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ABSTRACT: Area-selective atomic layer deposition (AS-
ALD) has attracted immense attention in recent years for
self-aligned accurate pattern placement with subnanometer
thickness control. Here, we demonstrate a methodology to
achieve AS-ALD by using inductively couple plasma (ICP)
grown fluorocarbon polymer film as hydrophobic blocking
layer for selective deposition. Our approach has been tested for
metal-oxide materials including ZnO, Al2O3, and HfO2.
Contact angle, X-ray photoelectron spectroscopy (XPS),
spectroscopic ellipsometer, and scanning electron microscopy (SEM) measurements were performed to investigate the blocking
ability of plasma polymerized fluorocarbon layers against ALD-grown metal-oxide films. A considerable growth inhibition for
ZnO has been observed on fluorocarbon coated Si(100) surfaces, while the same polymerized surface caused a relatively slow
nucleation for HfO2 films. No growth selectivity was obtained for Al2O3 films, displaying almost the same nucleation behavior on
Si and fluorocarbon surfaces. Thin film patterning has been demonstrated using this strategy by growing ZnO on lithographically
patterned fluorocarbon/Si samples. High resolution SEM images and XPS line scan confirmed the successful patterning of ZnO
up to a film thickness of ∼15 nm.

■ INTRODUCTION

Micro and nanoscale film patterning is an essential part of
modern microelectronics industry, being the essential ingre-
dients of Si-based CMOS transistor technology. As device
scaling proceeds toward sub-10 nm era where process
tolerances become atomic-scale, the adoption of alternative
nanoscale process integration schemes become critical for both
Moore’s law (extension of device down-scaling) and beyond
Moore (novel device concepts). Nanoscale process integration
demands novel nanopatterning techniques in compliance with
the requirements of feature generation devices. Conventionally,
top-down subtractive (etch) or additive (deposition/lift-off)
processes in conjunction with various lithography techniques is
employed to achieve film patterning, which becomes
increasingly challenging due to the ever-shrinking alignment
requirements.1−3 To reduce the complexity burden of litho-
graphic alignment in future technology nodes, self-aligned
processes such as selective deposition and selective etching
might provide vital solutions.
In recent years, area-selective atomic layer deposition (AS-

ALD) has attracted significant attention as a powerful
alternative path for the realization of nanoscale film
patterning.4−10 ALD is a low-temperature vapor phase growth
technique, in which ultrathin film growth is carried out by
exposing the substrate to alternate pulsing of two precursors

featuring surface chemisorption and ligand exchange reactions.
After a sufficient precursor dosage, all reactive sites on the
substrate are occupied and saturated with the precursor
molecules, known as “self-limiting” growth mechanism referring
to a growth regime independent of the precursor flux/dose.
Major advantages of ALD include large area uniformity,
excellent three-dimensional (3D) conformality, and unparal-
leled subangstrom level thickness control.11−13

Since ALD relies heavily on surface chemistry, it is possible
to chemically modify the surface to achieve AS-ALD. Such
ALD-enabled nanopatterning approaches have been classified
into two categories; (i) area-activated AS-ALD4,14−22 and (ii)
area-deactivated AS-ALD.12,23−35 So far, most of the AS-ALD
studies have been performed with area deactivation, where part
of the substrate is blocked/deactivated by certain coatings
allowing film to grow only on the uncovered areas. Surface
deactivation has been typically achieved by selectively attaching
self-assembled monolayers (SAMs) on the substrate surface.
SAMs are monolayer films which are comprised of relatively
long organic chains with reactive groups at both ends. The
headgroup, alkane chain, and a tail group are the main
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constituents of SAMs. Head group facilitates the adsorption of
the molecule on to the substrate surface while tail group
terminates the surface and exposes itself directly for ALD
reaction. An ordered SAM is formed due to van der Waals
interactions between the alkane chains. The tail group
determines the property of the surface termination either as
hydrophilic or hydrophobic which in turn either enhances or
blocks the nucleation and growth of ALD grown films.7,36,37

AS-ALD of TiO2,
26,30,38,39 ZnO,7,40 ZrO2,

8,41 HfO2,
9,23,42,43

PbS,44 Co,45 Ni,27 Ru,28 Ir,34,46,47 and Pt48,9,42,45 has been
demonstrated by area deactivation using various types of SAMs.
Photochemical induced atomic layer deposition of Al2O3 has
been used to demonstrate AS-ALD of Al2O3.

