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esis of hydroxy-functionalized
graphene nanoribbons through deprotection of
methylenedioxy groups†

Manabu Ohtomo, *a Hironobu Hayashi, b Akitoshi Shiotari, ‡c

Mayu Kawamura,b Ryunosuke Hayashi,b Hideyuki Jippo,a Junichi Yamaguchi,a

Mari Ohfuchi,a Naoki Aratani, b Yoshiaki Sugimoto,c Hiroko Yamada b

and Shintaro Sato*a

We demonstrate on-surface deprotection of methylenedioxy groups which yielded graphene nanoribbons

(GNRs) with edges functionalized by hydroxy groups. While anthracene trimer precursors functionalized

with hydroxy groups did not yield GNRs, it was found that hydroxy groups are first protected as

methylenedioxy groups and then deprotected during the cyclo-dehydrogenation process to form GNRs

with hydroxy groups. The X-ray photoemission spectroscopy and non-contact atomic force microscopy

studies revealed that �20% of the methylenedioxy turned into hydroxy groups, while the others were

hydrogen-terminated. The first-principles density functional theory (DFT) study on the cyclo-

dehydrogenation process was performed to investigate the deprotection mechanism, which indicates

that hydrogen atoms emerging during the cyclo-dehydrogenation process trigger the deprotection of

methylenedioxy groups. The scanning tunneling spectroscopy study and DFT revealed a significant

charge transfer from hydroxy to the Au substrate, causing an interface dipole and the HOMO being

closer to the Fermi level when compared with hydrogen-terminated GNR/Au(111). This result

demonstrates on-surface deprotection and indicates a possible new route to obtain GNRs with desired

edge functionalization, which can be a critical component for high-performance devices.
Introduction

The application of nanocarbon materials for electronic devices
has progressed rapidly in the last few years. Graphene, for
example, opens up new applications in optoelectronics,1 such as
infra-red and THz detectors2 or optical switching devices.3 The
promising achievement of carbon nanotubes (CNTs), on the
orinosato-Wakamiya, Atsugi, Kanagawa,

fujitsu.com; sato.shintaro@fujitsu.com

tute of Science and Technology, 8916-5

n

ence, The University of Tokyo, 5-1-5

pan

(ESI) available: Materials and methods
mass spectra of precursors, X-ray
ments on the stability of THO-DBTA,
evaluation of XPS binding energies,

the inter-GNR distance, the effect of
onic properties of GNRs, the effect of
n hopping paths, the band gap of
s for cyclo-dehydrogenation and the
ctionalized GNRs. See DOI:

l Chemistry, Fritz-Haber Institute of the
5 Berlin, Germany.

the Royal Society of Chemistry
other hand, is a thermal-interface material (TIM) made from
aligned CNTs,4 eld-effect transistors (FETs) with a small foot-
print,5 and a RISC-V (reduced instruction set computer)
processor with novel architecture in which degradation derived
from metallic CNTs is taken care of.6 Amid the rapid evolution
of nanocarbon materials, atomically precise graphene nano-
ribbons (GNRs) were reported,7 which enable us to overcome
CNT's shortcomings of structural control and graphene's zero
band gap.

While various bottom-up GNRs have been reported to date,
including armchair GNRs with various widths,8–10 zigzag
GNRs,11 OBO-edge GNRs,12 and heterojunction GNRs with
topologically nontrivial gap states,13,14 theoretical predictions of
device performances of extremely narrow GNRs have also been
performed intensively, including the possibility of GNR
tunneling eld-effect transistors (TFETs)15 and GNR backward
diodes (BWDs).16 The advantage of sub-nm wide GNRs fabri-
cated by the bottom-up process is negligible junction capaci-
tance. The GNR BWDs with a GNR heterojunction in the
channel, in which one side of the GNR's edges is terminated by
hydrogen while the other side is terminated by uorine, can
outperform state-of-the-art diodes made from compound
semiconductors.16 While the simulated performance is prom-
ising, there are a couple of signicant challenges in the
Nanoscale Adv., 2022, 4, 4871–4879 | 4871
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experimental study of GNR devices.17–22 A widely recognized
challenge is fabricating sufficiently long GNRs with a moderate
band gap. The bottom-up GNRs longer than �100 nm reported
so far23,24 have a band gap larger than 1 eV and oen suffer from
contact problems.17 Another challenge lies in fabricating well-
dened heterojunctions of GNRs in the channel, which is
mandatory for GNR TFETs or GNR BWDs.

