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ABSTRACT

As the semiconductor industry progresses toward more complex multilayered devices with ever smaller features, accurately aligning these
layers with respect to each other has become a bottleneck in the advancement to smaller transistor nodes. To avoid alignment issues,
area-selective atomic layer deposition (ALD) can be employed to deposit material in a self-aligned fashion. Previously, we demonstrated
area-selective ALD of SiO2 using three-step (i.e., ABC-type) ALD cycles comprising an acetylacetone (Hacac) dose (step A), a bis(diethyla-
mino)silane precursor dose (step B), and an O2 plasma exposure (step C). In this work, the mechanisms of the removal and reapplication of
the inhibitor molecules during area-selective ALD were studied, with the aim of enhancing the selectivity of the process. In situ infrared
spectroscopy shows that the O2 plasma exposure does not completely remove the adsorbed Hacac species (i.e., acac adsorbates) at the end of
the cycle. The persisting species were found to contain fragments of Hacac molecules, which hinder subsequent inhibitor adsorption in the
next ALD cycle, and thereby contribute to a loss in selectivity. Alternatively, it was found that an H2 plasma is able to completely remove all
acac species from the surface. An improvement in selectivity was achieved by using a four-step ALD cycle that includes an H2 plasma step,
allowing the nucleation delay to be prolonged from 18 ± 2 to 30 ± 3 ALD cycles. As a result, 2.7 ± 0.3 nm SiO2 can be deposited with a
selectivity of 0.9, whereas only 1.6 ± 0.2 nm can be achieved without the H2 plasma step. This work shows that the addition of a dedicated
inhibitor removal step before the reapplication of the inhibitors can significantly improve the selectivity.

Published under license by AVS. https://doi.org/10.1116/6.0000652

I. INTRODUCTION

Feature alignment in complex multilayered devices is becom-
ing a major bottleneck for the fabrication of nanoelectronics at
sub-5 nm nodes.1–3 Self-aligned fabrication schemes are currently
being developed to relax these constraints.2–7 To enable the devel-
opment of self-aligned fabrication schemes, bottom-up processing
steps are needed in which material is only deposited where it is
required, referred to as area-selective deposition (ASD). ASD
exploits differences in local surface chemistry on a patterned sub-
strate to allow for selective deposition of a material. Since ASD
employs the pattern on a substrate as a template, the deposited
material is intrinsically aligned to the initial pattern.

Atomic layer deposition (ALD) relies on the alternating, self-
limiting adsorption of a precursor and a coreactant.8 ALD provides
a high uniformity, conformality, and atomic-level thickness control,
which, when combined with the self-alignment of ASD, yields a
bottom-up process with a high control of the material deposition.
ALD typically results in uniform deposition of material over the
entire substrate. In some specific cases, the selective adsorption of
an ALD precursor can be exploited to achieve ASD;9–11 however, in
general, the process needs to be altered to enable area-selective
ALD. For example, the non-growth area (i.e., the surface on which
no deposition should take place) can be deactivated by selective
functionalization using inhibitor molecules such that precursor
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adsorption only takes place on the growth area (i.e., the surface on
which deposition is desired).

Self-assembled monolayers (SAMs) are often used as inhibitor
layers, which are typically applied prior to ALD using wet
chemistry.12–18 Alternatively, small inhibitor molecules are recently
being considered for deactivation of the non-growth area.19–22

Here, we consider small inhibitor molecules that can be applied in
vapor phase during the area-selective ALD process. In general, the
selectivity of an area-selective ALD process is eventually lost after a
certain number of ALD cycles, through degradation of the inhibitor
layer, e.g., by thermal desorption of the inhibitor, interactions
between the inhibitor and the precursor, or the use of highly reac-
tive coreactants like ozone or plasmas.21,23–25 As a result, reapplica-
tion of the inhibitors can greatly benefit the selectivity.26 Selectivity

is typically defined as S ¼ θga�θnga
θgaþθnga

, where θga and θnga correspond to

the amounts of deposited material on the growth area and on the
non-growth area, respectively.27

