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Hybrid organic switch-inorganic semiconductor systems have important applications in both photo-
responsive intelligent surfaces and microfluidic devices. In this context, herein, we performed first-
principles calculations to investigate a series of organic switches of trans/cis-azobenzene fluoride and
pristine/oxidized trimethoxysilane adsorbed on low-index anatase slabs. The trends in the surface—
adsorbate interplay were examined in terms of the electronic structures and potential distributions.
Consequently, it was found that the cis-azobenzene fluoride (oxidized trimethoxysilane)-terminated
anatase surface attains a lower ionization potential than the trans-azobenzene fluoride (pristine
trimethoxysilane)-terminated anatase surface due to its smaller induced (larger intrinsic) dipole moment,
whose direction points inwards (outwards) from the substrate, which originates from the electron charge
redistribution at the interface (polarity of attached hydroxyl groups). By combining the induced polar
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ionization potential is an important predictor of the surface wetting properties of adsorbed systems. The
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1 Introduction

Reversible photochemical processes on photosensitive mate-
rials enable a switchable change in their surface properties, e.g.,
wettability, adhesion and color, under the influence of external
stimuli in an environmentally friendly, non-contact and
convenient manner,® and thus have found significant appli-
cations in chemical sensors,” artificial intelligent surfaces,® and
microfluidic devices.> One well-known strategy to obtain
dynamically modifiable surface properties exploits the changes
in geometry and dipole moment resulting from photochromism
in surface-confined organic molecules, including azobenzene
(AZB),** diarylethene (DTE),"* spiropyran (SP)"* and their
derivatives. Another approach toward more pronounced and
switchable property changes exploits the reversible property of
some semiconductor oxides such as ZnO,”™ WO;" and
TiO,.'**® Recently, many studies, mainly from an experimental
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also related to the photoisomerization and oxidization process under UV irradiation, respectively.

viewpoint, have been directed toward combining organic
switches with inorganic materials'®>* given that the resulting
hybrid systems are believed to be the key to expanding the
applicability of the subsystems in realistic devices. The corre-
sponding investigations include the study of the colorless-
colored isomerization of SP derivatives on porous TiO,,* cis—
trans isomerization of azobenzene fluoride derivatives adsorbed
on metal oxide nanoparticles, and trimethoxy(alkyl)silane
grafted on TiO, nanoparticles.>** Moreover, artificial joint
systems (e.g., metal/ZnO, metal/insulator/semiconductor and
bipyridine-complexes/TiO,) have also been found to be
a promising solution for integrated and efficient solar-to-
chemical conversion,***® indicating their potential applica-
tions in the field of energy utilization. These investigations
confirm that immobilized organic switches and inorganic
semiconductor oxide substrates may retain their photosensitive
and modifiable properties in joint systems.'®***>

In this case, a good understanding of hybrid systems is
crucial to quantify the interplay between the organic switches
and inorganic substrates during the photochemical process. To
explore the optoelectronic properties of these hybrid systems,
numerous studies have carried out, including density func-
tional theory (DFT)/time-dependent density functional theory
(TDDFT) investigation of a series of photochromic derivatives of
trans/cis-AZB,* open/closed-SP** and open/closed-DTE***
adsorbed onto anatase and rutile slabs. To explain the switch-
able wettability of TiO, nanoparticles modified with

© 2023 The Author(s). Published by the Royal Society of Chemistry
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trimethoxysilane under UV illumination, a series of experi-
ments was carried out to confirm the oxidization process for the
degradation of trimethoxysilane.>*** However, complementary
computational efforts to model the surface of these systems and
interface properties are lacking.

Surface potential is one of the basic physical characteristics of
a material surface, which is related to its surface properties
(through the Fermi energy), given that it can dictate the direction
of charge transfer, and thereby significantly affect the stability
and surface chemistry of surfaces with adsorbates.**** Particu-
larly, the work function (ionization potential) of the metallic
(semiconducting or insulating) surface is one of the most
important technological parameters of the surface potential®**
in developing new field-emitter cathodes or photo-responsive
superhydrophobic surfaces for applications in light-emitting
diodes and smart fluid control. By using the surface polariz-
ability approach and performing contact angle measurements,
the surface polarizability, which has been observed to exhibit
a significant inverse relationship with respect to the ionization
potential,"*~** was found to be closely related to the surface free
energy and wettability.** By combining first-principle calculation
with contact angle measurement, the work function was
demonstrated to be a critical quantity in understanding the
wettability of silane coatings.*® Based on first-principles density
functional theory, low-dimensional materials with a low work
function have been demonstrated to have a considerable impact
on the power efficiency for field-emission applications.*
However, a limited number of studies has been conducted on the
surface potentials of joint systems that incorporate organic
switches in inorganic surfaces. In this case, how the functional
organic switch configuration, low-index semiconductor surface
and surface-adsorbate interplay influence the electronic prop-
erties and surface potential barriers of the joint system remains
an unsolved issue. Furthermore, the difference in surface
potentials between a series of organic switches grafted on various
inorganic semiconductor surfaces still needs to be studied in
depth.

