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thiol adsorbates in that they form remarkably stable bonds with gold, the
generation of NHC-based self-assembled monolayers (SAMs) typically
requires a strong base and an inert atmosphere, which limits the utility of
such films in many applications. Herein, we report the development and
use of bench-stable NHC adsorbates, benzimidazolium methanesulfo-
nates, for the direct formation of NHC films on gold surfaces under an
ambient atmosphere at room temperature without the need for
extraordinary precautions. The generated NHC SAMs were fully
characterized using ellipsometry, X-ray photoelectron spectroscopy
(XPS), polarization modulation infrared reflection-absorption spectros-
copy (PM-IRRAS), and contact angle measurements, and they were
compared to analogous SAMs generated from an NHC bicarbonate
adsorbate. Based on these findings, a unique radical initiator a,m-bidentate azo-terminated NHC adsorbate, NHC1SAZO[OM:s],
was designed and synthesized for the preparation of SAMs on gold surfaces with both NHC headgroups bound to the surface. The
adsorbate molecules in NHC15AZO SAMs can exist in a hairpin or a linear conformation depending on the concentration of the
adsorbate solution used to prepare the SAM. These conformations were studied by a combination of ellipsometry, XPS, PM-IRRAS,
and scanning electron microscopy using gold nanoparticles (AuNPs) as a tag material. Moreover, the potential utility of these unique
radical-initiating NHC films as surface-initiated polymerization platforms was demonstrated by controlling the thickness of
polystyrene brush films grown from azo-terminated NHC monolayer surfaces simply by adjusting the reaction time of the
photoinitiated radical polymer growth process.

KEYWORDS: N-heterocyclic carbenes (NHCs), self-assembled monolayers (SAMs), azo surface initiator,

benzimidazolium methanesulfonates, surface-initiated polymerization, photoinitiated radical polymerization, polymer brushes,
thickness control
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ABSTRACT: Although N-heterocyclic carbenes (NHCs) are superior to Z

B INTRODUCTION initiator-terminated adsorbates have been developed for use on
various substrates, most studies have focused on Au"'"'* or
silica.”'” Developing a method for surface-grafted polymer-
izations from self-assembled monolayers (SAMs) derived from
the adsorption of organothiols on gold offers several
advantages compared to SAMs derived from the adsorption
of organosilanes on silica. First, organothiol SAMs on gold are
easy to form, well defined, and well studied.'* Second, SAMs
on gold offer surfaces composed of readily selectable chemical
functionalities depending on the terminal species of the
adsorbate used, which can be used to tune the interfacial

Surface modification by grafted polymer brushes has emerged
as a powerful technology for tuning the physical and chemical
properties of interfaces, and it has facilitated progress in
multiple interface applications, including antifouling coat-
ings,'* nanoscale sensors,”” energy storage,® catalysis,” and
nanochannels.® In general, thin polymer films, so-called
polymer brushes, are polymer chains with end groups tethered
onto a solid interface.” Such thin films can be generated by
adsorbing presynthesized polymers onto a surface (grafting to)
or by growing polymers from surfaces (grafting from).
Although the grafting to method is generally used to fabricate
polymer brushes due to its experimental simplicity, grafting
from techniques are more favorable because they can lead to
higher grafting densities and greater film thicknesses.'’
Surface-initiated polymerizations (grafting from) typically
require initiator groups anchored on the surface to grow
polymers directly from substrates. Although several types of
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Scheme 1. Molecular Structure of the NHC1SOH[OMs] Adsorbate and the Corresponding SAM Formation on the Surface of
Gold (Top). Molecular Structure of the NHC1SAZO[OMs] Adsorbate, the Corresponding SAM, and Polystyrene Brush on

the Surface of Gold (Bottom)
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properties in a controllable fashion. Moreover, organic

SAMs on gold have the capacity to utilize surface plasmon
resonance (SPR) effects for useful applications (e.g, in
biosensing).'® Thus, surface modifications, including polymer-
izations via SAM formation, have been investigated mainly
using thiol absorbates, despite the instability of Au—S bonds at
temperatures higher than ~80 °C and under oxidizing
conditions."”™*'

As a more stable anchoring headgroup, N-heterocyclic
carbenes (NHCs) have recently generated substantial interest
in the functionalization of Au surfaces.”””>* NHCs form a
bond with gold that is remarkably more stable (~40 kcal/mol)
than Au—S bonds (~30 kcal/mol), and they are synthetically
versatile due to their compatibility with various organic
functional groups.”’ In fact, the Crudden group found that
SAMs generated from NHCs are more chemically, thermally,
and electrochemically stable than thiol-derived SAMs on
gold." Despite these attractive features, the major drawback to
forming SAMs on gold via carbene adsorption is the
contamination of residual amines from the strong bases (e.g,
KHMDS) used to produce free carbenes; such residues limit
the formation of well-ordered SAMs because these residual
amines can bind strongly to the metal surface.”>*® The most
successful efforts to overcome this disadvantage have been
concentrated on using “masked NHCs”, which can generate
free carbenes without the use of strong bases.”” Specifically, the
Crudden group reported the preparation and deposition of
benzimidazolium hydrogen carbonate salts, which are “masked
NHCs”, on gold surfaces.””*®* In these studies, bench-stable
NHC bicarbonate-based adsorbates were prepared via ion-

