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A B S T R A C T   

Two kinds of Fe-based amorphous alloy coatings were fabricated by high velocity oxygen fuel (HVOF) spraying 
and cold spraying (CS). Microstructure, amorphous content, hardness, and high-temperature (below the glass 
transition temperature) tribological performance were investigated. Results show that the Fe-based amorphous 
coatings prepared by CS have a high hardness and a low wear rate at room temperature. At 673 K, the oxide layer 
grew, broke, and peel off periodically, resulting in a high wear rate. Moreover, the high-temperature wear 
mechanism was fatigue, adhesive, and oxidative wear. Meanwhile, the different crystallization and oxidation 
behavior of CS and HVOF coatings resulting in the different wear rates at 673 K.   

1. Introduction 

Amorphous alloys (also known as metallic glasses) have been one of 
the most popular frontiers of research since they were developed in 
1960. In the process of preparation using ultra-rapid cold solidification 
techniques, the atoms in the molten alloy are not ready to crystallize in 
an orderly arrangement, so the obtained solid alloy has a short- and 
medium-range ordered structure and a long-range disordered structure 
of internal atoms, without the grains and grain boundaries of crystalline 
alloys [1–4]. The unique structure gives amorphous alloys excellent 
physical, chemical, and mechanical properties and is expected to be a 
key structural material in aerospace equipment, biomedical devices, 
precision equipment, and other fields. Among them, Fe-based amor
phous alloys have become the focus of research and development in the 
materials science community due to their ultra-high-strength and 
hardness, excellent wear and corrosion resistance, superior soft mag
netic properties, and low economic cost [5–7]. However, the limited 
glass-forming ability (GFA) and inherent brittleness of amorphous alloys 
severely limit the engineering applications of Fe-based amorphous al
loys. Fortunately, the preparation of amorphous coatings by thermal 
spray techniques (including high velocity oxygen fuel [8], high velocity 
air fuel [9], plasma spraying [10], arc spraying [11], and cold spraying 
[12,13]) can overcome these problems and become an effective way to 

protect the material surface. For example, Yasir et al. [14] blended 20% 
wt. of Al2O3 powder in Fe-based amorphous powder and found that the 
composite coatings had a very low friction factor (<0.2) and the wear 
resistance of the coating was two to three times that of the pure amor
phous coating. Su et al. [15] prepared Fe-based amorphous coatings by 
cold spraying and HVAF spraying methods, and the results showed that 
the cold spraying method could prepare dense amorphous coatings with 
excellent wear resistance. 

In the HVOF thermal spraying process, the raw material powder is 
injected into the gun, heated to a molten or semi-molten state, accel
erated toward the substrate, and then diffused laterally and cured 
rapidly [16]. Among the various thermal spraying techniques, HVOF 
thermal spraying is reported to have several advantages; for example, 
high productivity and excellent properties such as high densities, low 
porosity, high bond strength, and low residual stresses in the prepared 
coatings. The process of cold spraying technology is that a high pressure 
gas preheated at a certain low temperature is passed through a scaled 
nozzle to produce a supersonic gas flow jet, which accelerates the 
sprayed particles by sending them axially into the gas jet to form a 
coating by impacting the substrate as a solid state [17]. Unlike the 
traditional thermal spraying technology, the cold spraying process 
temperature is lower than the melting point of the sprayed particles, and 
the particles do not go through the melting-re-solidification process 
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during the spraying process, which avoids oxidation and crystallization 
in the preparation of amorphous coatings, and improves the compres
sive stress and metallurgical bonding with the substrate. 

The wear behavior of amorphous coatings is extremely sensitive to 
wear test parameters (e.g., applied load, temperature, and sliding dis
tance), and the contact temperature (flash temperature) of the sliding 
surface may exceed the glass transition temperature and crystallization 
temperature even at room temperature wear tests, leading to viscous 
flow and nanocrystallization-induced wear mechanisms [15,18–20]. Li 
et al. [21] investigated the wear behavior of sprayed Fe-based amor
phous coatings. The results showed that the coating wear rate was more 
sensitive to sliding velocity than to normal loading, and the wear 
mechanisms were mainly oxidation wear and delamination wear. 
Although the room-temperature wear behavior of Fe-based amorphous 
alloy coatings has been studied extensively, there are few reports on the 
high-temperature wear behavior [22]. 

