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Abstract: An Fe-based amorphous coating, with the composition Fe48Cr15Mo14C15B6Y2, was syn-
thesized by the high-velocity oxygen fuel spray (HVOF) process on a substrate of AISI 1035. The
effect of crystallization on the electrochemical and tribological properties of the HVOF-sprayed
Fe-based coating was systematically studied. The XRD results validated the fully amorphous nature
of the as-sprayed coating by showing a broad peak at 43.44◦ and crystallization of this coating after
heat-treatment at 700 ◦C by demonstrating sharp peaks of Fe-, Mo-, and Cr-based carbides. After
crystallization, an increase in the corrosion current density from 4.95 µAcm−2 to 11.57 µAcm−2 and
in the corrosion rate from 4.28 mpy to 9.99 mpy, as well as a decrease in the polarization resistance
from 120 Ωcm2 to 65.12 Ωcm2, were observed, indicating the deterioration of the corrosion resistance
of the as-sprayed Fe-based coating. This can be attributed to the formation of porous ferrous oxide,
providing an easy channel for charge transfer and promoting pit formation. However, a decrease in
the coefficient of friction from 0.1 to 0.05 was observed, highlighting the significant improvement
in the wear resistance of the Fe-based coating after crystallization. This can be associated with the
precipitation of hard carbides (MxCy) at the boundaries of the crystallized regions.

Keywords: Fe-based amorphous coating; crystallization; carbides precipitation; electrochemical
properties; tribological properties

1. Introduction

Fe-based bulk metallic glasses (BMGs), which have excellent anti-corrosion and anti-wear
properties with high strength and hardness, are thought to be promising materials for various
applications, including defense, aerospace, and automotive applications [1–5]. However,
their large-scale applications have been restricted due to their intrinsic brittleness and lower
toughness, attributed to their lower critical cooling rate and thickness limitation [6–8]. To
overcome this deficiency, the utilization of BMGs as a corrosion and wear-resistant thin
amorphous coating started in the last few decades. Among various BMG-based coatings,
Fe-based amorphous coatings have achieved more interest in recent years [9–11].

Fe-based amorphous coatings demonstrate excellent mechanical properties compared
to conventional alloy coatings [12–14]. These coatings do not possess structural defects,
including interfacial defects, grain boundaries, and dislocations, and therefore exhibit
superior corrosion resistance over crystalline alloy coatings [15,16]. Fe-based amorphous
coatings can be deposited on a variety of substrates and used in various industrial appli-
cations, such as ships in the marine environment, containers for spent nuclear fuel, oil
and gas industries, power stations, aerospace, energy, shipbuilding, and chemicals due
to their lower maintenance requirements and prolonged service life [17–19]. Fe-based
amorphous coatings can be deposited by different methods, such as the arc-spraying,
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laser-cladding, plasma-spraying, detonation gun-spraying, and high-velocity oxygen fuel
(HVOF)-spraying techniques [20].

The high-velocity oxygen fuel (HVOF)-spraying process is one of the most widely
used, most efficient, and low-cost methods of depositing thick, dense, homogenous, hard,
corrosion-resistance, wear-resistant, oxidation-resistant, and high-performance coatings
with a very low porosity percentage (<0.5%) at a moderate cost [21]. In the HVOF-spraying
process, the feedstock powder, along with carrier gas, is sent into the combustion chamber
and heated by the combustion of the mixture gas at high temperature. To achieve supersonic
velocity, the melted/semi-melted particles are accelerated toward the substrate by the
combustible gases through the de Laval nozzle and deposited on it in the form of a
coating [22]. HVOF involves a short processing time, which minimizes the degradation of
the starting feedstock powders and reduces the interaction between the molten powder
stream and the surrounding atmosphere, thus reducing oxide formation [23]. Being a high-
kinetic-energy process, the HVOF-spraying process significantly improves the inter-splat
adhesion [24,25].

Sweitzer et al. [26] and Lucente et al. [27] reported an improvement in the corrosion
resistance of Al- and Mg-based BMGs after crystallization due to the formation of nano-
crystalline phases. The nano-crystalline phases are produced by the combination of the
partial melting and pinning effect due to the flame temperature and the impinging of
particles at supersonic velocity, respectively [28]. On the contrary, Ni- and Cu-based
amorphous coatings have been reported to demonstrate a reduction in corrosion resistance
after crystallization [29]. Similarly, Ha et al. [30,31] also reported a drop in the anti-corrosion
properties of Fe-based coatings due to semi-crystallization. Yang et al. [19] investigated
the effect of crystallization on the anti-corrosion properties of an Fe48Cr15Mo14C15Y2B6
amorphous coating and found that the anti-corrosion properties of the deposited coating
were destroyed with the increase in the volume fractions of the crystalline phase. They
associated this reduction in corrosion resistance with the pits initiated at the boundaries
around the carbide precipitates. This passive region contained low (Cr, Mo)-oxide contents.

