Cezary Senderowski 1'*{7, Andrzej J. Panas

2 5

, Bartosz Fikus 20, Dariusz Zasada 3, Mateusz Kopec

and Kostyantyn V. Korytchenko ©

check for

updates
Citation: Senderowski, C.; Panas,
AlJ.; Fikus, B.; Zasada, D.; Kopec, M.;
Korytchenko, K.V. Effects of Heat and
Momentum Gain Differentiation
during Gas Detonation Spraying of
FeAl Powder Particles into the Water.
Materials 2021, 14, 7443. https://
doi.org/10.3390/ma14237443

Academic Editors: Dina Dudina and
Christopher C. Berndt

Received: 7 October 2021
Accepted: 2 December 2021
Published: 4 December 2021

Publisher’s Note: MDPI stays neutral
with regard to jurisdictional claims in
published maps and institutional affil-

iations.

Copyright: © 2021 by the authors.
Licensee MDPI, Basel, Switzerland.
This article is an open access article
distributed under the terms and
conditions of the Creative Commons
Attribution (CC BY) license (https://
creativecommons.org/licenses /by /
4.0/).

Department of Materials Technology and Machinery, University of Warmia and Mazury,

10-719 Olsztyn, Poland

Faculty of Mechatronics, Armament and Aerospace, Military University of Technology,

00-908 Warsaw, Poland; andrzej.panas@wat.edu.pl (A.J.P.); bartosz.fikus@wat.edu.pl (B.F.)

Faculty of Advanced Technologies and Chemistry, Military University of Technology, 00-908 Warsaw, Poland;

dariusz.zasada@wat.edu.pl

Institute of Fundamental Technological Research, Polish Academy of Sciences, 02-106 Warsaw, Poland;

mkopec@ippt.pan.pl

Department of Mechanical Engineering, Imperial College London, London SW7 2AZ, UK

6 Kharkiv Polytechnic Institute, National Technical University, 61-002 Kharkiv, Ukraine;
korytchenko_kv@ukr.net

*  Correspondence: cezary.senderowski@uwm.edu.pl

Abstract: In this paper, dynamic interactions between the FeAl particles and the gaseous detonation
stream during supersonic D-gun spraying (DGS) conditions into the water are discussed in detail.
Analytical and numerical models for the prediction of momentum and complex heat exchange,
that includes radiative effects of heat transfer between the FeAl particle and the D-gun barrel wall
and phase transformations due to melting and evaporation of the FeAl phase, are analyzed. Phase
transformations identified during the DGS process impose the limit of FeAl grain size, which is
required to maintain a solid state of aggregation during a collision with the substrate material.
The identification of the characteristic time values for particle acceleration in the supersonic gas
detonation flux, their convective heating and heat diffusion enable to assess the aggregation state of
FeAl particles sprayed into water under certain DGS conditions.

Keywords: D-gun spraying; FeAl intermetallic powder; gas detonation flux; heat transfer; two-phase
metallization stream; particle thermal history

1. Introduction

A unique feature of DGS technology is very high kinetic energy and thermal energy
accumulated in the two-phase (gas and powder) metallization stream (that cause a large
volumetric strain of the powder particles heated to very high temperatures), which changes
non-monotonically with the dynamics of the detonation gas flow stream [1-6].

Parameters that affect a detonation wave include the gas velocity (D), its pressure
(p), density (o) and temperature (T). These parameters can be considered within the
frame of hydrodynamic theory and unidimensional stationary detonation (Zeldowicz-
von Neumann-Doering (ZND) theory) [7-10]. According to this theory, the detonation
wave consists of the shock wave (FU), the chemical reaction zone and the detonation
products zone.

The shock wave is typically reduced to the (1-1) surface of high discontinuity in the
pressure (p), density (p) and temperature (T) of the gas blend at the moment of detonation
(Figure 1) [8].
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Figure 1. Change of gas thermodynamic parameters in the detonation wave area where: FU—shock
wave, C-J—Chapman-Jouget plane.

The hypothetically infinitesimal chemical reaction zone is determined by the duration
of the chemical reaction, that follows the wave and the velocity of detonation wave. Such
velocity is constant and could be reached only after covering some distance (A) from the
ignition point—in the Chapman-Jouget (C-]) plane.

Consequently, the system changes into the defined detonation wave, characterized
by the detonation products, where temperature, density, pressure, velocity and chemical
composition are dependent on the type of the gas blend.

Out of a series of interdependent conditions accompanying gas detonation, the com-
position of the explosive mixture has the greatest impact on the structure of the detonation
wave, and thus on the value of thermodynamic parameters and the flow velocity of the
two-phase metallization stream. It is mainly characterized by the type of working gas
fuel and its share in relation to the oxidant (oxygen or air) and the method of diluting the
explosive mixture by additionally introducing an inert gas as a diluter gas that delay the
detonation. The analysis of the gas detonation mechanism and simulation data that is based
on Euler’s equations and ZND model, a strong relationship between the stoichiometry
coefficient (1) and the type of oxidant used with the detonation wave structure could be
observed [2,4,9-12]. As already mentioned, this structure is determined by the thickness
of the chemical reaction zone and the time of their course, which depends on the type of
operating fuel.

The analysis of the relationship between the type and composition of the explosive
mixtures and the detonation wave structure shows that the thickness of the chemical
reaction zone and the time of its course reach the minimum values for approximately
stoichiometric compositions regardless of the type of fuel and the accompanying oxidant [8].
The dimensions of the chemical reaction zone immediately downstream of the FU are
always smaller for oxygen-fuel mixtures as compared to mixtures with air as the oxidant.
The presence of nitrogen in the composition of the explosive detonation mixture with air
(and also often intentionally introduced as a phlegmatizer to the fuel-oxygen mixture)
limits the level of temperature and pressure that activate the processes of chemical reactions
in detonation combustion after FU passing.