exchange. Gold slides were then immersed into solutions of the
NHC bicarbonate-based adsorbates under an ambient
atmosphere, which led to self-assembly of the adsorbates into
thin films on the gold surfaces. However, the studies related to
NHC-based SAMs on flat gold surfaces thus far have mostly
focused on the configurations of NHC adsorbates on gold
surfaces using experimental and computational methods.”*™*
Until now, there have been only limited examples of
functionalized NHC SAMs and their applications,”” including
biosensors,3'6’3'7 microprinting,"’8 organic electronics,39_41
photoswitches,” and polymerization.*>>°

In this study, we report a new method for the direct
formation of functionalized NHC-based monolayers on gold
and utilized azo-initiated NHC SAMs for growing polymer
brushes from gold surfaces based on this newly developed
method. This method includes three steps: (i) development of
the bench-stable benzimidazole methanesulfonate-based ad-
sorbates and optimization of their SAM formation on gold, (ii)
generation and characterization of azo-initiator NHC SAMs on
gold, and (iii) surface-initiated polymerizations from the azo-
radical initiated NHC monolayers. Specifically, we synthesized
1,3-diisopropyl-6-((15-hydroxypentadecyl) oxy)-1H-benzo[d]-
imidazol-3-ium methanesulfonate (NHC15OH[OMs]) and
optimized the conditions for the direct formation of its
monolayers on gold, as illustrated in Scheme 1 (top). The
formation of NHC SAMs from our NHC[OMs] adsorbates
not only prevents possible contamination of the gold surface
by the residuals of bases or incomplete ion exchange but also
prevents the degradation of the functional groups of the NHC-
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Scheme 2. Challenges in the Deposition of NHC Adsorbates to Generate Organic Thin Films®
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“#(a) Hlustration of the procedures used to deposit NHC adsorbates on the gold employed ion-exchange step. (b) I 3d region of the XPS spectrum
of the film generated through steps (i) and (ii). (c) Ag 3d region of the XPS spectrum of the film generated through steps (iii—v).

based adsorbates and facilitates the synthesis of NHCs
containing complex functional groups.

The optimized conditions were then applied to generate azo-
functionalized NHC thin films for polymer brush growth on
gold surfaces. We synthesized the azo-initiator adsorbate 6-
((15-((4-cyano-4-((2-cyano-5-((14-((1,3-diisopropyl-1H-
benzo[d]im-idazol-3-ium-S$-yl) oxy)tetradecyl) oxy)-S-oxopen-
tan-2-yl)diazenyl)pentanoyl)oxy)pentadecyl) oxy)-1,3-diiso-
propyl-1H-benzo[d]imidazol-3-ium methanesulfonate
(NHC15AZO[OMs]), as shown in Scheme 1 (bottom). The
designed adsorbate has two unique features: (i) NHC
headgroups to improve the thermal and oxidative stability of
the SAMs on gold and (ii) an a,w-bidentate architecture to
tether all of the azo radical initiator sites to the surface;
consequently, no surface-unbound free polymer chains would
be generated during polymer growth. Such free polymer
species sometimes adhere to the growing polymer films and
cannot be removed easily, and they affect the quality of the
surface-grafted polymer brushes."' Moreover, we examined
NHCI15AZO SAMs generated from solutions with systemati-
cally varying concentrations (0.01, 0.10, and 1.00 mM) of the
NHC15AZO[OMs] adsorbate to investigate the effect of the
adsorbate concentration on the conformations of the related
NHC monolayers on gold (hairpin vs linear). The monolayers
were characterized by optical ellipsometry, X-ray photoelectron
spectroscopy (XPS), polarization modulation infrared reflec-
tion-absorption spectroscopy (PM-IRRAS), contact angle
goniometry, and scanning electron microscopy (SEM).
Importantly, the potential application of our newly developed
system was illustrated by growing polystyrene brushes via
photoinitiated polymerization under irradiation using UV 365
nm light.
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B EXPERIMENTAL SECTION

Complete details regarding the materials, procedures, and instru-
mentation used to perform the research reported in this manuscript
are provided in the Supporting Information.

