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Cemented tungsten carbide (WC-10Co) and high-strength (AISI 4340) steel were successfully bonded by
hot compaction diffusion bonding at a low temperature. The effects of holding time (5-50 min) on
microstructure and mechanical properties of the sintered carbides and bonding strengths of the dissimilar
bilayered composite materials were examined. The results show that the mechanical properties of the
carbides increase, but the bonding strength increases firstly and then decreases with the increase in holding
time. The maximum density and hardness achieved are 95.92 and 99.5%, respectively. A transitional layer
forms at the interface as a result of elemental interdiffusion. The depth of the layer increases with the
increase in holding time. The optimal bonding time is determined to be 40 min at a temperature of 1200�C
and a pressure 160 MPa, by which the maximum bonding strength of 204 MPa of the WC-10Co/4340 steel
joints can be achieved.

Keywords bonding interface, bilayered composite, elemental
diffusion, microstructural characterization, powder–
solid diffusion bonding

1. Introduction

Dissimilar bilayered composite materials can offer the
combined advantages of two materials which are not attainable
by a solitary material. A bilayered composite of cemented
tungsten carbide (cermet) and steel can combine the properties of
ceramics (e.g., hardness and wear resistance) and steel (e.g.,
toughness and strength). Such materials can be used as a
structural component in the industry and domestic sectors, where
both impact andwear resistance are required (Ref 1, 2). In tooling
industry, for instance, where a bulk material (e.g., drilling or
cutting tool) is used to provide mechanical support, a coating of
hard material is used to prevent the wear resistance (Ref 3-6).

Cermets are conventionally joined with steel by solid-state
joining techniques, usually by employing an interlayer.Anumber
of different interfacial materials are reported to use which include
Cu/Ag-based solders (Ref 7), multilayer brazing of Cu and Ni
alloys (Ref 8-10), interlayer coatings of CrN, ZrN and TiCxN1�x

(Ref 11), Ti interlayer (Ref 12) and electroplated Cu/Ni interlayer

(Ref 13). The chief reason of using such interlayer is to mitigate
the mismatch of coefficient of thermal expansion (CTE) of these
two materials. Due to large difference of their CTE values
[� 5.0 9 10�6�C—1 for WC-Co (Ref 7) and � 12 9 10
6�C—1 for steel (Ref 14)], thermally induced residual stresses
entrap at the joining interface during solidification process. This
causes creation of micro-cracks and delamination at the bonding
interface, leading to reducing the bonding strength and ultimately
failure of the composite (Ref 8, 15, 16). Some advanced
techniques, reported to join ceramic and steel, include spark
plasma sintering (Ref 17), plasma spraying (Ref 18) and pulse
plasma sintering (Ref 19). Thesemethods are based on solid-state
bonding, involving intermediate fabrication steps, assembling
and machining processes (Ref 20). Solid-state joining usually
deals with easy geometrically shaped parts with limited usage in
the view point of industrial applications. Applying an interlayer
adds up further complexity and cost. Furthermore, solid-state
joining requires to heat up the sample at a high temperature close
to their melting points. In contrast, making use of powder
metallurgy (PM) techniques can substantially reduce the tem-
perature requirements (Ref 21). PM also offers the advantage of
decreasing production cycle, producing near net shape parts,
eliminating the need of an interlayer and thus saving the cost and
production time. In addition, compared to the solid state, PM
promotes higher interdiffusion of alloying elements between
joining materials, leading to a stronger bonding.

Zafar et al. (Ref 22) examined the joining of WC-12Co with
AISI 304 stainless steel, using a so-called microwave hybrid
heating technique. Feng et al. (Ref 7) examined the diffusion
bondingofWC-Co/Ni and stainless steel andachieved amaximum
tensile strength of 195 MPa at 950�C for 80 min. Thomazic et al.
(Ref 2) fabricated cemented carbides/steel composite materials by
PM and investigated the effects of various parameters including
composition, compaction pressure, heating rate, sintering temper-
ature and duration. Similar research was also conducted by Pascal
et al. (Ref 23). These investigations give guidelines on the effects
of various experimental parameters, microstructure analysis and
bonding mechanics. However, studies on bonding between
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ceramic and steelmaterial are still a scanty. The interfacial stability,
microstructural characteristics, formation of phases and mechan-
ical properties of such bilayered composites are still a scope of
investigation, as available information is still inadequate. More-
over, to the best of our knowledge, there is no literature that
explains the effect of holding time on bonding characteristics
between cemented tungsten carbide and steel.