However, regardless of the type of demolition mixture used, the crossing of the deto-
nation wave by the (1-1) surface results in the pressure increase (up to several atmospheres)



Materials 2021, 14, 7443

30f18

followed by temperature increase (to a couple of thousand Kelvin above the critical temper-
ature in which the gas enters the chemical reaction—Figure 1) [8,10-14]. Such phenomena
are associated with a huge release of heat energy, with a simultaneous drop in pressure
and density of the gas stream, which reaches the speed of sound at a Chapman-Jouget
plane. Simultaneously, a multi expansion of the gaseous products, whose flow is being
slowed due to the high pressure prevailing at the front of the moving concentrated shock
wave, occurred (C-J plane—Figure 1). Such expansion results in rapid movement of the
detonation wave toward the muzzle. As it reaches the open end of the barrel, the expansion
of the gaseous detonation products at a supersonic speed with a series of successive stages
of compression and expansion of gas products occurred [11,12].

The wave structure of the metallization stream’s supersonic flow with the formation
of Mach disks is relatively quickly extinguished by mutual friction of hot gas molecules
with air molecules from the atmosphere induced by a turbulent shear layer of viscous
damping [8]. However, damped oscillations of velocity and temperature of gaseous
products, directly after their exit from the barrel of DGS (until the stream reaches the
subsonic speed), also exert a significant influence on the final velocity and the degree of
heating of the powder particles at the time of impact with the substrate material. This
applies particularly to small particles with low inertia, which achieve the highest speed
but are quickly slowed down [8,11,12].

In the final phase of the metallization stream flow, the thermal energy of the pow-
der particles directly involved in the forming of the coating structure is determined by
the dynamic pressure pulse at the moment of impact with the substrate, which induces
significant changes in the temperature of the adhesion-diffusion junction. The literature
shows, that for nickel powder feedstock with particle velocity greater than 500 m/s, a
temperature increase results from the collision with the substrate. Such an increase of up to
300 °C [15,16] may in turn lead to the melting of the strongly softened powder particles.

Both the significant volume of the liquid phase (more than 10% vol.) resulting from the
melting of the powder particles upon collision with the substrate during coating deposition,
and the under-heating of the particles (powder temperature below 0.9 Tm—absolute
melting point) result in a relatively high coating porosity of 4-6% [15]. The FeAl phase
equilibrium system shows that the high-temperature FeAl solid solution (the composition
of which is close to stochiometric) is stable at temperatures up to 1310 °C [8,17,18]. This fact
is extremely important from a technological point of view. It can be hypothetically assumed
that the lack of melting of the feedstock material during the DGS process enables the phase
and chemical composition of the FeAl feedstock powder material to be maintained [19-22].
The fundamental problem raised during the optimization of the DGS process parameters
is to ensure that the particles of the feedstock powder would retain the solid state while
reaching their softening temperature. That enables the softened FeAl particles to undergo
plastic deformation upon impact onto the substrate and geometrically transform them into
the FeAl coating with unique properties [23-25]. Thus, the main aim of this work was to
obtain data describing the process of heating and cooling of FeAl powder particles working
under the dynamically changing conditions of the DGS spraying cycle. On the other hand,
the work has been performed to develop and experimentally verify an analytical model
of heat absorption by FeAl intermetallic powder particles in a flux of gaseous products
during detonation combustion that occur during the D-gun spraying process of FeAl
powder particles into the water. The analytical model of momentum and convective heat
transfer between the FeAl particle and the gas flowing around them allowed for both, a
precise description of such important phenomena during the gas detonation process, and
a determination of the optimized conditions of FeAl particles thermal state. The model
enables an estimation of the value of energy acquired by FeAl powder particles with
different sizes in order to maintain the solid state in the D-gun spraying process. Thus,
it is possible to determine the known size distribution of feedstock powder particles, the
optimal parameters of DGS spraying at which FeAl powder particles reach the substrate in
the solid state but highly softened.
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On the contrary to known thermal spraying techniques [26], the detonation spraying
procedure is characterized by a much higher complexity level [27,28]. It is because unstable
gas flow conditions with high temperature and pressure gradients and high rates of
local temporal DGS parameters change during the process (comp. e.g., [7,9-14]). During
the analysis of the heat, momentum and mass transfer phenomena, the problems of
coupling of various processes and their non-equilibrium character occurred. Therefore,
such phenomena were subsequently confirmed by the assessment of heating degree of
the FeAl powder particles under specific DGS spraying conditions into the water. It
should be mentioned that the main work concentrated on demonstrating that for a given
powder particle size distribution, only part of the particles would be melted. For this
purpose, the parameters of the gas flow detonation were determined and the effects of
heat and momentum exchange between the carrier flue gases and the powder particles
were estimated.

2. Technological Conditions in DGS Process

Gas detonation spraying was performed at the E.O. Paton Electric Welding Insti-
tute of Ukrainian Academy of Sciences, Kiev by using the “Perun-S” detonation system
(National Academy of Sciences of Ukraine, Kiev, Ukraine) (barrel length of 590 mm and
23 mm diameter).

An elementary working cycle of the DGS process starts with filling the channel with
a specific explosive mixture. Subsequently, a certain portion (0.2-0.3 g) of the feedstock
powder material is cyclically, axisymmetrically fed to the power injection position (PIP) by
a carrier gas (i.e., nitrogen or air). PIP is the location of the powder in the barrel gun at the
time of detonation. After such an injection, an electric spark with a constant frequency of
6.66 Hz is used to initiate detonation. Subsequently, the barrel line is rinsed with inert gas
(nitrogen) after each unit cycle to prevent an excessive temperature increase of the barrel
and substrate material, which during spraying does not exceed 100-150 °C.

In the presented research, the analysis of FeAl powder particles heating was compared
to the unit operating cycle of the “Perun-S” gun during the actual DGS process of Fe40Al
at.% powder particles into water, with the parameters presented in Table 1.

Table 1. DGS conditions for the 5-160 um particles size of the Fe40Al at.% powder sprayed into water.

Detonation Gun Spraying Conditions

Fuel gas (propane—C3H8) 0.45m3/h
Oxidant (oxygen) 1.52m3/h
Diluter gas (air) 0.25m3/h
Carrier gas (air) 0.4m3/h
Detonation frequency 6.66 Hz
PIP (powder injection position from ignition chamber) 275 mm
Spraying distance 110 mm

Commercial Fe40Al at.% powder with a wide particle size range from 5 pm to 160 um
(Figure 2), produced by using the VIGA method (vacuum inert gas atomization) in the
CEA “LERMPS laboratory” in Grenoble, France, was used in this study. The IPS UA
analyzer with an infrared diode (Kamika Instruments Company, Warsaw, Poland) was
used to assess the particle size distribution of the FeAl powder particles. This analyzer
enabled identification of the particle size with the additional possibility of precise counting
in specific, declared size ranges. Scanning electron microscopy with X-ray microanalysis
(Philips XL30/LaB6-DX4i-EDAX, Eindhoven, The Netherlands) was used to assess the
degree of structural homogeneity (morphology and particle size of the FeAl powder in its
as-received state and after DGS spraying into water).
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Figure 2. Particle size distribution of the Fe40Al at.% feedstock powder material as declared by
the supplier.