Herein, we used DFT to investigate the electronic properties
and surface potentials of hybrid organic/inorganic systems with
different organic adsorbates and various low-index TiO,
surfaces. We show that the change in the ionization potential
during the photoisomerization and oxidization processes of the
organic switch configuration is correlated with the changes in
the surface dipole moments. We demonstrate that the ioniza-
tion potentials play an important role in determining the
potential barriers, and consequently justify their surface-
wetting properties. This work is organized as follows: the
Computational methods section provides the physical model
and the computational methodology. The results and their
interpretations are presented in the Results and discussion
section. Finally, the Conclusions section provides a general
summary of this work.

2 Computational methods

To quantify the mutual influence between organic and inor-
ganic subsystems, we performed a DFT study on two commonly
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used organic coatings, ie., azobenzene fluoride (FAZB) and
1H,1H,2H,2H-perfluorooctyl(trimethoxy)silane (PFOS), grafted
on anatase TiO, surfaces modeled as a periodic slab, as shown
in Fig. 1 and S1.7 To ensure immobilization of the coating to the
surface, the trans-FAZB and cis-FAZB isomers were anchored on
surfaces with strong binding by adding carboxyl groups on one
side of the isomer,*** while the oxygen atom in the siloxane
groups of PFOS binds to the surface the titanium atom.* We
considered the perpendicular configuration of the organic
switches adsorbed on anatase slabs given that the present work
aimed to explore the changes in the polarity and surface
potentials of immobilized organic switches in the perpendic-
ular direction during the photoisomerization and photo-
induced oxidization process, which proceeded via rotation or
inversion mechanisms in sufficient space. The perpendicular
configuration was also demonstrated to be the optimal
adsorption mode in terms of energetic and dynamical
stability.****° The effectiveness of adding anchor groups was
predicted through both experimental and theoretical
studies,*»** while the covalent bonding of trimethoxysilane
refers to a grafting reaction with silanes in the real synthesis
process.””** To consider the effect of the oxidization of PFOS
due to UV illumination, one of the fluorine atoms at the end of
the carbon chain of pristine PFOS (labeled as PFOS-F) was
replaced by a hydroxyl group, which was labeled as PFOS-OH.
Considering their widespread use as photoelectrode
substrates, we selected two types of commonly used stable
anatase TiO, faces, ie., (100) and (101), as the inorganic
surfaces.®® Particularly, there are two inequivalent anatase (101)
surfaces (Fig. S17), and thus for clarity, they will be referred to as
(101)-I and (101)-II herein.

1
B0

Fig. 1 Adsorbed structures of (left to right) trans-FAZB, cis-FAZB,
PFOS-F and PFOS-OH on anatase TiO, (100) surface viewed along (a)
y-axis and (b) x-axis. The white, gray, blue, red, gold, light-gray and
light-blue spheres represent hydrogen, carbon, nitrogen, oxygen,
silicon, titanium and fluorine atoms, respectively.
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We carried out DFT calculations with the Perdew-Burke-
Ernzerhof (PBE)* form of the generalized gradient approxima-
tion (GGA) for the exchange-correlation functional to optimize
the atomic structures and calculate the electronic structures, as
implemented in the Vienna ab initio simulation package
(VASP).>*** The ion-electron interactions were treated using the
projector augmented wave (PAW) method®® with a cutoff energy
of 400 eV. The two-dimensional joint system was modeled by
using the supercell approximation with at least a 25 A vacuum
space along the direction perpendicular to the surface, which
was taken to be the z-axis, to eliminate interactions between
periodic images. From the bulk anatase cell, a four-layer 4 x 1
and 1 x 4 slab was cut in the (100) and (101) directions, pre-
senting dimensions of 11.36 x 9.87 A> and 10.57 x 11.36 A% in
the x—y plane, respectively, and the bottom layer along the z
direction was fixed. All the selected atoms were fully relaxed
using the conjugate gradient method until the magnitude of the
force on each atom became less than 0.01 eV A™* in the opti-
mized structures and the total energies were converged within
107> eV per cell. For the structural optimization (static calcu-
lations), the Brillouin zone was sampled using a setof 2 x 2 x 1
(4 x 4 x 1) Monkhorst-Pack k points.”” The Gaussian smearing
scheme was applied with a smearing width of 0.14 eV. The
adsorption coverage in our calculation corresponded to one
organic adsorbate per TiO, 4 x 1 (1 x 4) supercell for the (100)
[(101)] surface, ie., ~8.9 x 10" cm™? (~8.3 x 10" cm?) for
(100) [(101)] surface. The coverage we considered is in the
reasonable range reported in previous experimental and theo-
retical studies.*®**3®