There are several promising methods for fabricating GNR
heterojunctions. The nanoscale heterojunctions were reported
previously,25,26 which were fabricated by subsequent deposition
of precursors or post-annealing. The functionalization of GNR
edges by electron-donating and electron-withdrawing groups
can modify the highest-occupied molecular orbitals (HOMOs)
and the lowest-unoccupied molecular orbitals (LUMOs) of
GNRs. However, the bottom-up synthesis of edge-functionalized
GNRs is challenging due to edge hydrogenation during cyclo-
dehydrogenation.27 During the cyclo-dehydrogenation process
of anthracene polymers, hydrogen atoms are detached from the
polymers aer hopping to the edges. The hydrogenation of the
edge carbon atoms can cleave edge functional groups, leaving
hydrogen-terminated GNRs.27 Consequently, a limited number
of reports have been made on edge-functionalized GNRs so
far,28–30 while some failures have been reported as well.31

In this research study, we report on the bottom-up growth of
GNRs with edges functionalized by hydroxy functional groups.
Fig. 1 (a) The chemical formulae of precursor molecules used in this stud
hydroxy groups is shown in (ii). (b) The STM image of GNRs fabricated usin
STM image (ii) of the obtained GNR. (c) (i) The nc-AFM image of GNRs with
(ii) Another nc-AFM image (Laplacian filtered to clarify the ribbon edges)
−7.2 Hz for (i); max: −1.8 Hz and min: −6.1 Hz for (ii)). (d) The experimen
precursor as-deposited on Au(111), and (ii) the obtained GNRs with high c

4872 | Nanoscale Adv., 2022, 4, 4871–4879
To realize the synthesis of edge-hydroxylated GNRs, catechol
units in the GNR precursor were protected by methylene
acetal.32 It is well known in organic chemistry that the resulting
methylenedioxy protecting groups are relatively stable and
efficiently deprotected by treatment with a suitable Lewis acid
such as boron or aluminum halide.32–34 However, more bulky
acetal protection with alkyl chains is oen preferred in solution
synthesis from the viewpoints of solubility and easy detach-
ment, while a bulky substituent could be an obstacle to the on-
surface synthesis. Our study revealed that the less bulky meth-
ylenedioxy protecting groups are effective in obtaining hydroxy
groups at the edge of GNRs through deprotection during
surface-assisted reactions, while hydroxy-functionalized
precursors failed to yield GNRs, indicating that the protection/
deprotection method also works in on-surface synthesis
(Fig. 1a). The rst-principles studies investigated the mecha-
nism, which revealed some ndings including the effect of
methylenedioxy functionalization on the dehydrogenation path
and the deprotection mechanism of methylenedioxy groups.
This result unveils one of the essential design policies for edge-
functionalization of bottom-up GNRs, which is one of the crit-
ical elements for future GNR electronics.
y. One of the representative structures of GNRs functionalized by using
g an MDO-DBTA precursor. The wide scan image (i) and the magnified
CO functionalized tips. The white arrows indicate the hydroxy groups.

indicating the transition of the hydroxy groups (max: −2.3 Hz and min:
tal spectra of C 1s and O 1s X-ray photoemission lines. (i) MDO-DBTA
overage on Au(111). The backgrounds are shown with broken gray lines.

© 2022 The Author(s). Published by the Royal Society of Chemistry
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Experimental
Syntheses of precursors

The synthesis procedure, NMR (Fig. S1–S10†) and mass spec-
trometry (Fig. S11–S22†) spectra of precursors, and X-ray single
crystal structure of MDO-DBTA (Fig. S23†) are summarized in
the ESI.†
Surface-assisted syntheses

Surface-assisted syntheses were carried out under ultra-high
vacuum (UHV) at a base pressure of 2� 10−8 Pa. The surfaces of
Au(111)/mica substrates (Phasis, Switzerland) were cleaned by
repeated cycles of 0.7 kV Ar+ sputtering and annealing at 450 �C.
Precursor molecules were sublimated from a Ta crucible held at
�350 �C onto the Au(111) surface held at 200 �C, with a typical
deposition rate of �1 Å min−1. Aer deposition, the samples
were post-annealed in situ. The typical post-annealing temper-
ature was �400 �C.
STM and non-contact AFM characterization

