
Citation: Hu, Q.; Wang, M.; Chen, Y.;

Liu, H.; Si, Z. The Effect of MC-Type

Carbides on the Microstructure and

Wear Behavior of S390 High-Speed

Steel Produced via Spark Plasma

Sintering. Metals 2022, 12, 2168.

https://doi.org/10.3390/

met12122168

Academic Editor: Massimo Pellizzari

Received: 14 October 2022

Accepted: 13 December 2022

Published: 16 December 2022

Publisher’s Note: MDPI stays neutral

with regard to jurisdictional claims in

published maps and institutional affil-

iations.

Copyright: © 2022 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/).

metals

Article

The Effect of MC-Type Carbides on the Microstructure and
Wear Behavior of S390 High-Speed Steel Produced via Spark
Plasma Sintering
Qipeng Hu 1,2,3 , Miaohui Wang 1,2,3,*, Yunbo Chen 1,2, Hailong Liu 2,3,* and Zhen Si 1

1 China Academy of Machinery Science and Technology Group Co., Ltd., Beijing 100044, China
2 Beijing National Innovation Institute of Lightweight Co., Ltd., Beijing 100083, China
3 China Machinery Institute of Advanced Materials Co., Ltd., Zhengzhou 450001, China
* Correspondence: wangmh0103@163.com (M.W.); liuhailo17@tsinghua.org.cn (H.L.)

Abstract: The microstructure and wear behavior of S390 high-speed steel (HSS) reinforced with
different volume fractions of MC-type carbides produced via spark plasma sintering were investigated
using scanning electron microscopy (SEM) and transmission electron microscopy (TEM) in this
study. SEM and TEM results show that V-W-rich carbides are formed around the added MC-type
carbides, and these carbides have a similar composition to the M(C, N) carbides precipitated at
high temperatures according to thermodynamic calculations. Both macrohardness and three-point
bending results show that the carbide type is the dominant factor increasing the hardness, and the
volume fraction of the carbide is the dominant factor leading to a decrease in the three-point bending
strength. The wear mechanism of HSS metal matrix composites (MMCs) is confirmed as abrasive
wear and oxidative wear via wear tracks and oxidation films. Compared with the sample without
reinforcement (85 HRA, wear coefficient of 1.50 × 10−15 m2/N), the best MT-3 sample exhibits a
hardness increase of 1.8 HRA and a three-fold increase in wear resistance.

Keywords: metal matrix composites; high-speed steel; MC-type carbides; microstructure; wear

1. Introduction

High-speed steels (HSSs) are considered to be an ideal candidate material for high-
performance rollers, complex gear cutters, fine blanking dies, and high-temperature bear-
ings due to their high hardness and excellent wear resistance under various wear condi-
tions [1–4]. Generally, HSSs are mainly produced via conventional casting and forging and
emerging powder metallurgy (PM). Compared to the former, PM can produce high-alloy
HSSs characterized by finer carbides uniformly distributed in a martensitic matrix, which
results in higher toughness and wear resistance [5–8]. In addition, PM, such as hot isotopic
pressing (HIP), vacuum sintering (VS), powder injection molding (PIM), and spark plasma
sintering (SPS), is also commonly used for the preparation of numerous metal matrix
composites (MMCs) [9–12].

MMCs have shown some special advantages in hardness, toughness, and wear resis-
tance due to the integration of matrix and ceramic particles. Notably, the microstructure
and mechanical properties of MMCs are deeply dependent on metal matrix and additional
ceramic particles. Moreover, these ceramic particles generally have two categories: inertia
particles and reactive particles. Numerous MMC studies focus on the inertia particles with
good thermodynamic stability that are hardly decomposed during in-service life, such
as VC, WC, TiC, NbC, TaC, and Al2O3. Herranz et al. [13] reported that the hardness
of M2 HSSs reinforced with VC produced using concentrated solar energy sintering as-
cended with sintering temperature and the addition of VC. However, the number density
of additive carbides is an influential factor responsible for wear properties, rather than
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macrohardness, in the M3/2 HSS reinforced with NbC and TaC via cold isostatic press-
ing [14]. Zhang et al. [15] made a comparison between in situ and ex situ WC-reinforced
iron matrix composites using spark plasma sintering, which demonstrated that the wear
resistance of the former surpassed that of the latter. Othsuka et al. [16] found that the
addition of B and Al2O3 greatly improved the hardness of PIMed SKH51 HSSs, reaching a
hardness of 1000 Hv. Table 1 illustrates the reported experimental results of various MMCs
strengthened using ceramic particles, which shows the clear effect of the type and volume
fraction of ceramic particles on hardness.

Some researchers have investigated the in situ particles produced by the reaction
between matrices with additive ceramic particles, such as SiC and TiB2. Fedrizzi et al. [17]
observed the formation of TiC and Fe2B shells around TiB2 particles in the H13 tool steel
with TiB2, and these in situ particles were qualitatively analyzed as a reaction product of
TiB2 and α-Fe. Wu et al. [18] also reported that the microhardness of 316L stainless steels
produced using laser melting deposition increased to 974 Hv due to the addition of SiC,
and found that SiC reacted with the iron matrix to generate the Fe3Si and FeSi.

Table 1. The reported experimental results of various MMCs.

Matrix Consolidation Particle Addition (vol.%) Hardness (HRA) Ref.