Model Flow Parameters in DGS Process

The elementary work cycle of “Perun-S” lasts only 150 ms and it is repeated cyclically
with a frequency of 6.66 Hz. In such a cycle a few important issues are considered:

e  Thermodynamic properties and flow kinetics of gaseous detonation products, depen-
dent mainly on the composition and the flow rate of the explosive mixture;

e  Physicochemical and structural properties of the powder material, related to the
average size, morphology, phase composition and the melting, evaporation and
sublimation point of the powder particles.

Taking into account the frequency of shots of 6.66 Hz for the “Perun-S” gun during
spraying FeAl coatings, the molar concentration of individual components of the gaseous
explosive mixture at one working cycle of operation corresponds to the values presented
in Table 2.

Table 2. Composition of detonation combustion products at DGS spraying of the Fe40Al at.% powder particles.

Working Explosive Gas Flow Rate [m3/h]: C3Hg—0.45; 0,—1.52; Air—0.25

Detonation Blend

Concentration Fraction

(mol/1 Working Cycle in the DGS Process)

(mol/h) (g/h) (% vol.) (% mas.) (% mol.)
1 2 3 4 5 6 7
C3Hg 20.08 883.34 20.30 26.20 20.30 0.84 x 1073
O, 70.15 2444.76 70.80 66.50 70.80 293 x 1073
N, 8.71 243.94 8.80 7.20 8.80 0.36 x 1073
Ar 0.10 4.16 0.10 0.10 0.10 0.43 x 107°

Calculation of the thermal parameters of the gas phase was performed using the
TIGER 9.0 thermochemical code developed at Lawrence Livermore National Laboratory
(LLNL) that considers the assumption of local chemical equilibrium for the detonation
combustion conditions of a given propane explosive mixture with oxygen and air. Such
code enables thermodynamic calculations for non-ideal, heterogeneous chemical systems
of known atomic composition, containing gases and condensed phases (liquids and solid
particles), described by the adopted gas state equations in detonation conditions [8]. Det-
onation parameters and the thermodynamic state of combustion products at the time of
the detonation explosion of the mixture (in the Chapman-Jouget plane) were presented
in Table 3. Weight and molar fractions of combustion products were calculated from the
balance of chemical equilibrium using the libraries with free enthalpy values for specific
reaction products implemented in the TIGER program (Table 4).
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Table 3. Thermo-kinetic parameters of combustion products at the time of detonation in the Chapman—
Jouget (C-J) plane determined using the thermodynamic code TIGER.

Parameter Value
a(m/s) 1425
D (m/s) 2614
u (Il? /s) 1188
g
0 (F> 2.723
p (MPa) 4.444
T (K) 4461
K = ZL 1.277
u? X
% (MPa) 1.92

a—speed of sound in the C-] plane. D—detonation velocity; u—mass velocity of detonation combustion products;

2
p—density of gas detonation products; p—pressure; T—temperature; k—isentropy exponent; ‘)'Tu—kinetic energy
of the gas detonation products.

Table 4. Chemical composition of gaseous products determined using the TIGER thermodynamic
code from the balance of chemical equilibrium of detonation combustion of a mixture with the
composition presented in Table 2.

Molar Fraction Mass Fraction
Product o o
zj, Yo 8is %o
H,O 35.4997 29.8767
CcO 33.6407 44.0411
H, 15.3888 1.4390
CO, 4.4557 9.3105
N> 4.3309 5.6699
O, 4.1090 6.1479
NO 2.5032 3.5111
NO, 0.0017 0.0037
NH; 0.0002 0.0002

In order to estimate the heat transfer parameters, it is necessary to determine both
the thermo-kinetic properties of the explosive gas mixture under the applied detonation
combustion conditions (presented above) and the thermo-physical properties of the FeAl
type intermetallic powder material.

The characteristics of specific heat changes of the Fe40Al at.% feedstock powder
material with the accompanying course of specific enthalpy changes as a function of
temperature, were considered as presented in Table 5 and Figure 3 [8,14,29].

Table 5. Average results of the model calculated thermal-physical parameters for two characteristics
temperature ranges corresponding to solid and liquid state of aggregation of the Fe40Al at.% powder
material and the results of parameters of FeAl phase changes of melting and evaporation.

Solid Liquid
Parameter
0-1395°C 1395—-2690 °C
Density p4, kg/m?3 5560 4806
Specific heat ¢4, ]/ (kg x K) 730 890
Thermal conductivity Apy, W/(m X K) 15 71
Thermal diffusivity a;, m?/s 3.71 x 107° 16.6 x 107°

Surface emissivity ¢4 0.7
Melting enthalpy Ahyep, k] /kg 288

Evaporation enthalpy Ahyqr, kJ/kg 7364
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Figure 3. Dependence of the specific enthalpy of FeAl on the temperature (continuous line) obtained
from model calculated dependence of the specific heat at the constant pressure with consideration of
the value of enthalpy of phase changes of melting and evaporation (in accordance with Table 5).

Specific enthalpy is the main parameter that determines the amount of energy required
for isobaric heating, melting and evaporating the powder feedstock material as a function
of temperature. Despite the fact that the FeAl phase is stable up to 1310 °C (Figure 4), the
first temperature range was selected to be from 0 °C to 1395 °C, which is the model liquidus
temperature for the Fe40Al at.% alloy. The second range from 1395 °C to the conventional
evaporation temperature of 2690 °C was determined on the basis of the arithmetic mean of
the evaporation temperatures of Al and Fe [30-35].
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3. Assessment of Heat and Momentum Transfer Effects on FeAl Particle
Thermodynamic State

The analysis of complex heat, momentum and mass transfer phenomena shaping the
DGS spraying of FeAl particles was performed at two stages. First, through analytical
considerations, it was proved that there is a certain particle diameter limit above which
particles maintain their solid state [8,29]. Second, dynamics and thermal history of FeAl
powder particles were analyzed through numerical calculations [14].

