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Co-electrodeposition of hard Ni-W/
diamond nanocomposite coatings
Xinyu Zhang1, Jiaqian Qin2, Malay Kumar Das2,3, Ruru Hao1, Hua Zhong1, Adisak Thueploy2, 
Sarintorn Limpanart2, Yuttanant Boonyongmaneerat2, Mingzhen Ma1 & Riping Liu1

Electroplated hard chrome coating is widely used as a wear resistant coating to prolong the life of 
mechanical components. However, the electroplating process generates hexavalent chromium ion 
which is known carcinogen. Hence, there is a major effort throughout the electroplating industry 
to replace hard chrome coating. Composite coating has been identified as suitable materials for 
replacement of hard chrome coating, while deposition coating prepared using traditional co-deposition 
techniques have relatively low particles content, but the content of particles incorporated into a coating 
may fundamentally affect its properties. In the present work, Ni-W/diamond composite coatings were 
prepared by sediment co-electrodeposition from Ni-W plating bath, containing suspended diamond 
particles. This study indicates that higher diamond contents could be successfully co-deposited and 
uniformly distributed in the Ni-W alloy matrix. The maximum hardness of Ni-W/diamond composite 
coatings is found to be 2249 ± 23 Hv due to the highest diamond content of 64 wt.%. The hardness 
could be further enhanced up to 2647 ± 25 Hv with heat treatment at 873 K for 1 h in Ar gas, which is 
comparable to hard chrome coatings. Moreover, the addition of diamond particles could significantly 
enhance the wear resistance of the coatings.

Composite plating is a technique involving co-electrodeposition of inert particles with metal/alloy in order to 
promote the hardness, wear and corrosion properties of the coatings, which has a great application in the indus-
tries. The composite coatings are prepared by co-electrodeposition of second-phase particles into a metal/alloy 
matrix, which show excellent higher hardness, lubricity, and wear properties1–5. The content of particles incor-
porated into a coating may fundamentally affect its properties. While deposition coatings fabricated using tradi-
tional co-deposition techniques have relatively low particles content6, the use of low-cost composite electroplating 
methods continues to expand and addresses the major challenge of achieving high levels of co-deposited parti-
cles. On the other hand, the hardness of composite coatings are controlled not only by the content of incorporated 
particles, but also by the hardness of the matrix7. Ogihara et al.7 reported that the hardness of Ni-B/diamond 
coatings was 1940 Hv. The hardness of the composite coating increased from 1940 Hv to 2494 Hv by heat treat-
ment at 673 K for 1 h in air, comparable to hard chrome coatings and hard coatings prepared by dry processes. For 
example, the hardness of hard chrome coating is 850–1100 Hv8, and the hardness of TiN coatings deposited by 
dry process sputtering or supersonic plasma spraying is 2000–2700 Hv. Furthermore, Ogihara et al.9 also prepared 
the hard Ni-B/diamond composite coatings (micro-hardness 1248 Hv) by one-step electrodeposition. The hard-
ness of composite coatings was further enhanced up to 2310 Hv by heat treatments, comparable to electroplated 
hard chrome coating, TiN coatings prepared by dry process and Ni-B/diamond composite coatings prepared by 
two-step wet process.

Electrodeposited Ni-W alloys were recently developed as a candidate to replace the environmentally haz-
ardous hexavalent hard chromium coatings. The hardness of Ni-W can reach up to 700 Hv by controlling their 
grain size into the nanocrystalline regime10. Furthermore, the hardness of Ni-W coatings can be enhanced from 
700 Hv to 1050 Hv by heat treatment11. According to these results, it is suggested that Ni-W alloys could be good 
candidate of matrix for diamond composite coatings. Hou et al.12 and Wang et al.12 successfully prepared the 
Ni-W/diamond composite coatings by electrodeposition. The microhardness reached a maximum (1205 Hv) 
after annealing at 600 °C due to the precipitation of the Ni4W phase. Zhang et al.13 also prepared Ni-W/diamond 
composite coatings using pulse current electrodeposition. The maximum hardness of as-deposited coatings was 
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988 Hv. The hardness of Ni-W/diamond, however, cannot be compared to the Ni-B/diamond composite coatings, 
which could be caused by the relatively low diamond particles content in the deposits. Consequently, in the pres-
ent study, we report a simple one-step sediment co-electrodeposition (SCD) process for preparing hard Ni-W/
diamond composite coatings.