M2

Tubular furnace sintering
(1140–1295 ◦C) VC 0/3/6/10 79.3 */84.2 */84.6 */84.8 *

[13]
Solar furnace sintering

(940–1150 ◦C) VC 0/3/6/10 85.6 */85.75 */85.9 */86.35 *

M3/2

Vacuum sintering
TiC 0/5 77.4 */78.5 *

[19]MnS 0/5 77.4 */74.7 *
TiC + MnS 0/5+5 77.4 */76.3 *

Sintering
(1250 ◦C)

CaF2 5 73.2 *

[20]
TiC 5 68.4 *
MnS 5 63.8 *

CaF2 + TiC 5+5 71.8 *

Vacuum sintering
(1230 ◦C)

NbC 0/5/7.5/10 79.6 */79 */79.6 */80.7 *
[14]TaC 0/5/7.5/10 79.6 */74.7 */79 */79 *

NbC/TaC 0/5/7.5/10 79.6 */79 */78.5 */77.4 *

Vacuum sintering
(1150 ◦C) WC 0/10/30 65.3 */66.5 */68.2 * [21]

316L
Laser fusion SiC 0/3/6/9 62.4 */69 */72.5 */76.1 * [22]

Laser melting deposition SiC 4/8/12/16 68.9 */72.4 */82.45 */86.05 * [18]

*: microhardness and macrohardness values are converted to HRA hardness.

The PMHSSs with a martensitic structure are widely applied in high-performance gear
cutters and fine blanking dies due to their excellent wear resistance, hardness, good temper
resistance, and comprehensive mechanical properties. Although MC-type carbides (TiC,
WC, VC, NbC, and SiC) are widely used as a ceramic reinforcement of MMCs, previous
studies mainly focus on the effect of the volume fraction of a single MC-type carbide on the
mechanical properties, wear resistance, and microstructures of HSS MMCs. However, the
synergistic effect of multiple carbides and carbide type can also affect the microstructure,
hardness, fracture toughness, and wear properties of HSS MMCs. Moreover, the bonding
strength of the interfaces between ceramic particles and matrices is much dependent
on the chemical stability of extrinsic carbides. In this study, the effect of the type and
volume fraction of MC-type carbides and their synergistic effect on the microstructure,
mechanical properties, and wear resistance of HSS MMCs was investigated using scanning
electron microscopy (SEM) and transmission electron microscopy (TEM). Meanwhile, the
microstructure evolution of the precipitates around additive MC-type carbides and their
influence on the bending strength and microstructure of fracture surface were analyzed.
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2. Materials and Experiments
2.1. Materials

As shown in Table 1, MC-type carbides, such as SiC, TiC, and VC, are widely used to
produce MMCs with excellent wear resistance and toughness. Therefore, three MC-type
carbides (SiC, TiC, and VC) were selected as extrinsic reinforcement particles in this study.
Figure 1 shows the SEM micrographs of a S390 HSS nitrogen-atomized powder and three
MC-type carbides used in this study. The chemical composition of the S390 powders and
size distribution of the raw S390 and MC-type carbide powders are listed in Tables 2 and 3,
respectively. As shown in Table 3, the size distribution of the S390 powders (5–54 µm)
is wider than that of the carbide particles (1–20 µm). A certain range of the powder was
chosen to avoid powders with irregular morphology, such as flaky and hollow powder.
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Figure 1. The SEM secondary electron (SE) micrographs of raw powders. (a) HSS, (b) SiC, (c) TiC,
and (d) VC.

Table 2. The chemical composition of the S390 HSS powders.

Element C Mo W Mn Cr V Co Fe

wt.% 1.63 2.28 10.09 0.26 4.91 5.12 8.11 Bal.

Table 3. The size distribution of the raw S390 and MC-type carbide powders.

Powder (µm) D3 D10 D25 D50 D75 D90 D98

S390 5.30 8.21 12.80 20.51 30.37 40.27 53.91
SiC 0.90 1.53 3.04 5.40 8.32 11.28 15.36
TiC 0.70 1.10 2.50 6.22 10.71 14.98 20.31
VC 0.74 1.33 2.72 5.83 9.41 13.01 16.22

Table 4 shows the volume fraction of MC-type carbides in various designed HSS
MMCs. Different volume fractions of carbides were designed to investigate the desired
materials. As shown in Table 1, the volume fraction of additional MC-type carbides was
as high as 10 vol.% in prior reported studies. Due to the high volume fraction of intrinsic
carbides in the S390 matrix, the volume fraction of extrinsic carbides was limited to below
7.5 vol.% to hold good toughness. To produce the homogeneously reinforced HSS MMCs,
the raw powders were proportioned and blended before the consolidation process. The
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powder mixing was conducted in a planetary ball mill (Chishun QM-3SP2, Nanjing, China),
which can rotate in two directions. The mixture of S390 powders and carbide particles
was further mixed for 2 h at 400 rpm with a ball-to-powder weight ratio of 7:1, and 316L
stainless steel balls with a 5 mm diameter were employed to attain a uniform mixture.

Table 4. The volume fraction of MC-type carbides in various designed HSS MMCs.

Sample Base
Carbides (vol.%)

SiC VC TiC

M 100 - -
MS-1 - 2.50 - -
MS-2 - 5.00 - -
MS-3 - 7.50 - -
MV-1 - - 2.50 -
MV-2 - - 5.00 -
MV-3 - - 7.50 -
MT-1 - - - 2.50
MT-2 - - - 5.00
MT-3 - - - 7.50

MSV-1 - 1.25 1.25 -
MSV-2 - 2.25 2.25 -
MSV-3 - 3.25 3.25 -
MST-1 - 1.25 - 1.25
MST-2 - 2.25 - 2.25
MST-3 - 3.25 - 3.25

2.2. SPS Method and Heat Treatments

The consolidation process was performed using the Dr. Sinter SPS machine (Sumitomo
SPS-1050, Japan). The well-mixed powders were filled in a graphite die with an inner
diameter of 30 mm. A graphite foil was inserted between the mixed powders and the die
to facilitate demolding and extend the die’s lifetime. The optimal parameters (a sintering
temperature of 1050 ◦C, a heating rate of ~90 ◦C·min−1, a uniaxial pressure of 50 MPa, and
a holding time of 5 min) were used to prepare the S390 HSSs with MC-type carbides in
the non-vacuum atmosphere. The sintered specimens were produced with a diameter of
30 mm and a thickness of 14 mm.