In this paper, Fe-Cr-Mo-C-B-Y system amorphous coatings were 
prepared on 35CrMo steel substrate using HVOF and CS techniques, and 
the high-temperature (below the glass transition temperature) tribo
logical properties of Fe-based amorphous coatings at different temper
atures (293 K, 473 K, 673 K) were systematically discussed by 
conducting ball-plate linear sliding tests, comparing HVOF coatings and 
The differences in wear mechanisms between HVOF and CS coatings 
were compared. 

2. Material and methods 

2.1. Material and specimen preparation 

In this work, the raw material powder used was a Fe-based amor
phous alloy powder prepared by high-pressure inert gas atomization 
method with a composition content of Fe48Cr15Mo14C15B6Y2 at.%. The 
amorphous powder with a particle size distribution of 10~30 µm was 
screened for the preparation of the coating by cold spraying technology, 
and the powder with a particle size distribution of 25~58 µm was 
screened for the preparation of the coating by supersonic flame spraying 
technology. The substrate material used for the coating is 35CrMo alloy 
structural steel. The sample was machined by EDM wire cutting into a 
block of 50 mm × 15 mm × 5 mm in size, and C1 chamfering was done to 
facilitate assembly and to prevent the coating from cracking due to stress 
concentration during the experiment. Before spraying, the substrate 
surface was de-oiled and sandblasted to increase the surface roughness 
and thus improve the bonding strength of the coating and the substrate. 
The blasting material is diamond sand with the size of 250~800 µm, the 
blasting pressure is 0.9 bar, the blasting time is 30 s, and the blasting 
distance is 30 mm. CS technology uses the spraying equipment from 
Impact, Germany, model No. Impact 5/11. 

The technical parameters of the spraying are shown in Table 1. HVOF 
amorphous coating of about 250 µm and CS amorphous coating of 900 
µm, respectively, were prepared on the substrate surface. Scanning 
electron microscopy (SEM) and energy-dispersive X-ray spectroscopy 
(EDS) were used to observe and analyze the microscopic morphology 
and elemental species and distribution information of the powders and 
coatings. The SEM uses the SE2 signal channel with an operating voltage 
of 15 kV. The porosity of the coatings was calculated by grayscale pro
cessing of SEM images of the coating cross-sections using the image 
processing software ImageJ2X and averaging the measurements over 

multiple (≤10) selected areas. The composition and phase composition 
of the powders and coatings were analyzed by using an X-ray diffrac
tometer (XRD) equipped with Cu Kα rays at a scanning speed of 4◦/min, 
continuous scanning, and a scanning angle of 20-80◦. The amorphous 
content of the powders and coatings was also fitted semi-quantitatively 
on MDI Jade 6.0 software based on the reference intensity method (RIR). 
A differential thermal analyzer (DTA) was used to analyze the thermal 
stability and crystallization temperature of the powders and coatings. 
The temperature range was 373-1073◦C, and the heating rate was 10 K/ 
min. Argon was chosen as the protective atmosphere. Differential ther
mal analysis is a method of thermal analysis by measuring the temper
ature difference between the sample and the reference ratio as a function 
of temperature, which can be used to obtain the characteristic temper
ature of amorphous crystallization by heat absorption or exothermic 
changes. A microhardness tester was used to measure the coating’s 
microhardness. The load was set at 3 N and the ballast holding time was 
15 s. The measurement was performed by pressing a square conical 
diamond indenter with a top angle of 136◦ into the coating cross-section 
and calculating the hardness value at the measured point by measuring 
the average length of the diagonal on the diamond-shaped indentation 
using the Vickers hardness formula HV=1854.4 L/d2 (HV0.3). where L is 
the load and d is the diagonal length. In the vertical direction, with the 
bond between the coating and the substrate as 0, positive towards the 
coating and negative towards the substrate, points are taken every 50 
µm for HVOF coatings and every 100 µm for CS coatings, hitting from the 
near surface of the coating to the substrate. Three points are taken in the 
horizontal direction, and the average hardness value of the three tests is 
used as the hardness at that depth. Avoid the defective area when 
making the points. 