Our approach to area-selective ALD relies on vapor-phase
reapplication of small inhibitor molecules at the start of every ALD
cycle as illustrated in Fig. 1. Vapor-phase dosing is desired in
industrial processing, since it allows for application of the inhibitor
in much shorter time scales and in the same vacuum vessel as used
for the ALD process. By using small inhibitor molecules, we previ-
ously demonstrated area-selective ALD of SiO2, WS2, and
TiN.20,21,28,29 In this approach, the inhibitor molecules are only
required to remain on the surface until the end of the subsequent
precursor dose. As a result, degradation of the inhibitor layer plays
a much smaller role in the selectivity of the process, when com-
pared to approaches that involve surface functionalization only
before the deposition. Moreover, this approach is compatible with
the use of a plasma as the coreactant.

Area-selective ALD of SiO2 is of interest since SiO2 is com-
monly used as a low-κ insulation material in the semiconductor

industry.30 An important application of area-selective SiO2 ALD is
the fabrication of a fully self-aligned vertical interconnect access
(FSAV with V is via). Recently, it became clear that the FSAV will
most likely pioneer area-selective ALD in the industry.4,6 This
application aims at relaxing the alignment constraints for lower-
level metal interconnects (i.e., M1 and M2 metal layers) in the
back-end-of-line (BEOL) by selectively depositing a low-κ dielectric
(e.g., SiO2) on the dielectric surfaces in between the metal lines.2,3,5

The material added by area-selective deposition creates a topogra-
phy that mitigates the consequences of alignment errors in the sub-
sequent via fabrication. The thickness of the dielectric that forms
this topography only needs to be a few nanometers depending on
the quality and choice of the dielectric material.4 It is challenging
to perform thermal ALD of SiO2 at low substrate temperatures due
to the low reactivity that Si precursors have toward either the
surface or the coreactant, and SiO2 is, therefore, typically deposited
using plasma-assisted ALD.31,32 As a result, processes for area-
selective ALD of SiO2 are required to be compatible with a plasma
as the coreactant.

To enable area-selective ALD of SiO2, we previously demon-
strated a process that employs ABC-type ALD cycles comprising
the dosing of acetylacetone (Hacac) inhibitor molecules (step A),
bis(diethylamino)silane (BDEAS) precursor molecules, and an
oxygen plasma exposure (step C).20,21 In our previous work, we
have investigated the blocking of precursor molecules by adsorbed
Hacac inhibitor molecules and found that Hacac adsorbs in two
different bonding configurations, i.e., chelate and monodentate
configuration.21 Hacac adsorbates in monodentate configuration
are unable to block BDEAS precursor adsorption, which leads to a
loss in selectivity. Therefore, besides the main requirements for an
inhibitor molecule in terms of selective adsorption and good pre-
cursor blocking, all possible inhibitor adsorption configurations
need to be considered when selecting suitable inhibitor molecules
for area-selective ALD. In addition, the use of a plasma coreactant

FIG. 1. Schematic illustration of the original ABC-type ALD cycle and the improved ABDC-type ALD cycle for area-selective ALD of SiO2. In the original process, inhibitor
molecules are dosed during step A, which selectively adsorb on the non-growth area of a pattern. Subsequently, the adsorbed inhibitor molecules block precursor adsorp-
tion on the non-growth area during step B when the precursor is dosed. Finally, in step C, the inhibitor molecules and the precursor ligands are (partially) removed from
the surface by an O2 plasma exposure. The improved process includes an additional step (step D) prior to the O2 plasma during which the substrate is exposed to an H2
plasma. During this step, the inhibitor molecules are more effectively removed from the non-growth area.
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during area-selective ALD introduces requirements for the process
concerning the inhibitor removal and reapplication, which have to
be satisfied independently from the requirements identified in our
previous work. During a plasma exposure, a large portion of the
inhibitor molecules are expected to be removed from the non-
growth area, and it is therefore critical that reapplication of the
inhibitor molecules restores the inhibitor layer to its original state
before the plasma exposure. In order to prevent the formation of
defects in the inhibitor layer as a result of repeated removal and
reapplication of inhibitors [see Fig. 2(a)], the coreactant must
completely remove the inhibitor adsorbates from the surfaces or
alternatively should not induce dissociation of the inhibitor species.
The latter is very challenging to achieve when using organic mole-
cules as inhibitors. Therefore, complete inhibitor removal during
every cycle should be targeted to achieve high selectivity.

