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etal nanostructures continue to

be the focus of intense research

because of their fascinating
properties that can be distinctly different
from those of their bulk counterparts, and
thus they show great promise for a range of
applications.”™"? High aspect ratio, one-
dimensional (1D) metal nanowires are
emerging as important building blocks for
on-chip interconnects and active compo-
nents in nanoscale electronic, magnetic,
photonic, and biosensing devices, for
instance.”>™2* One of the key ingredients re-
quired for these future applications is the
ability to integrate numerous 1D address-
able nanostructures through assembly, pat-
terning, and alignment on technologically
relevant solid supports, such as semicon-
ductor surfaces.*>2 The challenge lies in
fabricating large areas of high-density me-
tallic nanostructures, with feature sizes be-
low 100 nm, in an economically feasible
manner. While photolithography will justifi-
ably remain a core technology with respect
to upcoming, sub-65 nm nodes on the
semiconductor industry association road-
map, cost considerations for mass manufac-
turing may be one potential constraint.>3>~38
As a result, there is interest in the develop-
ment of complementary patterning strate-
gies that involve large-scale self-assembly,
for use as a soft organic template for metal
nanostructure development.

Template-assisted fabrication of metal-

lic nanostructures, constructing increas-
ingly small features in parallel, with nano-
scale accuracy and minimal expense, has
been carried out in a variety of ways. For in-
stance, polycarbonate, alumina, and meso-
porous silica membranes containing cylin-
drical pores, as well as liquid crystal and
carbon nanotube arrays, have seen much
use as templates to form hexagonal close-
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ABSTRACT Block copolymer thin films can be used as soft templates for a wide range of surfaces where large

area patterns of nanoscale features are desired. The cylindrical domains of acid-sensitive, self-assembled

monolayers of polystyrene—poly(2-vinylpyridine) block copolymers on silicon surfaces were utilized as structural

elements for the production of parallel metal nanowires. Metal ion loading of the P2VP block with simple aqueous

solutions of anionic metal complexes is accomplished via protonation of this basic block, rendering it cationic;

electrostatic attraction leads to a high local concentration of metal complexes within the protonated P2VP domain.

A subsequent brief plasma treatment simultaneously removes the polymer and produces metallic nanowires.

The morphology of the patterns can modulated by controlling solution concentration, deposition time, and

molecular weight of the block copolymers, as well as other factors. Horizontal metallic nanoarrays can be aligned

on e-beam lithographically defined silicon substrates within different shapes, via graphoepitaxy. This method is

highly versatile as the procedures to manipulate nanowire composition, dimension, spacing, and orientation are

straightforward and based upon efficient aqueous inorganic chemistry.

KEYWORDS: self-assembly - nanowire - block copolymers -

metallization - graphoepitaxy

packed arrays of vertical nanowires.>*=¢ In

another approach, Penner’s group pio-
neered electrodeposition along step-edges
on oriented pyrolytic graphite to obtain
horizontal metal nanowires on this
surface.*”~>° Over the past decade, how-
ever, self-assembled block copolymer nano-
structures for utilization as templates for
formation of features with dimensions in
the range of 10-100 nm have become in-
creasingly viable due to the compatability
of these materials with silicon fabrication,
their commercialization, and the numerous
reviews and literature reports published by
the macromolecular community that have
attracted the attention of researchers in
other areas.”’~7° Block copolymers are com-
prised of covalently bound, chemically dis-
tinct polymers, and an enormous range
have been described and characterized.
The resulting self-assembled pattern
formed is determined by the volume frac-
tion of the components, and the sizes of the
nanoscopic domains are defined by the
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molecular weight of the copolymer and the strength In this paper, we outline in detail the in situ synthe-
of the segmental interaction between the blocks.”' ™82 sis of patterned and aligned linear metallic patterns,

As a result, the size and morphology of the block co- prepared from block copolymer domains oriented in a
polymer template can be tuned within a broad parallel fashion to the surface on silicon. This mainly wet
spectrum. chemical block copolymer approach toward the assem-