Figure 2 shows the heat treatment curves of SPSed MMC samples. The SPSed MMC
specimens were subjected to two-step heating (550 ◦C and 850 ◦C, ~5 min) to reduce the
cracking tendency before then being oil-quenched to room temperature (25 ◦C) and finally
austenitized at 1150 ◦C. The decarburization surfaces were removed using a wire cutting.
The triple tempering treatment was conducted at 550 ◦C for 1 h, followed by air cooling to
room temperature (25 ◦C).

Metals 2022, 12, x FOR PEER REVIEW 5 of 15 
 

 

 
Figure 2. The schematic diagram of heat treatment of the S390 MMCs. 

2.3. Microstructure Characterization and Mechanical Tests 
The SEM samples were ground and polished in the conventional method before the 

SEM observation, and TEM samples were thinned using a GATAN model 695 ion mill 
before TEM observation. The morphology and microstructure of designed MMCs were 
observed using a Zeiss Gemini SEM 500 scanning electron microscope (SEM) operating at 
5 kV and a FEI Tecnai G2 transmission electron microscope (TEM) operating at 200 kV. 
The phase composition in the designed MMCs was analyzed using a TTRAX3 X-ray dif-
fraction (XRD) technique with Cu Kα radiation. The wear tracks on the surface of worn 
samples were observed using SEM to clarify the distribution of the solute elements and 
the wear mechanisms. Moreover, JMatPro software was used to calculate the phase dia-
grams to investigate the chemical composition variation in precipitated carbides from 20 
to 1600 °C with a step size of 10 °C. 

Mechanical characterization was tested on polished specimens using Rockwell hard-
ness measurements with a load of 1470 N for 14 s. For each specimen, 7 random indenta-
tions were made and averaged to obtain a correct hardness. Specimens with dimensions 
of 3 × 6 × 30 mm3 were cut from the designed samples to apply the three-point bending 
strength tests, and at least 3 samples were performed for every designed sample. 

The density of the prepared HSS MMCs was measured using Archimedes’ method. 
The relative density values were determined based on the rule of mixtures, and the vol-
ume loss of the pin was calculated from Equation (1). The wear coefficients κ of the de-
signed samples was calculated based on Equation (2). Equations (1) and (2) are shown 
below: 

Vlossሺm3ሻ=
mloss(g)

ρmeasure(g·mି3) (1)

κwear൫m2·Nି1൯=
Vloss(m3)

(Fn(N) × Lsliding(m)) (2)

The wear and friction tests were performed on a pin-on-disk MMU-10G test machine. 
The pin samples with a dimension of Φ4 × 15 mm3 were cut from the designed MMCs 
using a wire-cut spark machine. The HIPed S390 HSS were used as counterpart disks with 
a dimension of Φ43 × 3 mm3. The surfaces of pin and disk samples were polished with SiC 
abrasive papers from 240# to 1200#. The four-wear test was performed with a load of 1000 
N and a rotation speed of ~400 rpm for each designed sample at room temperature. The 
experimental details of the wear test can be found in Table 5. 

Table 5. The experimental parameters of the pin-on-disk wear test. 

Load/N Sliding Speed/r min−1 Test Duration/min Sliding Distance/m Track Radius/mm 
1000 400 20 553 11 

  

Figure 2. The schematic diagram of heat treatment of the S390 MMCs.

2.3. Microstructure Characterization and Mechanical Tests

The SEM samples were ground and polished in the conventional method before the
SEM observation, and TEM samples were thinned using a GATAN model 695 ion mill
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before TEM observation. The morphology and microstructure of designed MMCs were
observed using a Zeiss Gemini SEM 500 scanning electron microscope (SEM) operating at
5 kV and a FEI Tecnai G2 transmission electron microscope (TEM) operating at 200 kV. The
phase composition in the designed MMCs was analyzed using a TTRAX3 X-ray diffraction
(XRD) technique with Cu Kα radiation. The wear tracks on the surface of worn samples
were observed using SEM to clarify the distribution of the solute elements and the wear
mechanisms. Moreover, JMatPro software was used to calculate the phase diagrams to
investigate the chemical composition variation in precipitated carbides from 20 to 1600 ◦C
with a step size of 10 ◦C.

Mechanical characterization was tested on polished specimens using Rockwell hard-
ness measurements with a load of 1470 N for 14 s. For each specimen, 7 random indenta-
tions were made and averaged to obtain a correct hardness. Specimens with dimensions of
3 × 6 × 30 mm3 were cut from the designed samples to apply the three-point bending
strength tests, and at least 3 samples were performed for every designed sample.

The density of the prepared HSS MMCs was measured using Archimedes’ method.
The relative density values were determined based on the rule of mixtures, and the volume
loss of the pin was calculated from Equation (1). The wear coefficients κ of the designed
samples was calculated based on Equation (2). Equations (1) and (2) are shown below:

Vloss

(
m3

)
=

mloss(g)
ρmeasure(g ·m−3)

(1)

κwear

(
m2·N−1

)
=

Vloss(m
3
)

(F n(N) × Lsliding(m))
(2)

The wear and friction tests were performed on a pin-on-disk MMU-10G test machine.
The pin samples with a dimension of Φ4 × 15 mm3 were cut from the designed MMCs
using a wire-cut spark machine. The HIPed S390 HSS were used as counterpart disks with
a dimension of Φ43 × 3 mm3. The surfaces of pin and disk samples were polished with
SiC abrasive papers from 240# to 1200#. The four-wear test was performed with a load of
1000 N and a rotation speed of ~400 rpm for each designed sample at room temperature.
The experimental details of the wear test can be found in Table 5.