In this paper, WC-10Co and AISI 4340 steel bilayered
composite was fabricated by a novel technique called hot
compaction diffusion bonding (HCDB). The theory and
working principle of HCDB is reported in Ref 1. The ceramics
were used as powder and steel as solid. Since W molecules are
bigger and heavier, using them in powder form has the
advantages of sintering them at lower temperature and pro-
moting elemental diffusion for bonding with steel (Ref 24). Fe,
on the other hand, can easily diffuse into WC matrix at this
temperature. Usually, complete densification of carbide pow-
ders is performed above 1300�C; a detail summary of synthesis
and sintering of cemented tungsten carbide can be found in Ref
21. In the present study, we have used a low-temperature
electrical sintering process where a combined effect of heating
and pressurizing is implemented under a vacuum environment
to speed up the consolidation process. The limiting temperature
1200�C was selected based on literature surveys and experi-
mental results. As reported in Ref 25, tungsten carbide powders
with an average particle size (APS) of 100 nm could be
completely densified at 1200�C under 100 MPa pressure. This
gives the evidence of the possibility of obtaining full densifi-
cation at this temperature, with additional advantage of using
binder materials. In addition, during experiment it was found
that over 1200�C the machine exhibited malfunction when
holding time reached over 20 min due to overheating. Thus, the
limiting temperature was chosen to be 1200�C. Consequently,
the limiting pressure was chosen to be 160 MPa, because the
punches do not survive at higher pressure for longer holding
times. Nonetheless, this pressure is considered to be sufficient
comparing to previous reports to obtain full densification (Ref
25). Thus, while keeping the sintering temperature and
compaction pressure at 1200�C and 160 MPa, respectively,
effects of holding time (5-50 min) on microstructure and
mechanical properties of both the sintered carbide and bonded
joints are investigated. The interfacial interaction of alloying
elements with each other at cermet/steel joints is characterized.
It is hoped that the investigation can provide the reference for
the joining of ceramic and steel dissimilar materials, and the
manufacture of bilayered composite with better quality.

2. Experimental

Nanocrystalline cemented tungsten carbide powder and
high-strength steel (HSS) solid wire were chosen as experi-
mental materials. In WC-Co matrix, Co is added as a binder

material. It plays a significant role in not only determining the
mechanical properties of the bulk but also contributing the
solidification process. An increase in Co content reduces the
hardness and increases the transverse rupture strength. There-
fore, a proper balance of Co content is necessary. In most
industrial applications, particularly in tool industries, Co is used
in the range of 10-15%; presenting a decent compromise
between the hardness and transverse rupture strength (Ref 26).
In this study, we used WC-10Co powder of an APS of 100 nm,
and AISI 4340 steel wire of 1 mm in diameter. The chemical
compositions of these materials are presented in Table 1.

Figure 1 presents the schematic diagram of the experimental
set up used in this study. In this process, a simultaneous effect
of pressure and temperature is applied. The heating is generated
using the Joule effect by passing an electrical current through
electrically conductive samples. A continuously progressing
pressure from both ends is applied to accelerate the solidifica-
tion process at lower temperature and promote the bonding
process. The sample is insulated by quartz tube as shown in

Table 1 Chemical compositions of WC-10Co and AISI 4340 steel (wt.%)

Material Fe Co C Cr Mn Ni N Zn Al V O Mo Si

WC – 10.0 – < 0.01 – 0.02 0.06 < 0.06 0.03 0.04 < 0.5 – –

AISI 4340 Balance – < 0.4 < 0.8 0.7 < 1.8 < 0.1 – 0.25 0.25

Fig. 1 Experimental setup: (a) schematic diagram of the HCDB
process, showing various components of the die assembly and
sample preparation mechanism, and (b) the experimental die setup is
clamped by the two jaws of Gleeble 3500 thermal–mechanical
simulator
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Fig. 1(a) for limiting the heat conduction through the die set up.
Thermocouples are used for controlling the temperature and
machine functionalities as shown in Fig. 1(a). Gleeble 3500
thermal–mechanical simulator (Fig. 1b) was employed to carry
out the experiment in a vacuum environment.

The interfacial microstructure of cermet and steel was
observed by optical microscopy (OM, Keyence VK-X200) and
scanning electron microscopy (SEM, JSM-7001F) equipped
with backscattered electron. The distribution of chemical
elements at the bonding interface was examined through Aztec
Oxford energy-dispersive spectroscopy (EDS) elemental lines-
can analysis. The phases formed during sintering process were
identified by x-ray diffraction (XRD) using monochromatic Cu,
Ka radiation in GBC MMA diffractometer, with an angular
step size of 0.05�, and a speed of 2�/m, at 35 kV and 28.4 mA.
Tracesv6 ver. 6.6.10 was subsequently used for phase analysis.

The mechanical properties were evaluated by examining the
microhardness, density, porosity and bonding strength calcula-
tion of the bilayered composite. The microhardness indenta-
tions were carried out across the sample as shown in Fig. 2(a),
using a Struers Durascan Vickers microhardness tester under a
load of 4.9 N and dwell time of 10 s. The mechanical shear
bonding strength was calculated by a set up as shown in
Fig. 2(b). The setup is mounted on a high-precision micro-
tensile machine, and Eq. 1 is used to calculate the bonding
shear strength.

rbonding ¼
Fmaximum

Abonding
ðEq 1Þ

where rbonding is the shear bonding strength in MPa, Fmaximum is
the maximum load recorded in micro-tensile testing machine in
N, and Abonding is the shear bonding results and discussion.

