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Pattern fabrication by self-assembly of diblock copolymers is of significant interest due to the simplicity in

fabricating complex structures. In particular, polystyrene-block-poly-4-vinylpyridine (PS-b-P4VP) is a fas-

cinating base material as it forms an ordered micellar structure on silicon surfaces. In this work, silver (Ag)

is applied using direct current magnetron sputter deposition and high-power impulse magnetron sputter

deposition on an ordered micellar PS-b-P4VP layer. The fabricated hybrid materials are structurally ana-

lyzed by field emission scanning electron microscopy, atomic force microscopy, and grazing incidence

small angle X-ray scattering. When applying simple aqueous posttreatment, the pattern is stable and

reinforced by Ag clusters, making micellar PS-b-P4VP ordered layers ideal candidates for lithography.

Introduction

Patterned surfaces with the combination of metals and poly-
mers are of vital interest for the fabrication of functional
materials and smart sophisticated devices.1–5 Different
approaches have evolved to fabricate nanostructured patterns
like scanning beam lithography,6 nanoimprint lithography7

and self-assembly.8,9 In particular, self-assembly offers a versa-
tile approach by utilizing diblock copolymers. The material
class of diblock copolymers has the property to form ordered
morphologies on the nanoscale and to form domains on the
same length scale, which is the result of the incompatibility of
different blocks (so-called microphase separation).10–12 The

size of the nanostructure depends on the polymer block
length. The predominant accessible nanostructures obtained
with various types of block copolymers are spheres,13,14

relief,15 cylinders,16,17 squares18 and lamellae,19 depending on
the block ratio and treatment. Hence, such nanostructured
patterns based on soft materials are desired for lithographic
applications due to their low cost and simplicity in appli-
cation.20 These self-assembled patterns may give rise to an
alternative route in achieving colloidal lithography compared
to the use of polystyrene colloids.21–23 Concerning the use of
metals, nanostructured silver (Ag) is of particular interest due
to its versatile usage. The optoelectronic properties of Ag on
the nanoscale can be exploited in catalysts,24,25 flexible electro-
des,26 sensors,27–33 photonic crystals34,35 and antibacterial
agents.36,37 Furthermore, it was previously shown that a thin
polymer film can be stabilized by the presence of noble metal
nanoparticles.38–40 In this work, the focus is on quantitatively
evaluating the differences between direct current magnetron
sputter deposition (dcMS) and high power impulse magnetron
sputter deposition (HiPIMS) of Ag in the stability of polymer
based patterns. For the template, a colloidal layer was
mimicked by the self-assembly of polystyrene-block-poly-4-
vinylpyridine (PS-b-P4VP). The fabrication of an ordered PS-b-
P4VP micellar structure was previously shown.13,41,42 The
detailed morphology of Ag deposited via dcMS and HiPIMS
deposition on the PS-b-P4VP template is investigated by the
combination of different characterization techniques: field
emission scanning electron microscopy (FESEM), atomic force
microscopy (AFM), grazing incidence small angle X-ray scatter-

†Electronic supplementary information (ESI) available. See DOI: https://doi.org/
10.1039/d3nr03215a

aDeutsches Elektronen-Synchrotron DESY, Notkestr. 85, 22607 Hamburg, Germany.

E-mail: stephan.roth@desy.de, svroth@kth.se
bTechnical University of Munich, TUM School of Natural Sciences, Department of

Physics, Chair for Functional Materials, James-Franck-Str. 1, 85748 Garching,

Germany
cChair for Multicomponent Materials, Department of Materials Science, Faculty of

Engineering, Christian-Albrechts Universität zu Kiel, Kaiserstr. 2, 24143 Kiel,

Germany
dCentre for X-ray and Nano Science CXNS, Deutsches Elektronen-Synchtrotron DESY,

Notkestr. 85, 22607 Hamburg, Germany
eDepartment of Physics, University of Hamburg, Notkestr. 9-11, 22607 Hamburg,

Germany
fHeinz Maier-Leibnitz Zentrum (MLZ), Technische Universität München,

Lichtenbergerstraße 1, 85748 Garching, Germany
gKTH Royal Institute of Technology, Teknikringen 56-58, 100 44 Stockholm, Sweden

15768 | Nanoscale, 2023, 15, 15768–15774 This journal is © The Royal Society of Chemistry 2023

O
pe

n 
A

cc
es

s 
A

rt
ic

le
. P

ub
lis

he
d 

on
 1

4 
Se

pt
em

be
r 

20
23

. D
ow

nl
oa

de
d 

on
 6

/2
5/

20
26

 9
:0

5:
15

 A
M

. 
 T

hi
s 

ar
tic

le
 is

 li
ce

ns
ed

 u
nd

er
 a

 C
re

at
iv

e 
C

om
m

on
s 

A
ttr

ib
ut

io
n 

3.
0 

U
np

or
te

d 
L

ic
en

ce
.