Table 5. The experimental parameters of the pin-on-disk wear test.

Load/N Sliding Speed/r min−1 Test Duration/min Sliding Distance/m Track Radius/mm

1000 400 20 553 11

3. Results and Discussions
3.1. Densification and Microstructures

Density values were obtained via Archimedes’ method for the M sample and other
designed MMC samples. The theoretical density for the S390 matrix was 8.2 g/cm3, and
the relative density was calculated following the rule-of-mixture equation.

Figure 3 illustrates the density and relative density of the designed S390 MMCs with
an increasing volume fraction of carbides. A significant downward trend was observed
in the density of all designed samples with the increasing volume fraction of carbides, as
shown in Figure 3a. However, the relative density was above 97% for all samples, which
implies that the SPS parameters used in this study could produce HSS MMCs with nearly
full density. For carbide-reinforced HSS MMCs, the decrease in relative density was mainly
due to the cluster of carbide particles [23,24]. By using S390 powders with a small size of
D50 = 20.51 µm, the size and density of pores in designed MMC samples were reduced,
which suppresses the cluster of carbide particles. Compared to the SiC-reinforced samples,
the relative density of the samples reinforced with VC and TiC exhibited a continuous
downward trend with increasing carbides. Conversely, the addition of SiC could elevate
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the relative density of the S390 MMCs. As shown in Figure 3b, the relative density of the
samples reinforced with SiC exceeded 99%.
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The SEM micrographs of the S390 MMCs with various carbides are shown in Figure 4.
Fewer sintering pores and carbide clusters can be observed in MMC samples. Generally,
the density and size of the pores formed during the sintering process had a major influence
on the mechanical properties of the PM products. Compared with the control M sample
(Figure 4a), some black or dark gray carbides with a diameter of ~5 µm were uniformly
distributed around the powder boundary in carbide-reinforced MMC samples (Figure 4b–f).
Figure 5 shows the XRD patterns of the S390 MMCs designed in this study. As shown
in Figure 5, the M sample mainly exhibited five phases: α-Fe, VC, Fe3W3C, Cr23C6, and
Cr3C2. The additional MC carbides were also identified in the XRD patterns of other
samples. However, the XRD diffraction peaks of TiC, SiC, and VC were too close to be
clearly identified. The presence of the FeSi phase in SiC-reinforced MMC samples reveals
that the SiC decomposed during the SPS process or heat treatment. The V2C phase from
VC powder was also identified in MV-1 and MSV-1 samples. Previous studies also reported
that SiC decomposed above 610 ◦C and formed Fe3C and FeSix in SPS and the laser-melting
deposition process [18,22,25]. Therefore, a rise in the relative density of the S390 MMCs
with SiC can be attributed to the decomposition of SiC, which reduced the size of the
sintering pores.
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Figure 5. The XRD patterns of designed S390 MMCs designed in this study.

The SEM micrographs of the M sample and EDS results of the S390 MMCs are pre-
sented in Figure 6. As shown in Figure 6a, dark-gray and light-white particles were
observed, which were V-rich MC carbides and W-rich M6C carbides, respectively. The
thermodynamic equilibrium of S390 HSSs was predicted using JMatPro. Additionally, the
calculated equilibrium phase diagram is exhibited in Figure 6b. According to Figure 6b, the
four major phases (α-Fe, MC, M6C, and M23C6) were identified at room temperature. The
thermodynamic calculation results corresponded with the experimentally observed carbide
types shown in Figure 6a. The variations of elements were also investigated at various
temperatures, and their results are shown in Figure 6c,d. As shown in Figure 6c, the MC
carbide that existed at high temperatures had ~28 wt.% W elements, i.e., much higher than
the ones that existed at room temperature. As a result, the MC carbide precipitated during
the cooling process was mainly the V-rich MC carbide. The compositions of M6C carbides
were also compared at different equilibrium temperatures. As shown in Figure 6d, the W
content of M6C carbides at room temperature was approximately 17% higher than that at
high temperatures. Therefore, the precipitation during cooling was mainly W-rich M6C.
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Figure 6. (a) The SEM backscattered electron (BSD) micrographs of the M sample, (b) calculated
equilibrium phase diagram of S390 HSSs, (c) element variation in M (C, N), and (d) M6C predicted
using JMatPro. The SEM-BSD micrographs and EDS results of S390 MMCs with different carbides:
(e) MS-2; (f) MSV-2; (g) MT-2.
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As shown in Figure 6e–g, the boundary between added MC-type carbides and the
S390 matrix was surrounded by a carbide layer with similar chemical composition. In
the MS-2 sample reinforced with SiC (Figure 6e), the SEM observation shows that there
was a white layer and particle-type precipitates around the black particles. The EDS
results also show that the white phase referred to V-rich MC-type carbides and the black
phase referred to SiC particles. Compared to TiC and VC, the morphology of SiC particles
transformed from an irregular shape to a pebble shape, which implied a reaction between
SiC particles and the S390 matrix. The V-rich MC carbides that precipitated in the vicinity of
SiC particles hindered further progress in the decomposition reaction. The decomposition
and refinement stages of SiC were also observed in the laser fusion 316L MMCs, and
the morphology of SiC exhibited a drop from micron sizes to near-nanometer sizes [22].
The white precipitates were also observed in the samples reinforced with VC (Figure 6b).
Furthermore, the EDS results show that the white phase had a high content of W, which
means that the phase around the VC particle belonged to W-rich M6C carbides. For the
sample reinforced with TiC (Figure 6c), high contents of W and V were detected in the
gray phase and the content of Ti was identified in black particles, which implies that the
(V, W)-rich phase precipitated at the brim of TiC particles during the sintering and heat
treatment process.