The aim of this work is to provide insight into the reaction
mechanisms involved in the cycle-wise removal and reapplication
of small inhibitor molecules during area-selective ALD. To this
end, inhibitor adsorption and plasma removal were studied using
in situ ellipsometry and infrared (IR) spectroscopy, considering
Hacac on an Al2O3 non-growth area as a model system. It was
found that an O2 plasma is unable to completely remove the inhibi-
tor species from the non-growth area, which leads to loss of selec-
tivity. Therefore, the addition of an H2 plasma step in a four-step
process (see Fig. 1) was studied in order to more effectively remove
Hacac inhibitor species from the surface. The nucleation behavior
of the ALD processes and the impurity levels of the SiO2 films
deposited with and without H2 plasma steps were investigated.
Based on the acquired insights, the process requirements for the
removal and reapplication of inhibitor molecules are discussed.

II. EXPERIMENTAL DETAILS

A. Reactors

The IR experiments were performed in a home-built ALD reactor.
This reactor is equipped with an inductively coupled plasma source, a
turbo-molecular pump backed by a roughing pump, and a Prevac
manipulator as described in more detail in a previous work.21 All other
depositions were performed in an Oxford Instruments FlexAL reactor,
which is similar to the home-built reactor in terms of the plasma
source and pump system but is also equipped with a loadlock.33

B. ALD process

The three-step (i.e., ABC-type) ALD process employed in this
work is identical to the ABC-type process described in our previous
work.20,21 For the four-step (i.e., ABDC-type) ALD process, 4 s H2

gas flow stabilization, 25 s H2 plasma, and 3 s purge steps were
added between the precursor and O2 plasma step without alteration
of the rest of the cycle (Fig. 1). All plasma exposures in this work
were operated with a grounded substrate table. The H2 plasma was
operated at 300 mTorr and 600W. These plasma conditions were
found to yield optimal results in terms of the selectivity (see Fig. S1
in the supplementary material46). Before each deposition, the sub-
strate was exposed to Ar (100 SCCM) and O2 (50 SCCM) flows at
250 mTorr for 20 min to facilitate the heating of the substrate to a
stable temperature. Subsequently, the substrate was exposed to

5 min of O2 plasma in order to remove any adventitious carbon
from the surface. All experiments were performed at 150 °C.

C. IR spectroscopy

The details of the IR setup are described in a previous work.21

Instead of a powder substrate, a planar Si substrate was employed,
which prevents surface recombination of plasma radicals from
affecting the experimental results. The sample was heated by an
electrical current through the Si substrate, and the temperature was
monitored using a thermocouple that was attached to the substrate.
Prior to the experiments, these substrates were coated using 30
ALD cycles of the Al2O3 (TMA/H2O) ALD process at 300 °C.