A number of methods have been described to pro- ~ bly of aligned linear patterns of gold, palladium, and
platinum, using PS-b-P2VP as a template, was recently

introduced,""" and here we explore the range of syn-
thetic variables, including deposition parameters to
control the spacing, width, and height of the resulting
nanowires, the nanowire composition, which has been
extended to copper and magnetic materials (nickel, co-
balt, and iron), and the influence of shape during gra-
phoepitaxy. A diverse array of nanostructures can be
easily prepared via this approach.

duce reduced metal nanoparticles in the self-assembled
block copolymer domains by ex situ or in situ methods.
Through an ex situ approach, metallic nanoparticles
have been capped with monolayers that favor solubili-
zation in one block over the other, to produce nanopat-
terned block copolymer-supported arrays.2>~28 For in-
stance, Kramer and co-workers employed a symmetric
poly(styrene-block-2-vinylpyridine) (PS-b-P2VP) tem-
plate to localize gold nanoparticles within PS or PVP do-
mains by coating Au nanoparticles with either thiol- RESULTS AND DISCUSSION
terminated PS or PVP ligands.?® In situ preparation of
metallic nanoclusters, using the block copolymers as a
nanopatterned reactive medium, has also been
outlined.®9-°® Metal ions embedded within one phase

Synthesis of Platinum and Other Metal Nanostructures. A fin-
gerprint structure of cylindrical block copolymers ori-
ented in a parallel fashion to the surface was self-
assembled on a clean native oxide-capped Si(100) wa-

of the segregated block copolymer template have been 4,112 ig spin-coating of a PS-b-P2VP block copolymer,
reduced to metal nanoparticles via plasma, chemical re-  f5jlowed by thermal annealing at 230 °C, well above the
ducing agents, hydrogen gas exposure, and thermal glass transition temperature of both polymer blocks,
decomposition.””" ' The majority of the metallic nano-  as outlined in Scheme 1. The first PS-P2VP polymer cho-
structures prepared by this method have been spheri-  sen, with a molecular weight of PS(32500)-b-
cal nanoparticles or nanorods supported within vertical ~ P2VP(12000), resulted in cylindrical domains with a
block copolymer cylinders on surfaces. center-to-center spacing of approximately 36 nm and
a few hundreds of nanometers to mi-
(a) kol PEVE; 1508 0ol crometers in length. When the finger-

W+C H:_l(f %b{.CHZ.E]rM M print structure of a monolayer of PS-b-
X y

O oz N PS, 32 000 g/mol P2VP cylinders was immersed into a 10

i~>¢\v H X
(b) PS-b-P2VP

mM Na,[PtCl,](aq) solution in the pres-
ence of 0.9% HCl(aq) for 24 h, fol-

in toluene Hexagonal array of block Fingerprint pattern of P2VP lowed by a 30 s oxygen plasma
3 copolymer micelles

cylinders in PS matrix exposure,>®113

platinum lines were ob-
served on the silicon surface, as shown
in the scanning electron microscopy

(SEM) images in Figure 1a,b; the poly-

. thermal
anneal

load with mer is removed concomitantly via the
l [PtCI J?/H* (aq) plasma exposure. The width of the
; lines is ~12 nm, and the height, as de-
= [PtCI,]> . ) ;
termined by atomic force microscopy
H = Pt©) (AFM: Figure 1c,d), is ~16 nm. Both
Pt(0) lines on Si (100) P2VP cylinders loaded SEM and AFM reveal that the center-
with [Ptcl, (' ) to-center spacing of the Pt lines is
about 36 nm, identical to that of the
(C) nNaricr + Hr s — + 2Na*
EN SO-H parent block copolymer template.
I A | P Scanning Auger microscopy (SAM)

Scheme 1. (a) Structure and molecular weight of the PS-b-P2VP block copolymer. (b) A tolu- was utilized to obtain compositional