Scanning tunneling microscope (STM) characterization shown
in Fig. 1b(i) was carried out at UNISOKU USM1400S-4P with
a base pressure of 7 � 10−9 Pa at 77.6 K, with the topographic
images recorded in constant-current mode using PtIr tips at It/
Vs¼ 20 pA/−1.5 V. For STSmeasurements, all dI/dV signals were
recorded using a lock-in amplier with a sinusoidal voltage of
30 mV (r.m.s). The dI/dV spectra were acquired under open-
feedback conditions. The STM data were processed using the
SPIP soware.

The STM [Fig. 1b(ii)] and non-contact atomic force micros-
copy (nc-AFM) experiments (Fig. 1c) were conducted using an
Omicron low-temperature STM/AFM system at a base pressure
of 4� 10−9 Pa at 4.8 K. Single-crystalline Au(111) was cleaned by
repeated cycles of 2 keV Ar+ sputtering and annealing at 500 �C.
The GNR/Au(111) sample was exposed to CO gas at 6 K. A CO
molecule on the surface was picked up to attach to the tip apex
to obtain high-resolution AFM images.35 A tuning fork with an
etched W tip was used as a force sensor (resonance frequency of
21.2 kHz and quality factor of 4 �104). For the AFM images, the
frequency shi was measured in constant height mode at Vs ¼
0mV and an oscillation amplitude of 0.1 nmwith a CO-terminal
tip. The tip height for the AFM images was 70 pm closer to the
surface than the set-point height determined by STM over the
bare Au surface. The STM image shown in Fig. 1b(ii) was ob-
tained in constant current mode at Vs ¼ 30 mV and It ¼ 20 pA.
XPS characterization

X-ray photoemission spectroscopy (XPS) experiments (Kratos
AXIS-HSi) were performed at 2 � 10−7 Pa at room temperature
using monochromatized Al Ka line (hn ¼ 1486.6 eV) radiation.
The sample was transferred in air from the STM chamber to the
XPS chamber for XPS measurement. Energy calibration was
performed using the Au Fermi edge in each sample, and the
energy resolution was set to 550 meV for all spectra. The back-
ground subtraction was performed using the Shirley method. In
© 2022 The Author(s). Published by the Royal Society of Chemistry
the background subtraction of O 1s XPS spectra presented in
Fig. 1d, an Au 4p3/2 peak centered at 546 eV (not shown) was also
subtracted. All spectra were normalized relative to the total
emission in the wide scan spectra.
Computational details

All computational calculations were performed using the DFT
code OpenMX.36 The exchange–correlation potential was treated
within the generalized gradient approximation using the Per-
dew–Burke–Ernzerhof functional.37 Electron–ion interactions
were described by norm-conserving pseudopotentials with
partial core correction.38,39 Pseudoatomic orbitals centered on
atomic sites were used as the basis function set,40 with the
corresponding basis functions specied by Au7.0-s2p2d2f1,
C6.0-s2p2d1, H5.0-s2p1, and O7.0-s2p2d1. The van der Waals
corrections were included by using a semiempirical DFT-D2
method.41 The unit cell includes a repeated slab of the (9� 4O3)
Au(111) surface with a a >1 nm thick vacuum layer. The effective
screening medium (ESM) method was used for handling the
repeated slab model with periodic repetition in the lateral
directions.42,43 Geometry optimizations were performed under
a three-dimensional periodic boundary condition. The slab
contains three layers of Au, and the atoms in the bottom layer of
Au slabs were xed and the others were relaxed. The minimum
energy path was determined using the nudged elastic band
(NEB) method.44 Convergence criteria for forces acting on atoms
were set to 0.01 and 0.15 eV Å−1 for geometry optimization and
NEB calculations, respectively.