D. Spectroscopic ellipsometry

The subcycle results of Fig. 2 and the nucleation curves in Fig. 6
were measured using in situ spectroscopic ellipsometry. A J.A.
Woollam M2000D ellipsometer with a range of 1.3–5 eV was
employed at an angle of incidence of 70°. All ellipsometry experi-
ments were performed on planar substrates in the Flexal reactor. For
the subcycle experiments, alternating Hacac and plasma exposures
were applied to the substrate, and ellipsometry measurements were
performed after each exposure. These experiments allow for investi-
gating the amount of added and removed inhibitor species after each
individual step. Since the dielectric function of a monolayer of
adsorbed Hacac is unknown, the ellipsometry measurements yield an
“apparent” thickness, which can be used as a measure of adsorbed
inhibitor molecules on the surface.34 To determine the nucleation
curves presented in Fig. 6, ellipsometry measurements were only per-
formed at the end of each ALD cycle and give insight into how much
SiO2 has been deposited on the substrate. A Cauchy model (A = 1.55,
B = 0.01; n = 1.58 at 600 nm) was used to determine the adsorption of
Hacac (Fig. 2) and the growth of SiO2 (Fig. 6). Prior to the experi-
ments, the substrates were coated with either Al2O3 or SiO2 using 300
ALD cycles of TMA/O2 plasma or BDEAS/O2 plasma, respectively.

E. X-ray photoelectron spectroscopy

The XPS depth profiles were measured using a K-Alpha
system from Thermo Scientific. A 1000 eV Ar ion beam was
employed to sputter through a 10 nm SiO2 film. Sputter intervals
of 30 s were used between measurements. A distinction was made
between elemental Si (99.4 eV) and SiO2 (103.5 eV) in the Si 2p
peak in order to differentiate between the substrate and the depos-
ited film. Before depth profiling, a survey measurement was per-
formed over the entire range of the XPS (0–1350 eV) to rule out
any unexpected impurities.

III. RESULTS AND DISCUSSION

Subcycle ellipsometry measurements were performed in order
to study the removal and reapplication of inhibitor species when
using a plasma as the coreactant. As discussed in the Introduction,
all adsorbed inhibitor species should be removed from the surface
after the plasma exposure to ensure a clean non-growth area for the
subsequent ALD cycle [Fig. 2(a)]. However, the ellipsometry results
in Fig. 2(b) indicate that the removal of acac species from an Al2O3

substrate using O2 plasma is incomplete, because the apparent
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thickness does not return to 0 nm. After each Hacac dose, the
apparent thickness returns to approximately the same value. The
increase in the apparent thickness during the second Hacac dose is,
therefore, smaller than the increase during the first dose, which
suggests that the inhibitor fragments on the surface are hindering
the reapplication of Hacac inhibitor molecules. The apparent thick-
ness measured after each O2 plasma exposure appears to increase
slightly with respect to the previous plasma exposure, which is
corroborated by the IR data in Fig. S3 (Ref. 46) discussed later.
Therefore, there seems to be a build-up of inhibitor fragments on
the surface as a function of repeated removal and reapplication of
inhibitor molecules. This build-up suggests that a part of the
persisting species remains on the Al2O3 surface even after several
O2 plasma exposures. The O2 plasma, therefore, does not seem to
fully satisfy the requirements for area-selective ALD with a plasma
coreactant as discussed in the Introduction.

Alternatively, an H2 plasma could be employed to remove the
acac adsorbates. H2 plasma has been reported to be very effective
at removing acac adsorbates during atomic layer etching (ALE) of
AlN using Sn(acac)2.

35 The removal of acac inhibitor species with
an H2 plasma was investigated using ellipsometry as shown in
Fig. 2(c). The results suggest that, in contrast to an O2 plasma, an
H2 plasma is able to completely remove the acac species from the
surface, resulting in a clean Al2O3 surface. Moreover, the apparent
thickness after each H2 plasma exposure is slightly negative, indi-
cating that the Al2O3 surface is altered or etched. Hacac has been
reported to be a suitable reactant for ALE of Al2O3 at 250 °C.

36 In
our process, repeated Hacac and H2 plasma exposures were found
to etch the Al2O3 slightly (with 0.0036 ± 0.0002 nm/cycle, see
Fig. S2 in the supplementary material46), most likely through the
formation of Al(acac)3. The apparent thickness after each Hacac
dose in Fig. 2(c) does not decrease as a result of this etching reac-
tion, which indicates that it does not affect Hacac adsorption.