ene solution containing polymer micelles is spin-coated onto a native oxide-coated silicon sur- maps of these interfaces, as shown in
face, forming pseudohexagonal arrays. Thermal annealing of the thin-film-coated wafer shard Figure 1e, and supports the conclu-
leads to a fingerprint pattern with P2VP cylinders embedded within the PS matrix. Imnmersion . .
of the shard in an acidic solution leads to P2VP swelling as a result of protonation; the cationic, sions that the observed features are in-
protonated P2VP layer then pierces the PS layer. When anionic metallic salts are added to the ~ deed platinum. The spacing of the me-
solution, the positively charged P2VP layer becomes loaded with the metal salts, bound tallic features can be controlled via
through electrostatic attraction. The polymer is then removed upon plasma treatment, result- el s .
ing in the formation of “bare” metal wires on the surface. (c) Coordination of anionic metal ions utilization of block copolymers of dif-
with the P2VP block, in an acidic environment. ferent molecular weights. Figure 2
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shows the SEM images of pat-
terned platinum nanowires
with spacings of ~24 and ~42
nm, using PS(23600)-b-
P2VP(10400) and PS(50000)-b-
P2VP(16500), respectively.
Modulation of the resulting
metal structures can be at-
tained through simple modifi-
cation of the synthetic param-
eters involved in metal
absorption by the block copoly-
mer monolayer on the silicon
surface: modulation of immer-
sion time and metallic ion con-
centration allows access to dif-
ferent wire continuity and
dimensions. Figure 3 shows the
SEM images of platinum pat-
terns on Si(100), obtained for a
range of concentrations of
Na,[PtCl,](aq) with 1% HCl(aq)
for 1 and 3 h. As can be seen in
Figure 3a, the brightness con-
trast of the linear structures var-
ies, revealing non-uniform plati-
num deposition at a lower
concentration of 0.1 mM for
Na,[PtCl,], for 1 h of deposi-
tion. The inset clearly shows dis-
continuity along the length of
the platinum line. The resulting
Pt nanostructures are increas-
ingly uniform in appearance
along the length of the lines
when the concentration of
Na,[PtCl,] is increased to 1 and
10 mM (1 h deposition), as
shown in Figure 3b,c. Immer-
sion time also plays a critical
role, as can be seen by compar-
ing 1 h immersion results (Fig-
ure 3a—c) with those for 3 h
(Figure 3d—f). The lack of depo-
sition in areas of the patterns
in Figure 3a—c is due to incom-
plete pattern transfer for 1 h of
soaking, whereas Figure 3d—f
shows complete pattern trans-
fer from the polymer template,
resulting in defect-free arrays of
platinum lines, after a longer
immersion time of 3 h. Al-
though some discontinuity is

still observed at the lower [PtCl,]*~ concentration of
0.1 mM (Figure 3d), Figure 3e,f shows uniform pattern
transfer over the entire surface at Na,[PtCl,] concentra-
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Figure 1. SEM, AFM, and SAM images of platinum nanowires self-assembled after deposition of an-
nealed PS-b-P2VP in a 10 mM Na,PtCl,/0.9% HCl(aq) solution for 24 h, followed by 30 s oxygen plasma
treatment. (a) Plan view SEM image. (b) Cross-sectional SEM image. (c) AFM height image. (d) Cross-
sectional AFM analysis. (e) SAM mapping. (f) SAM line profile of platinum NVV.
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Figure 2. SEM images of platinum nanostructures formed by using templates of different block co-
polymers of (a) PS(23600)-b-P4VP(10400) and (b) PS(50000)-b-P4VP(16500) after immersion of the an-
nealed polymer films in 10 mM Na,PtCl,/0.9% HCl(aq) for 3 h, followed by plasma treatment.

tions of 1 and 10 mM. AFM analysis of the same samples
shown in Figure 3 (1 h immersion, Figure 4a—c; and
3 h immersion, Figure 4d—f) provides complementary
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Figure 3. SEM images of platinum wires prepared under the following conditions: (a) 0.1 mM o
Na,PtCl,/0.9% HCl(aq) for 1 h, (b) 1 mM Na,PtCl,/0.9% HCl(aq) for 1 h, (c) 10 mM Na,PtCl,/0.9% HCl(aq) ~ Cationic salts such as AgNO,
for 1 h, (d) 0.1 mM Na,PtCl,/0.9% HCl(aq) for 3 h, (e) 1 mM Na,PtCl,/0.9% HCl(aq) for 3 h, and (f) 10 [Ag(H,0)" (ag)] do not result
mM Na,PtCl,/0.9% HCl(aq) for 3 h, followed by oxygen plasma treatment in all cases.

information about the height and uniformity of the re-
sulting platinum lines. The results of the SEM and AFM
characterization of different [Na,(PtCl,)] and immersion
times are summarized graphically in Figure 5; the width
of the Pt features was determined by SEM and the
height by AFM. The maximum width of the wires var-
ies from ~7 to ~12 nm, which is about 3 nm smaller
than their corresponding height.