Results and Discussions
Synthesis of the Ni-W/diamond coatings. Ni-W and Ni-W/diamond coatings have been convention-
ally prepared by the electrodeposition method12,14. However, it is difficult to co-deposit diamond particles into 
the formed matrix with the conventional electrodeposition method. Therefore, the diamond content in Ni-W/
diamond composite coatings prepared using the conventional electrodeposition is low, so that the hardness of 
diamond particles would make only a minor contribution to the hardness of the obtained coatings. We have pre-
viously demonstrated the preparation of composite coatings using SCD method15. Figure 1(a) shows the setup of 
SCD. Figure 1(b) shows the schematic representation of the Ni-W-diamond composite coatings formation pro-
cess through SCD method. In the typical process, diamond particles will be suspended in the electrolyte solution 
during the deposition. Therefore, diamond particles could be easily co-electrodeposited with metal ions on the 
substrate because of the gravity of diamond particles. This SCD fabrication process can significantly improve the 
content of diamond particles in the deposits. In this study, the co-electrodeposition of Ni-W and diamond was 
conducted in a 200 mL plating bath with aqueous bath chemistry. The bath composite and plating conditions are 
listed in Table 1. Analytical reagents and deionized water were used to prepare the plating solution. The diamond 
particles of mean size of 0.8 and 3 μm were chosen to be co-deposited with nickel in the present experiments. 
Carbon steel was employed as a cathode. Prior to plating, steel substrates were successively washed in soap, rinsed 
in NaOH, HCl, and distilled water, and activated in 14%HCl. The steel substrates were masked with insulating 
tape with 4 cm2 of exposed area left. The steel substrate and Pt coated-Fe mesh plate with a distance of 35 mm in 
between were horizontally immersed into 200 ml of the electrodeposition baths. Electrodeposition was carried 
out under constant current density (0.05, 0.1, 0.15, and 0.2 A cm−2) and Ni-W/diamond composite coatings were 
successfully electrodeposited on the steel plates.

Microstructure of the Ni-W/diamond coatings. The scanning electron microscopy (SEM) images of 
Ni-W/diamond composite coatings are shown as Fig. 2, where Fig. 2(a–e) show the surface morphology of a 
Ni-W/diamond coatings fabricated via sediment co-deposition technique with current density of 0.1 A cm−2, bath 
temperature 75 °C, and different diamond concentration in bath, 1 g L−1, 3 g L−1, 5 g L−1, 10 g L−1, and 20 g L−1,  

Figure 1. Schematic representation of the Ni-W-diamond composite coatings formation process through 
SCD method. (a) The deposition setup, 1-magnatic hot plate, 2- stirrer, 3-beaker, 4-electrolyte, 5-diamond 
particles, 6-steel cathode, 7-anode. (b) The schematic representation of composite coatings formation process 
through SCD method.

Chemicals/Parameters

NiSO4·6H2O 18 g L−1

Na2WO4·2H2O 53 g L−1

Na3C6H5O7·2H2O 168 g L−1

NH4Cl 31 g L−1

NaBr 18 g L−1

Diamond 0, 1, 2, 5, 10, 20 g L−1

Current density 0.05, 0.10, 0.15, and 0.20 A cm−2

Temperature 75 °C

pH 8.9

Table 1.  Bath compositions and deposition conditions.
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respectively. The particles in Fig. 2 represent the co-deposited diamond in Ni-W matrix. It can be seen that 
the diamond particles are embedded into the Ni-W matrix, and they are uniformly and finely present, indicat-
ing that the diamond particles were co-deposited into the Ni-W matrix one by one. This can be seen clearly in 
Fig. 2(f), which is the enlarged area of Fig. 2(d). Furthermore, it can be seen that more diamond particles were 
co-deposited in the matrix presented in Fig. 2(c–e) than in those shown in Fig. 2(a,b). These SEM micrographs 
indicate that the uniform distribution of diamond particles throughout the deposits, and the diamond content 
in deposits increased with the diamond concentration in bath from 1 to 5 g L−1, while above 5 g L−1 the diamond 
content in deposits kept almost constant.

Cross-sectional SEM images of Ni-W/diamond coatings prepared by the SCD method are also shown in 
Fig. 3. Figure 3(a–d) present the cross-section of a Ni-W/diamond coatings fabricated via SCD technique with 
current density of 0.1 A cm−2, bath temperature 75 °C, and different diamond concentration in bath, 1 g L−1, 5 g 
L−1, 10 g L−1, and 20 g L−1, respectively. The results reveal that the thickness of coatings is strongly affected by the 
diamond concentration in bath. As the diamond concentration is increased, the thickness of coatings decreases. 
The thickness of coatings for different current density (0.05 A cm−2, 0.1 A cm−2, and 0.2 A cm−2) was also exam-
ined, as shown in Fig. 3(b,e,f), respectively. It can be seen that the thickness increases with the current density. 
The thickness of the coating is ca. 25–70 μm with different deposition conditions. The inserted images show the 
enlarged cross section SEM images, which suggest that the coating is composed of dense diamond particles with 

Figure 2. SEM images of Ni-W/diamond composite coatings. The coatings prepared under deposition 
current density of 0.1 A/cm2, bath temperature of 75 °C, and different diamond concentration in solution, (a) 1 g 
L−1, (b) 2 g L−1, (c) 5 g L−1, (d) 10 g L−1, (e) 20 g L−1. (f) the enlarged area of (d).
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diameters of ca. 2–4 μm. The results confirm that diamond particles are distributed uniformly in the Ni-W matrix, 
as expected.

