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A Hybrid Approach to Fabricated Nanowire-Nanoparticle
Composites of a Co-W Alloy and Au Nanoparticles
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Co-W nanowires were fabricated by pulsed electrodeposition from a citrate-glycine electrolyte onto rotating cylinder electrodes
and into nanoporous polycarbonate membranes. The characterization of the electrodeposition conditions and alloy composition
of electrodeposited Co-W alloy thin films were determined and used to guide conditions to electrodeposit the nanowires. Gold
nanoparticles of 50 nm size were also added to the electrolyte and deposited during electrodeposition of the Co-W alloy nanowires,
embedded within, and attached to the nanowire tip, introducing a novel procedure to attached nanoparticles onto nanowires.
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Nano-electrodes can be used for various sensing applications, and
they can be easily integrated in micro- and nano-scale devices.1 The
sensitivity of nano-electrodes depends on the diameter of electrode
tip, and the highest sensitivity is observed by most electrochemical
methods if the diameter of the working electrode tip is on the same
order of the molecular species being detected. To this end, nano-gaping
technology has been applied for the fabrication of nano-electrodes that
are based on FIB and E-beam lithographic approaches,2,3 including
electrodeposition and/or chemical etching techniques.4

Gold-based 1D nanostructures (e.g., nanowires, gold nanoparti-
cles) have been recognized as unique materials for electrical and op-
tical sensing applications.5 Gold nanowires can provide high current
densities, high signal to noise ratio and low double layer capacitance,6

while surface plasmon resonance, often exploited with nanoparticles,
can uniquely probe interactions of molecules at chemical surfaces and
provide label-free bio detection.5–8

Gold nanoparticles (AuNPs) are excellent materials for functional-
izing electrode surfaces.9,10 Functionalization can be achieved via the
use of bi-functional chemical linking agents, mixing with the compo-
nents of composite electrodes, covalent binding and others. Notably,
gold nanoparticles alone have limited applications in sensing unless
surface modification is performed. Careful selection and design of lig-
ands strongly influence the sensitivity and selectivity of a sensor.5,11

Gold nanoparticles can be synthesized by a citrate reduction method
pioneered by Turkevich12 and later advanced by Frens,13 with a vari-
ety of modification’s methods.6,14–18 The nanoparticle morphology is
dependent upon chemical nanoparticle synthesis methods.

Linking agents are typically applied in order to bind gold nanopar-
ticles to surfaces of various substrates.7,14,19–23 Surface chemical modi-
fication and functionalization using linkers both are attractive method-
ologies because of highly active and selective layer formation, strong
electrode intersectional binding, and changeable physical properties.
However, there are a few important disadvantages if linkers are applied
in order to design nano-electrodes: additional materials affect surface
conductivity and can reduce it or lead to poor electrical contact, and
they can shorten an electrode’s applicable potential window by inter-
fering with electrochemical processes.24 Direct attachment of AuNPs
on the nano-electrode without using any linkers may overcome these
disadvantages and even improve the electrochemical performance of
the electrode due to uninterrupted conductivity throughout the elec-
trode material. Electrodeposition is one of the most versatile, simple,
and cost effective fabrication methods of electrochemical formation
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of structures and it provides a systematic control of the size and mor-
phology of formed structures.

Hence, this research presents a novel approach for the creation of
nanometric electrodes with nanoparticles deposited within and on the
top of nanowires. This approach combines two processes: synthesis of
nanoparticles, then co-deposition of them in an electrodeposited metal
matrix. In order to expand the functionality of the resulting composite
nanowire structure, the Co-W alloy was selected as the metal matrix
to provide the ability to magnetically move the wire, in contrast to
gold. Co-W also offers superior corrosion resistance. As thin films,
Co-W alloy has been widely studied for its outstanding tribologi-
cal properties,25–29 mechanical durability and superior hardness,30–33

corrosion resistance,34,35 and magnetic properties.36–38

The electrodeposition of tungsten alloys can be performed in cit-
rate, pyrophosphate and/or ammonium ions containing electrolytes,39

with the use of citrate being the most widespread particularly for Co-
W alloys.40,41 A challenge in depositing Co-W alloys arises due to
the inherent hydrogen evolution side reaction. In order to improve
the efficiency of the electrodeposition process and the structure of
the obtained Co-W deposits organic additives, such as saccharin,
thiourea, methacrylate, glycine can be used in the electrolyte.42 Re-
cently, glycine-based solutions are of interest because it is a non-toxic
complexing agent, which stabilizes the pH close to the electrode sur-
face in both alkaline and acidic electrolytes,43,44 although the side
reaction cannot be completely eliminated. Thus, the management of
the hydrogen evolution side reaction can be problematic when trans-
lating thin film deposition parameters for Co-W alloys to nanometer
architectures via templating methods.