Details concerning modelling heat and momentum transfer between particle and
detonation gases in a multiphase flow were provided in [8,14,29].

In general, the theoretical model for the momentum and convective heat exchange
between the FeAl particle and the gaseous phase was considered to study effects such
as particle melting, evaporation/sublimation, heat conduction in the volume of the FeAl
particle and the radiation contribution to heat exchange between the FeAl particle and
the walls of the detonation gun barrel. The analysis omitted the multi-phase structure
of FeAl particles resulting from the presence of oxide phases formed in situ under DGS
spraying conditions and the porosity of the powder particles. The sprayed FeAl particles
were assumed as sphere shaped with an equivalent diameter, d. Moreover, the volume
occupied by the powder particles was negligible in relation to the volume of the detonation
gun barrel, so the presence of particles introduced in the amount of up to 0.25 g during
the unit operation cycle of the gun, did not significantly affect the propagation of the
detonation wave.

The dynamics of the flow and heat exchange process between the FeAl powder
particle and the detonation wave, and the subsequent stream of gaseous products of the
detonation combustion, make the particles heat up in a gas of variable velocity and with
different temperatures. However, once the shock wave front (FD) has passed through, the
parameters of the thermodynamic state of the gaseous detonation products in the vicinity
of a single particle can be considered as homogeneous.

In the theoretical modelling, the ability of the powder particle to maintain a solid
state at the moment of collision with the base material was based on the comparison of the
modeled time values (ty, 11, and t,)—with respect to the approximate time of the FeAl
particle exceeding the limit of the detonation combustion zone initiated by the shock wave
(ta) and time of flight (tg)—from the point of insertion in the gun barrel (PIP) to the base
material (water).

Where (ty, 1, and T,) mean respectively:

(Ty)—particle acceleration time;
(tr)—particle convection heating time;
(Ta)—temperature equalization time in the particle volume (heat diffusion).

The state of the FeAl particle was determined by comparing the enthalpy of the phase
transition of melting and evaporation of the Fe Al phase with the amount of energy (Figure 5)
that the particle was able to absorb from the surrounding gas in the time from the transition
of the detonation wave to the impact on the substrate. The main assumption involves
the particle dwelling time in the interaction zone of gaseous products in the detonation
combustion. The average velocity of FeAl powder particles, measured experimentally at
the moment of their collision with the base material, for the technological conditions of
DGS spraying in question, was approx. 730 m/s [8]. Thus, it was established that the total
flight time of the powder particles to reach the “water level” in the tank, located 110 mm
from the muzzle of the “Perun-S” gun, was 5.82 x 10~ s, including the time of the particles
remaining in the barrel of the “Perun-S” gun —4.32 x 10~* s that underestimates the real
time of particle exposition to combustion gases.



Materials 2021, 14, 7443

90f18

7.81x 1073
liquid
1.95x 1073 »
4.88 x 10~ v thermal forcing conditions in the C-J plane
. | when the FD passes through the FeAl powder particles
1 during 1-10€ s (T,=4461 K)
1.22 x 10 :
.é. . solid state
T 305x105 | 1 }
= : 0_9_00.9-0-0-0
2 7.63x10°¢ :
g 1
S 191x10% | |
5 l
= 4.77x 107
fe] AH - —— enthalpy of the FeAl particle at T=1668 K

1.19x 107
Qa - —a— heat absorbed by the FeAl particle
2.98x 1078
Qur - --0-- heat absorbed by the FeAl particle and radiation losses
7.45x 107°

1.86x 10

0 20 40 60 80 100 120 140 160
Diameter of the particles [um]

Figure 5. Comparison of the calculated values for the thermal energy Q absorbed by the powder
particles with the enthalpy of the FeAl alloy in the solid state at the melting temperature AH, for
different values of the particle diameter ranging from 1 um to 160 um. For the calculations, the
parameters corresponding to the temperature of the gaseous medium of T = 4461 K during its
interaction time of tp =1 X 107° s were adopted (the dashed line represents the results of the Q
calculations considering radiation losses).

Generally, the duration of the gas detonation process is very short and depends on
the composition of the explosive mixture. According to the literature [2,9-14], the time
of the detonation wave interaction in the C-J plane (tc.j) and the time of powder particle
flight in the stream of gaseous products of detonation combustion (T) are respectively:
Tcy=10"7 -10°sandt=10"* - 1073s.

Establishing specific velocities of the DGS process, the effectiveness of a specific
method of heat exchange between the particle and the surrounding gas was assessed in
terms of the heating of FeAl powder particles under the conditions of the DGS experiment
(Figures 5 and 6).

Based on the analytical simplified modeling results, it can be concluded that particles
with a diameter already above 40 um will not be able to absorb enough heat to melt the FeAl
material. This is evidenced by the analysis of the graphs shown in Figures 5 and 6—illustrating
the comparison of the thermal energy Q absorbed by the particles of the powder charge
with the enthalpy of the FeAl material in the solid state, at the melting temperature (AH),
for the particle diameter ranging from 1 pm to 160 pum.

Whereby, under the thermal forcing conditions generated in the CJ plane, when the
FD passes through the powder particles, the amount of thermal energy absorbed by the
particle is limited by the short residence time of the particle in the detonation wave zone,
and thus particles up to 5 pm in diameter are melted (Figure 5). In this case, the greater
influence of radiation effects can be observed during the heat transfer between the FeAl
particle and the walls of the detonation gun.

Under the thermal forcing conditions generated in the C-J plane, when FD passes
through the powder particles, the particle velocity changes are much faster than the
particle temperature changes caused by its convective heating. Thus, despite the negligibly
low temperature equalization resistances in the FeAl particle (i.e., low heat conduction
resistances), it will not obtain the gas temperature in its entire volume during the passage
of the detonation wave, because the enthalpy of the particle increases by convective heat
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supply through its surface. Under these conditions, the amount of thermal energy absorbed
by the particle is limited by the short residence time of the particle in the detonation
wave zone.