Although some works have previously been reported concerning the crystallization
of Fe-based coatings, an in-depth study of the effect of crystallization on the corrosion
and wear properties has not been reported so far. Therefore, in this work, we present a
detailed analysis of the effect of crystallization on the microstructural, electrochemical, and
tribological properties of Fe-based amorphous coatings. Crystallization resulted in the
nucleation of Fe-, Mo-, and Cr-based carbides. The results indicate that the crystallized
coating exhibits very high wear resistance, with a reduction in the corrosion resistance.

2. Materials and Methods
2.1. Materials

AISI 1035 plain carbon steel was selected as the substrate material due to its extensive
usage in different industries. The obtained AISI 1035 steel plate was press-cut into four
segments with dimensions of 152.4 mm × 152.4 mm × 5 mm. The segmented samples
were then degreased with acetone and grit-blasted with alumina particles from a 30 mm
distance at an angle of 45◦ at standard temperature and pressure for subsequent spraying.
The purpose of the cleaning and blasting was to improve the adhesion of the splats. An
Fe-based amorphous powder with a chemical composition Fe48Cr15Mo14C15B6Y2 (also
known as SAM1651) and a particle size of 32−55 µm was selected as the coating material
and received from Beijing Sun Spraying New Material Co., Ltd. (Beijing, China).

2.2. Coating Preparation and Heat-Treatment Process

The powder was pre-heated at 70 ◦C in an oven to remove any possible moisture
content and to avoid agglomerations in the spraying nozzle during spraying. The coating
was prepared by an SX-5000 HVOF-spraying machine (Guangzhou Sanxin Metal S & T
Co., Ltd., Guangzhou, China). Nitrogen was used as a powder carrier gas at a pressure of
~0.5 MPa and a feed rate of 30 g/min during the process. Oxygen and propane were used



AppliedChem 2024, 4 272

as combustion gases at rates of 15 L/min and 25 L/min, respectively. These conditions
were optimized before spraying. The spraying gun was held at a distance of ~350 mm,
while the sample movement was regulated to ensure uniform thickness of the coating.
After deposition, some coated samples were crystallized by heat-treating at a temperature
of 700 ◦C for 1 h at a heating rate of 10 ◦C/min. After the soaking time, all the coated
samples were cooled to room temperature inside the furnace. The as-sprayed amorphous
and crystallized coated samples were wire-cut into small samples with dimensions of
10 mm × 10 mm × 5 mm for the subsequent characterization.

2.3. Microstructure and Phase Analysis

For each characterization, the samples were ground on silicon carbide emery papers
up to P4000, and polished on velvet cloth, using alumina particle slurry to obtain a mirror-
like surface finish. To evaluate the phase changes, X-ray diffraction analysis (XRD) was
performed, using an X-ray diffractometer (GNR analytical instrument group explorer) with
Cu Kα radiations. To evaluate the cross-sectional morphology and coating thickness, SEM
(MIRA3 TESCAN-FESEM) was used. EDX analysis was also performed on the cross-section
of the coating to evaluate the elemental distribution using the EDS mapping technique.

2.4. Corrosion Tests

To understand the anti-corrosion behavior of the coating, electrochemical analysis
was performed in 3.5 wt.% NaCl solution on a potentiostat electrochemical work station
(PARSTAT 3000A), using a standard three-electrode cell system with a saturated calomel
electrode (SCE) as a reference electrode, a graphite rode as a counter electrode, and the
epoxy-sealed coated test sample as a working electrode. The electrochemical behavior was
evaluated by the open-circuit potential (OCP), potentiodynamic polarization (PDP), and
electrochemical impedance spectroscopy (EIS) techniques. The PDP was carried out in
the potential range of −1.5 V to 1.5 V, adjusted according to the OCP, with a step size of
1 mV/s. EIS was employed at the OCP with a cyclic trepidation of AC and an amplitude of
10 mV, in a frequency range of 0.01 Hz to 10 kHz. The corrosion rate was calculated using
Equations (1) and (2) as follows:

Icorr =
βaβc

2.303(βa + βc)Rp
(1)

Corrosion Rate =
0.13 Icorr

A × D
(2)

where Icorr is the corrosion current density, Rp is the polarization resistance, βa and βc are
the slopes of the anodic and cathodic polarization curves, A is the area of the samples and D
is the density of the amorphous (7.09 g/cm3) and crystallized (7.69 g/cm3) coated sample.