3. Results and Discussion

3.1 Thermodynamic Analysis

Selection of appropriate compositions and sintering condi-
tions is imperative for obtaining desired mechanical properties
and make a successful bonding between the ceramic and steel
materials. The mechanical properties, such as hardness and
toughness, and wear resistance of cemented carbides can be
essentially improved, and the sintering temperature to attain full
density can be considerably decreased, when the particle size of
the initial carbide powder is smaller than sub-micron scale (Ref
27, 28). In fact, the use of superfine and/or nanoscale powders

with particle size smaller than 500 nm is getting a continuously
growing interest in the field of metal machine, tool industry and
medicine for their outstanding properties (Ref 29). As
nanocrystalline cermet with 100 nm particles size may have
even better performance, it has become a hot topic in the field
of refractory and hard materials worldwide. The possibility of
obtaining full density of such materials at a temperature as low
as 1200�C is also addressed by a number of researchers (Ref
27, 30). Consequently, when considering the fact of bonding,
both the nanocrystalline cermet and steel should be processed
in similar sintering conditions. The temperature is required to
be lower than the melting point of both materials, however, it
has to be high enough to reach the full density of the cermet and
adequately promote interdiffusion of alloying elements for
bonding to occur with the steel (Ref 1). Based on the above
analysis, we have chosen the temperature of 1200�C for
sintering nanocrystalline (100 nm APS) cermet powder and
bonding with AISI 4340 steel.

The second stage is to predict/simulate the characteristic
phases and compositions that may form (particularly at the
interface) under the selected temperature, leading to produce
the microstructure, which in turn, directly affects the mechan-
ical properties of the composite. Such simulation also helps to
understand the microstructural behaviors of the composite in
advance and compare with the experimental findings. Phase
equilibria data are utilized to perform such analysis and
determine the possible compositions and phases in a given
temperature. Calculation of phase diagram (CALPHAD)
method is one of the popular techniques for selecting models
that can define the equilibrium state of the material system with
thermodynamic functions that, by principle, rely on tempera-
ture, pressure and composition (Ref 31). Using the CALPHAD
method, a consistent thermodynamic description of W-Fe-C
and W-Co-C ternary systems is presented in this study. Figure 3
presents an isothermal section of the ternary phase diagram
(TPD) of W-Co-C simulated at 1200�C, and a vertical section
of TPD with 10 mass percent Co. The simulation was
conducted by Thermo-Calc software, version-2018a using
TCFE9 database. Compositions are given in atomic fractions,
and the phases obtained by simulation are mentioned.

It is reported that the conditions close to equilibrium prevail
at temperatures typically above 1000�C in cemented carbide
sintering, owing to the short diffusion distances involved (Ref
32). According to W-Co-C ternary diagram (Fig. 3a), g phase
(M6C) can form at a lower carbon content at a given
temperature of 1200�C. It is apparent that carbon content is
important, changes of which result in different phases to form.
By increasing the carbon content, a narrow two-phase region of

Fig. 2 Schematic diagram of mechanical properties evaluation, (a) cross-sectional view of the sample showing the microhardness indentation
points, and (b) testing setup mounted on high-precision micro-tensile for determining shear bonding strength
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binder and WC can be reached, without forming intermetallic g
phases. Further increase in carbon content generates graphite
formation. For cemented carbides with binder (Co) content, the
effect of carbon content can be examined by sectioning the
ternary diagram by assuming fixed Co content. The red line as
shown in Fig. 3(a) presents 10 mass% Co, corresponding to
0.156 mol fraction. The binary phase diagram obtained from
the vertical section of the ternary system provides the
information of equilibria in the temperature range from solid
to liquid state. Figure 3(b) shows stable phases presented as a
function of temperature. The stoichiometric mixture corre-
sponding to WC-10 mass% Co, is 5.52 mass% C (Ref 33). The
g phase free, two-phase (WC + FCC-Co) region is limited to
carbon content range of 5.4-5.57 mass%. It is usual that some
carbon reacts with oxygen and reduces carbon percentage.
However, conducting experiment in vacuum environment gives
the advantage of not losing the carbon content (Ref 33).

Figure 4 presents the typical isothermal TPD sections of W-
Fe-C system simulated at 1200�C. An indication of the phases

that can form at the interaction of cermet and steel is estimated.
It is hard to know the exact percentage of the carbon taking part
in the reaction at the interface; therefore, an equal proportion of
WC and Fe are considered. This gives a stoichiometric
percentage of carbon content of 0.18 mol fraction; the line is
presented in Fig. 4 by red color. A three-phase region owing to
liquid formation is observed which narrows down with the
increase in W content. During bonding, the formation of liquid
phase is beneficial to stimulate the adhesion and joining process
(Ref 23). However, the liquid fraction must be limited in
amount by controlling the holding time to retain the sample
geometry. With lower carbon content, intermetallic phase (e.g.,
Fe7W6) and ternary g phase (e.g., Fe6W6C, Fe3W3C) are
expected to form. As reported in Ref 14, these phases are
stable down to room temperature and important for bonding of
cermet and steel. The accuracy of the prediction is reflected in
the results of phase identification of the fabricated composite
and illustrated in subsequent sections.