The chemical composition of the as-deposited composite coatings was examined by energy dispersive X-ray 
spectroscopy (EDS) analysis. The W content is ~41–45 wt.%, as shown in Table 2. To determine the interface of 
chemical bonding and composition distribution between diamond particles and Ni-W matrix, the line EDS and 
X-ray elemental mapping were also carried out, as presented in Fig. 4. Figure 4(a,b) show the EDS analysis for the 
surface and cross section, respectively. Here, line scan EDS through the diamond particles zone and Ni-W matrix 
was performed. The results imply that Ni-W matrix showed the Ni and W spectrum and diamond particles zone 
that only presented the carbon spectrum. Thus, it indicates that diamond particles embedded into the Ni-W 
matrix by mechanical interlocking with Ni-W electroplating. Furthermore, the X-ray elemental mappings of 
Ni, W, and C along with the SEM image of the Ni-W/diamond composite coatings are shown in Fig. 4(d–f). The 
X-ray elemental mapping of C further confirms the uniform distribution of the diamond particles in the Ni-W 
matrix.

The diamond contents in the composite coatings was evaluated using the gravimetrically method. Figure 5(a) 
shows the diamond contents in the coatings prepared with different diamond concentration, particles size, and 

Figure 3. SEM image for cross-section of Ni-W/diamond composite coating under bath temperature of 
75 °C. (a) diamond concentration of 1 g L−1 and current density of 0.1 A cm−2, (b) diamond concentration of 5 g 
L−1 and current density of 0.1 A cm−2, (c) diamond concentration of 10 g L−1 and current density of 0.1 A cm−2, 
(d) diamond concentration of 20 g L−1 and current density of 0.1 A cm−2, (e) current density of 0.05 A cm−2 and 
diamond concentration of 5 g L−1. (f) current density of 0.2 A cm−2 and diamond concentration of 5 g L−1.



www.nature.com/scientificreports/

5Scientific RepoRts | 6:22285 | DOI: 10.1038/srep22285

current density. The results reveal that, as the diamond concentration in bath is increased from 0 to 5 g L−1, the 
diamond particles content in deposits increased quickly, while the diamond concentration in bath is above 5 g 
L−1, the diamond content in coatings kept almost constant. This could be caused by the blocking effect of the pow-
der on the surface area available for plating16. Furthermore, the larger diamond particles embedded into the Ni-W 
matrix is better than that of smaller diamond particles (Fig. 5(a)). During the SCD process, particles are adsorbed 
onto the growing film surface in two successive steps and then are embedded within the electrodeposited metal 
matrix. Probably, diamond particles of 0.8 μm were too light to drop off on the substrate surface, resulting that the 
less of smaller diamond particles embedded into the metal matrix. In contrast, 3 μm of diamond particles were 
uniformly co-deposited into the Ni-W matrix, which is associated with the conditions that the diamond particles 
were dispersed uniformly in the bath and constantly dropped off and adsorbed on the cathode surface well.

The surface roughness of Ni-W and Ni-W/diamond coatings was examined by surface profilometer as shown 
in Fig. 5(b). The surface roughness (Ra) of Ni-W coatings is 1.06 μm. While the Ra of Ni-W/diamond (3 μm) coat-
ings increases from 1.19 to 2.09 μm with the diamond concentration in bath from 1 to 20 g L−1. Moreover, as the 
diamond concentration in bath is 5 g L−1, the Ra of Ni-W/diamond coatings is 1.41, 1.54, 1.34, and 1.34 μm with 
current density of 0.05, 0.10, 0.15, and 0.20 A cm−2, respectively. Although Ra is 1-2 μm, the composite coatings 
have relatively flat surface.

The X-ray diffraction (XRD) patterns of Ni-W/diamond composite coatings were presented as Fig. 6, where 
Fig. 6(a) shows the XRD of Ni-W/diamond composite coatings obtained at diamond concentration of 1, 2, 5, 
10, 20 g L−1, in their as-plated condition. Three peaks occurred at 2theta angle of ~44°, ~75.3°, and ~91.5° which 
are indexed to diamond (JCPDS File No. 06-0675). And the broadened peaks at centre ~44° and ~76° could be 
matched with the Ni (JCPDS File No. 04-0850). This signifies the formation of solid solution of W in Ni and the 
peaks can be ascribed to (111) and (200) of the face-centered cubic (FCC)-Ni. Furthermore, the XRD patterns of 
Ni-W and Ni-W/diamond composite coatings with diamond concentration of 5 g L−1 at current density of 0.1 A 
cm−2 were shown in Fig. 6(b). It can be seen that the sharp diamond (111) peak appears in a XRD diffractogram 
of Ni-W/diamond composite coatings (Fig. 6(a,b)). XRD results could further demonstrate that the Ni-W/dia-
mond composite coatings were successfully fabricated by using SCD method.