2.2. Wear test 

The test was conducted using the UMT multifunctional wear tester. 
The coating was subjected to a high temperature reciprocating sliding 
experiment by loading a high temperature module under high temper
ature conditions. Before the experiment, the surface of the coating was 
polished. The parameters of the high-temperature wear test were set as 
follows: 293 K, 473 K, 673 K. Silicon nitride of Φ6 was used for the 
grinding ball, normal load 10 N, frequency 10 Hz, test time 1800 s, 
stroke 6 mm, and a new silicon nitride for the grinding ball was used for 
each experiment. Each parameter was repeated three times to obtain the 
average value to increase the reliability of the experiment. The effect of 
different temperatures on the sliding friction wear of the coating was 
investigated, and the wear mechanism of the coating at different pa
rameters was explored. All samples were ultrasonically cleaned with 
ethanol and then dried before capturing the three-dimensional (3D) 
morphology of the wear trajectory by optical profilometry. Subse
quently, precise wear volumes were obtained by analyzing 3D wear 
images. Three contouring trajectories were measured on each wear 
surface. The volume loss before and after the wear experiment was also 
used to characterize the wear rate, which was calculated as follows: Q =
Vw
NS, where Q is the wear rate (mm3⋅N− 1⋅m− 1), Vw is the wear volume 
(mm3) obtained by integrating the cross-sectional profile of the wear 
traces, and N and S denote the applied load (N) and the total travel 
distance (mm), respectively [23]. 

3. Results 

3.1. Characteristics of the powders and coatings 

Fig. 1 shows the scanning electron microscopy secondary electron 
images of the powders (raw material powders of CS and HVOF, 
respectively). As shown in Fig. 1(a), the diameters of the CS raw material 
powders are about 10~30 µm, and most of them are spherical with 
smooth surfaces, and some of the particles have satellite balls attached 

Table 1 
CS and HVOF process parameters.  

CS process HVOF process 

Gas pressure (MPa) 4.5 Spraying distance (mm) 240 
Gas temperature (◦C) 900 Shroud gas (NLPM) 354 
Spraying distance (mm) 20 Oxygen (NLPM) 200 
Powder feeder rate (rpm) 3 Hydrogen (NLPM) 600  
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to them. As shown in Fig. 1(b), the diameter of HVOF raw material 
powder is about 20~60 µm, with an ellipsoidal or irregular shape and 
relatively smooth surface. 

Fig. 2 shows the physical phase analysis of the raw material powder 
and coating. Analyzing the XRD characterization results of the powders, 
it can be found that both CS and HVOF powders have obvious amor
phous peaks in the region of 2θ = 40~50◦, indicating the presence of 
amorphous phases, while CS powder has several crystalline diffraction 
peaks overlapping the amorphous peaks and HVOF powder contains 
Mo2B, Mo2C crystalline peaks at 2θ = 39~42◦. The two powders exhibit 
a mixed structure of amorphous and crystalline phases. Comparing the 
XRD physical phase results of the coating, it can be found that the CS 
coating has a bun peak and no obvious crystalline diffraction peak, and 
the amorphous content of the coating is about 90% after fitting calcu
lation using MDI-Jade 6.0 software, which has a high amorphous con
tent. the HVOF coating has an overall amorphous phase with an 
amorphous content of about 85%, which is lower than the CS coating, 
due to the high temperature in the spraying process and Some of the 
crystalline phases C2Cr3, Cr23C6 precipitated during the spraying process 
[24]. 