B RESULTS AND DISCUSSION

Development of the NHC150H[OMs] Adsorbate and
Its Formation of Thin Films on Gold. To deposit NHCs on
gold surfaces to generate monolayers, free NHCs are typically
prepared in situ using base deprotonation of imidazolium
halogen salts in an air-free and water-free environ-
ment.'”>>?#344075 However, base residues prevent the
formation of well-ordered NHC SAMs;* additionally, the
NHC15AZ0-based molecule, the target adsorbate to be
deposited on gold surfaces for surface-anchored polymer-
izations, possesses ester functional groups that are labile under
such conditions due to transesterification reactions that occur
in the presence of strong bases.”” An alternative method has
been explored to deposit NHC SAMs on gold surfaces using
NHC bicarbonate or NHC-CO, adduct precursors via vapor
deposition under vacuum conditions.””***"#5*%%% The use of
such bicarbonate or CO, adduct forms, called “masked
NHCs”, has been an attractive strategy because they are
relatively stable under air, and CO, and H,O are the only
byproducts upon the generation of free NHCs to form SAMs
on Au surfaces.””*” Although this approach enables the
formation of well-ordered monolayers without contamination
issues, the addition of heat during the preparation of the NHC-
CO, adduct precursors is unsuitable for our targeted azo-
functionalized NHC15AZO precursor because the azo groups
decompose at high temperatures.”® Alternatively, the bicar-
bonate form of “masked NHC” adsorbates can be prepared

https://doi.org/10.1021/acsami.2c10985
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under mild conditions from the iodide salts of their
imidazolium/benzimidazolium precursors after treatment
with an ion-exchange resin.””***”*° Thus, we synthesized
NHC150H iodide (NHC1SOH[I]) and converted it to
NHC15OH[HCO;] to identify the deposition conditions for
NHC SAM formation (Scheme 2a, steps (i) and (ii)).

The challenge with the ion-exchange procedure is that it can
be difficult to assess the completeness of the procedure without
relying on elemental analysis, and the transformation can be
further challenging with more structurally complex NHCs such
as NHC150H, which is shown in Scheme 2a. To examine the
effectiveness of the iodide exchange, we prepared SAMs from
ion-exchanged NHC15OH[HCO;] as in Scheme 2a, step (ii)
and probed their elemental composition by X-ray photo-
electron spectroscopy (XPS). This technique enables the
determination of the chemical compositions of the SAMs
based on the binding energies of the various elements present
in the SAM.**° The I 3d region of the XPS spectrum, which
ranges from 612 to 634 eV, was specifically examined, and it
was found that the SAMs contained a substantial amount of
iodide, as shown in Scheme 2b. It is known that iodide strongly
adsorbs on the Au(111) facets,>"* leading to uncontrolled
SAM quality. For further confirmation of the monolayer
quality, ellipsometric thicknesses of alkyl-terminated NHC15
SAMs on gold generated by a similar procedure (Figure S1)
were measured. As shown in Figure S1, 35 different samples of
NHC1S5 SAMs were prepared, and their corresponding
thicknesses varied in the range of 1—11 A. Thus, we were
unable to obtain high-quality NHC SAMs from the
bicarbonate form of both “masked NHC” adsorbates
NHC150H[HCO;] and NHC15[HCO;] prepared from the
iodide salts of their NHC precursors and treatment with ion-
exchange resin.

To attempt complete removal of iodide in NHC SAMs, we
performed a salt metathesis reaction of NHC1SOH[I] with
silver methanesulfonate (AgOM:s) to form NHC150OH[OMs]
after removing the precipitated silver iodide (Scheme 2a, step
(iii)). A subsequent ion-exchange step in a methanolic solution
generated the desired NHC1SOH[HCO;] adsorbate, which
was then used for monolayer formation (Scheme 2a, steps (iv)
and (v)). Although these samples were devoid of iodide, the
films generated by this route were contaminated with silver,
detected in the Ag 3d region of XPS spectra from 378 to 363
eV, as shown in Scheme 2c.

Considering the contamination challenges mentioned above,
we then attempted to form SAMs on gold from an NHC
precursor prepared without iodide but with an apparently
innocent counterion. As shown in Scheme 3, NHC150H-

Scheme 3. Synthesis of the NHC15OH[OMs] Adsorbate
and SAM Formation

H

HO 0,
014, o §’12 VRRTS
1 o

4 Au(111) o}
o >’° 6’\ MeOH, air
—_— _—
Q Cs,C03, CH,CN
©)
NQ/NH
1

NVN\(

eOMs > »)
NHC150H[OMs] @))))))))))))%3
NHC150H

[OMs] adsorbates were directly synthesized from commer-
cially available 2-propyl methanesulfonate and compound 1
(the detailed synthetic procedures are described in Scheme S1
in the Supporting Information). Interestingly, direct deposition
of the bench-stable NHC150H[OMs] adsorbate allowed for
the formation of high-quality NHC15OH thin films on gold
surfaces when Au slides were immersed in methanol solutions
of NHC150H[OMs] under an atmosphere of air at room
temperature for 24 h, as shown in Scheme 3 and described in
the following sections.

To compare the quality of SAMs generated from the
NHC150H[OMs] and NHC150H[HCO;] adsorbates,
NHC150H[HCO;] was synthesized through ion exchange
of the NHC15OH[OMs] compound using an ion-exchange
resin, and the corresponding NHC150H SAMs were prepared
in methanol solutions. NHC1SOH SAMs generated from the
NHC150H[OMs] and NHC1SOH[HCO;] adsorbates were
characterized by four different surface characterization
techniques, with each characterization experiment conducted
at least three times. The data are summarized in Table 1.