3.2 Microstructure

Figure 5 presents a typical general view (OM) of the
microstructure at the bonding interface sintered at 1200�C under
a pressure of 160 MPa for 40 min. The left side presents cermet,
and the right side is steel. As shown in Fig. 5(b), grains and grain
boundaries of the steel part are clear after etching. Grain
boundaries of WC-10Co are not visible in the OM micrograph
due to their nanocrystalline sizes which are not covered by OM
resolution. It is found that in all experimental conditions, boding
between cermet and steel takes place. However, their mechanical
properties and bonding characteristics vary substantially with the
increase in holding times. From the OM micrograph, it is clear
that defects, such as cracks and stripping, are not observed along
the bonding interface of WC-10Co and AISI 4340. It is apparent
that the powder–solid diffusion bonding, using compaction
diffusion bonding process, can lessen the effects of residual
stresses caused by CTE discrepancy of cermet and steel and
therefore result in a successful bonding between them. In
addition, non-appearance of any visible disconnuity or defects at
the interface also indicates a good interdiffusion during the
sintering processes. Some microvoids, however, are still present

Fig. 3 Thermodynamic system of W-Co-C: (a) isothermal section of the ternary phase diagram W-Co-C at 1200�C, and (b) vertical section of
the ternary phase diagram W-Co-C at 10 mass% Co, showing the possible phases that can form during sintering process

Fig. 4 Thermodynamic isothermal section of the ternary phase
diagram of W-Fe-C system simulated at a temperature of 1200�C,
showing the possible phases that can form during the sintering
process (Color figure online)
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in the carbide region, indicating incomplete densification in those
regions. From themicrostructure of the etched steel (Fig. 5b), the
formation of upper bainite is evident. A likely explanation is:
carbon is rejected to austenite surrounding the bainitic ferrite
laths since the solubility of carbon in bainitic ferrite is lesser than
in austenite.When concentration of carbon in austenite increases,
cementite starts to nucleate as discrete particles or discontinuous
stringers at the ferrite/austenite boundaries. With further increase
in C, the cementite filaments, surrounding the bainitic ferrite
laths, become more and more numerous and continuous. The
structure looks like a pearlite and is called as feathery or upper
bainite (Ref 34). This observation is analogous to the CCT
diagram of AISI 4340 steel (Ref 35), based on the cooling rate,
the carbon content and the temperature applied in this experi-
ment.

Figure 6 exhibits the microstructure and EDS linescan
distribution of the elements across the bonding interface of
WC-10Co/AISI 4340 bilayered composite. The images are taken
with the same magnification, where light-gray contrast presents
WC-10Co and deep-gray contrast is AISI 4340 steel. As can be
seen from the SEM images, bonding between the cermet and
steel, without any defect, is achieved under all sintering
conditions. The sintering and bonding quality, however, improve
substantially with the increase in the holding time. It is found that
the joining interface is not a straight line, rather a wavy or dentate
shape. This specifies the characteristics of liquid-state sintering
at the interface as predicted in Sect. 3.1, promoting interdiffu-
sion of the allowing elements. In the case of dissimilar materials
bonding, this interdiffusion process plays a significant role as it
helps to assuage the influence arose from the difference of their
physical properties (e.g., CTE) and eventually result in
stable and strong bonding (Ref 36). The interdiffusion of
elements also causes new chemical reaction to take place,
leading to form new phases and a diffusional transition layer to
appear at the bonding interface (Ref 23). The depth of such layer
mostly depends on the materials to be joined, their compositions,
applied sintering pressure and temperature and most importantly
holding time (Ref 37). The constituents and properties of the
phases that form at the interface are also crucial. Forming
intermetallic phases is helpful for good bonding; however, too
much of their presence may lead to the interface too brittle which
is detrimental for the bonding.

Figure 6(a), (b), (c), (d) and (e) shows the representative
images to demonstrate the effect of holding time on sintering

and bonding of WC-10Co/AISI 4340 steel bilayered composite
sintered for 10-50 min, respectively, with a gap of 10 min,
under a constant pressure of 160 MPa at temperature of
1200�C. According to holding time applied and their corre-
sponding microstructural observations, the bonding interface
obtained can be roughly classified into three stages: (1) holding
time £ 20, (2) 20 < holding time £ 40 min and (3) holding
time > 40 min. In stage (1), the carbide area is attributed to
poor sintering, owing to the presence of large amount of
porosity. The reason of forming such porosity is inadequate
densification. The holding time applied in this stage is
insufficient leading to incomplete coalescence of powder
particles. However, no visual cracks or discontinuities are
found at the bonding interface. Non-availability of any visible
diffusion layer also indicates insignificant migration of alloying
elements during holding time of 5, 10 and 20 min. This
microstructural observations are in well accordance with the
results obtained by elemental distribution profiles. In order to
analyze quantitatively the elemental distributions across the
bonding interface, EDS linescans were performed by Aztec
Oxford EDS, mounted on JEOL SEM 7001F. The results are
presented at right hand of the corresponding SEM images. As
can be seen (Fig. 6a-c), no significant elemental diffusion is
detected except a tiny amount of Fe and Co. However, no
noticeable W diffusion is found. In stage (2), a significant
improvement is observed in the quality of sintering and
bonding. The densification of cermet powder progresses
considerably by allowing more sintering time under similar
temperature and pressure conditions. The porosity is greatly
reduced. Figure 6(c) and (d) presents the interfacial microstruc-
tures sintered for 30 and 40 min, respectively. No visible cracks
or discontinuities are observed at the interface. It is observed
that the appearance of the grains in the cermet regions becomes
clearer with the increase in the holding time, as reported in Ref
29. The corresponding EDS elemental distribution profiles are
shown in the right hand of Fig. 6(c) and (d). An increase in
holding time leads to intensify the elemental diffusion across
the bonding interface (Ref 38). As a result, the migration of the
elements such as Co, Fe and W upsurges considerably, as
identified by EDS linescans. A thin transitional layer of
elemental diffusion is also appeared. This indicates pronounced
intermigration of alloying elements taking place at the joining
interface. Forming such diffusion layer compensates the issue
of CTE mismatch by reducing the residual stresses trapped at

