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ABSTRACT: Alloy nanoparticles are important in many
fields, including catalysis, plasmonics, and electronics, due to
the chemical and physical properties that arise from the
interactions between their components. Typically, alloy
nanoparticles are made by solution-based synthesis; however,
scanning-probe-based methods offer the ability to make and
position such structures on surfaces with nanometer-scale
resolution. In particular, scanning probe block copolymer
lithography (SPBCL), which combines elements of block
copolymer lithography with scanning probe techniques, allows
one to synthesize nanoparticles with control over particle
diameter in the 2—50 nm range. Thus far, single-element
structures have been studied in detail, but, in principle, one
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could make a wide variety of multicomponent systems by controlling the composition of the polymer ink, polymer feature size,
and metal precursor concentrations. Indeed, it is possible to use this approach to synthesize alloy nanoparticles comprised of
combinations of Au, Ag, Pd, Ni, Co, and Pt. Here, such structures have been made with diameters deliberately tailored in the 10—
20 nm range and characterized by STEM and EDS for structural and elemental composition. The catalytic activity of one class of
AuPd alloy nanoparticles made via this method was evaluated with respect to the reduction of 4-nitrophenol with NaBH,. In
addition to being the first catalytic studies of particles made by SPBCL, these proof-of-concept experiments demonstrate the
potential for SPBCL as a new method for studying the fundamental science and potential applications of alloy nanoparticles in

areas such as heterogeneous catalysis.

B INTRODUCTION

Multimetallic nanoparticles, commonly referred to as alloy
nanoparticles, have attracted interest in many areas, includin
catalysis,l_5 plasmonics,é_8 electronics,9 and magnetics.lo’l
Despite the fact that most alloy nanoparticles are synthesized in
solution, the application of alloy nanoparticles often requires
their integration on surfaces in a site-specific manner.'*~** One
approach to site-specifically integrating nanoparticles on
surfaces involves a synthesis-then-positioning strategy where
alloy nanoparticles are first synthesized via wet chemistry™> ="’
and then organized on surfaces using lithographically defined
templates or more tedious pick-and-place approaches.'®™>° In
an alternative paradigm, characterized as precursor-positioning-
then-synthesis, metal precursors are physically confined in
patterned nanoreactors and subsequently chemically converted
into alloy nanoparticles. Examples of nanoreactors include
polymer domains defined by block copolymer lithography>**”
and nanocavities prepared by photolithography”® or electron-
beam lithography.*

Recently, we reported a method, termed scanning probe
block copolymer lithography (SPBCL),>*~>* that integrates
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polymer-mediated particle synthesis and molecular printing
techniques such as dip-pen nanolithography (DPN)**~*’ and
polymer pen lithography (PPL)*'~* to pattern single nano-
particles on surfaces. The principle behind SPBCL is to first
deliver attoliter-scale volumes of metal-coordinated block
copolymers to a desired location via scanning probe
lithography. These polymer features subsequently function as
nanoreactors in which single nanoparticles are locally
synthesized.>>*"* The nanoparticle size is controlled by the
volume and metal loading of the polymer feature, and, in
principle, the composition can be controlled by adjusting the
types and ratios of metal precursors loaded within the block
copolymer nanoreactor.’® > Thus far, SPBCL has been
generalized to include a broad range of materials such as
metals,>"*® metal oxides,>*” and one semiconductor.>? In
addition, the synthesis of a AuAg alloy nanoparticle was effected
by patterning Ag and Au precursors simultaneously,” which
suggests this may be a general approach for preparing alloy
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nanoparticles, which could be useful for many applications,
especially in catalysis. Herein, we study the scope of this
approach with Au, Ag, Pd, Ni, Co, and Pt precursors and
evaluate the potential for controlling alloy composition for the
resulting nanoparticles. Specifically, we find that if the metals
are miscible, alloy nanoparticles with a well-defined elemental
ratio and even distribution of atoms can be synthesized. If the
metals are immiscible, phase-segregated binary particles of well-
defined and deliberately controlled size are obtained. We also
show that the technique can be used to form ternary alloy
nanoparticles consisting of Au, Ag, and Pd, and, as proof-of-
concept, we explore the catalytic activity of one class of
structures made from Au and Pd with respect to the reduction
of 4-nitrophenol with NaBH,.

