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Abstract: Cold-gas spray (CGS) deposition of amorphous steel coatings starting from a commercial
feedstock powder containing boron, tungsten, and silicon was investigated. Microstructural
characterization, carried out by X-ray diffraction (XRD), transmission electron microscopy, and
backscattered electron diffraction (EBSD) analysis, confirmed the amorphous nature of deposited
coatings. The amorphization phenomenon is related to high-strain/strain-rate deformation with shear
instability caused by very high particle kinetic energy, with a mechanism that resembles the severe
plastic deformation process. The CGS coatings were heat-treated at temperatures ranging from 650
to 850 °C to induce partial recrystallization. The effect of nanocrystal nucleation and growth on
the hardness of the coatings was investigated, and the hardness of heat-treated samples was found
to increase with respect to as-sprayed coatings, outperforming conventional high-velocity oxy-fuel
(HVOF) deposits. Hardness was found to decrease after prolonged (<90 min) or higher temperature
(>750 °C) exposures.
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1. Introduction

Amorphous metals are drawing attention in several engineering fields owing to their unique
physical, mechanical, and thermo-mechanical properties. In particular, Fe-based metallic glasses (MGs)
are known to exhibit excellent soft-magnetic properties, wear and corrosion resistance, and can be
produced at relatively low cost [1-8].

Bulk MGs are manufactured by different techniques, all including a rapid quenching step, yielding
materials characterized by a short-range order but typically endowed with very limited ductility and
with negligible plastic behavior in compression [9]. For these reasons, commercial applications of this
class of materials are not yet consolidated.

Thermal-sprayed coatings of amorphous metals represent a viable alternative solution to producing
MGs, while preserving their exceptional properties and avoiding extreme brittleness [9]. In fact, the lack
of grain boundaries, representing the weak points of crystalline materials, can be responsible for
improved resistance to wear and corrosion [10], and these protection properties can be easily conferred
by surface layers deposited on tough and plastically deformable structural substrates. Metallic glasses
can, therefore, represent the starting point for new functional materials with potential interesting
applications in different fields of engineering.
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Thermal-spray technologies are in principle suitable for depositing amorphous metal coatings,
due to the very high cooling rates experienced by metal particles on impact with the substrate, and
potentially able to avoid or limit crystallization.

In the last decades, different thermal-spray techniques, such as high-velocity oxy-fuel (HVOEF),
flame spray (FS), and plasma spray (PS), have been used to produce amorphous coatings [11-14].
However, several authors have reported partial crystallization and oxidation in amorphous coatings
when HVOE, FS, and PS are used [11,15]. Crystallization and oxidation have both been reported to
negatively affect the mechanical properties of the coatings [9].

Cold-gas spray (CGS) processes [16-18] have arisen and been consolidated in the last two decades
as convenient alternatives to traditional thermal spraying, mainly due to the lower temperatures
experienced by coating materials during the deposition process—limiting thermal impact on the
substrate, reducing oxidation and chemical degradation on spraying, and allowing cold working of
coatings during deposition—and to the very efficient mechanisms of adhesion, related either to the
adiabatic shear instability [10,19] or to the hydrodynamic plasticity induced by pressure waves [20].

The aim of this paper is to explore the potential deposition of amorphous iron-based coatings by
CGS, starting from commercially available powders with a chemical composition optimized for its
glass-forming ability, investigating the effect of the very high kinetic energy content of solid particles on
the crystallization tendency, even in the absence of extremely high cooling rates. Iron-based coatings of
different compositions were already successfully deposited by List et al. [21], who also investigated the
specific impact conditions to be met for the retainment of amorphous phases. For sake of comparison,
the same powder was also used as feedstock material for the deposition of coatings by HVOF.

Partial or complete recrystallization of post-spraying thermal treatments were also attempted
with the aim of investigating the effect of microstructure evolution on mechanical properties (mainly
hardness) of CGS coatings.