50 Recently, an
ultrathin ion-implanted CFx layer has been demonstrated to be
an effective deactivation material for Pt ALD growth process.51

Certain polymers such as PMMA, PVP, and polyimide have
also been used as area deactivating agents to block ALD growth
processes. Area-selective ALD of TiO2,

29,31,52 CeO2,
53 ZnO,54

N doped ZnO,55 Ru,29,56 Rh,57 Ir,29,56 and Pt29,56,39,58 have
been demonstrated using polymer blocking layers. If ALD
grown films start nucleating on these patterned polymer layers,
conventional lift-off process is utilized to achieve the desired
patterning. Al2O3,

29,56,59 TiO2,
60 ZnO,61,62 ZrO2,

56,57 HfO2,
60

CeO2,
63 and Co45 films have been patterned using polymers as

lift-off resist layers. PMMA has also been utilized as a chemical
sponge in sequential infiltration synthesis (SIS) technique to
achieve AS-ALD of Al2O3.

64 Selective ALD on porphyrins has
been reported as an alternative approach to grow isolated metal
oxide islands that are spatially separated.65 Recently, selective
growth of TiN on HfO2 across nanolines and nanopillars has
been demonstrated.66 SAMs form defects at regions of high
curvature, allowing nucleation of TiN films in ALD. On the
other hand, SAMs grown on planar surfaces exhibited complete
blocking of TiN up to a certain limit of ALD cycles.
Nevertheless, several constraints are associated with the AS-

ALD processes relying on area-deactivation. It is essential to
have large-area defect-free coverage of SAMs for effective
deactivation. Formation of a high-quality SAM with almost no
defects is challenging and usually takes more than 24 h to
obtain relatively densely packed hydrophobic SAM coverage
without microscopic pin holes5,10,38,47,49 Samples are immersed
in a SAM solution for such a long time to enhance the packing
density. Additionally, head groups must be chemically bonded
to the surface of the substrate and it introduces a limitation for
selection of substrates for which such bonding will occur.51

Controlling the dimensions of patterning is yet another issue
for AS-ALD processes involving SAMs. As a typical SAM is
only ∼2 nm thick, it is quite challenging to fabricate thicker
features more than a few nanometers.10 Once the film thickness
increases above the height of SAM, lateral film overgrowth
might start. On the other hand, polymer films are usually
deposited using spin coating, which is a rather in-efficient and
low throughput coating technique. Moreover, both SAMs and
polymers are solution-based processes which implies that their
applicability with patterning on 3D nanostructures will not be
straightforward. Finally, solution-based processes also limit
integrability of SAMs and polymers with the thin film processes
carried out in vacuum reactors.
These restrictions pose serious limitations for successful

integration of area-selective ALD processes for nanoscale device
fabrication. Overcoming these issues require alternate ap-
proaches featuring significantly less process complexity. Only
then AS-ALD might attain as serious process alternative for

high-volume manufacturing. Toward this goal, in this study, we
present a new strategy to achieve selective deposition by using
inductively coupled plasma (ICP) polymerized fluorocarbon
deactivation layer against metal−oxide ALD processes. Plasma
polymerized fluorocarbon layer was grown in an ICP reactor
using C4F8 feed gas. The relatively fast and conformal
deposition of the fluorocarbon layer (∼30−35 nm/min)
provides a strong advantage against SAMs and spin-coated
polymer blocking layers. This strategy provides another distinct
advantage; as the growth of fluorocarbon blocking layer is
performed in a vacuum reactor, it allows for easy integration
with ALD reactors. A relatively easy thickness control of
fluorocarbon layer would possibly solve the issue of lateral
broadening. An additional merit of such an approach would be
to achieve topographical selectivity due to relatively conformal
growth of fluorocarbon layer which might enable patterning on
3D structures. All these advantages combined with the efficient
gaseous precursor (C4F8) usage in vapor phase deposition
process make this approach attractive to explore.
In this work, we test the effectiveness of ICP polymerized

fluorocarbon layer as a hydrophobic surface to inhibit
nucleation and growth of ZnO, HfO2, and Al2O3. The
hydrophobic fluorocarbon layer is characterized by X-ray
photoelectron spectroscopy (XPS), static contact angle, and
spectroscopic ellipsometer measurements. Metal−oxide ALD
growth of different cycles have been performed on
fluorocarbon/Si and bare Si(100) substrates. Contact angle,
spectroscopic ellipsometer, XPS, and scanning electron
microscopy (SEM) measurements were performed to inves-
tigate the blocking ability of fluorocarbon layer against ALD-
grown metal-oxides. Finally, ZnO was grown on litho-
graphically defined patterns of fluorocarbon layer; High
resolution SEM (HR-SEM) and XPS line scan were performed
to demonstrate successful ZnO patterning via AS-ALD.