To clarify the characteristics and formation mechanisms of precipitates around the
MC-type carbides, a 3 µm TiC particle was observed via TEM, which is shown in Figure 7.
The selected area electron diffraction (SAED) pattern (Figure 7a) revealed that the gray pre-
cipitate belonged to the VWC2 phase (ICSD #619038). The EDS analysis of the TiC particle
(spot. 1), the iron matrix (spot. 2), and the VWC2 gray precipitant (spot. 3) is illustrated
in Figure 7b. Notably, the EDS analysis of spot. 3 confirms that these precipitates were
associated with the (V, W, Mo)-rich carbide, and the composition of gray precipitates was
consistent with the calculated composition of M(C, N) in high-temperature precipitation
conditions. Therefore, the precipitation process can be promoted by a special sintering
process during SPS, which creates spark plasma and a high temperature between the MC
carbide particles and the S390 powder. From the EDS mapping results in Figure 7c–f, the
discrete precipitation of (V, W, Mo)-rich carbides was distributed along the boundary of
TiC, and the presence of the carbide was expected to create adhesion between a S390 matrix
and a TiC particle. Similar observations were found in prior studies, which reported that
TiC was surrounded by the V-rich MC carbide and that (W, Mo)-rich M6C was segregated
at grain boundaries in sintered TiC/M2 HSS [26] and TiC/M3/2 HSS [19]. The addition
and heat treatment of carbides had a significant impact on the formation and composition
of precipitates between the MC carbide and the MMC matrix. Zhang et al. reported that
controlling the cooling rate could alter the V or Ti content of (Ti, V, Mo)C particles in
Ti–V–Mo micro-alloyed steel [27]. Wang et al. also reported that the shape of (Ti, Mo)C
changed due to interface reactions during isothermal holding [28]. The simulation results
show that (V, M)C (M = W, Mo, and Cr) were thermodynamically stable and the (Cr, Mo,
W, Mn, V)-doped interface enhanced the ferrite/TiC interface [29–32].
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3.2. The Mechanical Properties of the S390 MMCs

Figure 8 displays the relationship between the hardness and volume fraction of the
MC-type carbides. Due to the high hardness of the matrix (85 HRA), the addition of various
carbides exhibited limited hardness enhancement (Figure 8a), and the hardness of S390
MMCs was affected by the volume fraction and type of MC-type carbide. For the same
carbides, the hardness enhancement was much affected by the volume fraction of additional
carbides. As shown in Figure 8b, the addition of TiC and VC could help to improve the
hardness of the S390 MMCs, and each additional 2.5 vol.% of TiC carbide particles could
increase the hardness by ~0.6 HRA. Conversely, the improvement can be negligible in the
S390 MMCs with SiC, and hardness values fluctuated in the range of 85 to 86 HRA. Notably,
the addition of SiC + VC and SiC + TiC had minor improvements, and the addition of 7.5
vol.% of hybrid carbide particles only improved the hardness by ~1 HRA. The carbide type
also had a significant effect on the hardness improvement due to the intrinsic characteristics
of the MC carbide. As shown in Table 6, TiC was the highest, followed by VC, and finally SiC.
Therefore002C TiC could prominently improve the hardness of HSS MMC. The samples with
7.5 vol.% TiC had the highest room-temperature hardness of 86.8 HRA.

Table 6. The intrinsic characteristics of carbides.

Compound Density (g/cm3) Vickers Hardness (GPa) Ref.

Fe3W3C 14.3 16.8 [33]

SiC 3.2 24.5–28.2
[34]VC 5.8 27.2

TiC 4.9 28.0–35.0
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The bending strength of designed samples was investigated using a three-point bend-
ing test, as shown in Figure 9. For all samples, the control M sample demonstrated the
highest bending strength of ~1197 MPa (Figure 9a). Except for samples reinforced with
SiC, the addition of carbides deteriorated the bending strength with an increasing vol-
ume fraction of carbides. For example, Figure 9b shows that the bending strength of
samples reinforced with TiC descended from ~1197 Mpa to ~899 Mpa with an increasing
volume fraction of carbides. A similar phenomenon was also observed in the TiC- and
TiN-reinforced M3/2 HSS [35]. The fracture surface analysis of three-point bending samples
with 7.5 vol.% TiC and 7.5 vol.% VC is shown in Figure 10, revealing the effect of (V, W,
Mo)-rich carbides on the fracture behavior of TiC carbides. As shown in Figure 10, some
TiC and VC particles were torn rather than pulled out at the fracture surfaces. Moreover,
the (V, W, Mo)-rich carbides outside the carbide particles exhibited the same behavior. Some
prior studies found that cracks tended to initiate the incoherent interface between M6C
and martensite rather than the semi-coherent interface between MC and martensite [36,37].
Therefore, the discrete precipitation behavior created an MC-(V, W, Mo)-rich carbide matrix
structure, which might enhance the bonding of MC particles and matrices. However, the
bonding effect played a small role in improving the three-point bending strength due to the
irregular morphology of MC particle properties, which might cause stress concentration
during servicing.
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Figure 10. The SEM-BSD and EDS micrographs of the 3-point bending fracture surface of the S390
MMCs: (a) MT-3 and (b) MV-3.