2. Materials and Methods

A highly alloyed iron-based powder, produced by Nanosteel Company Inc., Providence, RI, USA,
and identified by the commercial label SHS7574HVOF, was used as feedstock material, as already
preliminarily reported in Reference [22]. The chemical composition of the alloy, containing boron,
tungsten, and silicon, is optimized to favor the retainment of an amorphous structure on cooling.
The actual chemical composition of the powder was determined by ICP-OES (inductively-coupled
plasma optical emission spectrometry) analyses. Nominal and measured compositions are reported in
Table 1.

Table 1. Chemical composition (nominal and measured by inductively-coupled plasma optical emission
spectrometry (ICP-OES)) of the powder feedstock.

Weight % Cr C B Mo W Mn Si (0] Fe
Nominal <25 <2 <5 <15 <10 <2 <2 - bal
ICP-OES Analysis 1855 097 3.3 12.88 6 1.6 157  0.018

The powder’s morphology and composition were characterized by D. Zois et al. [23,24],
reporting a backscattered electron image of the particles [23] and microanalysis (energy dispersive
spectroscopy elemental maps) of powder cross-sections [24]. It appears that the powder particles are
mostly round-shaped, with a fraction of elongated particles, as typical of gas atomized feedstocks.
The composition of the powder was found to be uniform, both among different particles and along
particle diameter. Particles’ size distribution was determined by laser diffraction equipment (MALVERN
Mastersizer X, 30 s, ultrasonic bath, Malvern Panalytical, Malvern, UK), according to Fraunhofer
diffraction theory. A deionized water/absolute ethanol mixture (50/50 by volume) medium was used
for complete dispersion.
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Starting from the measured chemical composition, the phases that were likely to be found in the
material at thermodynamic equilibrium conditions were calculated using JMatPro® software (Sente
Software Ltd., Surrey Research Park, UK) applying the database General Steel in the range from room
temperature up to 1600 K.

Flat 50 x 30 x 3 mm> samples of AISI 304 stainless steel were coated using CGS equipment
(IMPACT Spray System 5/11), with N as the process gas. High-velocity oxy-fuel coatings were also
deposited from the same feedstock material using TAFA JP 5000 equipment (Praxair Surface Technology,
Indianapolis, IN, USA). Particles sprayed in these conditions attained partial/full melting before impact
with the substrate. The CGS and HVOF process parameters are reported in Table 2. All the deposited
coatings exhibited a thickness ranging between 500 and 600 um.

Table 2. Cold-gas spraying (CGS) and high-velocity oxy-fuel (HVOF) deposition parameters.

CGS
Gas Gas Flow Gas Stand-off Torch Number of Carrier
Process . Scanning Gas Flow
Pressure Rate Temperature Distance Spray
Gas (MPa) (m?/h) 0) (mm) Speed Passes Rate
(mm/s) (m”/h)
N; 4 69 970 20 200 5 3
HVOF
0O, Gas Kerosene Pressure M Stand-off Torch Number of Carrier
Barrel Combustion . Scanning Gas Flow
Flow Rate  Flow Rate Distance Spray
(mm) (m3/h) (/h) Chamber (mm) Speed Passes Rate
(MPa) (mm/s) (m*/h)
101.6 48.14 272.55 0.696 355 500 15 0.66

Several samples deposited by CGS were heat-treated in a furnace under inert Ar atmosphere after
spraying. Heat treatments were carried out varying the exposure temperature and time in the ranges
650-850 °C and 30-90 minutes, respectively.

Phase analysis of starting powders and of HVOF- and CGS-deposited coatings (both in as-sprayed and
heat-treated conditions) was carried out by XRD (X-ray diffraction, Siemens D500, Bruker Corp., Billerica,
MA, USA) in the 20-80° 26 range using Cu-ko radiation (40 kV, 40 mA, 0.2° steps, 1 s dwell time).

Microstructural analysis of as-sprayed and heat-treated coatings was carried out on
cross-sections—after resin embedment, polishing, and etching—by SEM (scanning electron microscopy),
using a SEM JSM 6480L apparatus (JEOL Ltd., Tokyo, Japan). Copper (II) chloride Kalling’s etching
was selected to give evidence of the ferritic phase, leaving carbides unaffected. Electron back scattered
diffraction (EBSD) analysis was used (EBSD EDAX installed on a Zeiss EVO MA15 SEM) for final
confirmation of the presence of an amorphous phase in the sprayed coatings. A focused ion beam (FIB)
microscope (FEI Helios NanoLab 600 Dualbeam FIB/SEM, Thermo Scientific, Waltham, MA, USA) was
used to extract thin slices of coatings for further observation and finer microstructural characterization
by TEM (transmission electron microscopy; JEM 3200 FXHR, JEOL Ltd., Tokyo, Japan). Selected area
diffraction (SAD) analysis was used to determine the crystallographic structure of the observed phases.