View Article Online
View Journal  | View Issue

http://rsc.li/nanoscale
http://orcid.org/0000-0003-0090-3990
http://orcid.org/0000-0002-0823-6216
http://orcid.org/0000-0003-3877-9999
http://orcid.org/0000-0003-0552-3188
http://orcid.org/0000-0003-1294-3527
http://orcid.org/0000-0002-3770-6344
http://orcid.org/0000-0003-3931-5635
http://orcid.org/0000-0003-3367-1655
http://orcid.org/0000-0002-9566-6088
http://orcid.org/0000-0002-6940-6012
https://doi.org/10.1039/d3nr03215a
https://doi.org/10.1039/d3nr03215a
https://doi.org/10.1039/d3nr03215a
http://crossmark.crossref.org/dialog/?doi=10.1039/d3nr03215a&domain=pdf&date_stamp=2023-10-02
http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d3nr03215a
https://pubs.rsc.org/en/journals/journal/NR
https://pubs.rsc.org/en/journals/journal/NR?issueid=NR015038


ing (GISAXS) and X-ray reflectometry (XRR). In particular,
GISAXS and XRR are powerful techniques providing substan-
tial statistical information of the average structures of the sub-
strate surface.43–45 We show by a simple aqueous washing pro-
cedure that the micellar structure is reinforced by dcMS and
HiPIMS deposition. Moreover, we show a way to remove the Ag
clusters in between the micelles in the case of dcMS, while
HiPIMS leads to a more adhesive cluster layer. This offers a
new opportunity for a potential water-stable plasmonic hybrid
nanostructure.

Results and discussion

The nanostructured polystyrene-block-poly-4-vinylpyridine (PS-
b-P4VP) micellar film was fabricated through the method
adopted by Park et al.13 First, the diblock copolymer PS-b-P4VP
was dissolved in toluene under constant stirring at 70 °C for
2 h. As reported, the diblock copolymer forms micelles due to
increased solubility of the PS chain in toluene compared to the
P4VP. Thus the core of the micelle consists of P4VP and the
shell of PS.13 Afterwards, 2 nm Ag was deposited by dcMS and
HiPIMS. In Fig. 1(a) the PS-b-P4VP thin micellar diblock copo-
lymer film is seen which is used as spun and forms a well-
defined structure. These structures are dimple like structures

and show a hexagonal ordering (with some line-type defects),
which was previously reported.13 The long range order can be
further improved by using a grated silicon wafer followed by
THF solvent annealing.41 This can be seen in the FESEM
image, Fig. 1a, and the GISAXS pattern (ESI, Fig. S1†). The
micelles have an average diameter of d = 51.3 ± 1.9 nm and an
average distance of D = 61.2 ± 1.8 nm (see Table 1), derived
from the FESEM measurement in Fig. 1(a). Furthermore, the
average height of the micellar film is 10.9 ± 1.5 nm which is
derived from XRR (Fig. S4†). In Fig. 1(b), an FESEM image of
dcMS deposited Ag on top of the PS-b-P4VP micelles (denoted
as AgdcMS:PS-b-P4VP) is displayed. It is clearly visible that the
Ag clusters on top of the micelles are larger than those in
between the micelles (i.e. on the Si surface). Moreover, in
Fig. 1(c), the FESEM image of HiPIMS deposited Ag on PS-b-
P4VP micelles (denoted as AgHiPIMS:PS-b-P4VP) shows the
same behaviour of increased Ag cluster size on the micelles.
Furthermore, it is visible that the AgHiPIMS clusters on PS-b-
P4VP micelles are smaller compared to the AgdcMS clusters on
PS-b-P4VP. The diameter distribution of AgdcMS:PS-b-P4VP de-
posited Ag nanostructures extracted from two Gaussian fits on
top of the micelles yields dS,dcMS,PS-b-P4VP = 4.8 ± 2.1 nm for
small nanostructures on the micelles and dS,dcMS,PS-b-P4VP =
14.2 ± 4.4 nm for the large nanostructures on the micelles
(Fig. 1d and e). In the case of AgdcMS deposition, the Ag clus-
ters between the micelles again show a bimodal diameter dis-
tribution with small and large clusters having a diameter
dS,dcMS,Si = 4.6 ± 2.2 nm and dL,dcMS = 11.3 ± 4.5 nm, respect-
ively. In the case of AgHiPIMS:PS-b-P4VP the diameter distri-
bution is described by one monomodal Gaussian distribution
with dS,HiPIMS,Pol = 5.8 ± 2.6 nm (Fig. 1f) and thus a smaller dis-
persity than AgdcMS:PS-b-P4VP. Furthermore, the average dia-
meter distribution of AgHiPIMS:PS-b-P4VP between the micelles
has a value of dS,HiPIMS,Si = 5.3 ± 2.2 nm (Fig. 1g). These clus-
ters show a narrower diameter distribution than AgdcMS:PS-b-
P4VP between micelles. In both cases, AgHiPIMS:PS-b-P4VP and