3.3. Wear Test and Observations

Figure 11 illustrates the relationship between the volume fraction and type of added
carbides and wear properties. As shown in Figure 11a, the M sample without the addition
of carbides had the highest average wear coefficient of 1.5 × 10−15 m2/N. Conversely,
the wear coefficients of designed samples reinforced with MC-type carbides were much
lower than those of the M samples, which implies that the designed MMCs had better
wear properties. As shown in Figure 11b, for the same carbides, the wear coefficients
of MMCs exhibited a downward trend as the volume fraction increased. Compared to
SiC-and VC-reinforced MMCs, the S390 MMCs reinforced with TiC had the best wear
performance under the same volume fraction, and the wear coefficient decreased from
1.65 × 10−15 m2/N (MT-1 sample) to 4.64 × 10−16 m2/N (MT-3 sample, the lowest among
the designed samples). With the volume fraction of SiC increasing, the wear coefficient
of MMCs decreased from 1.23 × 10−15 m2/N (MS-1 sample) to 6.55 × 10−16 m2/N (MS-3
sample). The effect of the carbide type on wear resistance was also investigated in this
study, which shows that the carbide type is a vital influencing factor in improving the
wear properties: TiC > VC > SiC + TiC > SiC + VC > SiC. Moreover, the enhancement of
wear resistance by carbides was consistent with the intrinsic hardness of carbides (Table 6).
However, the effect of the carbide type on wear resistance was much less significant than
that of the volume fraction, which is consistent with prior studies [14,38].
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The SEM and EDS micrographs of the worn pin surface of designed MMCs are
exhibited in Figure 12. The grooves were observed on the worn surface, which indicates that
abrasive wear is the main mechanism among the MMCs. The grooves were generated from
the motion of abrasive particles detached from MMCs or counterparts on the pin surface.
The worn pin surfaces exhibit grooving abrasive wear, which is mainly characterized by
two-body abrasive wear or three-body abrasive wear with high loads [39]. An observation
of additional carbides and EDS mapping results found that the existence of additional
carbides could hinder grooving abrasive wear, ascribed to the higher hardness of carbides
than the matrix. Meanwhile, the oxide debris and films generated from the high-speed
wear test were observed behind the MC carbide. Notably, the type and size of additional
carbides had a significant effect on the shape of the oxidized debris distribution on the
worn pin surfaces. Compared to the MT-3 sample, the MS-3 and MV-3 samples presented a
more homogeneous distribution of oxidized debris. Furthermore, the higher hardness and
stability of TiC made it possible for the oxide to accumulate more easily behind the TiC.
In addition, the distribution of carbides could also influence the morphology of oxidized
debris [14,40,41]. Based on the above discussion, the wear mechanism of designed MMCs
was a mixture of grooving abrasive wear and oxidation wear.
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4. Conclusions

In this study, S390 MMCs were prepared using the SPS method, and the effect of
MC-type carbides on wear coefficient, hardness, and toughness was also investigated. The
following conclusions can be drawn:

• The density reduction in MMCs was proportionate to the volume fraction of MC-
type carbides. The abnormal relative density enhancement could be attributed to the
decomposition of SiC particles, which led to a reduction in the size of SiC carbides
and the number density of pores. The layer of in situ carbides was observed around
all MC-type carbides. The microstructure and formation mechanism of these in situ
carbides were characterized and clarified. A (V, W)-rich phase precipitated around the
TiC particle, acting as adhesion promoters between the matrix and the TiC particle.

• The hardness of MMCs was significantly influenced by the type of MC-type carbides.
The MT-3 sample with TiC had the highest hardness (86.8 HRA) and exceeded the M
sample by 1.8 HRA. The three-point bending strength was mainly influenced by the
volume fraction of the MC-type carbide. The bending strength of the MMCs decreased
from 1197 MPa to 899.3 MPa with TiC increasing from 0 to 7.5 vol.%.
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• The designed MMCs in this study exhibited excellent wear resistance. Abrasive wear
and oxidation wear were the primary mechanisms responsible for the wear failure
of MMCs. The wear coefficients of MMCs were mainly influenced by the type and
volume fraction of MC-type carbides. With an increase in the volume fraction, the
wear coefficient decreased, which shows an evident improvement in wear resistance.
The MT-3 MMC (specific wear coefficient of 4.64 × 10−16 m2/N) was approximately
three times lower than the M sample (specific wear coefficient of 1.50 × 10−15 m2/N).

Author Contributions: Conceptualization, Q.H. and M.W.; methodology, Q.H. and H.L.; validation,
Q.H. and H.L.; investigation, Q.H.; resources, Y.C.; data curation, Q.H.; writing—original draft
preparation, Q.H.; writing—review and editing, H.L. and Z.S.; supervision, M.W.; project administra-
tion, M.W.; funding acquisition, M.W. All authors have read and agreed to the published version of
the manuscript.

Funding: The authors acknowledge funding support from the National Natural Science Foundation
of China, under grant number 51975240.

Institutional Review Board Statement: Not applicable.

Informed Consent Statement: Not applicable.

Data Availability Statement: All data are available from the corresponding author upon reason-
able request.

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

References
1. Xu, L.; Song, W.; Ma, S.; Zhou, Y.; Pan, K.; Wei, S. Effect of Slippage Rate on Frictional Wear Behaviors of High-Speed Steel with

Dual-Scale Tungsten Carbides (M6C) under High-Pressure Sliding-Rolling Condition. Tribol. Int. 2021, 154, 106719. [CrossRef]
2. Chen, N.; Luo, R.; Xiong, H.; Li, Z. Dense M2 High Speed Steel Containing Core-Shell MC Carbonitrides Using High-Energy Ball

Milled M2/VN Composite Powders. Mater. Sci. Eng. A 2020, 771, 138628. [CrossRef]
3. Rech, J.; Djouadi, M.A.; Picot, J. Wear Resistance of Coatings in High Speed Gear Hobbing. Wear 2001, 250, 250–251. [CrossRef]
4. Badisch, E.; Mitterer, C. Abrasive Wear of High Speed Steels: Influence of Abrasive Particles and Primary Carbides on Wear