B RESULTS AND DISCUSSION

Previous studies have shown that SPBCL can be used to
control the size of single-component nanoparticles by tunin§
the volume and metal loading of the polymer feature,®*>
effectively determining the amount of available precursors for
forming nanoparticles. However, when considering the syn-
thesis of multicomponent nanoparticles, it is not obvious that a
single nanoparticle will be formed. Thus, we initially explore the
synthesis of alloy nanoparticles composed of six combinations
of transition metals, i.e.,, AuPd, PtNi, PdNi, PtCo, PdCo, and
CoNi, which are widely used for catalysis."> In a typical
experiment (Scheme 1; Supporting Information, Figure S1),

Scheme 1. Polymer-Mediated Tip-Directed Synthesis of
Alloy Nanoparticles Using SPBCL”
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“The process consists of five steps: (i) Multiple metal ion precursors
are coordinated onto a block copolymer, poly(ethylene oxide)-block-
poly(2-vinylpyridine) (PEO-b-P2VP). (ii) The polymer is cast onto
AFM tips or polymer pen arrays and then deposited at desired
locations on a substrate. (iii) The substrate is annealed at 150 °C
under Ar, allowing the metal ions to aggregate in the polymer
nanoreactors. (iv) The substrate is thermally annealed at 500 °C under
H, to reduce the metal ions and decompose the polymer, forming
single alloy nanoparticles in each reactor. (v) The as-prepared alloy
nanoparticles are utilized to catalyze the reduction of 4-nitrophenol
into 4-aminophenol.

two species of metal precursor (e.g, HAuCl, and Na,PdCl,)
were mixed in a solution with a block copolymer, resulting in
the metal ions becoming coordinated to the polymer. Here,
poly(ethylene oxide)-block-poly(2-vinylpyridine) (PEO-b-
P2VP) was used, as it has been found that the P2VP block
coordinates the metal precursors and functions as a carrier to
transport metals, while the hydrophilic PEO block facilitates the
transport of polymer during patterning experiments.*® Follow-
ing ink preparation, an array of atomic force microscopy
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(AFM) probes was coated with the polymer ink and brought in
contact with hydrophobic silicon substrates to deposit the
metal-coordinated polymers onto the surface. Figure SIA—C
shows typical scanning electron microscopy (SEM) images and
an AFM topographical image of the deposited polymer dot
arrays. By virtue of performing this patterning with a scanning
probe, the pattern of polymer dots can be predefined and
controlled through programmed movements of the AFM piezo-
scanner (Supporting Information, Figure S2), while the size of
each polymer dot is controlled by the tip—substrate contact
time and tip withdrawal speed.*® Following patterning, the
polymer dot-coated substrate was annealed at 150 °C to induce
the aggregation of various metal precursors inside each dot.
Interestingly, single nuclei were observed to form in each
polymer dot (Figure S1D). These results suggest that once a
nucleus is formed in a polymer nanoreactor, the remaining free
metal precursors, regardless of their composition, aggregate
onto it due to the lower energy barrier of particle growth than
homogeneous nucleation of a new particle.*” This confined
nucleation process ensures the formation of one alloy
nanoparticle in each polymer spot. It is important to emphasize
that the success of this process is based upon the assumption
that homogeneous nucleation is less likely than particle growth,
a condition that one would expect to be violated as the reactor
becomes larger. Experimentally, we found that nearly all
nanoreactors smaller than 350 nm in diameter formed single
nanoparticles, but as nanoreactor diameter was increased to 1
um, nearly all of the nanoreactors formed multiple nuclei
(Supporting Information, Figure S3). After the first annealing
step, the sample was further annealed at 500 °C to remove the
polymer and reduce the metal precursors. Importantly, in all
cases studied, the synthesis resulted in the formation of arrays
of single alloy nanoparticles, suggesting that the precursors
conclude the experiment in the same nanoparticle (Figure 14;
Supporting Information, Figure $4).33!