The necessity for an accompanying acid source dur-
ing the metal ion immersion step is demonstrated in
Figure 6. SEM images and AFM surface plots of the plati-
num pattern formed after immersion in a solution of
10 mM Na,[PtCl,](aq) for an extended time of 24 h
shows that such treatment leads to only sparse plati-
num deposition (Figure 6a,b). Keeping time constant,
increasing the concentration of HCl(aq) results in in-
creased metal deposition going from 0.009% HCl(aq)
to 9.0% HCl(aq). A hydrochloric acid concentration of
0.9% HCl(aq) (Figure 1a) is the lower limit that leads to
complete platinum linear patterns over the entire sur-
face of the block copolymer template-covered silicon

A‘“t\i/al\\@) VOL.2 = NO.3 = CHAI AND BURIAK

surface; 0.09% HCl(aq), an acid
concentration an order of mag-
nitude less, at the standard 3 h
immersion time, does not yield
complete pattern transfer (Fig-
ure 6e,f). Division of the acid
treatment and metal ion load-
ing into two separate steps is
also successful: pretreatment of
the PS-P2VP monolayer with
1.0% HCl(aq), followed by rins-
ing with water and then immer-
sion in a 10 mM Na,[PtCl,](aq)
solution for 3 h and plasma
treatment, results in deposition
of platinum lines (Supporting
Information). Subtle differences
in the resulting platinum mor-
phology are observed (i.e., more
obvious formation of nodules
down the length of the plati-
num line), but the approach is
feasible.

Similar metallic lines are ob-
tained on silicon using other
anionic metal complexes based
upon gold, palladium, iron, and
cobalt; the metallic precursors
utilized were HAuCl, or KAuCl,
and Na,PdcCl,, K;Fe(CN),, and
K5;Co(CN),, in the presence of
HCl(aq), as shown in Figure 7.

in any observable metal depo-
sition, certainly due to elec-
trostatic repulsion between the protonated P2VP
block and the positive charge on the metal ion (vide
infra). Successful deposition of copper and nickel lin-
ear features was achieved from CuCl, and NiCl, in
HF(aq), presumably due to in situ formation of an-
ionic complexes such as [CuX,]*~, [NiX5], and
[NiX,]*~ (X = Cl, F) under these conditions."'*""®
Subsequent plasma reduction produces pure metal-
lic lines, as indicated by the X-ray photoelectron
spectroscopy (XPS) results (Supporting Information).
Alignment via Graphoepitaxy. On flat, featureless sub-
strates, the block copolymers self-assemble into hori-
zontal fingerprint structures that lack long-range align-
ment and order, as shown in Figures 1—7. In order to
effectively utilize the self-assembled block copolymer
templates as interconnects, they must be aligned and
directionally controlled. Using topologically defined sili-
con substrates, as outlined in Scheme 2, aligned self-
assembly of a monolayer of the horizontal cylinders oc-
curs within the 30-35-nm-deep trenches. This
approach, an example of graphoepitaxy, has been well

Www.acsnano.org
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Figure 4. AFM images of the structures analyzed by SEM in Figure 3: (a) 0.1 mM Na,PtCl,/0.9% HCl(aq) for 1 h, (b) 1 mM
Na,PtCl,/0.9% HCl(aq) for 1 h, (c) 10 mM Na,PtCl,/0.9% HCl(aq) for 1 h, (d) 0.1 mM Na,PtCl,/0.9% HCl(aq) for 3 h, (¢) T mM
Na,PtCl,/0.9% HCl(aq) for 3 h, and (f) 10 mM Na,PtCl,/0.9% HCl(aq) for 3 h, followed by oxygen plasma treatment.