The absolute binding energies of oxygen 1s photoemission
lines in precursors and GNRs on Au(111) are estimated in the
framework of DFT.45 The absolute binding energy Ebulkb for an
arbitrary gapped system can be estimated using the equation in
the literature45 as follows:

Ebulk
b ¼ E(0)

f (N − 1) − E(0)
i (N) + m0 (1)

where E(0)i (N), E(0)f (N − 1) and m0 are the intrinsic total energy of
the ground state of N electrons, the intrinsic total energy of the
excited state of N − 1 electrons with a core hole, and the
chemical potential, respectively. We assumed that the chemical
potential m for the initial and nal states are identical due to
a very large N. For metals, on the other hand, eqn (1) is further
reorganized and yields the following formula:45

Emetal
b ¼ E(0)

f (N) − E(0)
i (N) (2)

In this study, the binding energy of O 1s photoemission lines
in precursors was estimated using eqn (1), while that in GNRs
on Au was better described by using eqn (2), possibly due to
mid-gap state formation in the latter case.
Results and discussion

The precursor molecules used in this study are methylenedioxy-
dibromotrianthracene (MDO-DBTA) and tetrahydroxy-dibro-
motrianthracene (THO-DBTA). The structural formulae of the
precursors are shown in Fig. 1a.
Nanoscale Adv., 2022, 4, 4871–4879 | 4873
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Table 1 The calculated and experimental XPS binding energies of O 1s photoemission lines

Calculated binding
energy

Experimental
binding energy

MDO-DBTA precursor on Au(111) 533.1 eV 532.9 eV
HO-N7AGNR on Au(111) 532.2 eV 532.4 eV
MDO-N7AGNR on Au(111) 532.0 eV —
Quinone-N7AGNR on Au(111) 527.6 eV
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Aer depositing the precursor onto Au(111) at 200 �C in an
ultra-high vacuum, the sample was annealed at 400 �C for cyclo-
dehydrogenation. The STM image is shown in Fig. 1b, in which
the fully planarized GNRs with an apparent height of �1.8 Å
from MDO-DBTA were observed. Of the precursors tested
(MDO-DBTA and THO-DBTA), only MDO-DBTA was able to
obtain GNRs successfully. The possible reason why THO-DBTA
failed to yield GNRs is ascribed to the decomposition of THO-
DBTA molecules under ambient conditions (see Fig. S24† in the
ESI for details). The XPS spectra shown in Fig. 1d indicate that
the formed GNRs contain functional groups with oxygen. The
experimental O1s spectrum of GNRs shown in Fig. 1d(ii) was
tted by a peak at 532.4 eV. The integrated intensity ratio of the
O 1s and C 1s photoemissions obtained with GNRs are
compared to those obtained with MDO-DBTA precursors as-
deposited on Au(111). The peak intensity ratio analysis suggests
that�20% of the oxygen on precursor edges remained on GNRs
[Fig. 1d(ii)]. The peaks in the XPS spectra were assigned using
the estimated photoemission lines in the framework of the
DFT45 (the models we used are depicted in Fig. S25† in the ESI).
The estimated absolute binding energies Ecalc.b for precursors
and GNRs adsorbed on Au(111) are summarized in Table 1. The
Ecalc.b of O 1s photoemission lines of MDO-DBTA on Au(111) was
estimated to be 533.1 eV, which is directly comparable to the
experimental value (532.9 eV). This result supports the validity
of our calculation method. The Ecalc.b of O 1s photoemission
lines of GNRs on Au(111) was calculated accordingly and
summarized in Table 1. The O 1s Ecalc.b of GNRs with edges
functionalized by methylenedioxy functional groups is esti-
mated to be 532.0 eV (see Fig. S25† for the model), which is
almost identical to that estimated for hydroxy groups (532.2 eV).
The O 1s Ecalc.b of GNRs with edges functionalized by quinones,
on the other hand, is estimated to be 527.6 eV, which clearly
deviates from our experimental value with GNRs (532.2 eV). This
result indicates that the obtained GNR has either hydroxy or
methylenedioxy groups on the edges. Further analysis is
required to determine the edge structure.