In order to investigate the persisting species in more detail, the
removal of acac species by O2 plasma was studied using IR spectro-
scopy. The results shown in Fig. 3 indicate that it is challenging to
completely remove all adsorbed Hacac species from an Al2O3 sub-
strate. No significant preference in the removal of Hacac in mono-
dentate or chelate configuration21 was observed during the O2

plasma. Importantly, even after 100 s of O2 plasma exposure, i.e., 20
times longer than what is normally used for the ABC-type process,
CZO and CvO bond containing species persist on the surface, as
can be seen in the spectra in Fig. 3(a). In addition, the different IR
peaks attributed to adsorbed Hacac do not decrease with the same
rates during the O2 plasma exposure, as can be concluded from
Fig. 3(b). The IR peaks that indicate the presence of CZO bond con-
taining species decrease slower than the IR peaks attributed to CZC

FIG. 2. Removal of Hacac inhibitor species using a plasma. (a) Schematic illus-
tration of how incomplete removal of inhibitor species leads to defects in the
inhibitor layer. During the plasma exposure, the inhibitor is incompletely
removed leaving fragments on the surface. These fragments could hinder inhibi-
tor adsorption in the next cycle and do not necessarily block precursor adsorp-
tion equally well as intact molecules, therefore leading to a loss of selectivity. (b)
and (c) Subcycle ellipsometry results showing the apparent thickness of Hacac

inhibitor species adsorbed on an Al2O3 substrate during alternating (b) Hacac
(step A) and O2 plasma (step C) pulses or (c) Hacac and H2 plasma (step D)
pulses. Since the dielectric function of a layer of acac adsorbates is unknown, a
simple Cauchy model was used to determine the apparent thickness of the
inhibitor layer. This apparent thickness does not correspond to the actual thick-
ness of the inhibitor layer but can be used as a measure of the adsorbed inhibi-
tor species on the surface.34 The results show that there are persisting inhibitor
species on the surface after the O2 plasma exposures, whereas the inhibitor
species appear to be completely removed after the H2 plasma exposures.
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and CZH bond containing species. This observation suggests that
the acac adsorbates are dissociated during the O2 plasma exposure,
resulting in inhibitor fragments on the surface. Moreover, the IR
spectra show peaks at 1640 and 1730 cm−1 that increase with the O2

plasma exposure, which indicates that new CZO and CvO bond
containing species are formed on the Al2O3 surface during the
removal reactions. Re-exposing the surface to Hacac after the O2

plasma exposure (Fig. S3 in the supplementary material46) shows
that these persisting CZO and CvO bond containing species
hinder Hacac adsorption in the next cycle.

The persistence of Hacac fragments during the O2 plasma is
surprising at first sight as O2 plasma is commonly used as the
cleaning step to remove organics from a surface. However, the
plasma conditions employed in this work are relatively mild and
have, for example, been shown to allow for plasma-assisted ALD of
SiO2 on perovskite quantum dots without significant damage to
the organic ligands of these quantum dots.37 Note that, the forma-
tion of persisting CvO and CZO bond containing species, in the
form of formates and carbonates, has also been reported during the
O2 plasma step of plasma-assisted ALD of Al2O3.

38–40 In the case
of Al2O3 ALD, these formates and carbonates do not block precur-
sor adsorption. The persisting acac fragments can be expected to
behave similarly and could, therefore, lead to defects in the inhibi-
tor layer as illustrated in Fig. 2(a). Possibly, complete Hacac
removal could be achieved with harsher O2 plasma conditions;
however, the use of harsher O2 plasma conditions is undesired as it
could cause damage to the deposited SiO2 layer or the employed
substrate (e.g., carbon-doped SiO2 and metal for FSAV
applications).