demonstrated to produce controlled, directional nano-  aligned block copolymer assembly, including a triangu-
scale self-assembly of cylindrical phase block copoly- lar trench with a side length of 600 nm (Figure 8b) and

mers through microscale geometric substrate anisot-

ropy, induced within confined spaces on flat
interfaces."'”~'2° High aspect ratio, parallel
arrays of horizontal cylinders (sub-50 nm
spacing, tens of micrometers long) can be
easily accessed in this way. Immersion of the
interfaces of the annealed, graphoepitxially
defined block copolymer templates in a 10
mM Na,PtCl,/0.9% HCl(aq) solution for 3 h,
followed by plasma reduction, resulted in
aligned platinum lines, as shown in Figure 8.
This method is effective for various shapes
of predefined microdomains. For instance,
Figures 8a shows ~10-nm-wide platinum
lines aligned parallel to the surface in a 50-
pwm-long rectangular channel with a width of
400 nm. Other shapes can also result in

www.acsnano.org

1-um-diameter circular trenches (Figure 8c,d). A “yin-
yang” assembly of the resulting platinum pattern ob-
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Figure 5. Summary of the height and width distribution of platinum nanowires formed
under different deposition conditions. Depositions were carried out in 0.9% HCl(aq) and
Na,PtCl, solutions, with concentrations ranging from 0.1 to 10 mM for (a) 1 h and (b) 3 h.
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Figure 6. Platinum pattern transfer with different HCl(aq) concentrations. SEM images and AFM surface plots of platinum pattern
transfer from the parent polymer film via deposition in an aqueous solution of 10 mM Na,PtCl, (a,b) without HCl(aq) for 24 h, (c,d)
with 0.009% HCl(aq) for 3 h, (e,f) with 0.09% HCl(aq) for 3 h, and (g,h) with 9% HCl(aq) for 3 h, followed by plasma treatment in all cases.

Figure 7. Patterning of different metals on silicon. SEM images of different metallic lines of different
compositions: (a) Au, obtained by deposition in 10 mM HAuCl,/0.9% HCl(aq) for 3 h; (b) Pd, obtained
by deposition in 10 mM Na,[PdCl,]1/0.9% HCl(aq) for 3 h; (c) Fe, obtained by deposition in 10 mM
K;Fe(CN)4/0.9% HCl(aq) for 3 h; (d) Co, obtained by deposition in 10 mM K;Co(CN)4/0.9% HCl(aq) for
3 h; (e) Cu, obtained by deposition in 10 mM CuCl,/0.9% HF(aq) for 15 min; and (f) Ni, obtained by
deposition in 10 mM NiCl,/0.9% HF(aq) for 15 m, followed by oxygen plasma treatment.

A‘“t\i/al\\@) VOL.2 = NO.3 = CHAI AND BURIAK

served in Figure 8d can be re-
producibly induced through
the introduction of a small de-
fect in the topmost edge of the
circular trench (highlighted
with an arrow), resulting in mis-
alignment throughout the self-
assembled structure. In this
manner, a broad array of inter-
esting metallic patterns for dif-
ferent functions can be pre-
pared. Micrometer-scale
lithographic definition of fea-
tures on silicon is straightfor-
ward and simple, whereas
nanoscale lithography is con-
siderably more difficult; the in-
tegration of the two length
scales in this manner means
that self-assembly can address
the more challenging nano-
scale patterning aspects, within
a larger region well defined via
standard and efficient litho-
graphic procedures. While
e-beam lithography was used
here, scale-up using standard
photolithography would be
easily attainable.

Mechanism of Block Copolymer
Loading with Metal lons. Empirical
screening of a variety of syn-
thetic conditions led to the con-
clusion that an acidic, aqueous
immersion is required for metal

Www.acsnano.org



e-beam
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e-beam ) ) ing direct contact with
: aqueous solution. The
equilibrium chain con-
formation is a balance

spin coating/ spin coating/ spin coating/ between the electro-
annealing

graphoepitaxy

graphoepitaxy static interaction of the
charged pyridyl cat-

ionic groups, which fa-
vor stretching, and the
conformational entropy

Specified alignment Fingerprint pattern Long range alignment of the P2VP chains,
metal deposition/ metal deposition/ metal deposition/  Which opposes stretch-
plasma treatment plasma treatment plasma treatment ing. The volume expan-