The template-assisted method has been employed for the elec-
trodeposition of nanostructures using a variety of templates, such
as polycarbonate membranes,45,46 and anodized aluminum oxides
(AAO).46–49 Although many investigations have focused on single-
element, binary and ternary alloy magnetic nanowires such as Ni,
Co, Fe-Co, Co-Ni, Ni-Fe and Fe-Co-Ni,50–56 no reports of electrode-
posited Co-W alloy nanowires exists, except those by the coauthors
here. In previous work, Co–W and Co–W–P nanowires and nanotubes
were fabricated through the use of pulse deposition using nanoporous
alumina templates from ammonia–citrate electrolytes57 and from
ammonia-free electrolytes containing citrate and boric acid.58 The
pulse mode facilitated deposition by minimizing the accumulation of
hydrogen gas bubbles and the generation of a significant pH gradient
that can disturb the deposition of Co-W alloys, as evident in thin film
deposition.

Here, not only is there a further improvement in past tech-
niques of electrodepositing Co-W alloy nanowires, from both an
ammonia-free and boric acid-free electrolyte, but a novel composite
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Figure 1. Schematic of the development of nanowire-nanoparticle composites: (a) sputtering a layer of gold; (b) pulsed electrodeposition of Co-W nanowires; (c)
adding colloidal gold nanoparticles; (d) pulsed electrodeposition of Co-W alloy; (e) dissolving the membrane.

codeposition approach is presented with nanoparticles deposited on
the top of nanowires. The conditions for nanowire deposition were
guided by results obtained from polarization curves and galvanostatic,
thin film Co-W deposition. In order to avoid mass transport controlled
reactions thin, polycarbonate membranes were used as templates com-
pared to previous reports with deeper alumina templates.

Experimental

Co–W thin film alloys and nanowires were fabricated from an
electrolyte consisting of: 0.2 M CoSO4, 0.2 M Na2WO4, 0.25 M
Na3C6H5O7, 0.2 M C2H5NO2 and 0.2 M NaOH, at a pH of 10.

The electrodeposition of Co-W thin films was carried out gal-
vanostatically on rotating cylinder brass electrodes (RCE) at 300 rpm
under pulsed (PC) and direct current (DC) mode. A platinum anode
and a saturated calomel electrode (SCE) were used as the counter and
reference electrode, respectively.

Co–W nanowires were electrodeposited into nanoporous polycar-
bonate membranes using a pulse current mode. Although, past liter-
ature reports of pulse parameters have been reported for meso-scale
Co-W nanowires,58 these parameters were selected due to the mass
transport considerations inherent to alumina templates, and were opti-
mized for a different electrolyte. With a goal to maintain kinetic control
and avoiding gas accumulation and concentration gradients within the
pores, thinner polycarbonate films are used here, and a relaxation, or
off-time, was chosen to be twice as long as the on-time. Nanoporous
polycarbonate membranes with 100 nm pore diameter, 6 μm thick-
ness, having an average porosity of 12% were purchased from What-
man International Ltd. (Whatman Inc., MA, USA). The procedure to
fabricate the nanowire-nanoparticle materials is sketched in Fig. 1. In
order to provide an electric contact to the membrane a layer of gold
was sputtered (Hummer model #Hummer 6.2, Anatech Inc.) on the
one side of the templates (Fig. 1a). This Au layer served as a cathode
substrate. The Co-W nanowires are formed (Fig. 1b) with an applied
cathodic pulsed current density of 80 mA/cm2 with a 5 s on–time
and a 10 s off–time current. After the deposition, the electrolyte was
flushed with water. Then the nanoparticle solution was added to the
membrane with formed nanowire electrodes and vacuum was applied
for 1 minute (Fig. 1c). The nanoparticles were fixed on the surface
by deposition of an additional Co-W alloy layer while applying 20
pulses in the same pulse mode as described previously (Fig. 1d). The
last step (Fig. 1e) is the release of the wires from the polycarbonate
membrane by dissolving the membrane in dichloromethane.

Results and Discussion

The conditions for Co-W electrodeposition were characterized us-
ing the RCE at 300 rpm at room temperature. Fig. 2 shows the cathodic
polarization curves obtained from −0.4 to −1.8 V vs. SCE in the pres-
ence and absence of glycine at pH 10. Addition of glycine to the citrate
electrolyte causes an increase in polarization. The cathodic deposition
is shifted to more negative potentials due to the expected additional
complexation of Co2+ and the associated reduction of CoOH+ by the
glycine ligand.