Fig. 5 Interfacial OM micrograph of polished and etched sample sintered for 40 min (a) polished to quarter micron, and (b) etched in Nital
solution, showing the upper bainitic microstructure of AISI 4340
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Fig. 6 SEM micrograph showing the microstructure at the bonding interface (left side) and their corresponding elemental line scan distribution
(right side) of the samples sintered for (a) 10 min, (b) 20 min, (c) 30 min, (d) 40 min and (e) 50 min, at 1200�C under 160 MPa pressure
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the bonding interface during cooling, which in turn, helps to
achieve a stable and strong bonding between ceramic and steel
materials. When sintering time reaches to 50 min (stage (2)),
the consolidation process of powder particles is further
improved. The porosities and voids are further reduced,
contributing to near net shape sintered cermet. The microstruc-
ture is presented in Fig. 6(e). The diffusion of allowing
elements is further intensified as identified by linescan results
(right hand of Fig. 6e). This specifies that increment in holding
time essentially enhances the diffusion process. The phe-
nomenon is also reported in Ref 39 that the diffusion process
during joining dissimilar materials is proportional to the
sintering time. This is noteworthy that the waviness at the
bonding interface is slightly reduced at holding time of 50 min.
The possible explanation is the increase in transition layer, i.e.,
the waviness at the bonding interface is reduced with expense
of forming diffusional layer at the bonding interface.

The diffusion mechanism is studied by elemental distribu-
tion across the interface. As can be seen (the right side of
Fig. 6a-e), the EDS profile curves vary continuously and
smoothly across the interface indicating the formation of solid
solutions. The elemental diffusion area detected is marked with
dotted lines. From the elements as mentioned in Table 1, only
W, Fe and Co are found to participate actively in the diffusion
process. The reason is their high volume presence in the
mixture and concentration difference between the two regions.
It is noteworthy that the diffusion depth of Fe into cermet
region is higher than that of W into steel, in all cases. This is
because of the difference of their molecular sizes. Takemoto
(Ref 24) reported that the activation energy of the elemental
diffusion is determined by their atomic sizes under similar
sintering/experimental conditions. Similarly, Co elements pen-
etrate in the direction to steel gradually. Though the diffusion of
Co is observed in all conditions, however, enhances with the
increase in holding time. These results prove mutual solubility
of alloying elements, leading to cause intimate contact between
ceramic and steel materials. Atoms from cemented carbide
region to steel region and vice versa diffuse continuously
toward each other across the interface during sintering process.
When concentration of an element reaches a certain value, the
element may in principle produce a new phase and form a
transitional reaction layer in which the microstructure is
different than that of the substrate regions (Ref 38). Conse-
quently, a gradient microstructure is formed resulting in a
stable bonding. The phases formed at the interface mainly
consist of ternary intermetallic carbides which are identified
and discussed in XRD phase analysis. One may also notice that
the diffusion depth increases with the increase in sintering time
from approximately 1 micron at holding time of 30 min to 3.5
micron at holding time of 50 min. According to diffusion
kinetics and Fick�s law, the diffusion coefficient of substrate
elements and atoms vibrational energy enhances with the
increase in holding time for a given temperature, which allows
higher interdiffusion to occur at the interface (Ref 40). The line
scanning results also demonstrate that the diffusions of the
elements such as C, Cr and Ni are not obvious even at 50 min
of holding time.

The typical full cross-sectional SEM images of the fabri-
cated WC-10Co/AISI 4340 bilayered composite are presented
in Fig. 7. Figure 7(a) and (b) presents the composite sintered
with a holding time of 40 min and 20 min, respectively, at
1200�C, under a constant pressure of 160 MPa. EDS areal
layered map, elemental mapsum and individual spectrums of

Fig. 7(a) are mentioned in Fig. 7(c), (d), (e) and (f), respec-
tively. As can be seen from the full cross-sectional images, no
visual crack or discontinuity observed at the interface regions.
It appears that with the increase in sintering time, the quality of
the composite improves substantially. In Fig. 7(b), sintered
with a holding time of 20 min, a high volume of porosity and
voids is present. In Fig. 7(a), sintered with a holding time of
40 min, the sample is fully densified with small amount of
porosity. The agglomerated powders (white regions) are more
dense and compact. EDS layer image presents the elemental
distribution of W, Fe, Co, Cr, C and O elements. The spectrum
shows the presence of W, C, Fe, Co, Cr, Ni, O and V, with the
highest peak of W element.

