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C
ontrolling where and how nano-
crystals grow is of fundamental im-
portance for nanoscience and nano-

technology. In solution, such control is often
realized by exploiting the facet-specific
binding of surface ligands, so that preferred
growth of certain facets determines the
shape of nanocrystals.1�3 Because of the
intrinsic symmetry of crystal lattice, a nano-
crystal always has multiple equivalent fac-
ets. Without a reason, they should grow
equivalently.
Nanowire (NW) is a special type of nano-

crystal with extremely large anisotropy.2�11

Any NW must have started as a small pri-
mary nucleus with multiple equivalent fac-
ets, before transitioning to an anisotropic
growthmode. Thus, a prominent question is
why the two ends of a wire grow so much
faster than the rest of the equivalent facets.
It cannot be solely explained by the differ-
ence in the binding affinity of ligands. Thus,
additional factors have been proposed in
the literature: (a) cylindrical surfactant mi-
celles such as those of oleylamine can serve
as a structural template;12�16 (b) the 5-fold

twinning defects in pentagonal NWs can
induce sufficient strain to restrict their lat-
eral growth;17�20 (c) the screw-dislocation
on a facet can promote its rapid growth
causing large anisotropy in the resulting
NWs;21�23 and (d) during the oriented at-
tachment of semiconductor nanocrystals,
their dipole interactions can lead to linear
growth of NWs.24�26 In addition, in the
vapor�liquid�solid (VLS) growth under
high temperature, themolten seeds confine
the cross-sectional width of the nanocrystal,
catalyzing its linear growth.27�31 In contrast
to these known systems, we now present a
new origin for the anisotropy in NW growth.
In the conventional growth of metal

NWs in solution, there are several com-
mon characteristics: The known surface li-
gands are all weakly binding, including
oleylamine,12�15,32,33 hexadecyltrimethy-
lammonium bromide (CTAB),7,34�36 polyvi-
nylpyrrolidone (PVP),5,17,19,20,37�39 and their
analogues.40,41 On the other hand, seeded
growth of NWs was rarely reported,16,18,34

particularly for ultrathinmetalNWs (d<10nm).
Without seeds, the known factors above for
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ABSTRACT We report a nanowire growth that is highly unconventional: (1)

nanowires can grow from substrate-bound seeds but cannot from colloidal seeds

under otherwise the same conditions; (2) the nanowires grow from only one side of

the seeds, with their diameter independent of the size of the seeds; and (3)

vertically aligned ultrathin nanowires are obtained on substrates, using aqueous

solution and ambient conditions. With carefully designed experiments, we propose

and test a new mechanism that can explain these unusual phenonmena. It turns

out that the strong binding of ligands in this system forces selective deposition of

Au at the ligand-deficient interface between Au seeds and oxide substrates. This means of promoting anisotropic growth of nanocrystals into nanowires is

previously unknown in the literature. We are able to pinpoint the site of active growth and explain the control of nanowire width. The sustained growth at

the active site and the inhibited growth at its parameter push the nanocrystals upward into wires; their diameter is dependent on the dynamic competition

of the two processes. The site-specific growth from substrate-anchored seeds provides a rare means to create substrate-nanowire hierarchical structures in

aqueous solution under ambient conditions. Rendering a surface conductive, particularly one with complex surface morphology, is now made easy.

KEYWORDS: nanowire . anisotropic growth . substrate-bound seeds . ligand control . active site . hierarchical structure
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inducing anisotropic nanocrystal growth cannot be
easily applied to a substrate. This is probably the reason
why solution growth of anchored NWs on a substrate
has so far not been demonstrated.
Here, we report a new type of NW growth in polar

solution under ambient conditions. By using a strong-
binding ligand, 4-mercaptobenzoic acid (MBA), Au seeds
anchored on oxide substrates can “catalyze” the growth
of vertically aligned ultrathin AuNWs (d= 6 nm, Figure 1a).
The growth mode is similar in appearance to the VLS
growth in chemical vapor deposition, but the un-
derlying mechanism is radically different. The strong
ligand is of critical importance, but not because it has
affinity to any special facet: Au can be continuously
deposited at the Au-substrate interface because li-
gands cannot effectively bind there, whereas the
instant binding of strong ligands inhibits the growth
at the perimeter of this active site, pushing the nano-
crystals upward into anisotropic NWs (Figure 2b).
Under this unique growth mode, the diameter of the

resulting NWs is, surprisingly, independent of the size
of the seeds, but dependent on the relative deposition
rates of Au and ligands. We further identify the location
of active growth and thus prove the presence of a
single active site per each NW.