Aligned structure Fingerprint structure Aligned structure

Scheme 2. Schema outlining alignment of self-assembled metallic nanowires via graphoepit-

sion of the P2VP do-
mains results in the
rupture of the PS co-
rona toward the film’s
free surface, as indi-

axy. Spin coating of the PS-P2VP polymer solution on a Si surface with trenches or other speci- ~ cated in Scheme 3.
fied geometries, followed by thermal annealing, leads to self-assembly within a confined Upon further exposure

area, producing long-range alignment of metallic nanostructures.

to acid, the P2VP cylin-
ders are constrained by

ion loading, and that the metal ions must have a net the surrounding glassy PS matrix from swelling later-

negative charge. As shown in the AFM image in Figure
9a, the monolayer of thermally annealed PS-b-P2VP is

ally underneath the film/solution interface and
forced to swell above the ruptured area of PS to

flat and featureless on the nanometer scale, as the form mushroom-like caps. This self-associated be-

P2VP cylinders are buried within a uniform layer of

polystyrene developed as the equilibrium

morphology.'?”'?8 The polystyrene block forms a
hydrophobic barrier between the P2VP core and the
aqueous solution, precluding efficient contact be-
tween the metal ions in solution and the P2VP block
which is to be loaded. In the presence of dilute acid,

0.01% HCl(aq), however, the effect of acid
on the block coplymer structure can be
observed via AFM; dilute acid serves to
slow down the process to better image the
resulting morphological shift. The AFM im-
ages in Figure 9 (also available as a movie),
taken in fluid via tapping mode, approxi-
mately 10 min apart, reveal the gradual
appearance of the protonated P2VP
blocks, through the flat PS layer, and ap-
pearance of indentations in the center of
the protonated P2VP features toward the
end of this time. After ~2.5 h at this low
HCl(aq) concentration, the nanoscale pat-
tern of the P2VP template is fully exposed
through the PS. The hydrodynamic diam-
eter of the P2VP block of PS-b-P2VP block
copolymers and microgels in aqueous so-
lution is well established to increase
several-fold upon protonation at a pH <
4.5,12913% |n this case of the block copoly-
mer monolayer on the silicon surface,
swelling forces the cationic P2VP to pierce
and penetrate the PS overlayer, thus mak-

www.acsnano.org

havior is similar to that of poly(styrene-block-acrylic
acid) (PS-b-PAA) in an alkaline solution, where the
film morphology differs by the degree of swelling
depending upon the pH of the aqueous
solution.’®'"'33 As shown in Figure 10, the forma-
tion of extruded cylinders appears more favorable
in solutions of higher acidity, based on surface mor-

Figure 8. Aligned platinum nanostructures with long-range order. SEM images of plati-
num nanowires aligned within the ~35-nm-deep trenches on silicon: (a) rectangular
channel with a width of 400 nm, (b) triangular trench with a side length of 600 nm, (c)
circle with a diameter of 1 um, and (d) circle with a radius of 400 nm (“yin-yang” shaped
lines are formed due to edge defects). In all cases, structures were formed after deposi-
tion in 10 mM Na,PtCl,/0.9% HCl(aq) for 3 h, followed by oxygen plasma treatment.
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0 nm

Figure 9. In situ AFM fluid cell observation of annealed PS-b-P2VP in acid. Morphologi-
cal evolution of annealed PS(32500)-b-P2VP(12000) in 0.01% HCl(aq) for 0 to ~2.5 h for
(a) O (prior to HCl(aq) treatment), (b) 10, (c) 20, (d) 30, (e) 40, (f) 50, (g) 60, (h) 70, (i) 80,

50 nm 0 nm

50 nm 0 nm 50 nm 0 nm

(j) 90, (k) 100, (I) 110, (m) 120, (n) 130, (o) 140, and (p) 150 min.

@ A movie, in AVI format, showing the evolution of PS-b-P2VP morphology in acid is

available.

phology comparison by AFM through a range of
the HCl concentrations from 0.1% to 1% and
10%(aq). After soaking in the 0.1% and 1% HCl(aq)
solution for 10 min, only a fraction of the protonated
P2VP block is observed at the interface (Figure
10a,b), whereas the entire surface is covered by
swollen P2VP cylinders in 10% HCl(aq) for the same
soaking time, 10 min (Figure 10c). When the immer-
sion time increases to 1 h, all the embedded P2VP
chains swell to the surface in 1% and 10% HCl(aq),
as shown in Figure 10e,f; the protonation of P2VP
was not fully completed in 0.1% HCl(aq) after even
a 1 h immersion (Figure 10d).