Figure 8(a), (b), (c), (d), (e) and (f) presents the XRD results
obtained at holding times of 5-50 min, respectively. The phases
identified are mainly composed of eutectic carbides (WC and
W2C), Fe and so-called g carbides (M6C, Fe6W6C, Co6W6C
and Co3W3C). These phases are generally expected to form at
the interface region of WC and steel at or above 1100�C, as
reported in previous studies (Ref 41, 42). They possess bulk
modulus such as 462 GPa for Co6W6C (Ref 43) which is higher
than that for diamond (� 444 GPa) and WC (� 421 GPa) (Ref
41). The Vickers microhardness for Fe3W3C and Fe6W6C is
found to be around 15.6 GPa (Ref 41). The formation of these
phases and their amounts in the samples, therefore, have high
technological importance in terms of mechanical properties and
bonding stability (Ref 41, 44, 45). It appears that with lower
holding time, such as 5 and 10 min (Fig. 8a, b), the phases are
composed of only WC and cementite. Slow cooling (2�C/s) rate
is thought to be the main reason for the formation of cementite
from initial martensitic steel, as explained in Sect. 3.2. Increase
in holding time causes new phases to form. When holding time
is 20 min, g phases, including Fe6W6C, Co6W6C and Co3W3C
form, and then M6C (Fe3W3C) and W2C form with a further
increase in sintering time(Fig. 8c). Further increase in time
does not generate any new phases; however, the presence of g
phases is more pronounced as evident by higher diffraction
intensities of the peaks (Fig. 8d-f). The reason of forming such
M6C (Fe3W3C) and W2C during longer holding time can be
attributed to possible decarburization of WC from initial
powder owing to high temperature and pressure (Ref 22). This
causes tungsten enrichment and local formation of M6C at the
bonding interface (Ref 23, 46). Here, it is noteworthy to
mention that according to available crystallographic data (Ref
47-49), all the examined g carbides Fe3W3C, Fe6W6C,
Co3W3C and Co6W6C adopt the cubic symmetry with the
space group of Fd3 m (no. 227). The only difference between
Fe3W3C, Co3W3C and Fe6W6C, Co6W6C is that they contain
16 and 8 carbon atoms (per cell), respectively (Ref 47-50).
Comparing to the effects of holding times 40 and 50 min, the
formation of M6C expands considerably. These findings are
also reflected in the results of microstructure analysis as shown
in Fig. 6.

This is interesting to note that, though the nucleation and/or
formation of all the phases is possible at 1200�C, as predicted
by thermodynamic simulations (Sect. 3.1), however, they are
not identified until the sintering time reaches to over 20 min.
The likely explanation is that the intermetallic phases did not
form due to nucleation and growth difficulties and/or were
hindered by insufficient diffusion time for their growth at the
temperature of interest, during hot compaction diffusion
bonding process. Longer holding times may promote their
formation (Ref 38). In addition, it is stimulating to note that the
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diffraction intensities of the XRD patterns reduce gradually
with the increase in holding times from approximately 610 to
190 for Fig. 8(a), (b), (c), (d) and (e). These indicate that the
textures may have been changed with the increase in holding
time, as reported in Ref 51. A small amount of peak shifting is
also observed, indicating the presence of minor micro-strain in
the fabricated bilayered composite, possibly due to applying a
high and continuous compaction pressure. The crystallographic
information and lattice parameters of the phases are obtained by
Rietveld refinement using MAUD 2.79 software, and the results
are summarized in Table 2. Since the samples are in solid form
and miniature in size, the resolution of obtained XRD patters is
limited, resulting in a limited accuracy of the fitting. However,
the residual being in the deviation range, with sigma 1.3 and
Rwp less than 20, the values should be considered as a good
estimation.

3.3 Mechanical Properties

3.3.1 Bonding Strength. The bonding strength of the
joints is determined by a tailor made apparatus mounted on
micro-tensile machine at room temperature (Fig. 9a), and the
results are presented in Fig. 9(b). Since the fabricated compos-
ites are miniature in size, cutting samples for direct tensile tests
were not possible, instead a shear bonding strength test was
conducted. For the specimen with holding time of 5 and
10 min, the tests were not completely successful, due to their