RESULTS AND DISCUSSION

Chips of Si waferwere used as substrates for growing
AuNWs. The top thermal oxide layer of the wafer was
functionalized with amino groups using 3-aminopro-
pyltriethoxysilane (APTES) to facilitate the subsequent
adsorptionof citrate-stabilizedAu seeds (d=3�5nm).42�46

After adsorbing Au seeds (Figure 1b), the substrate was
immersed in a water/ethanol (v/v = 3:1) solution con-
taining ligand MBA (550 μM), HAuCl4 (1.7 mM), and
reducing agent L-ascorbic acid (4.1 mM). After 15 min,
the substrate was retrieved, rinsed with water, and
then dried. The gilding of the substrate surface con-
firmed Au deposition (Figure 1c). As revealed by scan-
ning electron microscopy (SEM), the wafer surface was

Figure 1. (a,b) SEM image of (a) vertically aligned AuNWs on a Si/SiO2 substrate, (b) Au seeds (d = 3�5 nm) adsorbed on the
substrate; (c) A photograph of the resulting Si wafer in sample a; (d) SEM image of AuNWs synthesized using 15 nm AuNPs as
seeds; (e) TEM image of the AuNWs scratched from sample d.
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coveredwith a dense layer of vertically aligned AuNWs.
At the edge of a scratch mark (Figure 1a), it can be
clearly observed that the AuNWs were over 1 μm in
length, with uniform width and height. Such length
is remarkable considering the short 15 min growth.
Though these AuNWs were roughly parallel to each
other, they were not perfectly straight, unlike the
typical single-crystalline NWs.6 Despite the complex
hierarchical structure, the synthesis was facile and
reproducible. The method only involved the mixing
of a few solutions in correct ratio and then treating the
seed-adsorbed substrate at room temperature. It can
be easily scaled up without significant change in the
resulting nanostructures.
Unlike the typical solution methods for growing

NWs,4�8,17,19,20 in our system the NWs cannot grow
without the substrate: when free Au seeds (3�5 nm)
were used without being adsorbed to the Si/SiO2

substrate, the seeds simply grew larger with nearly
spherical shape, but NWs were not formed.47 Hence, it
appeared that the adsorption of the seeds on the silica
surface was essential. We must identify the anisotropic
factor that is responsible for shifting the near-spherical
growth mode to the NW growth. The presence of the
substrate in itself was clearly insufficient in this role.
The width of the AuNWs was found to be indepen-

dent of the size of the seeds. When large 15 nm AuNPs
were used, they ended up on the top of the resulting
thin AuNWs (Figure 1d). Obviously, the formation of
the AuNWs has caused the 15 nm seeds to be elevated
from the substrate. Therefore, the initial Au deposition
must have occurred at the Au�silica interface. After
these AuNWs were scratched off and characterized by
transmission electron microscopy (TEM), the diameter

was measured as 6 nm (Figure 1e), the same as those
prepared from smaller seeds. There was no obvious
increase in the size of the 15 nm seeds, which roughly
retained their spherical shape. It was surprising that
each AuNWwas grown from a Au seed but its diameter
was much smaller.48,49 Normally, in colloidal synthesis
the seeds are the heterogeneous nucleation centers;
the nanocrystals grown around them are usually larger.1

In solid-state growth such as via the VLS mechanism, the
entire molten seed is the catalyst, making it hard to grow
smaller structures.27