It has been reported that the properties of Ni-W coatings can be enhanced by heat treatment11,17. The heat 
treatment can change the amorphous structure into a crystalline alloy structure, such as Ni4W, NiW, as shown 
in Fig. 6(c), which have higher hardness than the amorphous Ni-W coatings. Wang et al.12 reported that heat 
treatment can improve the hardness of Ni-W/diamond, which can reach up to 1205 Hv from 800 Hv (as depos-
ited). In the present work, heat treatment was also performed under 873 K in Ar gas. Figure 6(c) shows the XRD 
patterns of Ni-W/diamond coating fabricated at current density of 0.10 A cm−2, with diamond size 3 μm and 5 g 
L−1. The as-prepared coating has a broad diffraction peak at around 2θ  =  30–55° (Fig. 6(a)), which indicates an 
amorphous structure. The sharp peaks occurred at 2theta angle of ~44° which is indexed to diamond (JCPDS 
File No. 06-0675). After heat treatment at 873 K for 1 h in Ar gas, the broad peak has disappeared and diffraction 
peaks corresponding to Ni, diamond, WC, Ni4W, and NiW appear12. It also implies that the growth and coars-
ening of grain are promoted with an increase in heat treatment temperature. The grain size of obtained coatings 
was calculated from the width of the Ni (111) peaks observed in the XRD patterns using Scherrer's equation. The 
grain sizes before and after heat treatment for Ni-W alloy and Ni-W/diamond composite coating are displayed in 
Table 2. We note that in the present alloy and composite coatings system W is a grain refining element, owing to 
its subtle tendency for grain boundary segregation18–20; accordingly, across the samples in Table 2, grain size is in 
agreement with the previous work20.

Mechanical properties of Ni-W/diamond composite coatings. Figure 7 presents the hard-
ness measurement results of Ni-W and Ni-W/diamond coatings. As is seen, without diamond additions, the 

Deposition conditions As-deposited
After heat 
treatment

Diamond size 
(μm)

Concentration  
(g L−1)

Current density 
(A dm−2)

Grain size 
(nm)

W content 
(wt.%) Grain size (nm)

3 5 5 1.1 41.6 8.6

3 5 10 1.1 42.8 8.5

3 5 15 1.1 42.0 5.2

3 5 20 1.7 41.4 6.2

3 1 10 1.1 44.4 10.7

3 2 10 1.2 43.4 5.7

3 10 10 1.1 42.6 9.1

3 20 10 1.1 43.0 9.8

0.8 1 10 1.1 42.3 –

0.8 5 10 1.4 41.7 6.8

0.8 10 10 1.1 40.8 –

– 0 10 2.8 44.8 9.4

Table 2.  Grain size and W content in the Ni-W/diamond nanocomposite coatings with different 
deposition conditions.
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electrodeposited Ni-W alloys fabricated with current density of 0.1 A cm−2, exhibit the hardness of 810 ±  32 Hv, 
which is in good agreement with the reported value21. The composite coatings prepared with diamond particles 
concentrations in bath of 1, 2, 5, 10, 20 g L−1, exhibit the hardness of 916 ±  20, 1370 ±  41, 2060 ±  52, 2076 ±  59, 
and 2249 ±  23 Hv, respectively. From Fig. 7(a), it can be seen that the incorporations of diamond can result in a 
marked improvement of hardness. The hardness increased with the concentration of diamond particles in the 
bath from 0 to 5 g L−1, while above 5 g L−1, the hardness did not cause significant differences. From the SEM 
(Fig. 2) and diamond content results (Fig. 5(a)), the diamond content in deposits increased quickly with increas-
ing in the diamond concentration from 0 to 5 g L−1, while the diamond content was very stable above 5 g L−1. The 
results may be due to the blocking effect of the powder on the surface area available for plating16. Considering the 
mechanical properties of materials, the hardness of Ni-W/diamond composite coatings is controlled by three fac-
tors: co-deposition of diamond particles, the W content and grain size of metal matrix. According to the EDS and 
XRD results (Table 2), the W content (~40–44 wt.%) and grain size of metal matrix (~1.1 nm) did not have a sig-
nificant change. Thus, the hardness of Ni-W/diamond composite coatings is mainly contributed by diamond con-
tent in deposits. In order to understand how the diamond content in deposits affects the hardness of coatings, it is 
therefore useful to represent the hardness of diamond-free and diamond incorporated Ni-W alloys as a function 

Figure 4. EDS analysis. (a) line EDS through diamond particles and Ni-W matrix on surface, (b) line EDS 
though diamond particles and Ni-W matrix on cross-section, (c) SEM image area of elemental mapping, (d) C 
element mapping, (e) Ni element mapping, (f) W element mapping.



www.nature.com/scientificreports/

7Scientific RepoRts | 6:22285 | DOI: 10.1038/srep22285

of the diamond content in the deposits, which was shown in Fig. 7(b). From this figure, it can be observed that the 
diamond content in deposits strongly influences the hardness. The hardness increased quickly with the diamond 
content. Figure 7(a) also shows the effect of diamond size and current density on the hardness of Ni-W/diamond 
composite coatings. The hardness of Ni-W/diamond (3 μm) composite coatings is about 2.5 times higher than 
those of Ni-W/diamond (0.8 μm) coatings, which follows the same trend as the diamond contents in the deposits 
(Fig. 5(a)). The diamond content of Ni-W/diamond (0.8 μm) coatings were lower than those of Ni-W/diamond 
(3 μm) coatings. We consider that sedimentation contributes to these results. As sedimentation has a strong influ-
ence on large particles, therefore, the larger particles could be easily dropped off and co-deposited into the Ni-W 
alloy, which results in a reduction of the diamond content at diamond particles of 0.8 μm. With the current den-
sity increasing, the hardness of Ni-W/diamond increased from 1663 ±  19 to 2193 ±  46 Hv, while the hardness 
slightly decreased above 0.15 A cm−2. A similar tendency was also observed in another electrodeposition system 
(Ni-B/diamond)22. To the best of our knowledge, the Ni-W/diamond coating is the hardest among coatings fab-
ricated by wet chemical process. Moreover, the hardness of Ni-W/diamond coatings is higher than that of hard 
chrome coating (850–1100 Hv)8 and Ni-B/diamond coating (1940 Hv, load 50 gf)7,9 , which is even in the same 
range as the hard coatings prepared by dry process (e.g, TiN, 2000–2700 Hv).