FIG. 3. (a) IR spectra of an Al2O3 substrate functionalized with Hacac, which has
been exposed to O2 plasma for different exposure times. The graph shows peak
assignments that are based on the literature (Refs. 21, 37, and 38; see Table S1
in the supplementary material, Ref. 46). The skeletal deformation modes of the
acac adsorbate complex are not included due to their relatively low intensities. (b)
Integrated IR signal for CZC + CH3 (1560− 1500 + 1430− 1320 cm−1), CZO
(1710− 1560 + 1500− 1430 cm−1), and CvO (1775− 1710 cm−1) bond con-
taining species as a function of O2 plasma exposure. The integrated signal for the
CvO bond containing species was multiplied by a factor of 10 for clarity. Note
that there is an overlap between the IR adsorption of the CO and CC + CH3 bond
containing species, and therefore there is a small contribution of species contain-
ing CZO bonds to the integrated signal of the species containing CZC or CH3
groups and vice versa. The integration ranges were chosen such that the effects
of this overlap were mitigated.

FIG. 4. (a) IR spectra of the Al2O3 substrate functionalized with Hacac during
an H2 plasma exposure. (b) Integrated IR signal of the Hacac spectra
(1800− 1300 cm−1) as a function of O2 and H2 plasma exposure.
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Using an H2 plasma was investigated as an alternative way of
removing the acac adsorbates from the surface. In agreement with
the ellipsometry results, the IR spectra in Fig. 4 show that complete
acac removal can be achieved with an H2 plasma. Moreover, in
contrast to what was observed for an O2 plasma, all the IR peaks
attributed to acac adsorbates were found to decrease with the same
trend (see Fig. S4 in the supplementary material46). Hacac adsorp-
tion after such an H2 plasma exposure step should, therefore, be
able to proceed independently from any previous inhibitor applica-
tion or removal steps. The O2 plasma step is still critical for the
deposition of an SiO2 film since greatly reduced and nonlinear
growth was observed without the O2 plasma step (see Fig. S5 in the
supplementary material46), most likely due to incomplete removal
of the precursor ligands. By employing H2 and O2 plasma expo-
sures in a four-step ALD cycle, complete removal of both the
inhibitor species and the precursor ligands can be achieved.
The resulting ALD cycle, shown in Fig. 1, is referred to as an
ABDC-type cycle such that labeling of the inhibitor, precursor, and
O2 plasma steps are the same as for the ABC-type cycle.

It is important to evaluate the material quality of the deposited
material because it affects the insulating properties of the SiO2 (e.g.,
C impurities typically result in a lower κ-value, whereas H impuri-
ties lead to a lower breakdown voltage).41,42 In a previous work,
SiO2 layers grown with the BC-type process were electrically char-
acterized and found to have a κ-value of 4.7.43 Films deposited
using BC-, ABC-, and ABDC-type cycles were characterized using
IR spectroscopy (Fig. 5) and XPS depth profiling (Fig. S7 in the
supplementary material46) in terms of impurities. The results show
that no C impurities are incorporated for any of the ALD processes,
which means that the material quality is not affected by dosing
Hacac during ALD. In addition, no significant differences in the O
content (O/Si = 2.22 ± 0.04 for BC- and ABC-type cycles, and
2.17 ± 0.04 for ABDC-type cycles) were observed, which shows that
the stoichiometry of the deposited SiO2 is not affected. The IR
spectra indicate that the H2 plasma of the ABDC-type cycles results
in a decrease of incorporated OH groups with respect to the other
processes, whereas the number of incorporated SiH groups is
increased. However, after a 450 °C anneal in an N2 environment

(i.e., BEOL compatible), it was found that those SiH and SiOH
groups could be removed from the ABDC-type grown SiO2 films
(see Fig. S6 in the supplementary material46). These results, there-
fore, show that similarly high-quality SiO2 films can be obtained
using the BC- and ABDC-type ALD processes.