First, preliminary confirmation of the presence of SAMs on
the gold substrates was evaluated by measuring the SAM
thickness using ellipsometry (see Figure S2a,b). The thickness
of the monolayers derived from NHC150H[OMs] was 11 A,
which is the same as that of the films generated from
NHC150H[HCO;] within the experimental error. Next, the
N 1s spectra of the monolayer generated from the
NHC150H[OMs] and NHC15OH[HCO,] were curve-fitted,
as shown in Figure S2c. The peaks found at 399.8 eV indicate
that both the NHC1SOH[OMs] and NHC1SOH[HCO;]
adsorbates were covalently bound to the gold surface, and this
finding is consistent with other reported benzimidazole-based
SAMs on gold (400.2—400.6 eV),”>***** although the peaks
are shifted by 0.4—0.8 eV. Such a shift to higher binding energy
in these SAMs can plausibly arise from charge depletion at the
N atoms in the NHC monolayers due to the interaction of
their 7-electron system with the Au substrate.”"*

In the NHC150H SAMs, the alkyl chains on the
benzimidazole moieties help to maximize interchain van der
Waals interactions, allowing the molecules within these SAMs
to have an upright orientation, and insufficient chain—chain
interactions lead to more flat-lying adsorbate structures on the
substrate.” Polarization modulation infrared reflection-absorp-
tion spectroscopy (PM-IRRAS) is a useful technique that can
be used to evaluate the conformational order or crystallinity of
alkyl chains in SAMs.'>*** Specifically, the positions of the
asymmetric methylene C—H stretching vibration (2%") bands
provide insight into the intermolecular environment of the
alkyl chains in orﬁanic thin films.”> For example, the peak
position for the ™ in an octadecanethiol monolayer on gold,
which is conformationally ordered with trans-extended chains,
is ~2918 cm ™', whereas this peak shifts to higher wavenumbers
in films with more liquid-like structures due to the increase in
gauche defects.”®” The peak positions for the asymmetric
methylene C—H stretching in NHC150H SAMs generated
from both salts (OMs and HCO;) were observed at 2927
cm™), as shown in Figure S2d, indicating that the NHC-based
monolayers are less conformationally ordered than the thiol-
based monolayers. Finally, the contact angles of water as the
probe liquid were used to evaluate the interfacial properties of
the two surfaces. The contact angles were ~80° for both
monolayers (Figure S2e). Based on the data from ellipso-
metric, XPS, PM-IRRAS, and water contact angle measure-

https://doi.org/10.1021/acsami.2c10985
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Table 1. Ellipsometric Thicknesses, N 1s XPS Peak Positions, PM-IRRAS Peak Positions of Asymmetric Methylene C—H
Stretching, and Water Contact Angles of NHC1SOH SAMs Generated from NHC1SOH[OMs] and NHC1SOH[HCO;]

Adsorbates
adsorbates ellipsometric thickness peak positions of N 1s from XPS peak positions of /S from PM-IRRAS water contact angles
NHC150H[OM:s] 11+24A 399.8 + 0.3 eV 2927 cm™! 80 + 2°
NHC150H[HCO;,] 2+1A 399.8 + 0.1 eV 2927 em™ 81 + 2°
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Figure 1. (a) Ellipsometric thicknesses of NHC1SAZO monolayers generated from selected concentrations of adsorbate solutions before and after
thermal treatment at 80 °C. Measurement of each thickness was based on three independent sets of experiments. Illustration of expected monolayer
orientations generated from (b) 1.00 mM and (c) 0.01 mM NHC15AZO[OMs] in methanol and their corresponding structures after thermal

treatment.

ments of these SAMs, we can conclude that the monolayers
generated from the NHC1SOH[OMs] were identical to the
films derived from the bicarbonate-based carbene adsorbate
NHC150H[HCO;]. Moreover, the elemental composition of
both of these SAMs on gold was evaluated by examining their
XPS survey spectra, which showed no detectable amounts of
sulfur (Figure S3). Thus, the use of a benzimidazolium
methanesulfonate adsorbates allows the direct formation of
high-quality NHC thin films on gold without special
precautions under an ambient atmosphere of air.
Generation and Characterization of the NHC15AZ0O
Monolayer. In addition to the contamination of the SAMs
with the use of NHC iodide salts, as shown in Scheme 2, the
ester groups in NHCI1SAZO[I] underwent partial trans-
esterification and generated hydroxy-terminated NHC150H-
[HCO;] during the ion-exchange step (Scheme S2). The
transesterification of esters with alkali metal carbonates is a
common procedure.’® In fact, after the ion exchange of the
NHCI15AZO[I] compound, a triplet peak was observed at 3.5
ppm in the 'H NMR spectrum, which was assigned to the
methylene group next to the hydroxyl group in the
NHC150H[HCO;] compound (see Figure S4). Fortunately,
the desired azo-initiator adsorbate NHC1SAZO[OMs] was
successfully synthesized from NHCI1SOH[OMs] via ester
coupling with 4,4’-azobis(4-cyanopentanoic acid) in the
presence of dicyclohexyl carbodiimide (a detailed synthesis
procedure is illustrated in Scheme S1 in the Supporting
Information). Notably, NHC15AZO-based SAMs were
successfully prepared without transesterification from meth-
anolic solutions of NHC15AZO[OMs] at room temperature
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in the dark (Figure SS) and characterized by various surface
characterization techniques.