The hardness with different deposition conditions after heat treatment was also examined, as shown in Fig. 7a. 
The results imply that the hardness of the Ni-W/diamond coatings increased from 2060 ±  52, 2076 ±  59, and 
2249 ±  23 Hv to 2263 ±  37, 2437 ±  41, 2647 ±  25 Hv with diamond concentration 5, 10, 20 g L−1, respectively, with 
heat treatment at 873 K for 1 h in Ar gas. In order to examine the structural change of Ni-W/diamond coatings 
during heat treatment, XRD patterns were measured, as shown in Fig. 6(c). Heat treatment of the coating resulted 
in the crystal growth and the formation of WC hard phase and Ni4W, NiW alloy. Without diamond incorpora-
tion, oxide has be detected according to the XRD results, which agreed with the previous work17. However, the 
accurate phase identification could not be made but Ni-O, W-O, or Ni-W-O phases could be possible. While 
XRD results reveal no oxide was formed during the high temperature treatment for Ni-W/diamond composite 
coatings (Fig. 6(c)). According to the present results, the formation of WC hard phase in the Ni-W matrix and the 
precipitate of NiW and Ni4W alloy caused the hardening of the Ni-W/diamond coating.

The performance of many products and engineering components depends critically on tribological properties 
of surfaces such as wear and friction. Here the wear testing was also performed by using reciprocating-sliding tri-
bometer for Ni-W (prepared at current density of 0.1 A/cm2) and Ni-W/diamond composite coatings (deposited 
at current density of 0.1 A/cm2 and diamond concentration of 2, 5, and 10 g/L). Figure 8 show the corresponding 
coefficient of friction (CoF) data for Ni-W and Ni-W/diamond composite coatings, respectively. For Ni-W coat-
ing the friction coefficient is always larger than those of Ni-W/diamond composite coatings. During the wear test-
ing, if the maximum friction force is larger than 10 N, i.e. the CoF is larger than 1 in present case with the load of 
10 N, the testing will be stopped by the protection function of the equipment. For Ni-W coatings, one test stopped 
when the sliding distance reached 42 m and it stopped at 200 m again at another test because the CoF became 
larger than 1. For Ni-W/diamond composite coatings, however, the CoF was kept almost constant ~0.2–0.45 
for sliding distance of 300 m or even longer. For example, the friction coefficient of obtained coatings prepared 
at diamond concentration of 5 g/L can keep ~0.4 until the sliding distance approaching up to 600 m. The CoF 
reveals that the addition of diamond could significantly reduce the friction coefficient. Observing the wear tracks 
generated on treated samples can provide information on the wear performance and mechanics of reciprocating 
ball-on-plate sliding, of particular interest is the changes induced by addition of the diamond.

From the Fig. 8, it can be seen that the friction coefficient decreases sharply during running in and then sta-
bilizes to steady-state. During the wear testing process, it takes place as the two surfaces are moving in relation 
to each other, and both physical and chemical changes occur. As a function of time the wear process changes in 

Figure 5. Diamond contents and surface roughness of Ni-W/diamond composite coatings. (a) The diamond 
particles content in deposits increased quickly with increasing in diamond concentration from 0 to 5 g L−1, 
while above 5 g L−1, the diamond content kept constant, (b) Surface roughness (Ra) increases with diamond 
concentration increasing, while the Ra is almost same for the composite coatings deposited at different current 
density.
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both geometry and the material composition. For the Ni-W/diamond composite coatings, in the initial phase of 
wear process, the ball will abrasive both Ni-W matrix and diamond particles, resulting the higher friction coef-
ficient. Then, the diamond particles could be exposed and applied as micro-cutter. Despite being hard, diamond 
particles are known to have low friction coefficient. Therefore, the friction coefficient decreases and keeps stable 
in all obtained composite coatings. The reduction of friction coefficients can be explained by the formation of 

Figure 6. XRD analysis of the obtained samples. (a) XRD patterns of Ni-W/diamond composite coatings 
obtained at diamond concentration of 1, 2, 5, 10, 20 g L−1, in their as-plated condition, (b) XRD patterns of as-
deposited Ni-W and Ni-W-diamond coatings, (c) XRD patterns of heat treatment of Ni-W and Ni-W/diamond 
coatings.

Figure 7. Hardness of coatings. (a) Hardness of the coatings with different deposition conditions and heat 
treatment, (b) hardness of the Ni-W alloys and Ni-W/diamond composite coatings presented as a function of 
the diamond content in coatings.

Figure 8. The friction coefficient during wear testing. With diamond incorporation, the fiction coefficient 
decreases.
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low-shear micro-points on the coating or perhaps only on the asperity tips of the coatings23. While the Ni-W 
coatings, the friction coefficient slightly increases and reaches up to 1 at about 40 m (one test) and 200 m (another 
test) sliding distance.