To further confirm the formation of a single alloy
nanoparticle in each polymer nanoreactor, we carried out
scanning transmission electron microscopy (STEM) and high-
resolution transmission electron microscopy (HR-TEM)
characterization of nanoparticles synthesized on TEM grids.
As shown in STEM images, only one alloy nanoparticle was
observed on each site of the square arrays of each bimetallic
system (Figure 2; Supporting Information, Figure SS). The
inset high-angle annular dark-field (HAADF) STEM images of
individual alloy nanoparticles exhibit even contrast, indicating
the uniform alloying of each binary system. The morphology of
most alloy nanoparticles is quasi-spherical. HR-TEM revealed
the crystallinity of one class of AuPd alloy nanoparticles (Figure
1B). Since STEM does not allow for chemical fingerprinting,
this characterization was paired with energy-dispersive X-ray
spectroscopy (EDS) elemental mapping to investigate the
compositional distribution within the alloy nanoparticles.
Specifically, EDS mapping confirmed that the nanoparticles
were homogeneous mixtures of each binary system (Figure 2;
Supporting Information, Figures S6 and S7). This observation
can be attributed to the miscibility of these binary metal
mixtures.>® By contrast, we also studied nanoparticles
comprised of immiscible metals such as Au and Ni. Notably,
STEM imaging of AuNi revealed that Au and Ni were
heterogeneously structured in the nanoparticle (Figure 3;
Supporting Information, Figure S8), with one region being a Ni
subcluster and the other part being a Au subcluster. The
brightness contrast between Au and Ni in the STEM image is
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Figure 1. (A) SEM image of a SPBCL-generated AuPd alloy
nanoparticle array on a Si substrate. (B) HRTEM image showing
that the AuPd nanoparticle is crystalline.

attributed to atomic number contrast. EDS elemental mapping
also confirmed the formation of a phase-separated nanoparticle.
This phenomenon can be understood by considering the
immiscibility of Au and Ni, which form two phases at 500 °C.*°
In addition to bimetallic nanoparticles, arrays of single
trimetallic nanoparticles were also synthesized by formulating
an ink with PEO-b-P2VP and three precursors (i.e., HAuCl,,
Na,PdCl,, and AgNO;) for SPBCL (Figure 4). The three
elements employed here are miscible at arbitrary composi-
tions,*® which is validated by the EDS elemental mapping of
AuAgPd nanoparticles.

The size of SPBCL nanoparticles can be specified by
controlling the amount of available precursors for forming
nanopartides.so_33 In a similar vein, the compositions of
SPBCL alloy nanoparticles can, in principle, be controlled by
tuning the amount of each constituent metal precursor. To test
this compositional control, AuPd and PtNi alloy nanoparticles
were synthesized using nine ink solutions with different metal
loading ratios. After these inks were patterned and subjected to
heat treatment, the resulting alloy nanoparticles were examined
using EDS. As shown in Figure 5, the composition of each alloy
nanoparticle was within error of the ratio of precursors in the
original ink composition, with a standard deviation of less than
10%. Importantly, this result is not a priori obvious, since
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different metals coordinate to PEO-b-P2VP with different
affinities. We rationalize that the ink loading composition is
reproduced in the nanoparticles due to the fact that the vast
majority of coordination sites are not occupied, thus mitigating
the effects of competitive binding of metal precursors. As a
result, the size and composition of alloy nanoparticles are
determined exclusively by the polymer feature and ink
formulation. It is important to emphasize that this remarkable
compositional uniformity of SPBCL alloy nanoparticles is
independent of the miscibility of elements. Generally, it is
difficult to use wet chemistry to synthesize multimetallic
nanoparticles composed of immiscible metals with narrow size
and composition distributions.'*~"”

Alloy nanoparticles have been widely studied for applications
in catalysis."”'>™'” For example, it has been demonstrated that
AuPd alloy nanoparticles exhibit superior activity as compared
with nanoparticles composed of Au or Pd alone for many
chemical reactions, including the reduction of 4-nitrophenol (4-
NP).>"*> While we have shown that alloy nanoparticles of this
kind can be synthesized by SPBCL, it remains to be seen
whether these particles are catalytically active and possess the
predicted enhanced activity. In particular, one could expect that
the annealing process could leave a carbon-rich residue that
blocks active sites and prevents activity. To examine the
catalytic activity of nanoparticles formed by SPBCL, polymer
pen lithography (PPL) was used to synthesize centimeter-scale
arrays of nanoparticles (Supporting Information, Figure S9). In
particular, arrays of Au, Pd, and AuPd nanoparticles were used
to catalyze the reduction of 4-NP with NaBH, (Figure 6).
While all samples with nanoparticles exhibited significantly
higher activity than the control samples prepared with inks
containing just PEO-b-P2VP and no metal precursor, the AuPd
alloy nanoparticles showed the highest turnover number
(Figure 6CD), consistent with literature reports of how
activity changes with composition.”"** Importantly, this result
confirms that SPBCL is a viable method for integrating
nanoparticle catalysts on a targeted surface.