Thin film deposition under DC and PC mode was also examined
over a range of applied cathodic current densities, 10–80 mA/cm2

(Fig. 3). The pulse deposition times were: 5 s on-time, ton, and a 10 s
off-time, toff. The W content in the alloys electrodeposited under PC
mode is slightly higher in comparison with alloys electrodeposited
under direct current (DC) mode (Fig. 3a), especially at lower current
densities. In both DC and PC modes of deposition the W content
is the largest at the low current density and decreases with the ap-
plied current density. For DC deposition, there is a limiting amount
of the tungsten weight percentage of ∼3 wt% at high current densi-
ties. Simultaneously, with a decrease in tungsten content the current
efficiency increases sufficiently in both DC and PC modes (Fig. 3b).
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Figure 2. Cathodic polarization curves at 10 mV/s with a RCE at 300 rpm
from a citrate bath in the absence and presence of glycine at pH 10, room
temperature.
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Figure 3. Composition of the Co-W alloys (a) comparing DC (�) and PC (◦)
deposition; (b) current efficiency; and (c) the influence of the electrode rotation
rate under DC plating mode at different current densities: ● 15 mA/cm2, � 25
mA/cm2, � 40 mA/cm2, ×60 mA/cm2, � 80 mA/cm2.

Fig. 3c shows the W wt% for deposition under DC for different ap-
plied cathodic current densities at different electrode rotation rates. It
is expected, under kinetic control, that the composition would be in-
dependent of rotation rate as indeed it is for a cathodic current density
of 15–80 mA/cm2. At higher current densities, a small change in the
deposit composition is observed with rotation rate that can signify a
mass transport contribution.

The following pulse current conditions were used to form Co-
W nanowires within polycarbonate membranes: current density 80
mA/cm2, pulse on-time of 5 s, and a 10 s off-time. The potential
transient during pulse deposition is presented in Fig. 4. The top and
bottom of the resulting potential pulse represents the transient in the
open circuit potential (OCP) and the deposition potential. Three tran-
sient regions were observed in the OCP region, but it is less distinct
in the deposition region. The change of slope in the OCP between
regions (1) and (2), in Fig. 4, indicates a significant change in either
the alloy composition or the surface concentration. During deposition,
the potential response is relatively independent with time, confirming
little to no mass transport influence of the metal deposition. Thus
the changes in regions (1) and (2) during OCP may be reflecting
the change in surface pH or adsorbed hydrogen. The last region, (3)
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Figure 4. Potential response during PC electrodeposition of Co-W alloy
within pores of the membrane.

Figure 5. SEM images of electrodeposited Co-W nanowires separated from
polycarbonate membranes.

shows the transient response when the nanowires reach the top of the
template and commence to grow outside of the pore. The nanowire
electrodeposition process was halted at stage (2). After the template
was dissolved and the nanowires released SEM (Fig. 5) and TEM im-
ages (Fig. 6) confirmed that the long and continuous Co-W nanowires
were deposited and their cylindrical shape reflects a complete filling
of the nanopores in the radial direction in the template and that they
are uniform in diameter. The length of the nanowires matched the
expected pore length (6–7 μm). Interestingly, the average diameter of
the Co-W nanowires is about 130 nm, which is slightly bigger than
the pore size of the PC templates (100 nm).

The composite nanowires, combining the gold nanoparticles with
the Co-W matrix, was fabricated using shorter nanowires, (4 μm)
created by terminating the deposition process earlier, after 20 min. The
Au nanoparticles were placed into the electrolyte, and the deposition
process re-commenced to trap them onto the nanowire tip, within the
template.

The TEM of the gold nanoparticles (Fig. 7) show that the diameters
were fairly uniform having a size of 50 ± 5 nm. Fig. 8 shows that gold
nanoparticles were indeed attached to the top of Co-W nanowires.
To the best of the authors’ knowledge it is the first demonstration of
physically attaching nanowires to the end of a metallic nanowire in the
form of a composite metal matrix deposit, in contrast to thiol-based
chemical attachment.

Figure 6. TEM images of Co-W nanowires, (a) low and (b) high magnification
with measured wire diameters.
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Figure 7. TEM image of 50 nm diameter Au nanoparticles.

Conclusions

Co-W nano-electrodes were fabricated by pulsed electrodeposition
from a citrate-glycine electrolyte onto RCEs and into polycarbonate,
nanoporous templates having a pore size of 100 nm. Thin film, Co-rich
deposits were obtained over a large range of current density, under
kinetic control. The addition of gold nanoparticles to the electrolyte
enabled the fabrication of unique nano-composite nanowires, com-
posed of Au nanoparticles and a Co-W matrix. The Co-W nanowire
and AuNP was chosen as a model system, although the methodol-
ogy is highly impactful as it could be adapted for other nanowire-
nanoparticle complex structures.
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