Resistance. Tribol. Int. 2003, 36, 765–770. [CrossRef]
5. Xu, L.; Wei, S.; Xiao, F.; Zhou, H.; Zhang, G.; Li, J. Effects of Carbides on Abrasive Wear Properties and Failure Behaviours of

High Speed Steels with Different Alloy Element Content. Wear 2017, 376–377, 968–974. [CrossRef]
6. Peng, H.; Hu, L.; Li, L.; Zhang, L.; Zhang, X. Evolution of the Microstructure and Mechanical Properties of Powder High-Speed

Steel S390 after Heat Treatment. J. Alloys Compd. 2018, 740, 766–773. [CrossRef]
7. Peng, H.; Hu, L.; Zhang, X.; Wei, X.; Li, L.; Zhou, J. Microstructural Evolution, Behavior of Precipitates, and Mechanical Properties

of Powder Metallurgical High-Speed Steel S390 During Tempering. Metall. Mater. Trans. A-Phys. Metall. Mater. Sci. 2019, 50,
874–883. [CrossRef]

8. Leskovšek, V.; Podgornik, B. Vacuum Heat Treatment, Deep Cryogenic Treatment and Simultaneous Pulse Plasma Nitriding and
Tempering of P/M S390MC Steel. Mater. Sci. Eng. A 2012, 531, 119–129. [CrossRef]

9. Zhao, X.; Liu, J.; Zhu, B.; Ouyang, J.; Xue, Q. Tribological Properties of TiC-Based Ceramic/High Speed Steel Pairs at High
Temperatures. Ceram. Int. 1998, 24, 13–18. [CrossRef]

10. Li, H.; Yan, L.; Zhang, H.; Ai, F.; Zhao, D.; Li, Y.; Jiang, Z. Effects of Sintering Temperature on Interface Microstructure and
Element Diffusion of WC-Co-Ni-Fe/High-Speed Steel Composites. Mater. Lett. 2022, 310, 131449. [CrossRef]

11. Sulima, I.; Putyra, P.; Hyjek, P.; Tokarski, T. Effect of SPS Parameters on Densification and Properties of Steel Matrix Composites.
Adv. Powder Technol. 2015, 26, 1152–1161. [CrossRef]

12. Herranz, G.; Levenfeld, B.; Várez, A.; Torralba, J.M. Development of New Feedstock Formulation Based on High Density
Polyethylene for MIM of M2 High Speed Steels. Powder Metall. 2005, 48, 134–138. [CrossRef]

13. Herranz, G.; Romero, A.; de Castro, V.; Rodríguez, G.P. Processing of AISI M2 High Speed Steel Reinforced with Vanadium
Carbide by Solar Sintering. Mater. Des. 2014, 54, 934–946. [CrossRef]

14. Gordo, E.; Velasco, F.; Antón, N.; Torralba, J.M. Wear Mechanisms in High Speed Steel Reinforced with (NbC)p and (TaC)p MMCs.
Wear 2000, 239, 251–259. [CrossRef]

15. Zhang, Z.; Chen, Y.; Zhang, Y.; Gao, K.; Zuo, L.; Qi, Y.; Wei, Y. Tribology Characteristics of Ex-Situ and in-Situ Tungsten Carbide
Particles Reinforced Iron Matrix Composites Produced by Spark Plasma Sintering. J. Alloys Compd. 2017, 704, 260–268. [CrossRef]

16. Ohtsuka, S.; Takekawa, J. Effects of Additions of B and Al2O3 Powders on the Densification and Mechanical Properties of PIM
High Speed Steels. J. Jpn. Soc. Powder Powder Met. 2005, 52, 49–54. [CrossRef]

http://doi.org/10.1016/j.triboint.2020.106719
http://doi.org/10.1016/j.msea.2019.138628
http://doi.org/10.1016/S0043-1648(01)00629-9
http://doi.org/10.1016/S0301-679X(03)00058-6
http://doi.org/10.1016/j.wear.2017.01.021
http://doi.org/10.1016/j.jallcom.2017.12.264
http://doi.org/10.1007/s11661-018-5040-2
http://doi.org/10.1016/j.msea.2011.10.044
http://doi.org/10.1016/S0272-8842(96)00069-7
http://doi.org/10.1016/j.matlet.2021.131449
http://doi.org/10.1016/j.apt.2015.05.010
http://doi.org/10.1179/003258905X37828
http://doi.org/10.1016/j.matdes.2013.09.027
http://doi.org/10.1016/S0043-1648(00)00329-X
http://doi.org/10.1016/j.jallcom.2017.02.003
http://doi.org/10.2497/jjspm.52.49


Metals 2022, 12, 2168 14 of 14

17. Fedrizzi, A.; Pellizzari, M.; Zadra, M.; Marin, E. Microstructural Study and Densification Analysis of Hot Work Tool Steel Matrix
Composites Reinforced with TiB2 Particles. Mater. Charact. 2013, 86, 69–79. [CrossRef]

18. Wu, C.L.; Zhang, S.; Zhang, C.H.; Zhang, J.B.; Liu, Y.; Chen, J. Effects of SiC Content on Phase Evolution and Corrosion Behavior
of SiC-Reinforced 316L Stainless Steel Matrix Composites by Laser Melting Deposition. Opt. Laser Technol. 2019, 115, 134–139.
[CrossRef]

19. Zalisz, Z.; Watts, A.; Mitchell, S.C.; Wronski, A.S. Friction and Wear of Lubricated M3 Class 2 Sintered High Speed Steel with and
without TiC and MnS Additives. Wear 2005, 258, 701–711. [CrossRef]