Thickness Analysis. Figure la provides thickness data for
the NHC15AZO[OMs] SAMs. Interestingly, the thickness of
the SAMs generated from NHC1SAZO[OMs] linearly
increased with an increase in the concentration of the
adsorbate solutions. The thickness of the NHC1SAZO SAM
generated from a 1.00 mM solution of the NHC1SAZO[OM:s]
was 17 A, which is almost double the thickness of SAMs
obtained from the 0.01 mM solution (9 A). Such behavior can
plausibly arise from two different conformations of the
NHCI15AZO molecule on the surface of gold (hairpin vs
linear)."" In highly concentrated solutions (1.00 mM), one of
the NHC headgroups binds to the gold substrate, while the
other headgroup is exposed at the SAM surface, orienting as a
linear construction of the NHC1SAZO molecules. In contrast,
at low concentrations (0.01 mM), both NHC headgroups bind
to the gold substrate to form a hairpin structure. The expected
orientations of monolayers obtained from solutions having
varying concentrations of NHC1SAZO[OMs] adsorbate are
illustrated in Figure 1b,c.

To support the proposed orientation of molecules, as
outlined in Figure 1b,c, additional thickness analyses were
performed for the azo-initiator NHC1SAZO monolayers
generated from solutions of varying concentration. Specifically,
each SAM was immersed in a glass vial containing 20 mL of
toluene and then placed in an oil bath at 80 °C for 24 h. The
films were removed from solution, cleaned, and dried before
measuring their thickness. Not surprisingly, the thickness of all
films was reduced to the same value of ~8 A. According to

https://doi.org/10.1021/acsami.2c10985
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Figure 2. XPS spectra of NHC15AZO monolayers generated from 1.00, 0.10, and 0.01 mM MeOH solutions: (a) C 1s, (b) N 1s, and (c) O 1s. (d)
Relative atomic concentration profiles of carbon, nitrogen, and oxygen as functions of the adsorbate solution concentration. Calculations of the
percent of relative atomic concentrations were based on three independent sets of experiments.

previously reported thermal stability studies of NHC
monolayers on gold substrates,'”** carbene-based films are
stable at this temperature. Thus, no significant desorption of
NHC15AZO from the surface would be expected during these
thermal treatments. However, AIBN-type initiators easily
decompose and generate nitrogen gas to produce two
equivalent reactive radicals under these conditions.*® As
shown in Figure 1b, the SAM obtained from the 1.00 mM
NHC15AZ0[OMs] solution, which has a linear orientation on
the surface, lost half of its atoms via fragmentation under
thermal treatment, leading to a decrease in the thickness from
17 to 8 A. In contrast, the film generated from the 0.01 mM
solution retained almost of its atoms despite fragmentation on
the surface due to their hairpin structure on gold substrates.
Consequently, thermal treatment at 80 °C had little or no
effect on the thickness of the film derived from the 0.01 mM
solution, as shown in Figure lc. Further phenomena related to
the orientations of NHC1SAZO on gold substrates will be
discussed in subsequent sections.

XPS Analysis. The XPS spectra of the NHC1SAZO films
generated from selected adsorbate concentrations (1.00, 0.10,
and 0.01 mM) are shown in Figure 2. The spectra reveal the
presence of the C, N, and O elements in all monolayers. Figure
2a shows the C 1s spectra of the NHC15AZO monolayers
generated from each adsorbate concentration. The C 1s
spectra of the 1.00 mM NHC15AZO film were fitted with four
different components: the peaks at 284.8, 286.3, 287.4, and
289.1 eV are attributed to the C—C, C—O/C—N, C=N, and
C=0O0 species, respectively (Figure $6).>%373%%° Quantitative
analysis of the C 1s peaks will be discussed in detail below.