B CONCLUSIONS

In summary, we report that SPBCL can be utilized to
synthesize a diverse class of alloy nanoparticles (e.g., mixtures
of Au, Pd, Ag, Pt, Co, and Ni) in a site-specific manner. Beside
the generality of this technique, there are two important
advances reported here: (1) that the composition of patterned
alloy nanoparticles can be precisely controlled by controlling
the ink composition and (2) that the synthesized particles are
catalytically active and form high enough quality alloy
nanoparticles to display an enhanced catalytic activity. While
the reduction of 4-nitrophenol was chosen as a test of the
catalytic activity of SPBCL-generated nanoparticles due to its
well-studied nature, this work sets the stage for using SPBCL as
a novel tool for rapidly synthesizing and screening multi-
component functional nanostructures for catalysis in many
important systems.53

B EXPERIMENTAL SECTION

Chemicals. The block copolymer, poly(ethylene oxide)-block-
poly(2-vinylpyridine) (PEO-b-P2VP, M, = 2.8-b-1.5 kg/mol, poly-
dispersity index = 1.11) was purchased from Polymer Source, Inc. and
used as received. Metal compounds, HAuCl,-3H,0, Na,PdCl,,
H,PtCly6H,0, Co(NO,),-6H,0, Ni(NO,),-6H,0, and AgNO,,
were purchased from Sigma-Aldrich, Inc. Hexamethyldisilazane
(HMDS), NaBH, and 4-nitrophenol (4-NP) were purchased from
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Figure 2. Various 1:1 alloy nanoparticles generated by SPBCL: (A) AuPd, (B) PtNj, (C) PdNj, (D) PtCo, (E) PdCo, and (F) CoNi. First column:
HAADF-STEM images of a 2X2 nanoparticle array of each system. Dotted circles highlight the position of nanoparticles as a guide to the eye. The
insets are zoomed-in images of single-alloy nanoparticles. Only one nanoparticle was observed at each site. The inset scale bar applies to the insets,
and the other applies to all the square array STEM images (see A). Second through fourth columns: EDS elemental mapping of each bimetallic

nanoparticle (scale bar = 5 nm).

Sigma-Aldrich, Inc. and used without further purification. DPN 1D
pen arrays (type M, no gold coating) were purchased from Nanoink,
Inc. TEM grids with hydrophobic silicon nitride support films (film
thickness = 15 or S0 nm) were purchased from Ted Pella, Inc., and
silicon wafers were purchased from Nova Electronic Materials.
Preparation of Block Copolymer Inks. Polymer inks were
prepared by dissolving PEO-b-P2VP and various metal compounds in
deionized water and then blending them with predetermined molar
ratios to achieve inks with specified molar ratios of metal precursors.
The resulting solution had a polymer concentration of 5 mg/mL, and
the molar ratio of pyridyl group to total metal precursors was 64:1. We
expect that the use of a large excess of pyridyl group should lead to a
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complete complexation of most metal ions from metal precursor salt
onto PEO-b-P2VP. The pH of the ink solution was lowered to 3—4 by
addition of HNO; or HCI (acid chosen to match the anion of the
metal salt). Inks were stirred for at least 2 days at room temperature
prior to use.

SPBCL Patterning Process. DPN pen arrays were dip-coated with
inks and allowed to dry under ambient conditions. Following inking,
pen arrays were mounted onto an AFM (NScriptor, Nanoink, Inc.)
and brought into contact with a substrate to deposit arbitrary arrays of
polymer nanoreactors. The patterning process was performed in a
chamber at a controlled temperature of 25 °C and relative humidity
(RH) of 75%. The size of the polymer nanoreactors was tuned by
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Figure 3. (A) SPBCL pattern of a AuNi nanoparticle array imaged by
HAADF-STEM. Dotted circles highlight the position of nanoparticles
as a guide to the eye. (B) Enlarged view of a single AuNi nanoparticle.
(C) EDS elemental mapping of a single AuNi nanoparticle, showing
that the nanoparticle is phase-segregated.

Figure 4. (A) SPBCL pattern of an array of AuAgPd trimetallic
nanoparticles imaged by HAADF-STEM and (B) bright-field STEM.
(C) EDS elemental mapping of a single AuAgPd nanoparticle. The
overlay of Au, Ag, and Pd signals provides evidence for the alloying of
these three elements.

adjusting the tip—sample dwell time. Both hydrophobic silicon wafers
and hydrophobic TEM grids were used as substrates. Hydrophobic Si
wafers were obtained by vapor-coating Si wafers with HMDS for 24 h
in a desiccator that contained one vial of a HMDS and hexane mixture
(1:1, v/v). In order to convert polymer features into nanoparticles, the
substrate was put into a tube furnace and thermally annealed. The
heating conditions were programmed as follows: ramp to 150 °C
under Ar in 1 h, hold at 150 °C for 48 h, then cool back to room
temperature in 1 h, switch the atmosphere into H,, ramp to 500 °C in
1 h, thermally anneal the substrate at 500 °C for 12 h, and finally cool
down to room temperature over 1 h.