Fig. 3 shows the microscopic morphology of the surface and cross- 
section of CS and HVOF coatings, respectively. As seen in Fig. 3(a), 
the surface of CS coating is made up of partially deformed powder 
particles, because the powder particles remain solid during the cold 
spraying process, and when their movement speed exceeds the critical 
speed, the interface between the particles and the substrate generates 
adiabatic shear instability, which causes the particles to undergo severe 
plastic deformation and deposit on the workpiece surface [25]. Fig. 3(d) 
shows the surface morphology of HVOF coating, which shows that the 
coating surface is molten and the unmelted particles on the surface are 
less and the whole is more complete. Fig. 3 (b δ c) shows the cross section 
of CS coating. It can be seen that the CS coating has no obvious cracks 
and is well bonded to the substrate with a coating thickness of about 900 

µm. From Fig. 3(c), it can be seen that there are some small pores inside 
the coating due to the incomplete bonding of the particles during the 
deposition process [26]. The coating and substrate are found to bite each 
other at the bonding interface of the coating and substrate, which in
dicates that the deposition mechanism of the coating is mechanical 
deposition. The coating cross-section was selected several times using 
ImageJ2x software and grayed out, and the obtained coating porosity 
was about 1.3%, indicating that the coating structure was dense. Fig. 3(e 
δ f) shows the cross-sectional morphology of the HVOF coating. The 
coating has a layer-by-layer stacked structure, which is a typical thermal 
spraying laminate structure. The interface between the coating and the 
substrate is clear, and the thickness of the coating is about 250 µm. The 
measured porosity of the coating is about 2%. Two main reasons can 
lead to porosity: the layer stacking laminate structure can create large 
porosity, and the molten droplets shrink partially due to cooling and 
make the gas not expelled to form small porosity [27]. 

3.2. Mechanical properties of Fe-based amorphous coatings 

Fig. 4 shows the microhardness distribution curves of CS and HVOF 
coatings along the cross section. The average hardness of the CS coating 
is about 1005.5HV0.3 and the maximum hardness is 1104HV0.3, which 
is 3.9 times higher than that of the base 35CrMo (283HV0.3) and 
significantly higher than that of the HVOF coating at 935.5HV0.3. The 
ultra-hardness of the Fe-based amorphous alloy coating comes from the 
diffusion strengthening of the metal carbide and the formation of the 
amorphous phase. It can be seen that CS coatings exhibit higher hard
ness due to higher amorphous content [28,29]. 

Fig. 5 shows the DTA curves of CS and HVOF coatings, both of which 
exhibit multi-stage exothermic properties. The crystallization tempera
ture of the HVOF coating is about 690◦C and that of CS is about 720◦C, 
which indicates that the transformation of the amorphous phase in the 
coating occurs above the crystallization temperature. Compared with 

Fig. 1. Secondary electron SEM image of Fe-based amorphous feedstock powders: (a) CS powders; (b) HVOF powders.  

Fig. 2. XRD patterns of the Fe-based amorphous powders and sprayed coatings, (a) powders; (b) coatings.  
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Fig. 3. SEM images of Fe-based amorphous coatings, (a) The surface of CS coating, (b) The cross-section of CS coating, (c) The magnification of cross-section of CS 
coating; (d) The surface of HVOF coating, (e) The cross-section of HVOF coating, (f) The magnification of cross-section of HVOF coating. 

Fig 4. Microhardness–distance profile of Fe-based amorphous sprayed coatings, (a) CS coating; (b) HVOF coating.  
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the HVOF coating, the initial crystallization temperature and rapid 
exothermic temperature of the CS coating are slightly higher than those 
of the HVOF coating, which has better thermal stability [30]. 

3.3. Tribological performance of Fe-based amorphous coating at elevated 
temperature 

The tribological properties of the materials are influenced by mul
tiple factors, such as pressure, load, sliding speed, and test temperature. 
Fig. 6 shows the average friction coefficient of the two coatings as a 
function of temperature. It can be seen from the figure that the average 
COF of both CS and HVOF coatings increases with the increase of tem
perature. As the temperature rises from room temperature to 673 K, the 
COF curve of CS coating rises significantly more than that of HVOF 
coating, and the average COF of CS coating is larger than that of HVOF 
coating at 673 K. The change of COF reflects the evolution of surface 
microstructure. 

From Fig. 6, it can be found that the curves can be divided into two 
stages, namely the break-in stage and the steady-state stage. the COF 
values increase sharply in the break-in stage and then drop rapidly to 
near the steady-state friction coefficient, which is due to the different 
surface roughness and the constant adjustment of the friction process 
with the change of the contact surface [31]. During the break-in period, 
the micro-convexity of the contact surface is crushed and the contact 

area increases and a dynamic balance is formed between the formation 
and removal of the oxide layer during the steady-state period, with the 
friction coefficient fluctuating within a certain range. The rapid decrease 
after the initial peak comes from the generation of low shear transfer 
films during the friction process. 