The loading of the block copolymer nanostruc-
tures can be easily understood as a protonation of
the P2VP block, most likely via passage of hydronium
ion that diffuses through the overlying PS layer. Pro-
tonation of the P2VP layer results in a large volume
expansion of this block that then pierces the feature-
less polystyrene, making contact with the overlying
aqueous layer. Anionic metal ion complexes are re-
quired for loading into the P2VP block, since it is
positively charged. Electrostatic attraction between

| /@) . .
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the anionic metal salt and the cationic
P2VP block (again, in contact with the
aqueous solution) leads to effective load-
ing with the desired metal anion. A brief
plasma treatment results in simultaneous
metal ion reduction and block copolymer
destruction and removal, leading to forma-
tion of the resulting metal lines on the sur-
face. The entire process, from the spin
coating of polymer solution to the forma-
tion of metallic nanowires, is summarized
in Figure S3, Supporting Information.
While the size of the P2VP micelles in-
creases after acid treatment due to the
swelling, and the width of the Pt lines de-
creases after plasma reduction, the center-
to-center spacing of the P2VP cylinders
does not vary after thermal annealing.

CONCLUSIONS

The self-assembled template material
described here, the block copolymer,
brings chemical selectivity, functionality,
and the diversity of synthetic organic
chemistry to the inorganic medium of
semiconductor surface science. Through
modulation of the processing parameters
(deposition time, acidic strength, metallic
ion concentration, molecular weight of
block copolymers, etc.), the periodicity,
size, morphology, and composition of the
resulting metallic nanopatterns can be
controlled. The acid-responsive nature of
the block copolymer is key to success of
the wet chemistry approach with respect to loading
of the various metal ions. The synergy of the combi-
nation of bottom-up and top-down approaches to
produce ordered linear metallic nanostructures via
graphoepitaxy has enormous potential to integrate
both soft materials with a range of hard, technologi-
cally important semiconductors, as well as micro-
and nanoscales.

50 nm

(a) 7% Pavp (b)
H* (aq)
swelling

PS-b-P2VP in- Mushroom formation
plane cylinders of stretched P2VP
on Si (100) surrounded by PS

Scheme 3. Schematic illustration of the acid-reponsive
behavior of PS-b-P2VP nanostructured films. (a) Cross-
sectional view of thermally annealed PS-b-P2VP thin films
with P2VP cylinders oriented in a parallel fashion to the
surface, embedded in a PS matrix on a SiO, substrate. (b)
The proton-responsive P2VP block swells upon acid expo-
sure, leading to direct contact with the aqueous
solution.
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Figure 10. AFM images showing the response of the PS-b-P2VP block copolymer films to acid. Tapping-mode AFM surface
plots of annealed PS-b-P2VP thin film monolayers on SiO, after exposure to HCl(aq) concentrations of (a) 0.1% for 10 min, (b)
1% for 10 min, (c) 10% for 10 min, (d) 0.1% for 1 h, (e) 1% for 1 h, and (f) 10% for 1 h.

METHODS

Generalities. All the experiments were performed under ambi-
ent conditions at room temperature unless otherwise noted.
Si(100) (n-type, B-doped, p = 0.01-0.02 () - cm) wafers were pur-
chased from Addison Engineering. HAuCl, (99.9995%) was pur-
chased from Sigma-Aldrich, and CuCl, - 2H,0, NiCl, - 6H,0,
Na,PtCl, - xH,0, Na,PdCl, - 3H,0, K;Fe(CN)g, and K;Co(CN), were
acquired from Strem Chemicals. Water was obtained from a Mil-
lipore system (resistivity > 18 M- (). Toluene was HPLC grade
(Sigma-Aldrich), and methanol was Optima grade (Fisher). All re-
agents listed above were used without further purification. Tef-
lon beakers and tweezers were used exclusively during the
cleaning and preparation of the Si wafers and for all metal depo-
sition procedures.