breakage at earlier stage of measurement. This is because of
premature sintering of the carbide powders at these sintering
times as discussed in Sect. 3.3.3. However, this is worth
mentioning that the data presented in Fig. 9(b) for holding
times of 5 and 10 min are the values that required to break the
samples. Hence, they are mentioned to indicate the trend. The
bonding strength measurements for the samples fabricated at
holding time ‡ 20 min were successful and found to be
continuously increasing with the increase in holding times until
its maximum value reaches at 40 min. The average maximum
bonding strength recorded is 203.81 MPa. The improvement
can be attributed to increased contact between bonding
surfaces. At 20 min of sintering time, the initial stage of
interfacial diffusion occurred by forming a chemical bridge at
cermet/steel surfaces. However, the contact between the
surfaces was not enough for tight bonding due to insufficient
sintering time. Allowing additional sintering time results in
enhanced diffusion and more intimate contact. Consequently,
the bonding strength of WC-10C/AISI 4340 steel composite
increased. However, the bonding strength shows a downward
trend beyond holding time of 40 min. When holding time
reaches to 50 min, the bonding strength goes down, the
bonding strength at this stage recorded is 195.29 MPa. The
reason can be attributed to excessive chemical reaction taking
place at interface when holding time is further increased. The
reaction causes large quantity of intermetallic ternary carbides

Fig. 7 Full cross-sectional SEM image of the bilayered composite of outer side WC-10Co and inner side AISI 4340 steel (a), (b) SEM image
sintered for 40 min and 20, respectively, at 1200�C under compression pressure of 160 MPa, (c) EDS layered map of (a), (d) elemental map
sum spectrum of Fig. 7(a), and (e)-(h) elemental spectrum of W, Fe, C and Co, respectively
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to form as identified by XRD results. Since these carbides are
brittle in nature, their presence in large quantity results in the
decrement of the bonding strength. This justification is also in
line with the microstructure analysis as shown in Fig. 6(e), that
the diffusion layer becomes thicker at holding time of 50 min.

3.3.2 Microhardness. To evaluate the mechanical prop-
erties of the sintered cemented tungsten carbide, indentation
microhardness profile is obtained by Vickers microhardness
tester with a distance of about 150 lm between two successive
indentations. The obtained results are presented in Fig. 10.
Figure 2(a) shows the schematic diagram of the indentation
measurement points, in which, 12 points from cermet region (6
from each side) and 5 points from steel region are taken into
account. The standard deviation was calculated by considering
3-4 sets of line data for every sample. In cemented tungsten
carbide, WC is embedded into Co matrix, owing to possess
high hardness, which in turn, makes it one of the widely used
wear-resistant materials, as it is well known that higher
hardness demonstrates increased wear performance (Ref 22,
52). A trend of increasing hardness due to increase in holding
time is observed. At lower holding times such as 5 and 10 min,
the hardness values are as low as 200-500 HV, because of
incomplete densification and presence of large volume porosity.
The microhardness, however, in steel section is found similar,
with only a slight change due to change in sintering time.
Comparing to conventional hardness of martensite (300 to 700
HV) at 0.4% C, a slight increase of hardness (500 to 800 HV) is
observed, which is probably because of slight migration of C
from carbide region to steel region (Ref 53) due to concentra-
tion difference, though penetration of C elements is not clearly
identified by EDS scanning analysis. Further increase in
sintering time causes continuous improvement of the hardness.
The average maximum hardness achieved is 1984 HV [99.5%
relative to conventional hardness of nanocrystalline WC-10Co
(Ref 54)] with sintering time of 50 min, while the average is
1845.71 HV. This demonstrates the possibility of achieving
high density of carbide materials at comparatively lower
temperature by means of hot compaction diffusion sintering
process. Another reason of achieving such high hardness is
attributed to the use of nanocrystalline powder (Ref 21). The
mechanical properties, e.g., hardness, of cemented tungsten
carbide using nano-sized WC-Co powders are significantly
higher than what could be achieved using conventional
powders. The use of HCDB mechanism led to the formation
of hard complex carbide mesophases like Co6W6C, Co3W3C,
Fe6W6C and WC, as identified by the XRD spectrum, and
caused to increase microhardness of the sintered carbides (Ref
22).

3.3.3 Density and Porosity Analysis. Owing to the
facilities of heating and pressurizing simultaneously, hot
compaction diffusion process offers the advantage of achieving
high densification at lower temperature by rapid elimination of
porosity and voids (Ref 1). Figure 11 shows the results of
density and porosity measurements of nanocrystalline WC-
10Co powder; the corresponding SEM image is referred to
Fig. 6. As shown in Fig. 6(a), the microstructure prepared at
holding time of 5 min has high volume of porosity and voids,
leading to an average density as low as 8.67 g/cm3 [59.72%
theoretical density (TD)]. The density was obtained by

Fig. 8 X-ray diffraction patterns of WC-10Co/AISI 4340 composite
materials showing the effects of holding times at (a) 5 min, (b)
10 min, (c) 20 min, (d) 30 min, (e) 40 min and (f) 50 min, sintered
at 1200�C under compaction pressure of 160 MPa

Table 2 Phase information of the bilayered composite
from MAUD software

Phase
Crystal
system

Space
group Cell parameters (Å)