Fig. 1 (a) FESEM image of a pristine micellar PS-b-P4VP film. (b) FESEM
image of 2 nm dcMS deposited Ag on PS-b-P4VP (AgdcMS:PS-b-P4VP).
(c) FESEM image of 2 nm HiPIMS deposited Ag on PS-b-P4VP (AgHiPIMS:
PS-b-P4VP). (d) Distribution of AgdcMS:PS-b-P4VP on micelles derived
from the FESEM image together with two Gaussian fits. (e) Distribution
of AgdcMS:PS-b-P4VP between the micelles derived from the FESEM
image together with two Gaussian fits. (f ) Distribution of AgHiPIMS:PS-b-
P4VP on micelles derived from the FESEM image shown together with a
single Gaussian fit. (g) Distribution of AgHiPIMS:PS-b-P4VP between the
micelles derived from the FESEM image shown together with a single
Gaussian fit.

Table 1 Comparison of structures and sizes obtained by FESEM, AFM
and GISAXS of the pristine polymer PS-b-P4VP, AgdcMS:PS-b-P4VP and
AgHiPIMS:PS-b-P4VP

Material Method
Diameter d
[nm]

Average
distance D
[nm]

PS-b-P4VP FESEM 51.3 ± 1.9 61.2 ± 1.8
AFM 49.6 ± 3.2 58.3 ± 2.1
GISAXS 50.6 ± 7 59.2 ± 0.5

AgdcMS:PS-b-P4VP FESEM on micelles 4.8 ± 2.1 (S)a 13.9 ± 3.9
14.2 ± 4.4 (L)a

FESEM between micelles 4.6 ± 2.2 (S)a 8.2 ± 2.2
11.3 ± 4.5 (L)a

AFM on micelles 14.5 ± 3.1 17.8 ± 2.6
GISAXS — 6.2 ± 0.2

AgHiPIMS:PS-b-P4VP FESEM on micelles 5.8 ± 2.6 12.3 ± 1.8
FESEM between micelles 5.3 ± 2.2 7.7 ± 1.8
AFM on micelles 17.2 ± 3.3 17.8 ± 1.8
GISAXS — 6.4 ± 0.2

a S and L denote small and large clusters, respectively.
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AgdcMS:PS-b-P4VP deposited Ag forms larger Ag structures on
top of the micelles compared to the Ag clusters between the
micelles. Furthermore, for Ag clusters with diameter d ≥
17 nm, the number of AgdcMS:PS-b-P4VP clusters is 20% higher
than that of the corresponding AgHiPIMS:PS-b-P4VP clusters.
The distribution of AgHiPIMS:PS-b-P4VP is narrower and can be
described by one Gaussian distribution in contrast to AgdcMS:
PS-b-P4VP. The origin of the monomodal mode for AgHiPIMS:
PS-b-P4VP arises from direct implantation of the deposited
metal and formation of defects due to the higher ion concen-
tration and their increased kinetic energy. Additionally, these
ions are able to form more defects which act as nucleation
sites, thus acting as traps limiting the diffusion of atoms and
small clusters. Furthermore, it was shown in a study by
Lundin et al. comparing dcMS and HiPIMS conditions with
regard to kinetic energy distribution that HiPIMS deposited
titanium has an increase of kinetic energy distribution which
gives rise to a longer diffusion path length.46,47 In the case of
dcMS conditions it is expected that the chance of direct
implantation is reduced due to the lower kinetic energy distri-
bution and a lower diffusion path length results in the rise of
a bimodal distribution, since the coalescence of clusters is not
disturbed unlike in the case of the HiPIMS deposition
enviroment.32,48 Additionally, atomic force microscopy (AFM)
measurements were conducted to obtain height and phase
information of the samples.