Fig. 7 shows the three-dimensional morphology of the local wear 
marks of Si3N4 after a reciprocal sliding friction experiment with a load 
of 10 N for 1800 s on both coatings. 

Fig. 8 corresponds to the wear surface profiles of both coatings at 
different temperatures. It can be found that the wear depth increases 
with the increase of temperature. At 673 K, the wear depth of CS coating 
is about 16 µm and that of HVOF is about 12 µm. 

The wear volume is obtained by integrating the surface profile of the 
wear marks using a 3D white light interferometer, as shown in Fig. 9(b), 
which shows the wear rate calculated using the equation Q = Vw

NS. The 
wear rate of CS coating is the largest at 673 K, which is the wear rate of 
HVOF coating is maximum at 673 K with 1.70 × 10− 5 mm3⋅m− 1⋅N− 1. 
The wear volume growth rate of CS coating is higher than that of HVOF 
coating at 293 K, 473 K, and 673 K. At 273 K, the wear rate of CS coating 
is about 3/5 of that of HVOF coating, which shows excellent wear 
resistance, and the wear rate of the CS coating was about 1.3 times that 
of the HVOF coating when the ambient temperature increased to 673 K. 
Thus, the HVOF coating exhibits better sliding wear resistance than the 
CS coating under high temperature conditions. 

3.4. Wear mechanism of Fe-based amorphous coating under various 
conditions 

In order to analyze the high temperature wear mechanism of the Fe- 
based amorphous alloy coatings, the wear morphology of the coatings 
was characterized using SEM/EDS. Fig. 10 shows the microscopic 
morphology of the wear marks. It can be seen from the figures that 
microploughs and pits exist on the wear surface of the CS coating at 293 
K, and are accompanied by areas partially covered by bright particles, 
indicating that abrasive wear has occurred [32]. Because of the dense 
structure and relatively high hardness of the CS coating, the coating 
surface is not easy to crack and peel, and oxidative wear is the main wear 
mechanism of the CS coating at 293 K [15]. In addition, a large number 
of cracks and pits were found in the wear traces of the CS coating at 673 
K. This is due to the cracking of the Fe-based amorphous alloy coating 
under the action of shear force, and the instantaneous release of energy 
accumulated by friction during the transient crack expansion, which 
causes the local amorphous coating to melt or flake off and detach from 
the coating with the friction sub [33]. 

From the microscopic morphology of the HVOF coating at 293 K 
(Fig. 11), it can be found that the wear surface is rougher, with a large 
number of deep grooves, pits, and attached debris. The fatigue wear 
becomes the main wear mechanism of the HVOF coating at 293 K. It is 

Fig. 5. DTA date of Fe-based amorphous coatings.  

Fig. 6. Friction coefficient versus sliding time curves of Fe-based amorphous sprayed coatings, (a) CS coating, and (b) HVOF coating.  
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known that the HVOF coating has a layer-by-layer stacked structure, and 
the amorphous coating is stripped by repeated plowing fatigue [11,34]. 

It is well known that Fe, Mo, and other elements in Fe-based 

amorphous alloy coatings are highly susceptible to oxidation at high 
temperatures [35]. In general, the oxidation reaction is mainly the in
ward diffusion of oxygen into the amorphous substrate, and defective 

Fig. 7. Wear scar morphologies of track width of Fe-based amorphous coatings, (a) CS coating, 293 K; (b) CS coating, 473 K; (c) CS coating, 673 K; (d) HVOF coating, 
293 K; (e) HVOF coating, 473 K; (f) HVOF coating, 673 K. 

Fig. 8. Track depth in the function of track width of Fe-based amorphous coatings, (a) CS coating; (b) HVOF coating.  