7.81x 103

1.95x 1073
liquid

4.88 x 10

solid state

1.22 x 10

3.05 x 10

AH [mJ]

5
1
*
[
1
1
1
{

thermal forcing conditions in the area of the adiabatic expansion
of the gases during 1-10% s (T,=2900 K)

7.63% 1076 |
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E 1
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S 191x 10 i
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: Qur - --0-- heat absorbed by particles and radiation losses
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|
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Particle size [um]

Figure 6. Comparison of the calculated values for the thermal energy Q absorbed by the powder
particles with the enthalpy of the FeAl alloy in the solid state at the melting temperature AH, for
different values of the particle diameter ranging from 1 um to 160 um. For the calculations, the
parameters corresponding to the temperature of the gaseous medium of T = 2900 K during its
interaction time of tp =1 X 1073 s were adopted (the dashed line represents the results of the Qq;
calculations considering radiation losses).

As the powder particles accelerate the fastest when passing through the FD and
then strive to equalize their velocity with the stream of gaseous products of detonation
combustion, their main heating takes place in a slower flow of the gas stream (approx.
10-3 s) with lower values of the heat transfer coefficient. During the flow in the expansion
stage of the gaseous products, the particle velocity gradually equalizes with the gas velocity.
Due to the polydispersity of FeAl powder particles in the particle size range of 1-160 pm,
they are characterized by a different flow velocity, spreading in the stream of hot gases,
along the length of the barrel gun. As the biphasic metallization stream spreads, the amount
of heat transferred to the finer FeAl particles remaining in the “tail of the stream” increases
due to their lower flight speed and longer residence time in the gas stream. These particles,
due to their greater inertia, experience less acceleration in the first phase of flight, when the
detonation wave passes through them. Moreover, as the particle velocity equalizes with
the gas velocity, the heat transfer coefficient decreases. At the same time, the corresponding
convective heating time lengthens.

Hence, with the adopted assumptions model, the exact determination of the limit
diameter of non-remelting particles is a complex issue. However, it is undisputed that such
a boarder limit exists and further depends on the time that the particles spent in gaseous
stream of the detonation products.

In order to verify the results and to further obtain a more precise estimation, the
numerical calculations were performed using the Ansys Fluent CFD 2019 software, as
described in [14].

Similar to the presented analytical modelling, the whole analysis was restricted to
one single cycle of gas detonation and particle propulsion. Because the crucial stage of
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propulsion takes place in the interval of gas outflow from the barrel, therefore the numerical
simulation was terminated when the largest particle reached the base surface, i.e., water
level. For the momentum transfer and heat exchange between the gas phase and the
powder particles, the same formulas as in the previous analysis were applied. However,
the combustion reactions were modelled independently in order to match the parameters
obtained from the TIGER code in C-] plane (as shown in Table 3). As a result of the
conducted simulations, the spatial distributions of the gas physical parameters, as well as
the time history of the particles’ state and motion, were obtained. Comparison of the effects
of theoretical modeling with numerical experiments suggests an acceptable discrepancy of
the results. The comparison of theoretical modeling with numerical experiments indicates
an acceptable discrepancy in velocity results of 920 and 710 m/s, for 10 and 20 um diameter
particles, respectively [14], which is consistent with the velocity measurement in the
DGS experiment. In order to demonstrate the effect of heating during the whole DGS
process, both the temperature changes in the surface of FeAl particles and the radial
temperature distribution were obtained from the numerical analysis. The results were
subsequently related to the heat transfer coefficient evolution as a function of time, which
is extremely high for small particles exposed to high temperature, while undergoing the
highest acceleration in the first phase, during the detonation wave interaction.

It was concluded that the thermal diffusivity of FeAl powder particles up to 60 pm
in diameter (mainly determined by the thermophysical properties of the FeAl phase) did
not constitute any barrier to reaching the temperature in the particle volume in line with
temperature changes on its surface. Thus, basically the FeAl powder particles heat up in
the gas stream evenly throughout their entire volume, regardless of their size.

In the course of numerical calculations, the critical diameter for unmelted particles
was established to be equal to about 80 pm [14]. Collective results of the numerical analyses
are presented in Figures 7 and 8.
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Figure 7. Comparison of the maximum and final particle temperature during the DGS spraying

process as a function of the particle diameter—results of the DGS multiphase flow numerical model-
ing [14] with indication of the temperature of FeAl alloy melting.
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Figure 8. Maximum and final (at the base surface, i.e., water level) particle velocity as a function of
its diameter—results of the DGS multiphase flow numerical modeling [14].

The analysis of the presented data confirms the exceptionally large range of the
thermodynamic state of the sprayed particles, which is a distinguishing feature of the gas
detonation spraying process. On the one hand, it presents a great difficulty in planning
an experiment and developing a DGS technology. On the other hand, it could be used
to specifically shape the properties of the coating. It should be highlighted, however,
that this is certainly the main factor differentiating the internal structure of the FeAl
coatings [8,18,24,25], created by melted or unmelted particles depending on the heat
transfer efficiency resulting mainly from the dynamics of the DGS process. As reported by
Senderowski et al. [8,18,24,25], the evident composite-like morphology of the FeAl type
coating is related to the presence of dispersed intermetallic phases in the various stages of
ordering (depending on the Al content). This effect is due to the considerable oxidation in
the DGS process, which is the reason for the occurrence of the stable layers of oxides such
as x-Al,Oj3 identified as thin films between the nanocrystalline grains of a dual-phase FeAl
and Fez Al structure.

4. Verification of Model Calculations for Gas Detonation Parameters by DGS Spraying
of FeAl Powder Particles into Water

The experimental verification of the model of heat exchange between FeAl particles
and the gas flowing around them was based on spraying such particles into water. The
model validation included size and chemical composition of powder particles and their
susceptibility to melting and deformation under specific DGS process conditions (presented
in Section 2).

The performed IPS UA analysis and SEM/BSE observations of FeAl (VIGA) powder
in the as-received state confirmed that it is characterized by spherical particles of various
sizes in the range of approx. 5-180 um (Figures 9 and 10). The particle size distribution for
each size class identified in the IPS UA study is presented in Figure 9b.