In Fig. 2(a) the height profile of dcMS deposited Ag is dis-
played. Compared to the FESEM image, the Ag clusters can
only be seen on top of the micelles but not in between the
micelles in the AFM height image. In the phase image in
Fig. 2(b) for AgdcMS:PS-b-P4VP the Ag clusters can be clearly
seen on top of the surface of the micelles. The same findings
are apparent for the AgHiPIMS:PS-b-P4VP cluster in Fig. 2(d).

Moreover, in situ sputter deposition experiments were con-
ducted regarding the real time nanostructure evolution up to a
deposited Ag thickness of δAg = 11 nm, which can be found in
the ESI (see Fig. S6†). We chose for the investigation δAg =
2 nm deposited AgdcMS:PS-b-P4VP and AgHiPIMS:PS-b-P4VP as
they show similar scattering patterns in the GISAXS (see ESI,
Fig. S6†) measurements, which indicated that their structural
arrangements are similar. In Fig. 3, we present AgdcMS:PS-b-
P4VP and AgHiPIMS:PS-b-P4VP GISAXS data proving the struc-
tural homogeneity of the Ag cluster and micelle thin film.

In Fig. 3(a and b), two-dimensional (2D) GISAXS patterns
are displayed corresponding to a deposited Ag thickness of δAg
= 2 nm for both AgdcMS:PS-b-P4VP and AgHiPIMS:PS-b-P4VP.
GISAXS yields high average statistical information of the nano-
structures in the thin film, as it probes a larger area compared
to FESEM and AFM due to the enlarged footprint in the beam
direction. Moreover, in order to obtain structural information
on the distance of the nanostructures, horizontal line cuts are
performed as indicated by the red box as the region of interest
(Fig. 3a and b). The horizontal cut from the detector image is
performed at the height of the critical angle of silicon (αSi =
0.15 ± 0.01°) as this contains the highest intensity of the
desired structural information. These horizontal line cuts are
displayed in Fig. 3(c) and (d). The pronounced domain peaks
are visible in the GISAXS pattern (see ESI, Fig. S1†). A simpli-
fied model was constructed to fit the data with a set of
Lorentzian function as the structure factor and a cylindrical
form factor for the patterned polymer template to obtain the
desired structural information of the sample. The Ag structure
peak is visible at qy,dcMS,max = 1.01 ± 0.02 nm−1 for AgdcMS:PS-b-
P4VP, whereas for AgHiPIMS:PS-b-P4VP qy,HiPIMS,max = 0.98 ±
0.02 nm−1, which is obtained by the model applied as a fit
(Fig. 3c and d). The average distance can be calculated as d ≈

Fig. 2 (a) AFM height image of 2 nm dcMS deposited Ag (AgdcMS:PS-b-
P4VP). (b) AFM phase image of 2 nm dcMS deposited Ag (AgHiPIMS:PS-b-
P4VP). (c) AFM height image of 2 nm HiPIMS deposited Ag (AgdcMS:PS-b-
P4VP). (d) AFM phase image of 2 nm HiPIMS deposited Ag (AgHiPIMS:PS-
b-P4VP).

Fig. 3 2D GISAXS data of (a) 2 nm dcMS deposited Ag (AgdcMS:PS-b-
P4VP) and (b) 2 nm HiPIMS deposited Ag (AgHiPIMS:PS-b-P4VP). A box
was added for illustration of the cut position. (c) and (d) The horizontal
line cuts of AgdcMS:PS-b-P4VP and AgHiPIMS:PS-b-P4VP, respectively,
with the corresponding fit.
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2πqy,max
−1. For AgdcMS:PS-b-P4VP we obtained an average dis-

tance of ddcMS = 6.2 ± 0.2 nm and for AgHiPIMS:PS-b-P4VP the
average distance was dHiPIMS = 6.4 ± 0.2 nm.