■ EXPERIMENTAL SECTION

Film Growth. As a proof of concept hydrophobic inhibition
layer to demonstrate AS-ALD, fluorocarbon was coated by
plasma polymerization using ICP etching reactor with C4F8 gas
line, normally used to execute deep reactive ion etching (DRIE)
recipes for Si etch processes. Deposition of fluorocarbon was
performed for 70 s using C4F8 gas flow rate of 70 sccm. A
plasma power of 400 W was employed and growth was
performed at room temperature. For preparation of reference
control samples, Si(100) samples were solvent cleaned and
exposed to O2 plasma for 2 min before metal-oxide ALD
growth in order to increase the concentration of hydroxyl
groups on the substrate.11,12 ZnO, HfO2, and Al2O3 layers were
deposited by ALD using Et2Zn, Hf(NMe2)4, Al(CH3)3, and
H2O as zinc, hafnium, aluminum, and oxygen precursors,
respectively. All depositions were carried out at 200 °C in
Savannah S100 ALD reactor, (Ultratech/CambridgeNanotech
Inc.) using N2 as the carrier and purge gas. One growth cycle of
ZnO consisted of Et2Zn pulse (0.015 s), N2 purge (10 s), H2O
pulse (0.015 s), and N2 purge (10 s). One growth cycle of
HfO2 consisted of Hf(NMe2)4 pulse (0.2 s), N2 purge (15 s),
H2O pulse (0.015 s), and N2 purge (10 s). Hf(NMe2)4 was
preheated to 75 °C and stabilized at this temperature prior to
depositions. One growth cycle of Al2O3 consisted of Al(CH3)3
pulse (0.015 s), N2 purge (8 s), H2O pulse (0.015 s), and N2

purge (8 s).
Film Characterization and Patterning. Contact angle of

bare and fluorocarbon layer coated substrates have been
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measured before and after ALD growth sessions using static
contact angle measurement setup (OCA 30). A water drop of 4
μL was dropped on the samples surface to measure the contact
angle. Film thicknesses have been determined using a variable
angle spectroscopic ellipsometer (V-VASE, J.A. Woollam Co.
Inc., Lincoln, NE) which is coupled with rotating analyzer and
xenon light source. The ellipsometric spectra were collected at
three angles of incidence (65°, 70°, and 75°) to yield adequate
sensitivity over the full spectral range. Film thickness values
were extracted by fitting the spectroscopic ellipsometer data
using Cauchy model, while substrate was taken as default
Si(100) in V-Vase Woollam software. Elemental composition
and chemical bonding states of the metal-oxide thin films were
obtained by XPS measurements using Thermo Scientific K-
Alpha spectrometer (Thermo Fisher Scientific, Waltham, MA)
with a monochromatized Al Kα X-ray source (spot size ∼400
μm). All peaks in XPS survey scans are referenced to C 1s peak
for charge correction and quantification of survey scans have
been performed using Avantage software. Surface morphologies
of the ZnO thin films were determined using FIB SEM (FIB
system (FEI Nova 600i Nanolab). In order to pattern
fluorocarbon layer via photolithography on the Silicon wafer,
1.4 μm of AZ 5214 photoresist is spun on the wafer and is
exposed to UV light under a photomask to be developed into
checker board and line patterns. The wafer is hard baked at 110
°C for 5 min. A thin layer of fluorocarbon is then deposited in
the ICP reactor. Once the deposition is complete, the wafer is
dipped in acetone to liftoff the fluorocarbon layer from
undesired regions. The wafer is solvent-cleaned before ZnO
growth. XPS line scan was performed on patterned ZnO sample
using the same XPS system with an X-ray spot size of 100 μm.