The largest volume of approx. 30.2% of particles with a size of 80 to 125 pum was
identified after the test. At the same time, approx. 1.6% by volume share of particles
larger than declared by the manufacturer was also found in powder mixture (160-180 pum).
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It should be mentioned that only approx. 7.5% of FeAl powder particles (from approx.
320,000 tested particles) possess a diameter in the range from 125 to 160 pm and as much as
approx. 60.7% diameter in the range from 5 pm to 80 pm. Finally, the share of the smallest
of particles from 5 to 45 pm was approx. 16.6% by volume.
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Figure 9. Analysis of the particle diameter distribution of the Fe40Al at.% (VIGA) powder using an IPS UA analyzer in
as-received state: volumetric fraction (a), fraction of particles in specific size classes (b).

Figure 10. Morphology of Fe40Al at.% powder particles used in D-gun spraying into water: the dimension heterogeneity of
the spherically structured particles (a), the cross-section reflecting the porosity of FeAl particles in their volume (b).

Microscopic observations on the powder particles cross-sections confirmed their high
dimensional heterogeneity. These particles were characterized by a spherical shape and
high porosity (Figure 11). Such porosity results from the manufacturing process that
includes the spraying of the FeAl alloy in an inert gas (argon) previously melted in a VIGA
process (vacuum induction melting and inert gas atomization). Detailed investigations on
particle porosity showed that the most numerous population (about 22% of 324 identified
pores in 250 tested powder particles) were identified as pores with a size in the range of
20-30 pum [8].

The chemical composition microanalysis performed on the cross-sections of FeAl
VIGA powder particles in an as-received state confirmed their homogeneity (Figure 11).
Their structure was found as a secondary solution containing approx. 40 at.% aluminum,
corresponding to the FeAl phase (Table 6).
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Figure 11. Typical FeAl solid solution microstructure on the cross-section of the FeAl VIGA powder particle (a), and
SEM/EDX spectrum corresponding to the EDX area analysis (b).

Table 6. Chemical composition of FeAl VIGA powder particles.

Content of the Elements

Element
wt.% at.%
Fe 24.72 40.46
Al 75.28 59.54

IPS UA dimensional analysis of FeAl particles sprayed under DGS conditions into
water (Figure 12) showed some very large particles with diameter dimension over 180 um
(approx. 3.6%—Figure 13), which did not previously exist in the feedstock, were produced
after D-gun spraying. These particles were not found in the as-received powder material
(Figure 10). It was found that spraying FeAl particles into water under specific conditions
of the DGS process led to an approx. 5.2% increase in the proportion of particles in the
80-125 um range, with a simultaneous approx. 4.3% decrease in fine particles below 45 pm
(Figure 13). A similar decrease of approx. 4.7% was also found in the case of particles in
the 45-63 um range.
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Figure 12. Analysis of the particle diameter distribution of the Fe40Al at.% (VIGA) powder using an IPS UA analyzer after
state: volumetric fraction (a), fraction of particles in specific size classes (b).
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Figure 13. Percentage change in volume fraction in a specific size class of FeAl powder particles
sprayed with D-gun into water as compared to as-received FeAl powder.

The SEM/EDS observations reveal, that the change in particle size distribution could
be related to the melting of powder particles below 60 pm, which form larger grain clusters
upon impact with the water surface (Figure 14). Created agglomerates were formed by
the welding of molten fine particles dispersed in a gas stream (Figure 14a). As a result of
phase transformations of the FeAl phase melting in the stream of hot gases in the DGS
process, larger-size FeAl powders, melted on the surface, can also be welded (Figure 14b,c).
This may explain the formation of about 3.6% of FeAl powder particles of diameter above
180 pum, which were not observed in the powder charge introduced into the “Perun-S”
detonation gun feeder.

Figure 14. Morphology of Fe40Al at.% powder particles after DGS spraying into water: agglomerate
formed from melted particles with the EDS analysis area marked (a); welding of two larger FeAl
powder particles with larger dimensions (b); the cross-section of the FeAl particles welded together
with the pores in the particle volume (c).
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The chemical composition analysis from the surface of five randomly selected grain
clusters, formed from melted particles of DGS powder sprayed into water (Figure 14a),
presents a significant increase of aluminium and oxygen contents, which due to the lack
of SEM/EDS calibration should be treated as a qualitative—semi-quantitative analysis
(Table 7).

Table 7. Average results of SEM/EDS chemical composition tests on the surface of agglomerates
formed from melted FeAl powder particles under specific DGS spraying conditions.

Content of the Elements

wt.% at.%
Fe 21.7 93+72
Al 49.3 457 £ 4.1
O ~29 ~45 1+ 3

The high oxygen content with a significant increase in aluminum content on the surface
of agglomerates formed from melted FeAl powder particles confirmed the formation of
oxide phases under the DGS conditions. The privileged zones of in situ formation of
thin Al,Os films in the structure of gas detonation sprayed FeAl coatings (which are also
partially morphized) are presented in other works by one of the authors [8,24,25].

5. Conclusions

In this work, the effect of thermo-kinetic conditions of the gaseous detonation stream
on the heating degree and susceptibility to melting of FeAl powder particles during
their spraying into water under specific conditions of the DGS process was determined
analytically and numerically.

Experimental and modelling analysis on the mechanisms of heat transfer by FeAl
powder particles in the stream of gaseous products of detonation combustion, for the
DGS spraying process of powder particles into water, enables the following conclusions to
be drawn:

1.  Gas parameters and thermodynamic state of combustion products at the time of a
detonation explosion of the gas mixture in the C-J plane is sufficient to melt FeAl
powder particles up to 5 um in diameter;

2. Under conditions of thermal forcing in the C-] plane, when shock wave passes through
the powder particles, the changes in particle velocity are much faster than the particle
temperature changes caused by convective heating. Therefore, the main factor affect-
ing the heating and melting degree of FeAl powder particles are gaseous combustion
products, detonation during their adiabatic expansion after shock wave passing;

3. Thermal diffusivity of Fe40Al at.% powder particles with a diameter of up to 60 pm
(mainly determined by the thermophysical properties of the FeAl phase) does not
constitute any barrier to reaching the temperature in the particle volume in accordance
with temperature changes on its surface;

4. Powder particles with a diameter of 40 pm will not be able to absorb enough heat to
melt them for the determined thermo-gas-kinetic parameters of the gas-detonation
stream and the thermo-physical properties of the Fe40Al at.% intermetallic powder
charge. Such considerations include the heat conduction in the volume of the FeAl
particle and the radiation effects of heat exchange between the FeAl particle and the
walls of the detonation gun barrel. On the other hand, for numerical calculations, this
diameter is equal to 80 pum;

5. SEM microstructural characterization and particle size distribution of FeAl particles
after the DGS spraying process into water revealed an approx. 5.2% increase in the
proportion of particles in the 80-125 um range, and a simultaneous approx. 4.3%
decrease in fine particles below 45 um. A similar decrease of approx. 4.7% was also
found in the case of particles in the 45-63 um range;
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6. The analytical model predicts that approximately 16.6% of all particles melt, while
the numerical model predicts that nearly 61% of all particles are subjected to melting.