Fig. 9. (a) wear volume and (b)wear rate of CS coating and HVOF coating under various sliding conditions.  
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areas in the coating, including pores and cracks, will become the 
preferred channels for the diffusion of oxygen elements [36]. For 
amorphous alloy coatings, as the sliding conditions change, the friction 
surface contact temperature, i.e., the flash point temperature, increases, 
and the contact flash point temperature between the Fe-based amor
phous alloy coating and Si3N4 on the grinding ball under high temper
ature conditions will reach and exceed the glass transition temperature 
and crystallization temperature, leading to viscous flow and amorphous 
crystallization [37]. As seen in Figs. 3–9(f), the CS coating surface under 
673 K friction test conditions exhibits the coexistence of relatively 
smooth areas and rough areas, with a large number of fragments flaking 
off and adhering to the wear surface during sliding, indicating increased 
fatigue wear. 

Meanwhile, the EDS results in Fig. 10 show that in addition to Fe, 
Mo, C, and Cr elements, there are accompanying O and Si elements. The 
metallic elements in the coating such as Fe, Cr, and Mo react with 
oxidation at high temperatures to form an oxide layer, which grows to a 
critical thickness with continuous high-temperature sliding friction and 
ruptures due to brittleness or accumulation of residual stress, eventually 
leading to the oxide layer peeling off the coating surface as well as some 
oxide fragments adhering to the surface, and the periodic growth, 
rupture, and peeling of the oxide layer makes it have a high wear rate at 
high temperatures The oxide layer grows, breaks and peels off periodi
cally, resulting in a high wear rate at high temperatures. Since Si3N4 was 
chosen for the grinding balls, the presence of Si elements indicates the 

occurrence of material transfer. Therefore, the high temperature wear 
mechanisms of CS coatings in the air include fatigue, adhesive, and more 
severe oxidative wear [22,38,39]. 

The different crystallization and oxidation behavior of CS and HVOF 
coatings may be the main reason for their different wear rates at 673 K. 
The contact flash point temperature between the friction sub and the 
amorphous coating is reported to be related to the ambient temperature, 
friction coefficient, and material hardness. Compared with CS coating, 
the lower friction coefficient of HVOF coating at 673 K makes its flash 
point temperature lower than that of CS coating [40]. As the tempera
ture increases, the contact flash temperature between the friction sub 
and the coating increases, leading to the crystallization of the wear 
surface, and the crystallization behavior of the amorphous coating 
makes the wear region more brittle. Since the plastic toughness of the 
amorphous alloy significantly affects its wear resistance, the enhance
ment of brittleness reduces its plastic toughness, which leads to a 
decrease in wear resistance [18,41]. 

4. Conclusion 

In this work, Fe-based amorphous alloy coatings were prepared on 
35CrMo steel substrates utilizing cold spraying and high velocity oxygen 
fuel spraying techniques. The high temperature frictional wear mecha
nism of the coatings was investigated at ambient temperatures ranging 
from room temperature to 673 K. The Fe-based amorphous alloy coating 

Fig. 10. worn morphologies of CS coating under various conditions: (a,b) 293 K; (c,d) 673 K; (e,f) 673 K.  
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prepared by cold spraying has 90% amorphous content and no obvious 
crystallization phenomenon. Compared with the HVOF coating, the CS 
coating has the advantages of high density structure (porosity less than 
1.5%), high hardness (Vickers microhardness up to 1104HV0.3), and 
better thermal stability. At room temperature, the CS coating showed 
good wear resistance with a wear rate of 5.59 × 10− 6mm3⋅m− 1⋅N− 1. At 
693 K, the wear resistance of the HVOF coating was better than that of 
the CS coating with 1.70 × 10− 5mm3⋅m− 1⋅N− 1. The wear volume growth 
rates of the CS coating at 293 K, 473 K, and 673 K were higher than those 
of the HVOF coatings. Under dry friction wear conditions, the wear rates 
of Fe-based amorphous alloy coatings all show an increasing trend with 
the increase of ambient temperature, which is mainly due to the periodic 
growth, rupture, and peeling of the coating oxide layer under high 
temperature conditions significantly increasing the wear rates of the 
coatings. The high temperature wear mechanisms in the air include fa
tigue, adhesive wear, and more severe oxidation wear. 
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