The chemical structure of the obtained GNR was further
conrmed in detail using nc-AFM images with a tip function-
alized by a CO molecule (Fig. 1c).35 Beside a GNR framework,
functional groups other than hydrogen were observed on GNR
edges [indicated by white arrows in Fig. 1c(i) and (ii)], which we
attributed to the hydroxy groups referring to the XPS results
(Fig. 1d and Table 1) and simulated nc-AFM images (Fig. S26† in
the ESI). In the area with closely packed aligned GNRs shown in
Fig. 1b(ii), we considered two types of atomistic models, one
hydroxy or two hydroxy groups at each GNR edge (see Fig. S27†
4874 | Nanoscale Adv., 2022, 4, 4871–4879
for the model and results), and concluded that the inter-GNR
distance observed in Fig. 1b(ii) is too small for assuming two
hydroxy groups at each GNR edge. The lateral inter-GNR O/H
interactions with a projected length of �2.4 Å were estimated
from the scaled atomistic models of the nc-AFM images, which
is comparable to 2.49 Å in a closely packed and aligned GNR
model with one hydroxy group at each GNR edge. It is also
noteworthy that some functional groups appeared to hop to the
adjacent anthracene, which was not previously functionalized
by methylenedioxy [Fig. 1c(ii)]. We assume that detached
formaldehyde, formed by the cleavage of methylenedioxy, binds
to the active site during the cyclo-dehydrogenation process. The
effect of the random distribution of hydroxy groups is discussed
in the ESI (Fig. S28†), showing that the distribution does not
largely affect the density of states (DOS) of GNRs when the
amount is the same.

In order to clarify the effect of methylenedioxy functionali-
zation and give an explanation to the experimental results
presented above, the cyclo-dehydrogenation process was
investigated using DFT and NEB methods based on previous
studies.27,46,47 The model we used is a polymer containing six
anthracene units adsorbed on Au(111) with a periodic boundary
condition. The minimum energy path for the cyclo-dehydroge-
nation process is summarized in Fig. 2 and 3. The relative total
free energy (Urel

tot) is evaluated with respect to the total energy of
polymers as-deposited, named I0 (Fig. 2). One of the rate-
limiting processes is the rst C–C bond formation (I0 to I1) with
one hydrogen atom pointing to the Au(111) surface while
another hydrogen is pointing away from the surface. The acti-
vation energy (Ea; see Section 11 in the ESI† for the denition)
required for the rst C–C bonding formation was �1.5 eV in the
methylenedioxy-functionalized anthracene polymer, which is
larger than that estimated in the hydrogen-terminated anthra-
cene polymer (1.35 eV).46 This is mainly due to the larger acti-
vation energy required for biradical formation in the extendedp

orbital of methylenedioxy-functionalized anthracene. While p

electron donation of the methylenedioxy group lowers the total
free energy of I0, a larger Ea is required for biradical formation
and C–C bonding formation in I1. There are a couple of possible
dehydrogenation paths for anthracene polymers on Au(111),
including the one suggested recently.47 The paths of the [1,2] H
shi (suggested by Blankenburg et al.46 and named by Ma
et al.47) and [1,3] H shi (considered by Ma et al.47) include the
desorption of a hydrogen atom to Au(111), leading to the
intermediate named I2 (Fig. 2 and 3). Two possible hopping
paths of hydrogen pointing away from the substrate are then
considered: I2 to I3 (corresponding to the [1,2] H shi) and I2 to
© 2022 The Author(s). Published by the Royal Society of Chemistry
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Fig. 2 The summary of the cyclo-dehydrogenation process of anthracene polymers with methylenedioxy edges.
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I3-1 ([1,3] H shi). Another path (I1 to I2-1) is similar to the [1,9]
shi suggested by Ma et al.,47 which does not include hydrogen
desorption until the formation of I2-1. As shown in Fig. 3, I2 is
the intermediate preferred when the process is kinetic, while
the relative total energy with respect to I0 (Urel

tot) of I2-1 is 0.076
eV, which is lower than that of I2. It should be noted that even
when the thermodynamic process chose the [1,9] shi path via
I2-1, the methylenedioxy groups are readily cleaved during edge
hydrogenation which leads to hydroxy-terminated edges (see
Scheme S4† in the ESI). The Ea required from I2 to I3 was �0.3
eV, which is smaller than that evaluated for [1,2] H-migration in
anthracene polymers derived from 10,10′-dibromo-9,9′-bian-
thracene (DBBA) previously (�0.99 eV).46 The smaller Ea of [1,2]
H-migration in methylenedioxy-functionalized anthracene
© 2022 The Author(s). Published by the Royal Society of Chemistry
polymer is ascribed to the stabilization of radicals by the reso-
nance effect of methylenedioxy. The Urel

tot of I3-1 is lower than
that of I3 (DU ¼ 0.49 eV), which is explained by the electron
donation effect of methylenedioxy using the anthracene trimer
model (see Fig. S29 along with Scheme S1 and Table S1† in the
ESI for the details). The Ea required from I2 to I3 was �0.31 eV,
while that of I2 to I3-1 was �0.82 eV. The I3-1 step will lead to
GNRs with methylenedioxy groups remaining intact on the
edges, which are not the main product in our experiment. This
result indicates that I3 was chosen as a consequence of the
kinetic hydrogen hopping process.