Furthermore, the XPS spectra of AgdcMS:PS-b-P4VP (Fig. 4a)
and AgHiPIMS:PS-b-P4VP (Fig. 4b) were measured and they
showed that the silver clusters are identical in their chemical
environment. In addition, no change in the C 1s, N 1s and O
1s edge is observable between pristine, AgdcMS:PS-b-P4VP and
AgHiPIMS:PS-b-P4VP (see ESI, Fig. S7†). The structure and
chemical characterization show that for AgdcMS:PS-b-P4VP and
AgHiPIMS:PS-b-P4VP the optimal starting conditions are met for
the comparison of both deposition techniques.

In Fig. 5(a) the surface energy is displayed which was
derived using ultrapure water on pristine PS-b-P4VP, AgdcMS:PS-
b-P4VP and AgHiPIMS:PS-b-P4VP. The procedure was to initially
place a droplet (10 µL) on top of the surface and measure
directly the contact angle. Afterwards, the droplets dried under
ambient conditions on the surface with a duration of approxi-
mately 1.5 h. In the case of the pristine PS-b-P4VP micellar
film, the surface energy is at 19.5 ± 0.7 mN m−1 having a

hydrophilic character. After the first droplet dried, FESEM
measurements (Fig. 5b) were conducted which showed a
partial degradation of the micellar film. In comparison,
AgdcMS:PS-b-P4VP becomes hydrophobic with a surface energy
of 10.5 ± 0.5 mN m−1, which is also observed for Ag nano-
particles being hydrophobic solutes in solution.49 After drying
of a water droplet, the FESEM measurement (Fig. 5c) of
AgdcMS:PS-b-P4VP reveals that a partial delamination of the Ag
clusters on top of the Si substrate occurs, which is observable
within the red circled region. However, Ag clusters, which had
grown on top of the micelles, stayed intact and stabilized the
micellar film. In addition, the AgHiPIMS:PS-b-P4VP hybrid thin
film has a surface energy of 9.5 ± 0.4 mN m−1 which renders
this hybrid layer slightly more hydrophobic than AgdcMS:PS-b-
P4VP.

Upon drying of the first water droplet, it is clearly visible in
the FESEM images that the micellar film with the Ag structures
on the micelles and the Ag structures between the micelles
remains intact after the aqueous treatment. Both deposition
techniques are able to provide a reinforcement of the micellar
structure.

The second approach for the aqueous treatment was
placing a 10 µL water droplet on top of the substrate surface
and absorbing it immediately with a tissue paper (Kimtech,
USA) to remove excess solvent or to dry surfaces before con-
ducting contact angle measurements following previously pub-
lished procedures.50,51 This procedure was performed 5 times
on AgdcMS:PS-b-P4VP and AghiPIMS:PS-b-P4VP. After the treat-
ment, AgdcMS:PS-b-P4VP shows that large agglomerations of Ag
clusters emerged (Fig. 6a). Upon magnification (Fig. 6b), it is
clearly visible that AgdcMS:PS-b-P4VP clusters agglomerated
indeed into large Ag structures beforehand. Clusters between
the micelles in AgdcMS:PS-b-P4VP and to some extent some on
top of the micelles are removed and thus these large Ag

Fig. 4 (a) XPS spectra at the Ag 3d edge of AgdcMS:PS-b-P4VP and (b)
XPS spectra at the Ag 3d edge of AgHiPIMS:PS-b-P4VP together with a
Gaussian fit.

Fig. 5 (a) Contact angle measurements of water droplets on the
surface of pristine PS-b-P4VP, AgdcMS:PS-b-P4VP and AgHiPIMS:PS-b-
P4VP. (b) The FESEM image of the pristine PS-b-P4VP after 1 dried water
droplet and (c) the FESEM image of AgdcMS:PS-b-P4VP after 1 droplet
dried. The red circle indicates the area in which Ag clusters were
removed from the substrate. (d) The FESEM image of AgHiPIMS:PS-b-
P4VP after drying of one water droplet.