In addition to the elemental analysis of the surfaces, the
degree of surface binding of atoms/functional groups was
determined using spectral peak fitting. For example, the
binding energies of the S 2p peaks in thiol-based SAMs on gold
allowed for the determination of the degrees of bound and
unbound sulfur species by comparing the ratio of peaks at
~162 and ~164 eV for bound and unbound thiols,
respectively.”” In a similar study, the XPS spectra of the N
Is core level of the NHC15AZO films generated at various
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adsorbate concentrations were obtained (Figure 2b). The N 1s
spectrum of the 1.00 mM NHC15AZO monolayer was fitted
with four different peaks, as shown in Figure S7. The peaks at
398.8 and 400.6 €V correspond to nitrile (C=N) and azo
(N=N) nitrogens, respectively.””°" The peak observed at
399.8 eV corresponds to the NHC groups that are covalently
bound to the gold substrate, which is in good agreement with
the NHC15OH SAMs (Figure S2). The peak position at 401.3
eV can be assigned to the unbound NHC groups according to
the literature since the N 1s core levels of surface-bound NHC
are ~1 eV lower than those of unbound NHC.*®*
Interestingly, the area of the peak at 401.3 eV in the N 1s
region was the largest in the spectra of the NHC1SAZO
monolayer generated from the 1.00 mM solution and gradually
decreased when the adsorbate concentrations were reduced.
Based on these peak area values, we used the N 1s region of
the spectra to determine the degrees of bound/unbound NHC
on gold. For the NHC SAMs generated from the high solution
concentration (1.00 mM), the areas of peaks at 399.8 and
401.3 eV are close to each other with a ratio of ~58:42, while
the area of peak at 401.3 eV disappeared for the SAMs derived
from the low solution concentration (0.01 mM), consistent
with a model in which all (or almost all) of the NHC moieties
were bound to the gold surface.

Moreover, for quantitative analysis of the NHC bindings on
gold substrates, the percentages of bound nitrogen for each
NHCI15AZO SAM were determined by deconvolution of the
N 1s region in the XPS spectra (detailed deconvolution graphs
and calculations are shown in Figure 2b and Table S1). The
percentage of bound N was calculated using the intensities of
the peaks at 399.8 and 401.3 eV and compared to percentage
of bound N at 0.01 mM (assuming that the NHC groups on
the NHC15AZO SAM obtained from the 0.01 mM solution
are fully bound to the gold). The data show that the
percentage of bound nitrogen in the NHCISAZO SAMs
decreased upon increasing the concentration of the adsorbate
solution. Specifically, bound nitrogen constituted 58, 71, and
100% of the nitrogen in the SAMs obtained from 1.00, 0.10,
and 0.01 mM solutions, respectively. In particular, the
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percentage of bound nitrogen in the monolayer generated from
NHC15AZO at 1.00 mM was approximately half (~58%) of
that at 0.01 mM. This observation is consistent with a model of
the NHC15AZO SAMs generated from the 1.00 mM solution
where only one NHC headgroup in the bidentate adsorbate
NHCI1S5AZO is bound to gold while the other NHC moiety is
exposed to air. This interpretation is consistent with that
obtained from the ellipsometric thickness data described in the
previous section.

The O 1s XPS spectra of the NHC15AZO SAMs generated
from adsorbate solutions of varying concentration are provided
in Figure 2c. Apparently, the intensity of the peak at 532.6 eV,
which corresponds to the oxygen atoms of C=0/S=0 and
C—0,°>"% diminished when the concentration of the
adsorbate solution was decreased, while the peak intensity at
530.3 €V, which may be assigned to gold oxide layers,”® was
increased. The difference in peak intensities of NHC15AZO
SAMs generated from different adsorbate concentration
solutions can be rationalized because the signal arising from
the oxygen atoms in the ester and ether groups of the SAMs
can plausibly become attenuated as the concentration of the
NHC15AZO[OMs] adsorbate decreases due to the differing
orientations of the adsorbate molecules on the surface (i.e.,
linear at high concentration vs hairpin at low concentration).

To quantify the orientations of NHC1SAZO molecules in
each monolayer, the relative atomic concentrations of each film
were determined using the oxygen-to-gold ratio (O/Au)
derived from the peak areas of O 1s at 532.6 eV and Au 4f
(see Table S2 for the detailed calculations). For comparison,
the number of atoms in the NHC15AZO film generated from
the 1.00 mM solution was assumed to be 100%, and the peak
areas of monolayers obtained from the 0.10 and 0.01 mM
solutions were normalized to that obtained from the 1.00 mM
solution. Additionally, the relative atomic concentrations of
carbon and nitrogen on each SAM were also calculated using
the same method. Figure 2d presents the changes in the
percentages of the relative atomic concentrations as functions
of the adsorbate concentration in the deposition solutions.
Specifically, the relative atomic concentrations of the
monolayer decrease as the concentrations are lowered, with
the relative atomic concentrations of the SAM formed from the
0.01 mM solution being roughly half that of the SAM
generated from the 1.00 mM solution (54% for C, $7% for N,
and 39% for O). Notably, due to the presence of oxygen atoms
in the mesylate anions atop the monolayer obtained from the
1.00 mM solution (linear orientation), the difference in signal
intensity of the O atoms in the SAM generated from the 0.01
mM solution (hairpin orientation) was remarkably greater than
the difference in signal intensity of the N atoms in the SAM
(linear vs hairpin). This trend is consistent with the data of the
thicknesses observed by ellipsometry (e.g, the thickness of
films generated from the highly concentrated 1.00 mM
solution was 17 A while that of the SAMs generated from
the less concentrated 0.01 mM solution was 9 A). Thus, thick
films were formed in the 1.00 mM solution, while thin films
were generated in the 0.01 mM solution.