Figure 9(a) presents the 2D surface profilometry of wear scars. The wear scars can clearly demonstrate that 
the Ni-W/diamond composite coatings exhibit better wear resistance. From the 2D wear scars, the wear volume 
could be estimated for Ni-W coatings (0.55 mm3). However, the measurement of wear volume for Ni-W/diamond 
composite coatings is difficult because of the very less of removed coatings.

SEM was also performed to study the inside wear tracks of the Ni-W (sliding distance 42 m) and Ni-W/dia-
mond composite coatings prepared with diamond concentration of 5 g/L (sliding distance 600 m), as shown in 
Fig. 9(b–e). From the Fig. 9(b,c) can be observed that the wear track of Ni-W coatings is clear and the smeared 
appearance of the surface is typical of material spalled, lots of scratching, as well as extensive plastic deformation. 
The morphology of worn surface of the Ni-W/diamond composite coatings is shown in Fig. 9(d,e). It can be 
observed that the wear track is not clear. No any diamond particles were peeled off during the wear test from the 
magnified SEM worn surface of Ni-W/diamond composite coatings (Fig. 9(e)) owing to the strong adherence 
between diamond particles and Ni-W matrix.

Due to the high hardness of the coatings deposited, balls used for testing were also worn. The SEM wear scar 
morphology has been attributed in part to adhesion of ball materials to the wear worn surface. This is also con-
firmed by the elemental mapping, as shown in Fig. 10, which indicates that elemental map showing the distribu-
tion of N, Si, C, Ni, W elements in the worn surface of Ni-W/diamond composite coatings. It can be seen that the 
concentrated position of red spot contain a higher proportion and uniformly of C elements. It shows diamond 
particles have extensive distribution in the worn surface of Ni-W/diamond composite coatings. The reinforced 
diamond particles have reduced the direct contact between the Ni-W matrix and the counter ball during the wear 
test that also reduced the friction coefficient and resulted in the higher wear resistance. Figure 10(b,c) show that 
the N and Si elements uniformly distribute on the worn surface, it suggests that the hardest diamond particles 
could easily remove the ball materials during the wear testing, and the removed ball materials adhere onto the 
worn surface.

In summary, sediment co-electrodeposition was performed to prepare hard Ni-W/diamond composite coat-
ings. These coatings exhibited extreme high hardness and superior wear resistance. The hardness of the composite 
coatings was increased by increasing the concentration and size of diamond particles in present study because 
diamond particles with higher concentration and larger sized tend to co-deposit into Ni-W matrix more easily. 
Furthermore, the hardness was improved by heat treatment of the coatings. The hardest Ni-W/diamond compos-
ite coating in the present work was even higher than that of Ni-B/diamond coatings prepared by wet process and 
comparable to hard coatings prepared by dry processes.

Methods
Chemicals. Nickel(II) sulfate hexahydrate NiSO4·6H2O(Carlo), Sodium tungstate dihydrate 
Na2WO4·2H2O(Carlo), Tri-sodium citrate dihydrate Na3C6H5O7·2H2O(Carlo), Ammonium chloride 
NH4Cl(Carlo), Sodium bromide NaBr(Carlo) used in the present study were of analytical reagent grade. Diamond 
powder was from Huanghe Xuanfeng Co. Ltd., China. All aqueous solutions were prepared using double distilled 
water.

Sample preparation. The co-electrodeposition of Ni-W and diamond was conducted in a 200 mL plating 
bath with aqueous bath chemistry. The bath composite and plating conditions are listed in Table 1. We have pre-
viously demonstrated the preparation of composite coatings using SCD method15. Figure 1(a) shows the setup of 
SCD. Figure 1(b) shows the schematic representation of the Ni-W-diamond composite coatings formation pro-
cess through SCD method. Analytical reagents and deionized water were used to prepare the plating solution. The 
diamond particles of a mean particles size of 0.8 and 3 μm were chosen to co-deposit with nickel in the present 

Figure 9. Worn surface observation. (a) Wear track profilometry scans for Ni-W coatings, and Ni-W/
diamond composite coatings. (b) general SEM view of wear track of Ni-W coatings, (c) inside of the wear track 
of Ni-W coatings, (d) general SEM view of wear track of Ni-W/diamond composite coatings, (e) inside of the 
wear track of Ni-W/diamond composite coatings.
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experiments. The concentration of diamond particles in the bath are 1, 2, 5, 10, 20 g L−1. The bath temperature was 
maintained at 75 °C. The pH of the electrolyte was 8.9, and it was unaffected by the diamond additions. Carbon 
steel was employed as a cathode. Prior to plating, steel substrates were washed in soap, rinsed in NaOH, HCl, and 
distilled water, and activated in 14%HCl. The steel substrates were masked with insulated tape to leave 4 cm2 of 
exposed area.