We found that the width of AuNWs was dependent
on the ligand concentration. When the MBA concen-
tration was decreased from 550 to 55 and 28 μM, the
resulting nanostructures became teeth-like with short-
er AuNWs. However, their average diameter increased
from 6 to 13, and then 17 nm (Figure 3a�c). Upon
further decrease of the ligand concentration to 5.5 μM,
Au deposition on the seeds formed an overcoating
layer (i.e., near-spherical growth mode) without any
sign of NW formation (Figure 3d).
Study of the AuNWs by high-resolution TEM (HRTEM)

showed that they were polycrystalline with frequent
occurrence of random twinning defects (Figure 4a).
Hence, the unidirectional growth of AuNWswas not con-
sistent with screw-dislocation driven growth, which is an
orderly process.11,21�23 Occasionally, single-crystalline
segments can also be observed, as illustrated by the
Fourier transform analysis of a local section (Figure 4b
and inset). The AuNWswere cut by focus ion beam (FIB)
to reveal their cross sections, which were circular in all
of the observed cases (Figure 4c).47 There was no
preferred surface facet that we could identify. Thus,
these AuNWs with nonspecific surface facets were
distinctively different from those synthesized in the
presence of oleylamine and CTAB, whose side surfaces
were bound with specific facets.6,34,50,51 In this aspect,
theNWgrowth is different from the conventional growth
models.
After the initial Au deposition at the seed-substrate

interface, it is essential to understand if the subsequent
growth occurred at the top seed�AuNW interface or
the bottom AuNW�substrate interface. We can devise
the reaction conditions to distinguish the temporal
evolution of the AuNWs. To clearly observe the width
control, 5 nm Au seeds were used. The substrate
was first grown in 550 μM of MBA, and then rapidly
transferred without drying to a solution of 28 μM of
MBA. The resulting AuNWs had thin heads and thick
tails (Figure 3e). Conversely, when the growth was
carried out first with low and then with high ligand
concentration, the resulting AuNWs had thick heads
and thin tails (Figure 3g). Therefore, the Au growth
must have occurred at the Au�substrate interface after
the seedwas elevated from the substrate. This is clearly
different from the VLSmechanism, where thematerials

Figure 2. (a,b) Schematics illustrating (a) the specific con-
ditions used for the syntheses of AuNWs on Si/SiO2 sub-
strates; (b) because of the strong ligands, the Au deposition
selectively occur at the Au�substrate interface.
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deposition selectively occurs at the interface between
the NWs and the molten seeds.27

Figure 3e provides additional evidence that Au
deposition did not occur on the ligand covered surface.
It appeared that once the thin sections were formed,
they cannot grow thicker even when the ligand con-
centration was reduced during the second growth
stage. This was probably because the densely packed
ligand molecules on their surface cannot easily dis-
sociate. This result was consistent with the absence of
seed growth in Figure 1d,e.
In contrast to the absence of lateral growth, the

continued longitudinal growth at the Au-substrate
interface was obviously promoted by an anisotropic
factor. Probably, it was because of insufficient ligand
coverage at this interface (Figure 2b). Hence, the
uniqueness of the “active” AuNW�substrate interface
lies in its confined environment, which restricts ligand
coordination and allows continued Au deposition.
Because the ligand MBA binds strongly to Au,52�55 its
instant absorption inhibits Au deposition at the perim-
eter of the active site, inducing anisotropic growth and
forcing the nanocrystals to be pushed upward. This
model also explains why the AuNWs can be randomly
polycrystalline but have a circular cross-section with
uniform diameter. Without specific surface facets or
internal lattice order, it is normally inconceivable how
the polycrystalline domains with different lattice orienta-
tionwould be able to coordinate with each other to form
the orderly shape of wires.
The partial activation of the seed surface cannot

easily occur: When free colloidal Au seeds were used,

their surface facets were equivalently blocked by the
ligand (vide supra).47 Even when the seeds were an-
chored on a substrate, if the ligand concentration was
too low, the insufficient ligand density on the seeds
caused them to grow near-isotropically into larger
spheres (Figure 3d).
Following this theory, the control of AuNW width