Nucleation curves for BC-, ABC-, and ABDC-type ALD cycles
were measured using ellipsometry in order to investigate the effects
of the added H2 plasma step on the ALD growth. SiO2 ALD was
found to result in immediate growth on an SiO2 substrate regard-
less of which an ALD cycle was employed as shown in Fig. 6(a).
Moreover, no significant differences in the growth per cycle were
observed between the studied processes, meaning that the growth
of SiO2 is not affected by the H2 plasma. In contrast, the addition
of the H2 plasma step does have an influence on the nucleation of

FIG. 5. (a) Ex situ IR spectra of SiO2 layers deposited using 100 BC, ABC, or
ABDC-type ALD cycles.

FIG. 6. Nucleation curves as measured by in situ ellipsometry for the BC, ABC,
and ABDC-type ALD processes on (a) SiO2 substrates and (b) Al2O3 substrates.
The growth per cycle of each process in the linear growth regime of the nucle-
ation curves is listed in the legends of (a) and (b).
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SiO2 ALD on Al2O3 surfaces, as shown in Fig. 6(b). As expected
from our previous work,20 SiO2 nucleates readily on an Al2O3 sub-
strate when the BC-type ALD process is employed, whereas adding
an Hacac inhibitor dose to the ALD process results in a nucleation
delay of 18 ± 2 ALD cycles (defined as the cycle after which the
selectivity drops below 0.9).44,45 This nucleation delay was found to
be reproducible with a minimal run-to-run variability (see Fig. S8
in the supplementary material).46 Importantly, the nucleation delay
can be extended to 30 ± 3 cycles by adding an H2 plasma step,
which is attributed to the more complete removal of the adsorbed
inhibitor species at the end of each cycle, as described above. As a
result, the ABDC-type ALD cycle is able to deposit 2.7 ± 0.3 nm
SiO2 (with a selectivity of 0.9),44,45 whereas the ABC-type ALD
process was only capable of depositing 1.6 ± 0.2 nm.

IV. CONCLUSIONS

The removal of inhibitor species during area-selective ALD
using a plasma was investigated in terms of the mechanisms that
can affect the selectivity. It was found that an O2 plasma cannot
completely remove all Hacac inhibitor species from an Al2O3

surface. The Hacac species that persist during the O2 plasma expo-
sure were found to consist of Hacac fragments. IR spectroscopy
shows that CZO and CvO containing species are formed during
the O2 plasma exposure of the area-selective ALD process. These
species do not effectively block precursor adsorption and, therefore,
act as defects in the inhibitor layer during area-selective ALD.
Alternatively, an H2 plasma was observed to result in complete
removal of inhibitor species, leaving a clean non-growth area for
inhibitor adsorption in the next ALD cycle. The nucleation delay
for area-selective ALD of SiO2 was extended significantly by adding
an H2 plasma step to the ALD cycle before the O2 plasma coreac-
tant step.

The requirement of complete inhibitor removal during the
process can be generalized to other area-selective ALD approaches.
When using a highly reactive coreactant, it can be expected that
dissociation of the inhibitor takes place during the coreactant expo-
sure, and therefore it is vital that the inhibitor molecules are
completely removed before the next inhibitor dose. For ALD pro-
cesses using ozone as coreactant, the formation of persisting for-
mates and carbonates was also reported,38 which suggests similar
dissociation reactions can also be expected in area-selective ALD
processes that involve ozone. When using SAMs as an inhibitor
layer, the selectivity is often lost due to ALD growth within or on
top of the SAM layer.25 In this case, the removal of the SAM layer
was shown to be very beneficial for the selectivity as this also
allows for removal (i.e., lift-off ) of the deposited material.15,26 From
the current study, we learn that reapplication of the inhibitor does
not necessarily restore the inhibitor layer to its original state before
degradation. The addition of a dedicated inhibitor removal step
should, therefore, be considered to achieve area-selective ALD with
high selectivity.
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