The subsequent process aer I3 is investigated using
anthracene polymer models on Au(111) as follows (Fig. 2 and 3).
It should be noted that the following process is one of the
Nanoscale Adv., 2022, 4, 4871–4879 | 4875
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Fig. 3 The minimum energy paths of cyclo-dehydrogenation and deprotection of a methylenedioxy-functionalized anthracene polymer
derived from NEB analysis.
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possible dehydrogenation paths, while other paths are also
suggested in the ESI (Scheme S2–S4†). Aer I3, we found that
methylenedioxy cleavage occurs before another C–C bond
formation (I4). While the Urel

tot of I5-1 (see Fig. 2 for the structure)
is 2.49 eV, that of I5 is 0.82 eV, which is a path with lower energy
for cyclo-dehydrogenation. The methylenedioxy group is
cleaved and yields formaldehyde, leaving an oxygen radical on
the edge, as depicted in I5. As previously stated in I1, one
hydrogen atom is pointed to the surface while the other one is
pointed away from the surface. There are two possible paths for
the dehydrogenation of two hydrogen atoms in I5: I5 to I8 and I5
to I8-1 (Fig. 2). From I5 to I8-1, the hydrogen atom hops to the
bottom of the hydroxy group, which detaches the hydroxyl ion
and yields hydrogen-terminated GNRs (I8-1). From I5 to I8, the
hydrogen atom pointed to the surface is detached before
hydrogen hopping (I7). The hydrogen pointed away from the
surface will hop and terminate hydroxyl groups, yielding GNRs
with hydroxy termination (I8). The energetics of the process
mentioned above are summarized in Fig. 3, which reveals that
GNRs with hydroxy termination (I8) are the most kinetically
preferable product. The Ea required for hydrogen-terminated
GNRs (I8-1), though, is comparable to or smaller than the Ea
required in the other processes. The Ea from I5 to I8-1 is 0.48 eV,
which is larger than that required from I5 to I8 (0.23 eV) but not
large enough to prevent hydrogen hopping from I5 to I8-1. This
is probably why we obtained a mixture of hydroxy-terminated
and hydrogen-terminated edges.

Finally, let us refer to the electronic structure of GNRs with
hydroxy edges. The band gap of GNRs is somewhat contro-
versial from experimental and theoretical viewpoints. The
band gap of a free-standing GNR with seven carbon dimers in
width (7AGNR), for example, was estimated to be 1.57 eV from
our DFT calculation at the GGA-PBE level (Fig. S30†), while GW
approximation estimated >3.7 eV for 7AGNR.48 Although it is
known that DFT can underestimate band gaps, the extraordi-
narily large band gap estimated in GW approximation remains
elusive. The experimental determination of the 7AGNR band
4876 | Nanoscale Adv., 2022, 4, 4871–4879
gap was also challenging.49 Fourier-transform scanning
tunneling spectroscopy (FT-STS) was employed to investigate
the band dispersion and identify the valence band of 7AGNR,50