■ RESULTS AND DISCUSSION

A ∼32 nm thick plasma polymerized fluorocarbon layer was
deposited on Si(100) using ICP reactor. The polymer film is
believed to be formed by the plasma fragmentation of C4F8
monomers into CFX radicals resulting in the polymer
deposition.62,63 Elemental composition and chemical bonding
states of plasma polymerized fluorocarbon layer deposited on
Si(100) was first investigated by XPS. The spectrum of XPS
survey scan and high resolution scans of fluorine and carbon are
presented in Figure 1. Survey scan (Figure 1a) revealed the
presence of F 1s, C 1s, and O 1s peaks having relative atomic
concentrations of 54.51%, 43.91%, and 1.57%, respectively. The
fluorine to carbon ratio (F/C) is found to be 1.24. Larger
fragments produced by the dissociation of C4F8 are responsible
for polymer film formation and unsaturated fragments (low F:C
ratios) promote cross-linking of the polymer film.67,68 Chemical
bonding states in the polymer film were studied by the
evaluation of F 1s and C 1s HR-XPS scans and are presented in
Figure 1, parts b and c. HR-XPS Scan of F 1s spectrum shows a
single symmetric peak at 689.73 eV which corresponds to C−F
covalent bond. HR-XPS scan of C 1s shows various bonding
schemes which are assigned to different chemical states (Figure
1c). C 1s HR-XPS spectra has been deconvoluted into four sub
peaks, which are assigned to C−CF (288.50 eV), CF (290.77
eV), CF2 (292.80 eV), and CF3 (294.60 eV) components.68

The ability of the plasma polymerized fluorocarbon layer to
block deposition against ZnO, HfO2, and Al2O3 ALD was
evaluated next by performing contact angle, XPS, spectroscopic
ellipsometer, and HR-SEM measurements. As reference control
sample, metal oxide films were also grown simultaneously on
O2 plasma treated Si(100). The purpose of predeposition O2

plasma treatment was to impart high concentration of OH
groups on Si, which are well-known to prevent nucleation delay
at the initial stages of ALD growth.12

Figure 2a shows the variation in contact angle of Si(100) and
fluorocarbon/Si surfaces with the increase in ZnO ALD growth
cycles. The contact angle of bare fluorocarbon/Si was measured
as 114° which indicates the hydrophobic nature of grown
polymer film. On the other hand, contact angle of bare Si(100)
was measured as 71°. The contact angle of fluorocarbon/Si film
does not change noticeably until 136 growth cycles of ZnO.
After 102 growth cycles of ZnO on fluorocarbon/Si(100),
contact angle was measured as 110.5° which decreases to
104.2° after 136-cycle growth. This slight decrease of contact
angle suggests the onset of ZnO nucleation on fluorocarbon/Si
after 136 cycles of ZnO growth. With further increase in growth
cycles from 136 to 202, the contact angle decreases remarkably
and falls down to 64°. This result shows that ZnO growth
initiates around 136 ALD cycles due to degradation of the
hydrophobic nature of fluorocarbon polymer layer. On the
contrary, the contact angle of Si surface changes from 71° to
49° when exposed to 34 cycles of ZnO growth and remains
stable until 202 growth cycles where it exhibits a slight increase.
Figure 2b shows the change in ZnO thickness with the increase

Figure 1. (a) XPS survey scan obtained from a ∼32 nm thick plasma
polymerized fluorocarbon thin film deposited on Si(100). High
resolution XPS scans of (b) F 1s and (c) C 1s obtained from the same
film.
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in number of growth cycles on Si(100) and fluorocarbon/Si.
Thickness of ZnO increases linearly after nucleation onset with
the increase in number of growth cycles which is typically
observed for ALD processes. The growth per cycle (GPC) of
ZnO on Si(100) is measured as ∼1.3−1.4 Å. On fluorocarbon/
Si, no growth of ZnO is observed until 102 ALD cycles while a
very thin layer of ∼1.5 nm ZnO was measured after the 136th
cycle. With further increase in growth cycles, the growth rate of
ZnO on fluorocarbon/Si becomes similar as on bare Si(100).
The ellipsometer measurements are consistent with the contact
angle measurements, which confirms ZnO growth inhibition on
fluorocarbon/Si(100) up to 102 ALD growth cycles.
To confirm the ZnO blocking ability of plasma polymerized