WC Hexagonal P6m2 a = 2.90, c = 2.84
Fe3C Orthorhombic Pnma a = 5.27, b = 6.58, c = 4.36
W2C Trigonal P31 m a = 5.19, c = 4.724
Fe6W6C Cubic Fd3 m a = 10.93
Co6W6C Cubic Fd3 m a = 20.61
Fe3W3C Cubic Fd3 m a = 7.97
Co3W3C Cubic Fd3 m a = 7.79
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measuring the weight of the powders used before the exper-
iment and then calculating the final volume occupied by the
sintered powders. Since the final product is cylindrical shaped
with an insert of steel in the middle, the volume of WC-10Co
was measured by calculating the total volume of the composite
and then deducting the volume of the steel insert. Digital
Vernier calliper was used to measure the dimensions to ensure
the accuracy. As can be seen, the density continues to increase

with the increase in sintering time (Fig. 11a). In stage (1), at
holding time £ 20 min, the rate of densification growth is
higher. In stages (2) and (3), the density continues to increase,
however, at a slower rate. It can be noted that the inter-particle
gaps decrease with the increase in sintering time, resulting in
increase in density. Such analysis was also conducted by Sun
et al. (Ref 29). This is because, at elevated temperature and
pressure, inter-particle gaps or pores start to reduce, the more
the time allowed more the elimination of pores and higher the
density. The average maximum density achieved is 95.92% TD
at 50 min of sintering time. Further increase in density could be
possible to reach by increasing initial green density which, in
this experiment, was limited to 12-15% TD. Since the green
density was obtained by pressing of WC-10Co powder inside
the quartz tube manually, there was a possibility of breaking the
quartz tube if high pressure applied. The loose green density
causes to upsurge the presence of voids among powder particles
which hinders the solidification process. Moreover, comparing
to previous studies (Ref 21), we achieved higher density of
cemented tungsten carbide at 1200�C, using HCDB process.

The presence of porosity decreases the mechanical perfor-
mance of the materials particularly in the application where
abrasion, wear, surface fatigue, spalling and dislodgement are
involved (Ref 22). Studies show that the amount of porosity in
hard metals has marked effect on their properties. For example,
the residual porosity in WC-10Co alloys can decrease their
transverse rupture strength from 340 to 290 kg/mm2 as reported

Fig. 9 Determination of bonding shear strength with the variation of holding time, (a) the schematic diagram showing the bonding shear
strength test mechanism using high-precision micro-tensile test machine and (b) bonding shear strength results obtained at different holding times
from 5 to 50 min

Fig. 10 Microhardness profiles of the WC-10Co/AISI 4340 steel
bilayered composite presented as a function of distance showing the
effects of holding time during sintering process

Fig. 11 Analysis of density and porosity of the sintered cermet: (a) density obtained at different holding times, and (b) porosity assessment at
different holding times, sintered at 1200�C, under constant compression pressure of 160 MPa
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in Ref 55. Thus, it underlines the significance of evaluating the
porosity of the cemented tungsten carbide. The porosity
assessment was conducted by using a commercially available
image analysis software tool (ImageJ 1.48v, USA) on the
images acquired by SEM. The obtained results are presented in
Fig. 11(b) with their relative standard deviations, where each of
the data is an average of 3-6 samples. The porosity observed
has a decrement tendency with the increase in holding time.
The maximum porosity reported to be 18.45% at 5 min of
sintering time, indicating that the carbides are encountered with
poor density, which is also reflected in the results of density
analysis. With the increase in holding time, the porosity
continues to reduce; however, a sharp drop of porosity is
observed when the sintering time is raised from 10 to 20 min.
After this, the porosity decreases slowly to a minimum value of
2.63% as shown in Fig. 11(b).

4. Conclusions

The effects of holding time on microstructure and mechan-
ical properties of WC-10Co/AISI 4340 dissimilar bilayered
composite produced by powder–solid hot compaction diffusion
bonding at low temperature were examined, and following
conclusions are made.

a. A powder–solid diffusion bonding process was success-
fully used to fabricate a bilayered composite of WC-
10Co and AISI 4340 steel at a temperature of 1200�C.
The holding time (5-50 min) greatly influences the inter-
facial microstructure and mechanical properties of the
bonds.

b. Good metallurgical bonding and defects free contacts at
the interface were inferred from microstructural analysis.
When holding time reaches over 20 min, intermetallic
ternary carbides start to form at the bonding interface and
continue to grow with the increase in holding time.

c. The depth of transitional layer generated due to interdif-
fusion of alloying elements increased with the increase in
time. The intermetallic compounds formed at the interface
are identified and found to be well matched according to
the prediction conducted by thermodynamic simulation.

d. Based on holding time examined, the results can be clas-
sified as: stage (1) holding time £ 20 min; the WC-
10Co powders were poorly sintered and mechanical prop-
erties including bonding strength are limited. Stage (2)
20 < holding time £ 40 min, the mechanical properties
of the sintered carbide improved considerably and the
maximum bonding strength achieved at holding time of
40 min. And stage (3) holding time > 40 min, the
mechanical properties (density and microhardness) im-
proved, but bonding strength reduced. The presence of
high volume brittle intermetallic phases reduced the
bonding strength. Based on those, 40 min holding is con-
sidered to be optimal holding time.

e. Compared to other techniques, hot compaction diffusion
bonding process can reduce the requirement of sintering
ceramic materials at high temperature and obtain a strong
and stable bonding with steel.
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