On the cross-sections of HVOEF- and CGS-coated samples, both as-sprayed and heat-treated,
dynamic indentation [25] measurements were carried out in order to evaluate contact hardness (HIT)
according to the Oliver and Pharr method [26] (pre-load of 1.5 mN; loading rate of 20 mN/s; 30 s dwell
at the maximum load; unloading rate of 20 mN/s). For each sample, 45 measurements were carried out
for each load (0.5 and 1 N), using a Berkovich 3-sided penetrator.
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3. Results and Discussion

3.1. Feedstock Powders and Coatings Characterization

Figure 1 shows the particle size distribution of the starting powder; an almost monomodal
distribution can be assessed, centered around an average size of about 15 pm.
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Figure 1. Particle size distribution of the starting powder (cumulative, left scale; integral, right scale).

Figure 2 reports the calculated phase composition of the coating material, at thermodynamic
equilibrium conditions, as a function of temperature. The chemical composition of the investigated
material contained a very high amount of B and C; at the thermodynamic equilibrium, three main phases
were present: metallic Fe (ferrite or austenite, depending on the temperature), borides, and carbides.
Iron-based alloys with similar composition typically showed an improved glass-forming ability (GFA)
correlated to the nucleation of complex crystalline structures as a product of the first crystallization
processes, thus increasing the thermal stability of super-cooled liquid [27]. For example, the formation
of M»3Cg precipitates occurred by a complex multistep crystallization process: amorphous — long
period structure — x-FeCrMo phase — M33Cg, the latter having a unit cell of 116 atoms and involving
the ordering of large portions of the amorphous structure.
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Figure 2. Calculated (JMatPro®) equilibrium phase composition of the coating material
(Fe-19.48Cr-1.59Mn-16.68 Mo-2.33 O-1.495i-6.64W-3.3B-0.97C, wt%) as a function of temperature.

The first consequence of this was that the crystallization kinetics were slow, as also demonstrated
by the solidus temperature (1200 °C), exceptionally low for a Fe-based alloy, suggesting that this
composition was close to the deep eutectic of the Fe-C-B system, that greatly promotes the formation
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of the amorphous metal because of the high thermodynamic stability and ordering of the liquid
phase [28].

Therefore, if cooled rapidly (or if the energy of the system is efficiently dispersed by means of
alternative mechanisms), this alloy is potentially suitable for assuming a nanocrystalline or even an
amorphous microstructure.

This was confirmed by the XRD patterns reported in Figure 3, where the results of the phase
analyses of the (a) starting powder, (b) HVOEF, and (c) CGS-deposited coatings, in the as-sprayed
conditions, are respectively reported.
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Figure 3. XRD patterns of (a) starting powder SHS7574; (b) HVOF-deposited coating; and (c)
CGS-deposited coating.

The starting powders were characterized by the presence of thermodynamically stable crystalline
a-Fe, (Cr, Fe)y3Cs and M;B phases; in the HVOF coating, the same phases were present, but the
crystallization was not complete, or the attained grain size was much smaller (nanocrystalline),
as indicated by the presence of broader and less defined peaks. In these two cases, the material
processing temperature was higher than the liquidus (in the case of gas atomization of powders), or at
least higher than the solidus (in the case of HVOF). Apparently, the cooling rate in these conditions
was not sufficient to produce a complete amorphization, and the dominant phase was crystalline «-Fe.
The XRD pattern of the powder presented a higher crystalline fraction than the HVOF coating pattern,
this was due to the difference in cooling rate experienced by the material in the two processes. In the
case of the powders, heat was extracted from particles of about 15 pm in diameter by contact with a
cold gas; in the case of the HVOF coating, more efficient cooling took place mainly by conduction from
splats a few microns thick to the cold solid surface of the substrate.