fluorocarbon layer, XPS measurements (Figure 3) were
conducted on Si(100) and fluorocarbon/Si substrates exposed
with different number of ALD cycles. Survey scans from the
surface of ZnO films grown on Si(100) (Figure 3a) indicated
the presence of zinc, oxygen, and carbon with Zn 2p3, O 1s,
and C 1s peaks, respectively. ZnO samples with different
number of ALD cycles on Si(100) reveal the same peaks of Zn
2p3, O 1s, and C 1s. Figure 3b shows the XPS survey scans
obtained from fluorocarbon coated substrates exposed to ALD
growth cycles starting from 34 up to 270. Only F 1s and C 1s
peaks are observed until 102 growth cycles which are
originating from the plasma polymerized fluorocarbon layer.
Although no Zn signal was observed up to 102 cycles, a small
Zn signal appeared at 136 cycles confirming the initiation of
ZnO growth on fluorocarbon/Si. A meaningful Zn 2p3 peak
begins to appear with 202 ALD cycles and remains stable for
further growth cycles. The fact that F 1s peak disappears
abruptly after 136 ZnO ALD cycles supports the nucleation
onset.
These results further verify the contact angle and

ellipsometer measurements and show that ZnO growth initiates

around 136 ALD cycles and that plasma polymerized
fluorocarbon layer is effectively blocking ZnO growth up to
∼130 ALD cycles. Table 1 provides a direct comparison of

atomic percentages (at. %) of Zn from ZnO grown on Si(100)
and fluorocarbon/Si which are evaluated from the quantifica-
tion of XPS survey scans. A notable rise in Zn at. % is observed
only after 136 ZnO ALD growth cycles on fluorocarbon/Si. Zn
at. % remains steady at a value around ∼36−37 at. % on ZnO/
Si with zinc to oxygen ratio (Zn/O) of ∼0.86−0.88.
High resolution XPS scans of Zn 2p3/2 state have been

acquired to extract the formed bonding configuration and
verification of XPS survey scans. Figure 4 shows the HR-XPS
Zn 2p3/2 scans obtained from ZnO grown on fluorocarbon/Si
with different number of growth cycles. No clear peak is
observed for Zn 2p3/2 scan up to 102 ALD cycles, while a weak
and rather broad peak is observed for 136 growth cycles of ZnO
on fluorocarbon/Si. There is a drastic increase in Zn 2p3/2 peak
intensity as the number of growth cycles reach 202. Indeed a
clear well-established Zn 2p3/2 peak is observed at 202nd and
270th ALD cycles on fluorocarbon/Si. This peak is observed at
a binding energy value of 1022.12 eV and corresponds to the

Figure 2. Variation in contact angle (a) and thickness (b) of ZnO with
the increase in number of growth cycles on Si(100) and fluorocarbon/
Si.

Figure 3. XPS survey scans of ZnO grown with different number of
ALD cycles on (a) Si(100) and (b) fluorocarbon/Si revealing presence
of different elements.

Table 1. Variation in Zn at. % with the Increase in Number
of ZnO Growth Cycles on Si(100) and Fluorocarbon/Si

no. of growth cycles Zn at. % on fluorocarbon/Si Zn at. % on Si(100)

34 − 31.28

68 − 24.2

102 − 36.3

136 1.62 37.02

202 24.72 37.54

270 37.58 37.89
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Zn−O bond.69 These results show excellent correlation with all
the characterization results provided so far.
SEM imaging was performed to observe the surface

morphology of ZnO grown on Si and fluorocarbon/Si. Parts
a and b of Figure S1 show the SEM images of bare
fluorocarbon/Si and ZnO grown on fluorocarbon/Si with 68
number of growth cycles, respectively. These SEM images
reveal the uniform surface morphology of fluorocarbon layer
and illustrate no observable growth of ZnO on fluorocarbon/Si
after 68 growth cycles. Parts a and b ofFigure 5 show the SEM

images of ZnO grown with 102 cycles of growth on
fluorocarbon/Si and Si(100), respectively. Very few ZnO
nuclei begin to form on fluorocarbon/Si surface after 102
ALD cycles, while the grainy structure of ZnO is clearly visible
on Si(100) with the same number of ZnO growth cycles. As
XPS did not detect any ZnO on fluorocarbon/Si up to 102
cycles, the observed ZnO nuclei might possibly be below the
detection limit of XPS. Parts c and d of Figure 5 show the SEM
images of 136-cycle ZnO on fluorocarbon/Si and Si. The
quantity of ZnO nuclei notably increased after 136 growth
cycles on fluorocarbon/Si with significantly larger areal
coverage, while relatively larger grains are observed on its