(Figure 3a�c) can be interpreted as the effectiveness in
switching off the lateral growth at the active site. In
doing so, the rate at which the fresh AuNW is being
generated from the active site must also be of impor-
tance. If ligand coordination cannot keep up with the
new AuNW section being pushed upward, the AuNW
must be able grow thicker. The increase in the length of
AuNW (dL) should be proportional to the amount of Au
deposition and inversely proportional to the cross-
section of the AuNWs. Hence,

dL ¼ μdtM
F

4
πD2 ð1Þ

where μ is the Au deposition rate, t is time,M and F are
themolarmass and density of Au, andD is the diameter
of the NW. On the other hand, the ligand coverage on
the newly formed AuNW section must be able to keep
up with the growth:

dL ¼ γdt
k 3

1
πD

ð2Þ

where γ is the ligand diffusion rate and k is the ligand
density on NW surface. Combining eq 1 and 2 gives

D ¼ 4Mk

F
μ

γ
¼ a

μ

γ
ð3Þ

Figure 3. (a�e) SEM and TEM (shown in the insets) images of the AuNWs grown on Si/SiO2 substrates at different ligand
concentrations: (a) 550 μM, (b) 55 μM, (c) 28 μM, (d) 5.5 μMofMBA, and (e) the AuNWs grown first in 550 μMMBA solution for
5min and then in 28 μMMBA solution for 5min. (f) Schematics illustrating the specific conditions used in the syntheses of the
AuNWs as shown in panels e and g, yellow stars indicate the active site of growth; (g) SEM and TEM images of the AuNWs
grown first in 55 μMMBA solution and then in 550 μMMBA solution. All experiments were carried out using 5 nmAu seeds, so
that the width control can be clearly observed. All scale bars = 100 nm.
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where a is a constant. Hence,D is proportional to μ and
inversely proportional to γ. Because of the complex
environment of the Au�silica interface, further analysis
of μ is not possible. Nevertheless, the trends are clear:
faster ligand diffusion toward the active site should
lead to thinner AuNWs; whereas faster Au deposition
should lead to thicker AuNWs. Hence, the polycrystal-
line nature of the domains is not an issue in this unique
growth mode. Given the homogeneous solution en-
vironment, the diffusion rates around the seeds or
AuNWs should be similar and thus, the highly uniform
diameter among the individual NWs can be explained.
Keeping all other conditions unchanged, lower li-

gand concentration should give a lower ligand diffu-
sion rate. As shown in Figure 3a�d, AuNWs with larger
diameter were obtained, consistent with eq 3. To
further test our proposal, we modulated the rate of
Au deposition by adjusting the concentration of
HAuCl4 and L-ascorbic acid: At the same ligand con-
centration, faster Au deposition led to thicker AuNW
sections, whereas slower deposition led to thinner
ones.47 The resulting AuNWs were similar to those in
Figure 3e,g.
Our results also ruled out that the ligand MBAmight

form templating cylindrical micelles: At a constant
ligand concentration, the diameter of the presumed

micelles should not change. Thus, by only changing
the rate of Au deposition, the diameter of the resulting
AuNWs should have remained constant. However, this
speculation is inconsistent with the observations.47

Therefore, these results support a dynamic competi-
tion between Au deposition and ligand binding. Chan-
ging the rate of one process can tilt the balance of
this competition, causing the width of the AuNWs to
be adjusted. With this understanding, it is obvious that
under our unique growth mode the AuNWs can grow
thinner than the original seeds. It is also easy to re-
cognize that the initial contact area of the seeds with
the substrate is not of importance, because the width
of AuNWs can be quickly adjusted during their growth.
This is supported by the fact that the thick AuNW
sections can be simply grown from the thin ones and
vice versa (Figure 3e,g).
Under ambient conditions, we can now achieve

seeded growth on a substrate, mimicking the popular
VLS growth mode but with a drastically different
mechanism: In the VLS growth, the growth material is
first dissolved in the molten seed and subsequently
nucleates onto the wire at the seed�wire interface.27

The fact that the growth matierals are supplied to the
molten seed means that the newly grown segment is
always next to the seed. In our method, the growth