In the case of CGS-deposited coatings, the XRD pattern shows the typical features of an amorphous
material (very broad and low peaks centered around theoretical positions). The amorphous nature of
the coating was also confirmed by the EBSD analysis reported in Figure 4. The Kikuchi lines, generated
by the scattering on the lattice planes, can be clearly identified in the crystalline substrate, while they
are absent in the coating, thus proving its amorphous state. A layered amorphous microstructure was
observed in the SEM cross-section of the CGS coating, shown in Figure 4a. The layered morphology
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was made of sprayed metallic particles partially flattened due to the combination of high-energy
impact on the substrate and severe plastic deformation [29-31]. The powder particles’ temperature
during cold spraying did not attain solidus temperature, and the primary cause of amorphization in the
CGS-deposited coating was, therefore, the high-strain/strain-rate deformation with shear instability [32]
(due to the particles” high kinetic energy) rather than the rapid temperature decrease. It is well known
that grain refinement up to nanocrystalline structures can be observed in materials submitted to a
severe plastic deformation (SPD) process, such as e.g., accumulative roll bonding [33] or equal channel
angular extrusion [34], where nanocrystalline structures are usually obtained. Also, in the case of CGS,
the deformation on impact was so high as to completely destroy/avoid the crystalline structure, thus
allowing the metastable formation of amorphous metals.

A thin slice of the CGS coating was extracted by FIB and observed by TEM in correspondence
with the interlamellar contact between an amorphous splat and one of the very few nanocrystalline
regions of the as-sprayed coating. Figure 5 reports the TEM image and the relative SAD patterns. As a
further confirmation of the complex nature of the coating, in the SAD pattern of the region indicated as
1 in Figure 5a, a series of faint diffuse rings, typical of the amorphous phase, can be observed. On the
other hand, in the region indicated with the number 2, the SAD pattern presents diffraction spots
typical of a crystallized region.

Figure 6 shows a TEM image and SAD patterns corresponding to the crystallized region.
As expected, TEM analysis confirms the presence of nano-crystalline a-Fe and micro-crystalline
carbides and borides.

F‘m -y

100 ym

(@) (b) ()

Figure 4. Results of EBSD analyses on a CGS coating in the as-sprayed condition: (a) cross-section of
the sample as observed by SEM; (b) Kikuchi lines in the crystalline substrate, 1; (c) absence of Kikuchi
lines in the amorphous coating, 2.

(b) (o)

Figure 5. TEM image (a) and SAD patterns (b,c) of a CGS coating: 1. amorphous region; 2. crystallized region.
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(b) ()
Figure 6. TEM image (a) and SAD patterns (b,c) in the crystallized region: 1. carbides; 2. Fe «.
3.2. Heat Treatment and Crystallization

Figure 7 shows the XRD patterns of CGS coatings before and after heat treatments carried out at
650, 750, and 850 °C for 90 minutes.
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Figure 7. XRD patterns of CGS coatings: as-sprayed (a); heat-treated for 90 min at 650 °C (b); 750 °C
(c); 850 °C (d).

Heat-treatment induced a partial crystallization, which was more evident as the treatment
temperature increased. If the treatment temperature was lower than 700 °C (transition temperature
between ferrite and austenite in the relevant alloy), the formation of carbides was the dominant
phenomenon. At temperatures higher than 700 °C, the crystallization of the metallic phase
was prevalent.

Figure 8 shows the cross-section of heat-treated CGS coatings observed by SEM, using backscattered
electrons, after Kalling’s etching (90 min heat treatment at 650 °C (a and d), 750 °C (b and e), and
850 °C (c and f). Two kinds of splats were evidenced: the original rounded or flattened sprayed
lamellae, characterized by the absence of any evident internal microstructuring, and the modified
splats, appearing darker in the SEM images at low magnification, in which the presence of finer
particles and precipitates of differentiated composition can be observed. The number of the splats
belonging to the second type increased for increasing heat-treatment temperature. On the basis of
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the gathered evidence, it seems that crystallization, as soon as it was triggered, spread rapidly to
the whole splat, initially without affecting the surrounding splats (as evidenced in images at higher
magnification). In the sample heat-treated at 850 °C, fine eutectic-like crystallization nuclei were
observed, also in the initially unaffected splats (Figure 8c), suggesting that the attained temperature
was sufficient to nucleate or extend crystallization to the entire coating.
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(e)