in which a series of STS spectra were corrected along the GNR
long axis and Fourier-transformed. A careful angle-resolved
photoemission spectroscopy (ARPES) measurement revealed
another hidden HOMO band with an energy separation of
only �60 meV to the second sub-band.51 The HOMO level
pinning was also reported for various bottom-up GNRs on
metal substrates,52 which is caused by charge transfer from
GNRs to substrates. For the band gap of GNRs with hydroxy
edges developed in this study, the band gap of the free-
standing hydroxy-terminated GNR was determined to be Eg,
DFT ¼ 1.41 eV using DFT at the GGA-PBE level, which is smaller
than that of 7AGNR (Eg, DFT ¼ 1.57 eV) with hydrogen-termi-
nated edges (see Fig. S30† for the model structure and the
band dispersion), partially because of additional orbital nodes
in the HOMO of the GNR with hydroxy groups (Fig. S31†).
Although the non-uniformity of the structure makes the
complementary experimental evaluation of the band gap using
FT-STS or ARPES difficult, the STS spectra revealed that some
part of GNRs have an electronic structure distinct from that of
7AGNR. Fig. 4a summarizes a series of STS spectra recorded on
GNR/Au(111) and Au(111). Unlike 7AGNR, in which the valence
band onset was observed at �−0.87 eV,51 the valence band
features are observed at �−0.60 eV. On the other hand, the
LUMO onset required a close tip-sample separation to identify
(set-point 0.5 nA). The LUMO onset was observed at 1.64 eV as
a peak [Fig. 4a(v) and (vi)] or a kink beside the LUMO+1 peak
[Fig. 4a(vii)], which is similar to the spectrum of 7AGNR. These
phenomena are qualitatively reproduced by DFT at the GGA-
PBE level, as shown in Fig. 4b. As the onset of the HOMO band
is shied to the Fermi level while the LUMO band position is
unaffected, the band gap of GNRs is lowered aer hydroxy
functionalization. The electron density difference upon GNR
adsorption on Au(111) (Fig. 4c) indicates a larger amount of
charge transfer from the hydroxy-terminated GNR to the Au
© 2022 The Author(s). Published by the Royal Society of Chemistry
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Fig. 4 (a) A series of STS spectra taken on GNRs and the pristine Au(111) surface at 77.5 K. The set-point for the spectra is 0.2 nA [(i–iv)] and 0.5 nA
[Au and (v–vii)]. The STM image shown in the inset was obtained at 0.9 nA/−0.6 V. (b) The projected density of states (PDOS) of GNRs adsorbed
on Au(111). The considered models are (i) 7AGNR and (ii) GNRs functionalized by two hydroxy groups, and (iii) four hydroxy groups per three
anthracene units, respectively. All models contain Au slabs with periodic boundary conditions. (c) The electron density difference induced by the
adsorption of GNRs on Au(111). The considered models are (i) 7AGNR and (ii) GNRs with four hydroxy groups per unit cell, respectively. The
isosurface is depicted at 4.88� 10−4 e bohr−3. The blue and yellow isosurface represents depletion and accumulation of electrons, respectively.
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substrate when compared with 7AGNR/Au(111). The electron
densities on the hydroxy groups are signicantly depleted,
giving rise to a large number of transferred electrons below the
hydroxy groups. The large interface dipole is probably
responsible for the deviation from Fermi-level pinning
tendencies in hydrogen-terminated GNRs.52 Although further
studies such as ARPES using a more uniform sample are
required for the precise assignments of GNR valence bands,
this result implies that edge functionalization can modify the
GNR-electrode interface band alignment, which could be
useful for overcoming the carrier-injection barrier in the GNR
devices.17
Conclusions

We demonstrated the bottom-up growth of GNRs with edges
functionalized by hydroxy groups. The protection of hydroxy
groups on precursor molecules using methylenedioxy yielded
GNR edges with partial hydroxy functionalization, while
precursors with hydroxy groups did not yield GNRs due to
precursor decomposition. The rst-principles study on the
kinetics of the cyclo-dehydrogenation process revealed that the
migration of the dehydrogenated hydrogen to the bottom of
© 2022 The Author(s). Published by the Royal Society of Chemistry
methylenedioxy is kinetically chosen, leading to the on-surface
deprotection of the methylenedioxy groups. The STS results
combined with the rst-principles DFT calculations revealed
a large interface dipole derived from charge transfer from
hydroxy groups to the substrate, which makes the HOMO band
closer to the Fermi level while the LUMO onset position is not
primarily affected. Uncontrollable hydroxy modication with
the present technique could be a disadvantage if further
modication of hydroxy groups (such as quinoid formation) is
intended. However, this randomness is not an issue if we focus
solely on the electronic structure modication with hydroxy
groups, which was shown by our DFT studies. This is because
weak electron donations from hydroxy groups do not largely
contribute to the p resonance. This result not only gives us
some fruitful insights into on-surface chemistry but also gives
us a new strategy to obtain GNRs with various edge termina-
tions through deprotection of protected edge groups, which is
helpful for high-performance devices with small junction
capacitance.
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