Fig. 6 (a) Overview FESEM image of AgdcMS:PS-b-P4VP after aqueous
treatment and (b) FESEM image of AgdcMS:PS-b-P4VP after aqueous
treatment, (c) overview of the FESEM image of AgHiPIMS:PS-b-P4VP after
aqueous treatment and (d) FESEM image of AgHiPIMS:PS-b-P4VP after
aqueous treatment. (e) Schematic representation of the removal of silver
clusters of AgdcMS:PS-b-P4VP between the micelles and (f ) schematic
representation of the stable AgdcMS:PS-b-P4VP after aqueous treatment.
‘Mic’ denotes to micelles and ‘Ag Clu’ denotes Ag clusters.
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agglomerations are formed, which is schematically represented
in Fig. 6(e). The lithographic pattern formed by PS-b-P4VP
micelles and the deposited Ag remain intact. The micellar
layer dictates the precise positioning or anchoring of the Ag
clusters, as the majority of the residual clusters were delami-
nated off the silicon substrate. The origin of this delamination
is expected to be the lack of direct implantation on the silicon
wafer and partially on the diblock copolymer.47 Furthermore
the origin of the Ag agglomeration is the close distance of the
clusters which are not protected by any agent preventing
that.52 This shows that a prepatterned substrate can retain the
deposited micellar pattern in its original position when using
dcMS deposition of Ag. In contrast, AgHiPIMS:PS-b-P4VP shows
no such large agglomeration after the aqueous treatment
(Fig. 6c). Even in the magnified FESEM image (Fig. 6d),
AgHiPIMS:PS-b-P4VP structures remain intact after aqueous
treatment, which is schematically presented in Fig. 6(f ). This
shows that upon Ag HiPIMS deposition, the clusters on
AgHiPIMS:PS-b-P4VP are much more stable upon treatment,
which shows their potential to be used in aqueous environ-
ments for SERS sensing.53 Since the structure and chemical
environment of AgdcMS:PS-b-P4VP and AgHiPIMS:PS-b-P4VP are
similar, eventually lattice defects in the cluster structure are
responsible for the different behaviour upon aqueous treat-
ment. AgHiPIMS:PS-b-P4VP has less defects compared to AgdcMS:
PS-b-P4VP, since HiPIMS deposited films are in general denser
than dcMS deposited films, thus hindering the dewetting of
the Ag clusters of the substrate. This shows the great potential
of PS-b-P4VP micelles for being a water stable advanced hybrid
material for advanced plasmonic devices.54,55

Experimental
Materials

Silicon wafer (Si-Mat Silicon Materials, Germany) was cut into
pieces with a size of 12 × 15 mm2 and cleaned in an acidic bath
containing sulfuric acid and hydrogen peroxide at 70 °C for
15 minutes. After the acidic bath cleaning procedure, the
silicon pieces were heavily rinsed with ultra-pure water to
remove any acidic acid content and stored in an ultrapure water
bath. The polymer polystyrene-b-poly-4-vinylpyridine (PS-b-P4VP,
Mn = 35.0 kg mol−1-b-21.0 kg mol−1, PDI = 1.09) was supplied by
Polymer Source, Canada. PS-b-P4VP was dissolved in toluene
(Sigma-Aldrich, Germany) with a concentration of 4.3 mg mL−1.
The polymeric solution was heat treated for 2 h at 70 °C.

Polymer film preparation

The cleaned silicon pieces were removed from the storage bath
and rinsed with ultrapure water. Afterwards, the silicon pieces
were blown dry under a nitrogen steam. The dried silicon
pieces were loaded into an M-SPIN 200 Spin Coater
(Ramgraber GmbH, Germany). The PS-b-P4VP film preparation
was adapted from Park et al.13 with a setting of 60 s at 2000
rpm and an acceleration of 100%. The spincast polymer films
were used as spun in the following experiments.

Physical vapor deposition

The sputter chamber is a self-built sputter deposition chamber
which was described in a previous article.48 For all experi-
ments, sputtering of silver (Ag, Kurt J. Lesker) from a two inch
target was performed with the following sputter parameters.
The dynamic working pressure was pAr = 0.36 Pa with an argon
flow of 10 sccm. For dcMS the average power was P = 23 W and
the discharge voltage was U = 310 ± 4 V. For HiPIMS the pulse
length was 20 µs with a frequency of 150 Hz. A discharge
voltage of U = 952 ± 4 V resulted in a peak current density of I
= 1.41 ± 0.13 A cm−2. The average power was set to P = 40 W to
achieve the same deposition rate as for dcMS. The deposition
rates were determined with a quartz crystal microbalance
(QCM), being 0.222 ± 0.006 nm s−1 for HiPIMS and dcMS. The
QCM results were verified with a profilometer.