Figure 8. SEM micrographs of CGS coatings after Kalling’s etching: (a,d) heat-treated at 650 °C; (b,e)
heat-treated at 750 °C; and (c,f) heat-treated at 850 °C for 90 min. Original rounded or flattened
light-colored lamellae and dark-colored regions, crystallized during heat treatment, can be recognized.

In Figure 9, contact hardness, measured with 0.5 and 1 N normal loads, of as-sprayed (HVOF
and CGS) and heat-treated (CGS) coatings is reported. In the as-sprayed condition, HVOF coatings
outperformed CGS deposits. This effect can be ascribed to the strengthening action of nanocrystalline
domains and boundaries [28]. The same strengthening effect was observed on heat-treated CGS
coatings, whose hardness increased for increasing temperatures in the range of 650-750 °C for shorter
heat-treatment durations, and decreased again after prolonged treatment time or at higher exposure
temperature, resulting in a sort of “over-aging” phenomenon. The observed phenomena can be
explained on the basis of the well-known Hall-Petch [35] dependence-reversal effect [36], stating the
existence of an optimal crystal size, usually of about a few tens of nm, corresponds to a peak hardness
of the crystalline material.

When the first crystallization nuclei appear inside an amorphous material, hardness increases, and
then decreases when, with the progression of crystallization, the grain size exceeds the optimal value.

Due to the complex multiphase structure of the investigated materials after heat treatment
(composed by amorphous, fine Fe grains and coarser carbide and boride crystals), it was impossible to
define a specific threshold value of the grain size for each coating and each heat treatment in order to
quantitatively correlate the values” hardness to particular microstructural features.

However, more relevant and directly exploitable indications for specific industrial applications
of interest can be drawn by the preliminary results just shown: hardness improvements of as high
as approximately 54% can be obtained using cold-gas spraying instead of the more consolidated
HVOF technique, provided a suitable partial crystallization heat treatment is carried out post-spraying,
by carefully optimizing heat treatment temperatures (750 °C in the present case) and durations (90 min
for the tested coating composition). On the other hand, should the amorphous nature of the coating
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represent the most desirable feature for the examined application, as-sprayed cold-gas coatings could
be the most appropriate and convenient material of choice.

mlN mO05N

T -
T

CGS AS CGS CGS CGS CGS CGS HVOF AS
30'@650°C  60'@650°C  90'@650°C  90'@750°C  90'@850°C

5 ] 8

Contact Hardness, HIT (GPa)

Figure 9. Contact hardness (HIT) of GGS and HVOF coatings, before (AS, as-sprayed) and after heat
treatment, as measured by dynamic indentation.

4. Conclusions

It was shown that the deposition of amorphous Fe-based coatings using cold-gas spraying
technology starting from appropriate composition feedstocks is a feasible process; material
amorphization occurs as a consequence of severe mechanical strains induced by high particle kinetic
energy rather than large temperature differences (rapid cooling), as is the case with other spray
deposition techniques (e.g., HVOF).

Amorphous coatings can either be used in the as-sprayed condition (provided they are not
exposed to high temperature in operation) or they can be suitably heat-treated at temperatures
higher than 650 °C, so that nanometric size crystals are nucleated in the desired amount between
amorphous lamellae, thus improving hardness, and presumably, mechanical/wear resistance properties
of the coatings.

According to the gathered and discussed experimental evidence, as soon as crystallization
was triggered in the high-energy regions of the coating (mainly in interlamellar contacts), it was
rapidly spread to the whole splat, without initially affecting the surrounding splats. This gives place
to a “bimodal”-like structure, that has often been proved very effective in providing appropriate
compromises between hardness and toughness [37,38].

The comparison of the electrochemical and high-temperature corrosion behavior of as-sprayed
and partially recrystallized cold-gas coatings and conventional HVOF deposits will be the subject of
future investigation.
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