The steel substrate and Pt coated-Fe mesh plate with a distance of 35 mm were horizontally immersed into 
200 ml of the electrodeposition baths. Electrodeposition was carried out under constant current density (0.05, 0.1, 
0.15, and 0.2 A cm−2). Ni-W/diamond composite coatings were electrodeposited on the steel plates. The coatings 
were washed with water and dried in air at room temperature. In addition, a Ni-W alloy coating was also obtained 
by SCD using the developed setup.

Materials characterization. Prior to surface analysis, all coatings were washed in deionized water and 
ultrasonicated in acetone for 5 min. Optical microscope (OM) was used to determine the thickness of coating. 
Scanning electron microscopy (SEM, Hitachi, S4800) was performed to observe the surface of the coatings. 
The particle contents in the composite coatings was evaluated using the gravimetrically method. Deposits were 
stripped in nitric acid, which was filtered, and the mass of diamond powder in the deposit was estimated gravi-
metrically. The phases of the composite coatings were detected via X-ray diffraction using an X’Pert Pro diffrac-
tometer (Panalytical). The surface profile (Gauges, Ambs, US) was used to measure the surface roughness. Vickers 
microhardness for the surface of coatings was measured using a microhardness tester under an indentation load 
of 100 gf for 15 s at seven different locations of a specimen, and the average value of the five measurements (except 
the maximum and minimum values) is quoted as the hardness of the film.

Wear tests were performed using a CSM reciprocating-sliding tribometer, connected to a computer monitor-
ing the dynamic coefficient of friction (in both sliding directions), relative humidity and temperature. Tests were 
performed by applying a normal load of 10 N to a stationary ball of diameter 6 mm. The ball materials used were 
Si3N4. The ball-on-plate machine was set to run at 100 mm/s with reciprocation amplitude of 10 mm and without 
lubrication. The tests performed at temperatures between 20 and 25 °C. Before each test, both the sample and 
the ball counterface were ultrasonically cleaned in acetone for 10 min, and dried by hot air. The anti-wear per-
formance of the films was estimated from the weight loss of the specimens. After the wear tests, the morphology 
of each wear scar was observed by SEM. Also the SEM and EDS were used to obtain information regarding the 
morphology and chemical composition of the wear debris.

References
1. Xu, H., Yang, Z., Li, M.-K., Shi, Y.-L., Huang, Y. & Li, H.-L. Synthesis and properties of electroless Ni–P–Nanometer Diamond 

composite coatings. Surf. Coat. Tech. 191, 161–165 (2005).
2. Shrestha, N. K., Takebe, T. & Saji, T. Effect of particle size on the co-deposition of diamond with nickel in presence of a redox-active 

surfactant and mechanical property of the coatings. Diam. Relat. Mater. 15, 1570–1575 (2006).
3. Ger, M.-D. Electrochemical deposition of nickel/SiC composites in the presence of surfactants. Mater. Chem. Phys. 87, 67–74 (2004).
4. Grosjean, A., Rezrazi, M., Takadoum, J. & Berçot, P. Hardness, friction and wear characteristics of nickel-SiC electroless composite 

deposits. Surf. Coat. Tech. 137, 92–96 (2001).
5. Pavlatou, E. A., Stroumbouli, M., Gyftou, P. & Spyrellis, N. Hardening effect induced by incorporation of SiC particles in nickel 

electrodeposits. J. Appl. Electrochem. 36, 385–394 (2006).

Figure 10. Elemental mapping of worn surface. (a) SEM image, (b) N element mapping, (c) Si element 
mapping, (d) C element mapping, (e) Ni element mapping, (f) W element mapping.



www.nature.com/scientificreports/

1 1Scientific RepoRts | 6:22285 | DOI: 10.1038/srep22285

6. Tomaszewski, T. W. Trans. Inst. Met. Finish. 54, 45–48 (1976).
7. Ogihara, H. et al. Synthesis of super hard Ni-B/diamond composite coatings by wet processes. Chem. Commun. 46, 442–444 (2010).
8. Kosta, I., Sarret, M. & Müller, C. Structure, microhardness and corrosion behaviour of nanostructured CoP coatings obtained by 

direct current and pulse plating. Electrochim. Acta 114, 819–826 (2013).
9. Ogihara, H., Miyamoto, K., Udagawa, K. & Saji, T. Electrodeposition of Super Hard Ni-B/Diamond Composite Coatings. Chem. 

Lett. 40, 1072–1073 (2011).
10. Giga, A., Kimoto, Y., Takigawa, Y. & Higashi, K. Demonstration of an inverse Hall–Petch relationship in electrodeposited 

nanocrystalline Ni–W alloys through tensile testing. Scripta Mater. 55, 143–146 (2006).
11. Sunwang, N., Wangyao, P. & Boonyongmaneerat, Y. The effects of heat treatments on hardness and wear resistance in Ni–W alloy 

coatings. Surf. Coat. Tech. 206, 1096–1101 (2011).
12. Wang, H.-T., Sheu, H.-H., Ger, M.-D. & Hou, K.-H. The effect of heat treatment on the microstructure and mechanical properties of 

electrodeposited nanocrystalline Ni–W/diamond composite coatings. Surf. Coat. Tech. 259, Part B, 268–273 (2014).
13. Zhang, X. et al. Preparation and hardness of pulse electrodeposited Ni–W–diamond composite coatings. Surf. Coat. Tech. 276, 