PPL Patterning Process. Polymer pen arrays made of PDMS
were treated with oxygen plasma (60 W, 2 min) to improve
conformity of ink coating. Following this procedure, the pen array
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Figure 5. Atomic composition in alloy nanoparticles versus atomic
composition in polymer ink. The black dashed line indicates the ideal
case. All the data are within variance of the ideal line, with a standard
deviation of less than 10%, suggesting that the concentrations of
precursors in the ink determine the final nanoparticle composition.

was spin-coated with the ink solution (1000 rpm, 1 min) and allowed
to dry in air. The pen array was then mounted on an AFM (XE-150,
Park Systems) in a chamber with controlled RH between 90 and 98%
at room temperature and brought into contact with a substrate to
deposit arrays of polymer nanoreactors. After patterning, the sample
was thermally annealed using the aforementioned heating method.

Catalytic Reduction of 4-Nitrophenol. To study the catalytic
activity of patterned nanoparticles, S uL of aqueous 4-NP solution (1.5
mmol/L) and S uL of freshly prepared aqueous NaBH, solution (750
mmol/L) were successively drop-cast onto a nanoparticle-patterned
substrate. The substrate was then stored in a 100% RH environment to
minimize water evaporation. After the reaction was allowed to proceed
for 3 h at room temperature, both the substrate and the droplet were
collected in an Eppendorf tube. Another 140 uL of deionized water
was added to rinse the substrate and dilute the droplet. The resulting
solution was transferred into a quartz cuvette to collect UV—vis
adsorption spectra (Agilent Technologies, Cary 60). The difference in
absorption at 400 and 525 nm, respectively, was used to quantify
reaction conversion. A contact angle goniometer was used to measure
the diameter of droplets in order to normalize the contact area
between droplets and different substrates.

Characterization. SEM images were taken with a Hitachi S-4800
field emission scanning electron microscope at an acceleration voltage
of S kV and a current of 20 #A. AFM measurements were performed
on a Dimension Icon (Bruker) to obtain 3D profiles of the polymer
nanoreactors. A Hitachi HD-2300 scanning transmission electron
microscope was used to image alloy nanoparticles synthesized on TEM
grids with 50 nm silicon nitride support films.>* The bright-field
images were recorded using a phase contrast detector, and the dark-
field images were taken with a HAADF detector, both at an electron
acceleration voltage of 200 kV. The elemental composition of the alloy
nanoparticles was studied using dual EDS detectors (Thermo
Scientific NSS 2.3) equipped on a HD-2300 STEM with a 200 kV
acceleration voltage. EDS spectra were collected to quantify the
composition of alloy nanoparticles. EDS mapping was used to visualize
the elemental distribution inside alloy nanoparticles. Each EDS map is
built on the basis of 30 frames with a pixel size of 0.0625 nm* and pixel
dwell time of 203 us. HR-TEM images were taken on a JEOL 2100F
transmission electron microscope at an acceleration voltage of 200 kV
with alloy nanoparticles prepared on TEM grids with 15 nm silicon
nitride support films.
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Figure 6. Reduction of 4-nitrophenol catalyzed by a PPL-patterned nanoparticle array. (A) Scheme of the catalysis process. A 10 L aqueous droplet
containing 4-NP and NaBH, was dispensed onto a nanoparticle array. In the presence of nanoparticles, 4-NP was converted into 4-aminophenol. (B)
The diameters of the contact area between droplets and various substrates were determined by a contact angle goniometer. About 0.7 million
nanoparticles were covered by each droplet. Inset is a typical photograph of a reactant droplet on a PPL-patterned nanoparticle array. (C) UV—vis
absorption spectra of the droplet solution after catalysis was run on different substrates with product and reactant peaks at 296 and 400 nm,
respectively. (D) Conversion percentage and turnover number of the reaction catalyzed by control sample (no particles), AuNP (16 + 2 nm
diameter) arrays, PANP (16 + 3 nm diameter) arrays, and AuPdNP (16 + 2 nm diameter) arrays.
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SEM and AFM images of polymer nanoreactors, SEM images
and EDS spectra of various alloy nanoparticles, and dark-field
optical microscopy image of large area polymer patterns. The
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