Silicon Cleaning Procedures. Si(100) wafers were diced into ~1
cm? pieces and degreased in a methanol ultrasonic bath for 15
min, followed by drying in a nitrogen stream. The substrates
were then cleaned via a standard RCA clean:''? the diced wa-
fers were first immersed in a hot solution of H,0:NH,OH:H,0, (5:
1:1) for 15 min and then rinsed with copious excess Millipore wa-
ter. They were then immersed in a hot H,O:HCI:H,0, (6:1:1)
solution for 15 min. The wafers were again rinsed with excess Mi-
ilipore water. Following this cleaning procedure, the wafers
were visibly hydrophilic; water on the surface was immediately
removed with a stream of nitrogen before polymer spin coating.

Polymer Template Preparation. The asymmetric diblock copoly-
mers, polystyrene-block-poly(2-vinylpyridine) (PS-b-P2VP) with
different molecular weights, were purchased from Polymer
Source Inc. (www.polymersource.com, Dorval, Quebec, Canada).
They were used without purification. The polymers were dis-
solved in toluene at 70 °C to make a ~1% w/w solution and al-
lowed to cool to room temperature. A 10 L sample of the poly-
mer solution was then dropped onto a 1 cm? Si wafer and spin
coated (spin coater model WS-400B-6NPP-Lite, Laurell Technolo-
gies, North Wales, PA) in an inert environment. The thickness of
the thin films was controlled by modifying the solution concen-
tration and spin speed. Subsequent thermal annealing of the
samples was carried out at 230 °C under vacuum for 24 h.

Metal Deposition. The polymer-coated wafer was immersed in
the desired aqueous metal salt solution (with or without HCl/

Www.acsnano.org

HF) held in a Teflon beaker. The metal salt solutions were pre-
pared by mixing the metal salt solution and HCl(aq) or HF(aq) of
the desired concentration for a given time. After metal deposi-
tion, the sample was thoroughly rinsed with water and dried un-
der a nitrogen stream. Oxygen plasma was generally employed
to remove the polymer and reduce the metal ions. The thin layer
of oxide on the metallic film can be removed by a brief argon
plasma sputtering.

Trench Fabrication on Silicon. Diced silicon wafers (1 cm?) were
spin coated with poly(methyl methacrylate) (MW 950000) and
baked at 180 °C for 2 min. Rectangular, triangular, and circular
trenches with varying dimensions were then fabricated by elec-
tron beam ligthography (EBL) using a Raith 150 system, followed
by SF¢ reactive ion etching. EBL was performed at an accelera-
tion voltage of 10 kV and a dose of 300 pC/cm? to etch the
troughs to a depth of ~35 nm.

Surface Characterization. Block copolymer and metal nanostruc-
tures on silicon were characterized by atomic force microscopy
(AFM), scanning electron microscopy (SEM), scanning Auger mi-
croscopy (SAM), and X-ray photoelectron spectroscopy (XPS).
SEM, SAM, and XPS were performed under high-vacuum condi-
tions (<108 Torr). The AFM used in this study was a Nanoscope
IV (Digital Instruments/Veeco) using commercial Si cantilevers
in tapping mode under ambient conditions. NSC18/AIBS (Mikro-
Masch) probes were used to investigate polymer nanostructure
evolution in acid in fluid tapping mode, whereas SSS-NCHR-50
(Nanosensors) probes with a 2 nm radius of curvature were used
for other AFM characterizations. XPS high-resolution spectra
were acquired with a Kratos Axis 165 photoelectron spectrom-
eter using a monochromatic aluminum X-ray source (Al Ka
1486.6 eV) operating at 210 W (15 kV, 14 mA). The instrument
was calibrated to the 4f,,, peak of gold at £, = 84.0 eV. Charge
compensation was accomplished using low-energy electrons.
Standard operating conditions for good charge compensation
are -2.8 V bias voltage, —1.0 V filament voltage, and filament cur-
rent of 2.1 A. Binding energies (BEs) were determined by refer-
ence to C 1s at BE of 284.6 eV. SAM (JEOL, JAMP-9500F) was car-
ried out with an electron accelerating voltage and emission
current of 25 kV and 10 nA, respectively. The Auger peaks of Pt
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NVV (59 eV) were selected for the mapping. The Auger map-
ping for each element was obtained by plotting (P — B)/B, where
P and B are peak and background intensities, respectively.
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