Author Contributions: Conceptualization, C.S. and A.J.P.; methodology, C.S., D.Z., KVK.,, AJ.P.
and B.E; formal analysis, C.S., A.J.P. and M.K.; investigation, C.S., AJ.P, B.F, D.Z. and K.VK,;
writing—original draft preparation, C.S., A.J.P. and M.K,; writing—review and editing, M.K. and
C.S.; supervision, C.S.; funding acquisition, C.S. All authors have read and agreed to the published
version of the manuscript.

Funding: Financial support from the Polish National Science Centre, Poland, Research Project No.
2015/19/B/ST8/02000, is gratefully acknowledged.

Institutional Review Board Statement: Not applicable.
Informed Consent Statement: Not applicable.
Data Availability Statement: The data are available in a publicly accessible repository.

Acknowledgments: The authors thank Y. Borisov of the E.O. Paton Electric Welding Institute of the
National Academy of Sciences of Ukraine in Kiev for enabling the DGS experiments.

Conflicts of Interest: The authors declare no conflict of interest.

References

1. Ulianitsky, V.Y.; Dudina, D.V,; Shtertser, A.A.; Smurov, I. Computer-controlled detonation spraying: Flexible control of the coating
chemistry and microstructure. Metals 2019, 9, 1244. [CrossRef]

2. Ulianitsky, V.; Shtertser, A.; Zlobin, S.; Smurov, I. Computer-controlled detonation spraying: From process fundamentals toward
advanced applications. J. Therm. Spray Technol. 2011, 20, 791-801. [CrossRef]

3. Dudina, D.V;; Batraev, L.S.; Ulianitsky, V.Y.; Korchagin, M.A. Possibilities of the computer-controlled detonation spraying method:
A chemistry view point. Ceram. Int. 2014, 40, 3253-3260. [CrossRef]

4. Rybin, D.K;; Batraev, I.S.; Dudina, D.V.; Ukhina, A.V.; Ulianitsky, V.Y. Deposition of tungsten coatings by detonation spraying.
Surf. Coat. Technol. 2021, 409, 126943. [CrossRef]

5. Nikolaev, Y.A,; Vasil’ev, A.A.; Ul'anitskii, B.Y. Gas detonation and its application in engineering and technologies (Review).
Combust. Explos. Shock Waves 2003, 39, 382-410. [CrossRef]

6.  Batraev, LS.; Ulianitsky, V.Y.; Dudina, D.V. Detonation spraying of copper: Theoretical analysis and experimental studies. Mater.
Today Proc. 2017, 4, 11346-11350. [CrossRef]

7. Senderowski, C.; Bojar, Z. Influence of Detonation Gun Spraying Conditions on the Quality of Fe-Al Intermetalic Protective
Coatings in the Presence of NiAl and NiCr Interlayers. J. Therm. Spray Technol. 2009, 18, 435—447. [CrossRef]

8.  Senderowski, C. Zelazowo-Aluminiowe Intermetaliczne Systenty Powlokowe Uzyskiwane z Naddzwigkowego Strumienia Metalizacyjnego
(Iron-Aluminium Intermetallic Coatings Synthesized by Supersonic Metallization Stream); Bel Studio: Warsaw, Poland, 2015; 280p,
ISBN 978-83-7798-227-3. (In Polish)

9.  Kadyrov, E. Gas-particle interaction in detonation spraying systems. . Therm. Spray Technol. 1996, 5, 185-195. [CrossRef]

10. Kadyrov, E.; Kadyrov, V. Gas dynamical parameters of detonation powder spraying. J. Therm. Spray Technol. 1995, 4, 280-286.
[CrossRef]

11. Ramadan, K.; Butler, P.B. Analysis of gas flow evolution and shock wave decay in detonation thermal spraying systems. J. Therm.
Spray Technol. 2004, 13, 239-247. [CrossRef]

12.  Ramadan, K.; Butler, P.B. Analysis of particle dynamics and heat transfer in detonation thermal spraying systems. J. Therm. Spray
Technol. 2004, 13, 248-264. [CrossRef]

13. Korytchenko, K.V.; Tomashevskiy, R.S.; Varshamova, 1.S.; Meshkov, D.V.; Samoilenko, D. Numerical investigation of energy
deposition in spark discharge in adiabatically and isothermally compressed nitrogen. Jpn. J. Appl. Phys. 2020, 59, 1-11. [CrossRef]

14. Fikus, B.; Senderowski, C.; Panas, A.J. Modeling of Dynamics and Thermal History of Fe40Al Intermetallic Powder Particles
Under Gas Detonation Spraying Using Propane-Air Mixture. J. Therm. Spray Technol. 2019, 28, 346-358. [CrossRef]

15. Senderowski, C.; Bojar, Z.; Lodzinski, K.; Morgiel, ]J. Principal mechanisms of the structure formation in Fe-Al type d-gun
intermetallic coatings. In Proceedings of the 20th Congress of International Federation for Heat Treatment and Surface Engineering,
Beijing, China, 23-25 October 2012; pp. 746-751.