2.5. Tribological Tests

The wear behavior of the coating was also evaluated, using a pin-on-disc Tribome-
ter (MT/60/NI/HT/L, Microtest S.A., Madrid, Spain) according to the ASTM G99 stan-
dard [32]. The pyramid-shaped diamond pin was pressed against a rotating disc-like test
specimen with a normal force of 10 N at a rotational speed of 150 rpm for a total sliding
distance of 50 m. A new pin was used for each test. To understand the wear mechanism,
the worn surfaces were characterized by FE-SEM with an attached EDX spectrometer.
Moreover, the micro-Vickers hardness of the coating was measured at the cross-section by
applying a load of 300 g for a 10 s dwell time.

3. Results and Discussion
3.1. Microstructural Properties

The SEM micrographs and XRD spectra were used for microstructural analysis of the
coatings, as illustrated in Figure 1. The cross-sectional SEM micrograph of the amorphous
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coating shows a less dense structure of 7.09 g/cm3 density with low porosity and a thickness
of about ~240.58 µm, as depicted in Figure 1a. The XRD spectrum validated the amorphous
nature of the as-sprayed coating by demonstrating a broad and wide peak without any
Bragg’s peak (see Figure 1b). The as-sprayed amorphous coating possesses inter-splat
regions formed by oxidation during the particle stacking due to the presence of oxygen in
the surroundings and the high flame temperature, as depicted in Figure 1c. On the other
hand, the crystallized coating, obtained after heat treatment, shows a relatively denser
structure of 7.59 g/cm3 density and thicker inter-splat regions, which were thickened due to
carbide precipitation (Figure 1d). The XRD spectrum also validated the carbide formation
by demonstrating peaks for M7C3, M23C6 (M = Fe, Cr, Mo), and α-Fe.
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Figure 1. (a) SEM micrograph of the as-sprayed amorphous coating, (b) XRD plot of the as-sprayed
amorphous and crystallized coating, (c) SEM morphology of the as-sprayed amorphous coating
showing pores and inter-splats, and (d) SEM morphology of the crystallized coating.

EDX analysis was performed to evaluate the elemental distribution throughout the
amorphous and crystallized coatings, and the obtained EDX maps are illustrated in Figure 2.
The EDS maps demonstrated the homogeneous distribution of all the alloying elements in
both the amorphous and crystallized coatings.
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Figure 2. EDS maps of the (a) as-sprayed amorphous coating and (b) crystallized coating.

3.2. Potentiodynamic Polarization Analysis

Corrosion is a very sensitive phenomenon that highly depends on microstructural
variations. Therefore, the as-sprayed amorphous and heat-treated crystallized coatings
were analyzed electrochemically. After the stabilization of the OCP, potentiodynamic
polarization measurements were performed. The obtained PDP curves are plotted in
Figure 3. The polarization behavior was evaluated in the potential range of −1 V to 1.5 V
with respect to the open-circuit potential, with a scan rate of 1 mV/s. The kinetic parameters
were calculated by a Tafel extrapolation method using NOVA 2.1 software, as illustrated in
Table 1 According to the Butler–Volmer relation [33]:

inet = io

{
exp

(
βa

nF
RT

ηa

)∣∣∣∣−exp [−(1 − βc)
nF
RT

ηc]

}
where ′β′

a and ′β′
c are the anodic and cathodic Tafel constants. ′η′

a and ′η′
c represent the

anodic and cathodic polarizations of the surfaces during the Tafel extrapolation.

Table 1. PDP kinetic parameters of Fe-based amorphous and crystallized coatings.

Coatings OCP (mV) Icorr (µAcm−2) Ecorr (mV) Corrosion Rat
(mpy)

Amorphous −505.6 04.95 −1006.0 4.28
Crystallized −586.4 11.57 −768.79 9.99
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Figure 3. (a) Open-circuit potential and (b) PDP curves of amorphous and crystallized coatings.

The results are presented in Table 1, showing the recorded end values for the Tafel fit
of the polarization curves. The results of the as-sprayed coating revealed instantaneous
passivation of the coating (see Figure 3a,b). However, thinning of the passive region was
seen in the case of the crystallized coating, which indicates a decline in the corrosion
resistance as some crystallized phases of carbides were developed during crystallization
(see Figure 1b).