counterpart ZnO on Si(100). On the basis of contact angle,
spectroscopic ellipsometer, XPS, and SEM measurements
presented above, we conclude that plasma-polymerized
fluorocarbon layer is effective in blocking ZnO growth up to
more than 100 ALD cycles.
We have also investigated the blocking/inhibition ability of

plasma-polymerized fluorocarbon layer against other metal
oxide materials including HfO2 and Al2O3. HfO2 and Al2O3

growth have been performed in the same reactor with thermal
ALD using various number of ALD cycles on plasma
polymerized fluorocarbon layer coated on Si(100) and on
bare Si(100) substrates. Contact angle, spectroscopic ellips-
ometer, and XPS measurements have similarly been performed
to investigate the HfO2 and Al2O3 growth selectivity on plasma
polymerized fluorocarbon layer. Figure 6 shows the contact

angle and thickness variation of ALD grown HfO2 on
fluorocarbon/Si(100) and Si(100) as a function of total
number of growth cycles. Both Si(100) and fluorocarbon/Si
show an abrupt decrease in contact angle (Figure 6a) after 50
cycles of HfO2 growth. A slight increase in contact angle is
observed for 100 cycles of HfO2 growth on Si(100) and
fluorocarbon/Si and then it becomes nearly constant for both
the substrates. Figure 6b shows change in thickness of ALD
grown HfO2 on fluorocarbon/Si and Si(100) with the increase
in number of growth cycles. The thickness of HfO2 on Si(100)
increases linearly with the increase in number of growth cycles
and the GPC is measured as ∼0.95−1.00 Å. On the other hand,
the growth rate of HfO2 is substantially less on fluorocarbon/Si
in the first 100 cycles of growth in contrast with Si(100). With
the increase in number of cycles beyond 100, GPC of HfO2 on
fluorocarbon/Si becomes similar as on Si(100). It is evident
from Figure 6b that the slope of HfO2 thickness increase
(GPC) on fluorocarbon/Si is less up to 100 cycles while it

Figure 4. HR-XPS scans of Zn 2p3/2 obtained from ZnO grown on
fluorocarbon/Si as a function of ALD growth cycles.

Figure 5. Plan view SEM images of 102 cycles ALD grown ZnO on
(a) fluorocarbon/Si and (b) Si(100); 136 cycles ALD grown ZnO on
(c) fluorocarbon/Si and (d) Si(100) (all scale bars = 50 nm).

Figure 6. Variation in (a) contact angle and (b) thickness of HfO2 as a
function of ALD growth cycles on Si(100) and fluorocarbon/Si.
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increases beyond that and becomes same as GPC on Si(100).
These results reveal that initial nucleation of HfO2 is
considerably slower on fluorocarbon/Si up to 100 cycles,
where GPC equals the GPC on bare Si surface after sufficient
coverage of HfO2 is achieved.
XPS measurements are conducted on HfO2 grown on

Si(100) and fluorocarbon/Si(100) and recorded survey scans
are presented in Figure S2, parts a and b, which indicate the
presence of Hf 4f, C 1s, and O 1s peaks from HfO2 grown on
both substrate surfaces. However, peak intensity of Hf 4f
obtained from HfO2 grown with 50 cycles on fluorocarbon/Si
is notably lower than the corresponding peak seen on Si(100)
with same number of growth cycles.
Atomic percentages obtained from quantification of these

survey scans are provided in Table S1. These results verify the
contact angle and ellipsometer measurements results and
confirm that HfO2 nucleation is relatively slower on
fluorocarbon/Si within the initial growth cycles.
A similar set of experiments have been conducted for Al2O3

grown on fluorocarbon/Si and Si(100). Figure 7 shows the

variation of contact angle and thickness with the number of
ALD growth cycles on both substrates. In contrary to ZnO and
HfO2, an immediate sharp decrease in contact angle has been
observed for Al2O3 on both fluorocarbon/Si and Si(100),
stabilizing at a value of ∼37−45°. A direct relation in alumina
thickness and number of ALD cycles can be noticed from
Figure 7b with an alumina GPC slightly less on fluorocarbon/Si
then on Si(100). XPS measurements have been conducted on
Al2O3 grown on fluorocarbon/Si and Si(100) and survey scans
have been presented in Figure S3, parts a and b. Al 2p, C 1s,
and O 1s peaks have been observed from films grown on both
substrates. Al quantification from these survey scans have been