16. Astakhov, E.A. Controlling the properties of detonation-sprayed coatings: Major aspects. Powder Metall. Met. Ceram. 2008, 47,
70-79. [CrossRef]

17.  Palm, M. Concepts derived from phase diagram studies for the strengthening of Fe-Al-based alloys. Intermetallics 2005, 13,
1286-1295. [CrossRef]

18. Panas, A.J.; Senderowski, C.; Fikus, B. Thermophysical properties of multiphase Fe-Al intermetallic-oxide ceramic coatings

deposited by gas detonation spraying. Thermochim. Acta 2019, 676, 164-171. [CrossRef]


http://doi.org/10.3390/met9121244
http://doi.org/10.1007/s11666-011-9649-6
http://doi.org/10.1016/j.ceramint.2013.09.111
http://doi.org/10.1016/j.surfcoat.2021.126943
http://doi.org/10.1023/A:1024726619703
http://doi.org/10.1016/j.matpr.2017.09.006
http://doi.org/10.1007/s11666-009-9328-z
http://doi.org/10.1007/BF02646432
http://doi.org/10.1007/BF02646972
http://doi.org/10.1361/10599630419409
http://doi.org/10.1361/10599630419373
http://doi.org/10.35848/1347-4065/ab72cc
http://doi.org/10.1007/s11666-019-00836-6
http://doi.org/10.1007/s11106-008-0011-6
http://doi.org/10.1016/j.intermet.2004.10.015
http://doi.org/10.1016/j.tca.2019.04.009

Materials 2021, 14, 7443 18 of 18

19.

20.

21.

22.

23.

24.

25.

26.
27.

28.

29.

30.

31.

32.

33.

34.

35.

Wolczynski, W.; Senderowski, C.; Morgiel, J.; Garzel, G. D-gun sprayed Fe-Al single particle solidification. Arch. Metall. Mater.
2014, 59, 211-220. [CrossRef]

Pawlowski, A.; Senderowski, C.; Wolczynski, W.; Morgiel, J.; Major, L. Detonation deposited Fe-Al coatings part II: Transmission
electron microscopy of interlayers and Fe-Al intermetallic coating detonation sprayed onto the 045 steel substrate. Arch. Metall.
Mater. 2011, 56, 71-79. [CrossRef]

Pawlowski, A.; Czeppe, T.; Major, L.; Senderowski, C. Structure morphology of Fe-Al coating detonation sprayed onto carbon
steel substrate. Arch. Metall. Mater. 2009, 54, 783-788.

Senderowski, C.; Pawlowski, A.; Bojar, Z.; Wolczynski, W.; Faryna, M.; Morgiel, J.; Major, L. TEM microstructure of Fe-Al coatings
detonation sprayed onto steel substrate. Arch. Metall. Mater. 2010, 55, 373-381.

Senderowski, C.; Bojar, Z. Gas detonation spray forming of Fe—Al coatings in the presence of interlayer. Surf. Coat. Technol. 2008,
202, 3538-3548. [CrossRef]

Senderowski, C.; Bojar, Z.; Wolczyniski, W.; Pawlowski, A. Microstructure characterization of D-gun sprayed Fe—Al intermetallic
coatings. Intermetallics 2010, 18, 1405-1409. [CrossRef]

Senderowski, C. Nanocomposite Fe-Al intermetallic coating obtained by Gas Detonation Spraying of mlled self-decomposing
powder. . Therm. Spray Technol. 2014, 23, 1124-1134. [CrossRef]

Fauchais, PL.; Heberlain, V.R.; Boulos, M.I. Thermal Spray Fundamentals. From Powder to Part; Springer: New York, NY, USA, 2014.
Sova, A.; Pervushin, D.; Smurov, I. Development of multimaterial coatings by Cold spray and gas detonation spraying. Surf. Coat.
Technol. 2010, 205, 1108-1114. [CrossRef]

Ulianitsky, V.Y,; Dudina, D.V.; Batraev, L.S.; Kovalenko, A.L; Bulina, N.V.; Bokhonov, B.B. Detonation spraying of titanium and
formation of coatings with spraying atmosphere-dependent phase composition. Surf. Coat. Technol. 2015, 261, 174-180. [CrossRef]
Senderowski, C.; Panas, A.].; Paszula, ]J.; Bojar, Z. Ocena stopnia ogrzania czastek proszku FeAl w procesie natryskiwania
gazodetonacyjnego (GDS) (The Evaluation of FeAl Particle Thermal Response in Gas Detonation Thermal Spraying Process).
Mater. Eng. 2013, 6, 849-853. (In Polish)

Wisniewski, S. Wymiana Ciepta; PWN: Warszawa, Poland, 1994. (In Polish)

Kharlamov, Y.A. Detonation spraying of protective coatings. Mater. Sci. Eng. 1987, 93, 1-37. [CrossRef]

Tarzhanov, V.I; Telichko, I.V,; Vil’danov, V.G.; Sdobnov, V.I.; Makarov, A.E.; Mukhin, S.L.; Koretskii, I.G.; Ogarkov, V.A_; Vlasov,
V.V,; Zinchenko, A.D.; et al. Detonation of Propane-Air Mixtures under injection of hot detonation products. Combust. Explos.
Shock Waves. 2006, 3, 336-345. [CrossRef]

Gavrilenko, T.P; Nikolaev, Y.A. Calculation of detonation gas spraying. Combust. Explos. Shock Waves. 2007, 43, 724-731.
[CrossRef]

Li, M,; Yan, C.; Zheng, L.; Wang, Z.; Qiu, H. Investigations on multicycle spray detonations. Front. Energy Power Eng. China 2007,
1,207-212. [CrossRef]

Glassman, I.; Yetter, R.A. Combastion, 4th ed.; Elsevier Inc.: Amsterdam, The Netherlands, 2008.


http://doi.org/10.2478/amm-2014-0034
http://doi.org/10.2478/v10172-011-0008-x
http://doi.org/10.1016/j.surfcoat.2007.12.029
http://doi.org/10.1016/j.intermet.2010.01.015
http://doi.org/10.1007/s11666-014-0086-1
http://doi.org/10.1016/j.surfcoat.2010.07.092
http://doi.org/10.1016/j.surfcoat.2014.11.038
http://doi.org/10.1016/0025-5416(87)90409-5
http://doi.org/10.1007/s10573-006-0060-4
http://doi.org/10.1007/s10573-007-0098-y
http://doi.org/10.1007/s00000-007-0027-5

	Introduction 
	Technological Conditions in DGS Process 
	Assessment of Heat and Momentum Transfer Effects on FeAl Particle Thermodynamic State 
	Verification of Model Calculations for Gas Detonation Parameters by DGS Spraying of FeAl Powder Particles into Water 
	Conclusions 
	References