In the amorphous coating, the preferable sites for electrochemical attack are the inter-
splat boundaries. The oxides of chromium and molybdenum, present in the passive film,
provide a barrier for the corrosion active site [34]. Therefore, the obtained dense coating
only provides minute sites (see Figure 4a,b) for corrosion attack; hence, the corrosion is not
very aggressive.
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Figure 4. Surface morphology of the (a,b) amorphous and (c,d) crystallized coatings after the
corrosion test, showing pit formation and corrosion by products at the inter-splat regions.
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The carbide formation after crystallization consumed protective oxide-forming ele-
ments (chromium and molybdenum). The strong depolarizing tendency of chloride ions,
which are present in the electrolyte, promotes charge transfer at the oxide/electrolyte
interface, disturbing the overall surficial charge distribution. Therefore, the produced
heterogeneity provides a starting point for corrosion, which is evidenced by the SEM
micrograph, as depicted in Figure 4c,d.

A straight line for the as-sprayed amorphous coating was observed (Figure 5a), present-
ing the involvement of Warburg impedance (W). Warburg impedance made the diffusion
process nearly infinite [35]. This diffusion occurred at the inter-splat regions where the
oxides were dissolved and provided a path for inner corrosion, i.e., pit formation (see
Figure 4a,b). In contrast, the crystallized coating deviated from a straight line (as shown in
the enlarged view of Figure 7c) and manifested semi-circular behavior, implying a unique
time constant. Therefore, it is suggested that some sort of auxiliary reaction probably
took place at the un-melted grain boundaries, where substantial precipitates of carbide
are presented in Figure 4c,d. Considering the above analysis, two different circuits were
proposed for both of the coatings. The common elements were the solution resistance (Rs),
conduction ions resistance (Rp), and CPE-c representing the capacitance at the interface
of the electrolyte and coating surface. In addition, the CPE-ct, as the capacitance for the
double layer, was introduced for the crystallized coating, implying the capacitance between
the pits formed and the coating/electrolyte, and Rct indicates charge transfer resistance.
The equivalent models were fitted for EIS data using ZSim software v 3.20.
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Figure 5. EIS curves of the amorphous and crystallized coatings: (a) Nyquist plot, (b) Bode plot of
frequency vs. –phase, (c) Bode plot of frequency vs. |Z|, and (d) equivalent circuits used for data
fitting of the EIS curves.

The results extracted from EIS data are shown in Table 2. It can be concluded from this
tabulated data that the passive nature of the oxide layer immensely deteriorated because
of the formation of crystalline regions during the thermal treatment. This is due to the
increased number of defective sites, such as grain boundaries, and ultimately made it
easier for the charge to transfer from the corroding agent, i.e., electrolyte to these sites.
The manifold decrease in the CPE-c value discloses evidence of the above-mentioned
mechanism [36]. The deterioration in the dielectric properties of the crystallized coating
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was predicted from the relaxation of the capacitive behavior, as shown in the Bodes plots in
Figure 5b,c, close to an angle of 45◦. However, a broader crest for the as-sprayed coating
indicated the possible presence of more capacitive loops (see Figure 5a,b), which adds up
to the corrosion resistance of the coating.

Table 2. EIS parameters of Fe-based amorphous and crystallized coatings.

Coating OCP
(mV)

Rs
(Ωcm2)

CPE-c
(Ω−1snm−2)

Rp
(Ωcm2) W

CPE-ct
(Ω−1sn
cm−2)

Amorphous −505.6 4.3 18.0 120 3.0 −
Crystallized −586.4 1.7 2.5 × 104 65.1 − 1.1 × 106

3.3. Tribological Properties

The results of the dry wear test, performed on a Microtest MT pin-on-disc Tribometer,
are presented in Figure 6. It can be seen in Figure 6a that the amorphous coating exhibits a
mean COF value of 0.19, whereas, for the crystallized coating, the COF decreased first from
0.1 to 0.05 and then stays around the mean value of 0.06.
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hardness of the amorphous and crystalized coatings.