Field emission scanning electron microscopy

High resolution field emission scanning electron microscopy
(FESEM) images were taken with a Nova NanoSEM 450 (FEI
Thermo Fisher).56 ImageJ was used to visualize the measured
FESEM images and to obtain statistical information about the
size of the silver cluster. Afterwards, the obtained dataset was
binned and plotted with the software Origin. The average dis-
tance between clusters was estimated manually by analysing
50 cluster–cluster distances (ESI, Fig. S2†). The same pro-
cedure was used for the micelle–micelle distance and the
micelle diameter (ESI, Fig. S3†).

Atomic force microscopy

Atomic force microscopy (AFM) measurements were performed
in the intermittent tapping mode with RTESPA-150
Cantilevers. Furthermore, a Bruker (Dimension Icon equipped
with a NanoScope V controller) AFM was used for the measure-
ment. The AFM images were chosen to be 2 µm × 2 µm with a
scan rate of 0.5 Hz and a resolution of 1024 × 1024 pixel.
NanoScope Analysis software was used for visualization of the
measurements.56 The distance between the micellar struc-
tures, the distance between the Ag clusters, the diameter of the
micellar structure and the diameter of the Ag cluster were
measured manually 50 times at different positions of the
image to obtain statistical information (ESI, Fig. S4†). The
average distance between clusters was calculated from manu-
ally analysed 50 cluster–cluster distances and cluster dia-
meters. The same procedure was applied for the micelle–
micelle distance and the micelle diameter (ESI, Fig. S4†).

Contact angle

Contact angle measurements were performed with an OCA 35
(Dataphysics). The water droplet size was 10 µL. Derived from
the contact angle, the surface energy was calculated (see the
ESI†).57–59

Grazing incidence small angle X-ray scattering and X-ray
reflectometry

The grazing incidence small angle X-ray scattering (GISAXS)
and X-ray reflectometry (XRR) experiments were performed at
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P03/PETRA III at DESY (Hamburg, Germany), with a custom
made deposition chamber as previously reported.48 The
chamber was upgraded with a guard blade to reduce back-
ground. A point shape beam (30 µm × 25 µm) was used with
the incident angle being αi = 0.4°. The distance of the Pilatus
2M (Dectris Ltd, Switzerland) to the sample (SDD) was set to
SDD = 3415 ± 2 mm. The photon energy was chosen to be 11.8
keV. The pixel size of one pixel is 172 µm × 172 µm. The XRR
data were analyzed with MOTOFIT 0.1.20 (ESI, Fig. S5†).60

X-ray photoelectron spectroscopy

The core-level photoelectron spectra of the as-prepared
samples were measured by X-ray photoelectron spectroscopy
(XPS) at DESY Nanolab using a monochromated Al Kα source
(1.4 keV) and a Phoibos 150 hemispherical energy analyzer.56

The flood gun was used during the XPS measurements at an
energy 2.0 eV with 20 µA emission.

Conclusions

The structural and functional properties of PS-b-P4VP micellar
films with AgdcMS:PS-b-P4VP and AgHiPIMS:PS-b-P4VP coated Ag
hybrid structures for application in patterned surfaces with
potential for lithography were investigated. Our study reveals
that the Ag cluster arrangement is homogeneous on the diblock
micellar pattern surface. Moreover, the Ag clusters being located
on top of the micelles have an average larger size than the Ag
clusters between the micelles. Furthermore, AgdcMS:PS-b-P4VP
produces slightly larger clusters on the micelles than AgHiPIMS:
PS-b-P4VP deposited Ag. AFM reveals that the Ag clusters grow
on the surface of the micelles. GISAXS confirms that the struc-
tural arrangement is homogeneous throughout the sample.
Upon an aqueous treatment, the pristine, nanostructured PS-b-
P4VP micellar film partially rearranges. Depositing Ag on the
micellar film reinforces or stabilizes the PS-b-P4VP micellar
structure, a necessary requirement for the aqueous treatment.
Furthermore, in the case of dcMS, the Ag clusters are partially
washed away after an aqueous treatment compared to HiPIMS
deposited Ag clusters which originates from an increased
adhesion due to this novel deposition technique.47 Thus, these
results impact the tailoring of protective layers for complex
structured polymer-based templates.
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