presented in Table S2, which shows a significant presence of Al
on all the substrates. These results support the observations of
contact angle and spectroscopic ellipsometer measurements
and reveal that the plasma-polymerized fluorocarbon layer is
rather ineffective in blocking alumina growth. It has been
observed that blocking ability of a particular layer for successful
AS-ALD might depend on ALD processing conditions such as
precursor employed, working pressure, purge time, and
substrate temperature.10,29,52,70−72 In addition to ALD
processing conditions, blocking capability of the fluorocarbon
layer may also depend on plasma polymerization conditions
such as plasma energy, working pressure, and flow rate of feed
gas. Although the plasma-polymerized fluorocarbon layer shows
a superior growth blocking/inhibition feature for the ZnO ALD
process, it may further be optimized along with ALD process
conditions in order to achieve growth selectivity for HfO2 and
Al2O3 as well. Moreover, the achieved maximum number of
ALD cycles before ZnO nucleation takes over might be further
extended with a systematic study in which ICP polymerization
and ALD process conditions are optimized.
After demonstrating the ability of plasma polymerized

fluorocarbon layer to inhibit ZnO ALD growth, the next step
was to employ fluorocarbon layer for patterning of ALD grown
ZnO. Photolithography was used to prepare bare Si and
fluorocarbon/Si checkerboard and line pattern structures in a
sequential manner. Figure 8a shows a plan-view SEM image of
102 cycle ZnO ALD grown on fluorocarbon layer line patterns.
The darker squares represent the areas where fluorocarbon
layer is present, while bright areas represent the ZnO grown
surface. Inset of Figure 8a shows the HR-SEM image from the
interface of dark and bright areas, which reveals the grainy
structure of ZnO only from fluorocarbon uncoated area while
negligible ZnO grains were observed on fluorocarbon layer.
Similarly, Figure 8b shows a plan-view SEM image of 102 cycle
ZnO ALD grown on fluorocarbon checkerboard patterns. The
HR-SEM image obtained from the interface of coated and
uncoated fluorocarbon regions reveal that grainy structure of
ZnO is only present on the bare Si region.
XPS line scan was performed on a 2 mm wide ZnO-coated

patterned fluorocarbon/Si lines. The minimum spot size of X-
rays that could be utilized was ∼100 μm; therefore, patterned
lines of 2 mm width were selected for analysis in order to
gather the data from various points. A line across an area of
interest is selected on the sample and the XPS gathered data
along the line at various points. Zn 2p intensity was measured
in terms of counts per second vs spatial location along the line
and presented in Figure 8c. Clearly, the higher intensity of the
Zn 2p peak is only observed at the location of the ZnO pattern
while the intensity at other points was equal to background
intensity, confirming the successful pattern placement of ZnO.

■ SUMMARY AND CONCLUSION

We demonstrate a method for achieving area-selective ALD
using ICP polymerized fluorocarbon layer as a hydrophobic
blocking layer to inhibit ALD growth. Contact angle,
spectroscopic ellipsometry, XPS, and SEM measurements
were used to evaluate the capability of plasma polymerized
fluorocarbon layer to inhibit metal-oxide ALD growth.
Characterizations carried out revealed that effective ZnO
blocking on fluorocarbon layer can be achieved up to more
than 100 ALD cycles, resulting in selective growth of ∼15 nm
thick films. Initial nucleation has been observed for 136-cycle
ZnO films and additional ALD cycles eventually led to growth

Figure 7. Variation in (a) contact angle and (b) thickness of Al2O3

with the increase in number of growth cycles on Si(100) and
fluorocarbon/Si.
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on fluorocarbon layer at conventional GPC values. On the
other hand, although no complete blocking is observed, a rather
slow nucleation has been observed for HfO2 growth on
fluorocarbon coated surfaces up to 100 growth cycles, while the
same blocking layer deposited under the present conditions has
been found to be ineffective in blocking Al2O3 growth. By
exploiting this inhibition feature of fluorocarbon layer, self-
aligned ZnO deposition has been performed on lithographically
defined patterned fluorocarbon/Si sample. High-resolution
SEM images and XPS line scans confirmed the successful
patterning of ZnO up to a film thickness of ∼15 nm. The
robust albeit rather simple and straightforward technique
presented in this work overcomes various challenges associated
with previous methods of AS-ALD and provides an alternative
route toward nanopatterning using AS-ALD. Moreover, this

method is expected to be implemented in achieving AS-ALD of
other materials as well including metals and III−V compounds.
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