The wear behavior of the as-sprayed amorphous coating can be explained on the basis
of oxidation that took place during the in-flight of powder particles at the inter-splat regions.
This is due to the high temperature of the semi-molten particle and the excess availability of
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oxygen used in the process. So, it can be concluded that the prevalent wear mechanism in
the as-sprayed coatings was oxidation wear [23]. The uniform oxidized tribo-layer having
a high hardness could delay the wear by evading the real contact between the frictional
surface, hence improving the wear resistance [37]. However, this was not the case because
of the oxidation at the inter-splat regions, and this heterogeneity and lamellar morphology
of the splats weakened the metallurgical bonding in the case of the as-sprayed amorphous
coating [38]. Moreover, in the case of dry-sliding, oxidation could be triggered by the rise in
the surface temperature due to the high-frequency frictional force. The decrease in the COF
and wear rate of a cold-sprayed Fe-amorphous coating has also been reported because of
the high amorphous nature achieved. However, delamination and mild oxidation are also
observed as the cause of wear [39,40]. The decrease in the COF of the crystallized coating
(see Figure 6a) indicates improved wear resistance. The reason for the decrease in the COF
was the precipitation of carbides [M7C3 and M23C6 (M = Fe, Cr, Mo)], which formed a
harder phase and impinged the development of cracks and decreased the oxidation wear (a
dominant wear mechanism in the as-sprayed coating) as the oxygen content was reduced
at the inter-splats during crystallization.

Similarly, the polarity in the wear volume added a piece of evidence to the facts
described above because the wear volume of the crystallized coating was decreased with
the increase in the distance (see Figure 6b) as the harder carbides were exposed to the
diamond indenter, while in the case of the as-sprayed amorphous coating, an increase in
the wear volume was observed. The hardness of the crystallized coating was increased
due to the carbide precipitations and thickening (see Figure 1d). Moreover, an increase
in hardness, as shown in Figure 6d, with a decrease in the weight loss and wear rate for
the crystallized coating was also evident, the same as described above, and there exists
an inverse relation between hardness and weight loss i.e., Archard’s law [23,41,42]. The
as-sprayed coating shows a decrease in hardness with an increase in the weight loss and
wear rate.

For a thorough understanding of the wear mechanism, SEM of the wear tracks was
performed. The SEM micrograph shown in Figure 7a,b for the as-sprayed amorphous
coating shows less smooth areas, while the worn region shows the development of large
micro-cracks. Moreover, the shielding nature of the oxide tribo-layer vanished when
the oxidation became more severe, which made it very brittle, and eventually, it failed.
Once this oxide tribo-layer fails, micro-cracks originate at the inter-splat regions and then
propagate. It can be seen in Figure 7a,b that the volume of the smooth region is very low as
compared to the worn one, as the epicenter of wear was the inter-splat region where oxygen
was present. Also, the EDX of the worn surface shows the presence of high oxygen content.

On the contrary, the SEM micrographs of the crystallized coating indicate a larger
smooth area along with delamination (a fatigue-related wear behavior). Cyclic sliding
caused subsurface cracks due to the presence of a carbon under-layer, and the EDX of the
delaminated region (Figure 7c,d) confirmed the presence of a higher percentage of carbon.
The wearing of the crystallized coating surfaces produced flake-like wear debris. Hence,
a transformation of the wear mechanism from oxidation to delamination was observed
after crystallization. However, the overall wear resistance of the crystallized coating was
improved as the mechanism of oxidation wear was suppressed. In addition, the carbide
precipitates can bear the temperature rise and avoid further severe oxidation. Moreover,
due to the carbide precipitation, as evident from the XRD in Figure 1b, the hardness of the
coating is increased to about 10%, which decreased the wear volume of the crystallized
coating (Figure 6d).
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Figure 7. SEM micrographs of the (a,b) amorphous coating after wear and its enlarged image,
showing cracks generation and initiation under layer wear, and the (c,d) crystallized coating and its
enlarged image, showing delamination.

4. Conclusions

Detailed analysis conducted during this research work showed the formation of
carbides [M7C3 and M23C6 (M = Fe, Cr, Mo)] in the AMC during crystallization, which
fundamentally precipitated at the inter-splat regions of semi-molten particles where oxides
were formed during the HVOF-coating procedure. A 57% increase in both the corrosion
current density (from 4.95 µAcm−2 to 11.57 µAcm−2) and corrosion rate (from 4.28 mpy to
9.99 mpy) was observed after crystallization, attributed to the precipitation of the crystalline
phases in the microstructure. The carbide formation consumed a large amount of Cr and
Mo (the main elements of the passive film), which is detrimental to the homogeneity and
composition of the protective film. In addition, EIS analysis revealed that this deterioration
of the protective film provided more channels for the charge transfer and hence increased
the corrosion rate of the crystallized coating. The crystallization also caused a 10% increase
in the micro-Vickers hardness. Due to the increase in hardness, a 33% decrease in the COF
(from 0.1 to 0.05) was also achieved, which was attributed to the hard carbide precipitation.
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