PM-IRRAS Analysis. Figure 3 shows the PM-IRRAS spectra
of the NHC15AZO monolayers generated from solutions of
varying concentrations of NHC1SAZO[OMs] (1.00, 0.10, and
0.01 mM). The 5™ band positions for all of the NHC15AZO
films appeared at 2927 cm™', which is similar to the position of
the NHC15OH SAMs (see Table 1). This high wavenumber
shows that the NHC-based monolayers are less conformation-

* vSHe 2927 cm”

\ v 2927 cm!

1.00 mM

AR/R

0.10mM ' Vot 2927 em

3200 3100 3000 2900 2800 2700 2600
Wavenumber (cm™)

Figure 3. PM-IRRAS spectra for the C—H stretching region obtained
from the NHC15AZO SAMs generated from the 1.00, 0.10, and 0.01
mM solutions of the NHC1SAZO[OM:s]. The asymmetric methylene
stretching vibration values were obtained from three independent sets
of experiments, and the reproducibility of the values was within +1
cm™". The dotted line marks the 2918 cm™ value corresponding to
the well-ordered SAMs with the hydrocarbon chains having a fully
trans-extended conformation.

ally ordered than the films derived from normal alkanethiols.
Such a difference in the band positions between alkanethiol
monolayers and NHC-based SAMs can be attributed to the
difference in their surface coverages on gold surfaces due to the
steric hindrance of the substituted benzimidazole-based NHC
headgroups. In fact, substituted imidazole-based SAMs on gold
have lower surface coverages than thiol-based SAMs.'” 023
Thus, the steric bulk of the headgroups might be responsible
for preventing the kind of dense alkyl packing found in thiol-
based SAMs.>>*’

Interestingly, the band positions for the l/aCH2 of all
NHC15AZO monolayers appeared at 2927 cm™' regardless
of the concentration of the adsorbate solutions used in the
SAM preparations in this study. Since the packing density of
adsorbate molecules on SAMs influences their conformational
order on the surfaces,”*”"° these data can be interpreted to
indicate that the NHC15AZO[OMs] adsorbates generate
SAMs on gold in which the alkyl chains lack conformational
order and instead form liquid-like (i.e., conformationally
floppy) structures on the surface of gold because of the larger
on-surface separation enforced by the NHC headgroups.
Notably, this model is consistent with the data obtained by
ellipsometry and by XPS.

Analysis of Molecular Orientations of SAMs Generated
from Solutions of Varying Concentrations of the NHC15A-
ZO Absorbate Based on SEM Images. To provide additional
support for the effect of the adsorbate concentration on the
molecular orientations of the NHC15AZO adsorbate on gold,
we exposed the NHC15AZO SAMs generated from solutions
at three adsorbate concentrations (i.e., 1.00, 0.10, and 0.01
mM) to excess gold nanoparticles (AuNPs). Since NHCs have
been shown to bind to AuNPs,*> we used them as tags to
model the free NHC groups on the NHC SAM surfaces.”" The
AuNPs bound on the SAM surfaces were observed as white

https://doi.org/10.1021/acsami.2c10985
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NHC15AZ0O 1.00 mM
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Figure 4. SEM images of gold nanoparticles immobilized on NHC1SAZO SAMs generated from (a) 1.00 and (b) 0.01 mM adsorbate solutions.
Tllustrations are the hypothesized orientations of NHC15AZO molecules on the SAMs on gold surfaces.
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Figure 5. (a) Thicknesses of polystyrene brushes as a function of irradiation time. (b) PM-IRRAS spectra of the C=C bond stretching region of
the polystyrene brushes grown from NHC1SAZO SAMs on gold substrates.

dots from a black background in scanning electron microscopy
(SEM) images (see Figure 4 and Figure S8).

We also prepared a reference surface by depositing AuNPs
on a preformed 1,6-hexanedithiol SAM and analyzed the
surface by SEM (Figure S8a)."" In these SEM experiments, we
observed regularly dispersed AuNPs on the surface of the 1,6-
hexanedithiol SAM and the NHC15AZO SAM generated from
the 1.00 mM solution but almost no AuNPs on the SAM
fabricated at the lowest concentration (0.01 mM). Thus, the
SEM images in Figure 4 and Figure S8 strongly support the
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adsorbate conformations of NHC15AZO SAMs: in the linear
conformation, one NHC headgroup of the NHCI1SAZO
molecules binds to the gold substrate, and the other NHC is
exposed to the air where it can bind to AuNPs; on the other
hand, AuNPs fail to attach to the hairpin conformation due to
the absence of unbound NHC groups on the surfaces of the
hairpin SAMs. These results are consistent with the
ellipsometry, XPS, and PM-IRRAS data presented in the
previous sections.