20. Zuomin, L.; Childs, T.H.C. The Study of Wear Characteristics of Sintered High Speed Steels Containing CaF2, MnS and TiC
Additives at Elevated Temperature. Wear 2004, 257, 435–440. [CrossRef]

21. Madej, M. Phase Reactions During Sintering of M3/2 Based Composites with WC Additions. Arch. Metall. Mater. 2013, 58,
703–708. [CrossRef]

22. Wang, D.; Huang, J.; Tan, C.; Ma, W.; Zou, Y.; Yang, Y. Mechanical and Corrosion Properties of Additively Manufactured
SiC-Reinforced Stainless Steel. Mater. Sci. Eng. A 2022, 841, 143018. [CrossRef]

23. Hadian, A.; Zamani, C.; Clemens, F.J. Effect of Sintering Temperature on Microstructural Evolution of M48 High Speed Tool Steel
Bonded NbC Matrix Cemented Carbides Sintered in Inert Atmosphere. Int. J. Refract. Met. Hard Mat. 2018, 74, 20–27. [CrossRef]

24. Hadian, A.; Zamani, C.; Clemens, F.J. Sintering Behavior of NbC Based Cemented Carbides Bonded with M2 High Speed Steel.
Ceram. Int. 2019, 45, 8616–8625. [CrossRef]

25. Hu, Z.; Ning, K.; Lu, K. Study of Spark Plasma Sintered Nanostructured Ferritic Steel Alloy with Silicon Carbide Addition. Mater.
Sci. Eng. A 2016, 670, 75–80. [CrossRef]

26. Liu, Z.Y.; Loh, N.H.; Khor, K.A.; Tor, S.B. Mechanical Alloying of TiC/M2 High Speed Steel Composite Powders and Sintering
Investigation. Mater. Sci. Eng. A 2001, 311, 13–21. [CrossRef]

27. Zhang, K.; Wang, H.; Sun, X.J.; Sui, F.L.; Li, Z.D.; Pu, E.X.; Zhu, Z.H.; Huang, Z.Y.; Pan, H.B.; Yong, Q.-L. Precipitation Behavior
and Microstructural Evolution of Ferritic Ti–V–Mo Complex Microalloyed Steel. Acta Met. Sin. 2018, 31, 997–1005. [CrossRef]

28. Wang, Z.; Zhang, H.; Guo, C.; Leng, Z.; Yang, Z.; Sun, X.; Yao, C.; Zhang, Z.; Jiang, F. Evolution of (Ti, Mo)C Particles in Austenite
of a Ti–Mo-Bearing Steel. Mater. Des. 2016, 109, 361–366. [CrossRef]

29. Jang, J.H.; Lee, C.H.; Han, H.N.; Bhadeshia, H.K.D.H.; Suh, D.W. Modelling Coarsening Behaviour of TiC Precipitates in High
Strength, Low Alloy Steels. Mater. Sci. Techol. 2013, 29, 1074–1079. [CrossRef]

30. Sun, C.; Zheng, Y.; Chen, L.; Fang, F.; Zhou, X.; Jiang, J. Thermodynamic Stability and Mechanical Properties of (V, M)C (M = W,
Mo and Cr) Multicomponent Carbides: A Combined Theoretical and Experimental Study. J. Alloys Compd. 2022, 895, 162649.
[CrossRef]

31. Jang, J.H.; Lee, C.H.; Heo, Y.U.; Suh, D.W. Stability of (Ti, M)C (M = Nb, V, Mo and W) Carbide in Steels Using First-Principles
Calculations. Acta Mater. 2012, 60, 208–217. [CrossRef]

32. Xiong, H.; Zhang, H.; Zhang, H.; Zhou, Y. Effects of Alloying Elements X (X = Zr, V, Cr, Mn, Mo, W, Nb, Y) on Ferrite/TiC
Heterogeneous Nucleation Interface: First-Principles Study. J. Iron Steel Res. Int. 2017, 24, 328–334. [CrossRef]

33. Liu, Y.; Jiang, Y.; Zhou, R.; Feng, J. First-Principles Calculations of the Mechanical and Electronic Properties of Fe–W–C Ternary
Compounds. Comput. Mater. Sci. 2014, 82, 26–32. [CrossRef]

34. Pierson, H.O.; Hugh, O.; Pierson, H.O. Handbook of Refractory Carbides and Nitrides; William Andrew Inc.: New York, NY, USA,
1996; pp. 55–117.

35. Oliveira, M.M.; Bolton, J.D. High-Speed Steels: Increasing Wear Resistance by Adding Ceramic Particles. J. Mater. Process. Technol.
1999, 92–93, 15–20. [CrossRef]

36. Lyu, C.; Zhou, J.; Zhang, X.; Yao, Y.; Zhang, Y. Effect of Heat Treatment on Microstructure and Impact Toughness of a Tungsten-
Molybdenum Powder Metallurgical High-Speed Steel. Mater. Sci. Eng. A 2021, 815, 141268. [CrossRef]

37. Wang, Y.; Song, K.; Zhang, Y.; Wang, G. Microstructure Evolution and Fracture Mechanism of H13 Steel during High Temperature
Tensile Deformation. Mater. Sci. Eng. A 2019, 746, 127–133. [CrossRef]

38. Wei, S.; Zhu, J.; Xu, L. Research on Wear Resistance of High Speed Steel with High Vanadium Content. Mater. Sci. Eng. A 2005,
404, 138–145. [CrossRef]

39. Trezona, R.I.; Allsopp, D.N.; Hutchings, I.M. Transitions between Two-Body and Three-Body Abrasive Wear: Influence of Test
Conditions in the Microscale Abrasive Wear Test. Wear 1999, 225–229, 205–214. [CrossRef]
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