Figure 4. HRTEM images of (a) the substrate end of a typical ultrathin AuNW, (b) a single-crystalline segment (inset: Fourier
transform pattern along the [011] zone axis), (c) a typical cross-section of a AuNW, prepared by FIB (seemore examples in the
Supporting Information).
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material is supplied to the active Au-substrate interface
and, hence, the newly grown segment is always next to
the substrate (Figure 3). Under the VLSmechanism, the
size of the wire is highly dependent on the size of the
seed and the surface ligands (if any) should have no
effect on the nucleation event inside the molten droplet.
Our new growth mechanism does not require molten
seeds and thus allows ambient growth conditions. More-
over, the size of the growing wire is independent of the
size of the seed. Instead, the size of the wire depends on
how fast the ligands shut off the lateral growth and how
fast Au is being supplied to the growth site eq 3.
The facile synthesis of substrate-anchored AuNWs

can be easily extended to other oxide substrate such as
glass, generating a uniform conductive film.47 By sim-
ple immersion in a solution, this method can be easily
applied to substrates with complex surface morphology

such as a trumpet shell (Figure 5), making its surface
conductive.47 This feat is difficult to achieve by tradi-
tional methods such as spin-coating or doctor-blading.

CONCLUSIONS

We discovered a novel type of nanowire growth and
proposed a newmechanism. The anisotropic growth of
the nanocrystals was a consequence of both the strong
surface ligands and the ligand-deficient interface be-
tween Au and substrate. To the best of our knowledge,
this anisotrpic factor has not been previously known in
the literature. The unique ability to create a nanowir-
e�substrate hierarchical structure by solution meth-
ods opens windows for new synthetic strategies and
mechanistic insights. The surface-adsorbed ultrathin
nanowires are of importance for catalysis, conductive
film, and nanoelectronic devices.

MATERIALS AND METHODS

Materials. All solutions were prepared using deionized water
(resistivity >18 MΩ 3 cm

�1). 4-Mercaptobenzoic acid (MBA, 90%,
Sigma Aldrich), hydrogen tetrachloroaurate(III) (HAuCl4, 99.9%,
Au 49% on metals basis, Alfa Aesar), trimethyl(methylcyclo-
pentadienyl)platinum(IV) (98%, Sigma Aldrich), 3-aminopropyl-
triethoxysilane (APTES, Sigma Aldrich), sodium citrate tribasic
dihydrate (99.0%, SigmaAldrich), L-ascorbic acid (SigmaAldrich)
and ethanol (analytical grade) were used as received. Copper
specimen grids (200 mesh) with Formvar/carbon support film
(referred to as TEM grids in the text) were purchased from
Beijing XXBR Technology, Co.

Characterization. Transmissionelectronmicroscopy(TEM) images
were collected on a JEM-1400 (JEOL) operated at 100�120 kV.
Field emission scanning electron microscopy (SEM) images
were collected on a JEOL JSM-6700F. High-resolution TEM
(HRTEM) images were taken from JEOL 2100 F field emission
transmission electron microscopy operated at 200 kV.

Preparation of TEM Samples. TEM grids were treated with
oxygen plasma in a Harrick plasma cleaner/sterilizer for 45 s
to improve the surface hydrophilicity. The hydrophilic face of
the TEM grid was then placed in contact with the sample
solution. A filter paper was used to wick off the excess solution
on the TEM grid, which was then dried in air for 30 min.

Synthesis of AuNWs on Si/SiO2 Substrate. To prepare the vertical
AuNWs on a Si/SiO2 wafer, a Si wafer (about 0.6 cm2) was
pretreated with O2 plasma for 10 min to improve its surface
hydrophilicity. Thewafer was then functionalizedwith an amino
group by reacting with APTES solution (5 mM) for 1 h.46

Subsequently, the wafer was soaked in excess citrate-stabilized
Au seeds (3�5 nm) solution for 2 h to ensure the adsorption of
Au seeds and rinsed with water twice to remove the excess Au
seeds. The seeds-adsorbed wafer was then immersed in a
reaction solution containing the ligand MBA (550 μM), HAuCl4
(1.7 mM), and L-ascorbic acid (4.1 mM) for 15 min. Finally, the
wafer was rinsedwith ethanol and dried in air. The SEM image of
the product was shown in Figure 1a. The generation of a thin
conductive film on Si/SiO2 wafer is similar to that of vertical
AuNWs. All reaction conditionswere unchanged except that the
substrate was first functionalized with an amino group by
reacting with lower APTES solution (10 μM) for 0.5 h.