228–232 (2015).
14. Chianpairot, A., Lothongkum, G., Schuh, C. A. & Boonyongmaneerat, Y. Corrosion of nanocrystalline Ni–W alloys in alkaline and 

acidic 3.5wt.% NaCl solutions. Corros. Sci. 53, 1066–1071 (2011).
15. Qin, J. et al. The high concentration and uniform distribution of diamond particles in Ni-diamond composite coatings by sediment 

co-deposition. Surf. Interface. Anal. 47, 331–339 (2015).
16. Marlborough, A. E. Small finishing systems: Aubin Co., A. E. Marlborough, Conn. Metal Finish. 95, 22 (1997).
17. Hou, K.-H., Chang, Y.-F., Chang, S.-M. & Chang, C.-H. The heat treatment effect on the structure and mechanical properties of 

electrodeposited nano grain size Ni–W alloy coatings. Thin Solid Films 518, 7535–7540 (2010).
18. Detor, A. J., Miller, M. K. & Schuh, C. A. Measuring grain-boundary segregation in nanocrystalline alloys: direct validation of 

statistical techniques using atom probe tomography. Phil. Mag. Lett. 87, 581–587 (2007).
19. Detor, A. J., Miller, M. K. & Schuh, C. A. Solute distribution in nanocrystalline Ni–W alloys examined through atom probe 

tomography. Philosophical Magazine 86, 4459–4475 (2006).
20. Rupert, T. J. & Schuh, C. A. Sliding wear of nanocrystalline Ni–W: Structural evolution and the apparent breakdown of Archard 

scaling. Acta Mater. 58, 4137–4148 (2010).
21. Schuh, C. A., Nieh, T. G. & Iwasaki, H. The effect of solid solution W additions on the mechanical properties of nanocrystalline Ni. 

Acta Mater. 51, 431–443 (2003).
22. Ogihara, H., Safuan, M. & Saji, T. Effect of electrodeposition conditions on hardness of Ni–B/diamond composite films. Surf. Coat. 

Tech. 212, 180–184 (2012).
23. Holmberg, K., Ronkainen, H. & Matthews, A. Tribology of thin coatings. Ceram. Int. 26, 787–795 (2000).

Acknowledgements
This research is supported by Thailand Research Fund (TRG5780222). J.Q. would like to acknowledge the 
support from National Research Council of Thailand (NRCT, 183299), Ratchadaphisek somphoch Endowment 
Fund (2013), Chulalongkorn University (CU-56-805-FC), and Key Laboratory of Metastable Materials Science 
and Technology, Yanshan University. X.Z., M.M. and R.L. would like to thank the support from NBRPC (grant 
2013CB733000), NSFC (grants 51571174/51531005).

Author Contributions
J.Q., X.Z. and R.L. designed and coordinated the research. J.Q., X.Z., M.D., R. H., H. Z., A.T., S. L., Y.B. and M.M. 
did the experiments and analyzed all data. J.Q. and X.Z. wrote the manuscript.

Additional Information
Competing financial interests: The authors declare no competing financial interests.
How to cite this article: Zhang, X. et al. Co-electrodeposition of hard Ni-W/diamond nanocomposite coatings. 
Sci. Rep. 6, 22285; doi: 10.1038/srep22285 (2016).

This work is licensed under a Creative Commons Attribution 4.0 International License. The images 
or other third party material in this article are included in the article’s Creative Commons license, 

unless indicated otherwise in the credit line; if the material is not included under the Creative Commons license, 
users will need to obtain permission from the license holder to reproduce the material. To view a copy of this 
license, visit http://creativecommons.org/licenses/by/4.0/

http://creativecommons.org/licenses/by/4.0/

	Co-electrodeposition of hard Ni-W/diamond nanocomposite coatings
	Introduction
	Results and Discussions
	Synthesis of the Ni-W/diamond coatings
	Microstructure of the Ni-W/diamond coatings
	Mechanical properties of Ni-W/diamond composite coatings

	Methods
	Chemicals
	Sample preparation
	Materials characterization

	Additional Information
	Acknowledgements
	References



 
    
       
          application/pdf
          
             
                Co-electrodeposition of hard Ni-W/diamond nanocomposite coatings
            
         
          
             
                srep ,  (2016). doi:10.1038/srep22285
            
         
          
             
                Xinyu Zhang
                Jiaqian Qin
                Malay Kumar Das
                Ruru Hao
                Hua Zhong
                Adisak Thueploy
                Sarintorn Limpanart
                Yuttanant Boonyongmaneerat
                Mingzhen Ma
                Riping Liu
            
         
          doi:10.1038/srep22285
          
             
                Nature Publishing Group
            
         
          
             
                © 2016 Nature Publishing Group
            
         
      
       
          
      
       
          © 2016 Macmillan Publishers Limited
          10.1038/srep22285
          2045-2322
          
          Nature Publishing Group
          
             
                permissions@nature.com
            
         
          
             
                http://dx.doi.org/10.1038/srep22285
            
         
      
       
          
          
          
             
                doi:10.1038/srep22285
            
         
          
             
                srep ,  (2016). doi:10.1038/srep22285
            
         
          
          
      
       
       
          True
      
   