https://doi.org/10.1021/acsami.2c10985
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Growth of Polystyrene Brushes with Well-Controlled
Thickness from NHC15AZO SAMs on Gold Surfaces
Simply by Varying the Reaction Time. The potential
application of the new azo-initiator NHC SAMs as platforms
for surface-initiated polymerizations was demonstrated by
photoinitiated radical polymerizations of polystyrene. The
photoinitiated polymerizations of polystyrene on hairpin
NHC15AZO monolayers obtained from the 0.01 mM solution
were conducted in neat styrene under 365 nm UV light
irradiation. The ellipsometric thicknesses of the growing
polystyrene films were monitored as a function of irradiation
time and are shown in Figure Sa. Notably, the thickness of
polystyrene brushes generated from NHCISAZO SAMs
linearly increased when the irradiation time increased.
Moreover, the intensities of the C=C double bond stretching
vibration peaks in the PM-IRRAS spectra of the growing
polystyrenes as a function of time are shown in Figure Sb. The
peaks at 1450, 1500, and 1600 cm™! are attributed to the C=
C bond in the aromatic rings of polystyrene films.”> The
increase in intensities of those peaks shows that not only were
polystyrene brushes successfully grown from the NHC15AZO
SAMs on gold but also that the styrene content of the films
increased during the radical polymerization. Thus, the newly
developed radical initiator NHC1SAZO SAMs with hairpin
conformations on the surface of gold provide convenient
platforms for growing surface-initiated polymers in which the
film thickness can be tuned simply by adjusting the reaction
time. Importantly, the growth of these films can be tuned to
give markedly greater polymer thicknesses than those
generated using other NHC-based adsorbates (e.g., 250 nm
vs 2 nm).25’26

We also used atomic force microscopy (AFM) to evaluate
the surface morphology of grown polystyrene films from
NHC15AZ0O monolayers on gold substrates at different UV
irradiation times. The 2D and corresponding 3D AFM images
of the original NHC1SAZO SAM (at 0 h) and polymer films
obtained after 6 and 12 h of UV irradiation are shown in
Figure 6. The AFM image at 0 h (Figure 6a) shows a uniform

Figure 6. AFM images of the NHC1SAZO SAM on a gold flat
surface: (a) 0 h and grown polystyrene brushes via photoinitiated
radical polymerization using 365 nm UV light after (b) 6 and (c) 12
h: 2D (top) and 3D (bottom) views (25 X 25 um).

flat surface with a root-mean-square surface roughness (Rq) of
~1.7 nm of the NHC15AZO SAM on gold generated from the
0.01 mM solution. The polystyrene film grown after 6 h of
polymerization was less uniform than the NHC1SAZO SAM
surface, with an R, value of ~3.4 nm (Figure 6b). After 12 h of
polymerization, the surface roughness of the grown polystyrene
film increased to ~5.4 nm (Figure 6¢). Importantly, the AFM
images show that highly dense polymer brush films can be
grown from NHC15AZO SAMs on gold surfaces.

44977

B CONCLUSIONS

This work demonstrates a reliable and convenient method of
preparing high-quality NHC SAMs on gold substrates via the
direct deposition of bench-stable NHC methanesulfonate salts
in methanol solutions at room temperature under an ambient
atmosphere. The resulting NHC monolayers were charac-
terized by ellipsometry, XPS, PM-IRRAS, and contact angle
measurements, and their quality was identical to that of the
SAMs prepared from NHC bicarbonate adsorbates. Due to the
simple and mild conditions of SAM formation, the method can
potentially allow for the incorporation of a variety of functional
groups on NHC SAM-based surfaces. Based on these findings,
a new radical initiator @,w-bidentate azo-terminated NHC
adsorbate NHC15AZO[OMs] was designed and synthesized
and then used to prepare NHC SAMs on gold substrates with
both headgroups bound to the surface, allowing unique
tethering of all of the azo radical initiator sites on the
substrate. Consequently, no surface-unbound free polymer
chains were generated during the photoinitiated radical styrene
polymer growth processes using 365 nm UV light on the
NHC15AZ0O SAM surfaces. Moreover, our new NHC-based
initiator can provide strong C—Au bonding through both
NHC headgroups of the molecule on the gold surfaces. The
molecular orientations of NHC15AZO SAMs were studied by
ellipsometry, XPS, PM-IRRAS, and SEM based on interactions
between the radical initiator monolayers and gold nano-
particles. Notably, polystyrene films with well-controlled
thicknesses were generated from our radical initiator
NHC15AZO monolayers on gold substrates by simply
adjusting the reaction time, showing that this newly designed
NHC radical initiator adsorbate provides a good approach for
surface-initiated polymerizations. Due to the potentially wide
applications and high stability of NHC-based monolayers, the
newly developed convenient method to prepare NHC-based
SAMs using NHC methanesulfonate absorbates and surface-
initiated polymerizations on NHC SAM surfaces offers a new
pathway to develop the next generation of nanocoating
materials.
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