ForpreparingAuNWswith15nmAuNPsas seeds (Figure1d,e),
all reaction conditions were unchanged except that citrate-
stabilized AuNPs with a diameter of 15 nm were used as
seeds56,57 during the incubation with the amino-functionalized
Si wafer.

To investigate the concentration-dependent growth of
AuNWs, two sets of experiments were carried out: (a) Varying
the ligand concentration. For the preparation of AuNWs or
spherical NPs on Si/SiO2 (Figure 3b�d), all reaction conditions were
unchanged except that the concentration of MBA was lowered to
55 μM, 28 μM, and 5.5 μM, respectively; (b) Varying the concentra-
tion of HAuCl4 and L-ascorbic acid (their relative ratio was kept
unchanged). For the preparation of AuNWs or spherical NPs on Si/
SiO2 (Supporting Information, Figure S4a�c), all reaction condi-
tions were unchanged except that the concentration of HAuCl4
and L-ascorbic acid was lowered to (a) 0.6 mM and 1.4 mM, (b)
1.7 mM and 4.1 mM, and (c) 8.6 mM and 20.7 mM, respectively.

Figure 5. (a) Photographs of a trumpet shell before (inset) and after coating a AuNW film; (b) SEM image of AuNWs on sample
a (a small chip was removed for characterization).
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To identify the site of AuNW growth, a two-stage reaction
was carried out. The substrate was first grown in a solution of
550 μM MBA for 5 min, and then rapidly transferred without
drying to a solution of 28 μMMBA and grown for another 5 min.
The concentrations of HAuCl4 (1.7 mM) and L-ascorbic acid
(4.1 mM) were constant in both stages. The resulting AuNWs
had thin heads and thick tails (Figure 3e). Conversely, when the
growth was carried out first with a low concentration of MBA
(55 μM) and then with a high concentration (550 μM), the
resulting AuNWs had thick heads and thin tails (Figure 3g). This
phenomenon was also observed by changing the concentra-
tions of HAuCl4 and L-ascorbic acid with fixed ligand concentra-
tion as shown in Supporting Information, Figure S4d,e.

Generation of a Uniform Conductive Film on Trumpet Shell. The
generation of a uniform conductive film is similar to that of
vertical AuNWs on Si/SiO2wafer. When a trumpet shell was used
as substrate, it was first functionalized with an amino group by
reacting with APTES solution (5mM) for 0.5 h. Subsequently, the
shell was soaked in excess citrate-stabilized Au seeds (3�5 nm)
solution for 1 h, and rinsed twice with water to remove the
excess Au seeds. The seeds-adsorbed shell was then put into an
ethanol solution containing the ligand MBA (30 mM), HAuCl4
(100 mM), and L-ascorbic acid (260 mM) for 30 min. The SEM
image of the AuNWs on the trumpet shell (a small chip was
removed for characterization) is shown in Figure 5b and Sup-
porting Information, Figure S5.

Preparation of AuNW Cross-Section. The cross sections of AuNWs
were prepared by using FEI Novatech Nanolab DualBeam 600i,
combining ultrahigh resolution field emission scanning elec-
tron microscopy (SEM) and precise focused ion beam (FIB) and
deposition. First, the Si wafer with AuNWs lying on its surface
was properly loaded into the FIB chamber. Protective deposi-
tion of a Pt layer to the area of interest was applied by using
electron beam induced deposition to protect the AuNW from
ion beam damage during subsequent milling. The electron
beam (5 kV and 0.4 nA) for protective deposition is not strong
enough to fully dissociate the precursor trimethyl(methylcyclo-
pentadienyl)platinum(IV), so this protective layer is in amorphous
state, containing a considerable amount of coordination com-
pounds from the precursor. Then a thin lamellar for TEM char-
acterizationwas cut out by FIBmilling. Finally, low energy cleaning
was carried out to remove the amorphous layer on the cut surface.
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