The ionization potential (work function) for a semiconductor
(metal) was derived from the energy difference between the
vacuum level and the valence band maximum (Fermi energy).
Generally, the Fermi level is located between the conduction
band minimum and the valence band maximum depending on
the hybrid and surface states. Given that the adsorption is on
only one side of the hybrid organic/inorganic surface, in the
calculation of surface potentials, we put two joint systems with
mirror symmetry in the supercell to create two vacuum regions
with constant vacuum potentials to obtain two independent
vacuum levels of the two sides of the surface. It is noteworthy
that our computational approach was validated by performing
sets of work function -calculations on silane-modified
substrates®® and graphene edges.*”

3 Results and discussion

We begin our discussion by focusing on the structures of the
adsorbed systems. Examples of the relaxed atomic structures of
FAZB and PFOS chemisorbed on the anatase (100) surface are
shown in Fig. 1 [adsorption on anatase (101)-I and (101)-II
surfaces is depicted in Fig. S11]. To determine the stability of
hybrid systems, we investigated the adsorption energies of
organic/inorganic interfaces. The adsorption energy E, of the
organic switch can be expressed as E, = Epypria — (Eo * Eino),
where Epypriq is the total energy of the hybrid system with
organic adsorbates, E, is the energy of an isolated organic
functional group, and Ej,, is the energy of an inorganic
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Table 1 Total energies and adsorption energies of 12 species of
considered hybrid systems in comparison to inorganic group-grafted
anatase surfaces

Structure Total energy Adsorption
(as labeled in Fig. 1 and S1) (eV) energy (eV)
trans-FAZB/(100) —834.80 —2.68
cis-FAZB/(100) —834.32 —2.59
trans-FAZB/(101)-T —826.50 —2.63
cis-FAZB/(101)-1 —825.94 —2.54
trans-FAZB/(101)-11 —835.04 —2.14
cis-FAZB/(101)-11 —834.68 —2.15
PFOS-F/(100) —839.55 —3.05
PFOS-OH/(100) —845.91 —3.09
PFOS-F/(101)-1 —832.01 —-3.37
PFOS-OH/(101)-1 —838.37 —3.68
PFOS-F/(101)-II —840.90 —2.73
PFOS-OH/(101)-1I —849.15 —-3.16
NO,/(100) —654.78 —-1.08
NO3/(101)-1 —642.26 —2.00
NO/(101)-IT —652.64 —~1.07
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Fig. 2 (a—c) Electronic band structure of unbound anatase (100),

(101)-1and (101)-1l surface along the high-symmetry path, respectively.
(d) Potential energy distribution for unbound anatase (100), (101)-1 and
(101)-1I surface. It is plotted along a line perpendicular to the surface.
The Fermi energy is set to the valence band maximum (VBM) for
comparison.

substrate with a clean surface. According to this definition,
exothermic adsorption corresponds to negative values. Table 1
presents the adsorption energies of 12 species of the considered
hybrid systems. We found that all the organic adsorbates are
chemisorbed on the (100), (101)-I and (101)-II TiO, surfaces with
large adsorption energies. The adsorption energies were at least
—2.14 and —2.73 eV for the FAZB- and PFOS-grafted surfaces,
respectively, which are much higher than the thermal energy at
room temperature (ie., 0.026 eV), indicating the very stable
adsorption of FAZB and PFOS. It is instructive to compare the
adsorption energies of organic hybrid systems with inorganic
group-grafted anatase surfaces given that the nitrate groups
were successfully grafted on a rutile TiO, surface.” We found

© 2023 The Author(s). Published by the Royal Society of Chemistry
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Fig. 3 Electronic band structure of (a) trans-FAZB/(100), (b) cis-FAZB/
(100), (c) trans-FAZB/(101)-1, (d) cis-FAZB/(101)-1, (e) trans-FAZB/(101)-
Il'and (f) cis-FAZB/(101)-1l. The Fermi energy is set to the valence band
maximum (VBM) for comparison.

that the nitrate groups are also chemisorbed on the anatase
surfaces stably with adsorption energies slightly smaller than
that of the organic hybrid systems.

Given that all the surface properties of the organic/inorganic
hybrid systems were derived by truncation of the bulk systems
and modification of the initial surfaces, in Fig. S2f and 2 we
reported the electronic structures of the TiO, bulk and three
different pristine anatase surfaces. An indirect band gap of
2.13 eV between the I" and X points was found for bulk anatase
TiO,, which is significantly smaller than the experimental band
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Fig. 4 Electronic band structure of (a) PFOS-F/(100), (b) PFOS-OH/
(100), (c) PFOS-F/(101)-1, (d) PFOS-OH/(101)-1, (e) PFOS-F/(101)-1l and
(f) PFOS-OH/(101)-1l. The Fermi energy is set to the valence band
maximum (VBM) for comparison.

gap value of 3.2 eV (ref. 60) but in agreement with the theoretical
studies (2.0 ~ 2.37 eV).***> Our PBE-computed band gaps for the
unbound (100), (101)-I and (101)-II anatase slabs are 2.11, 2.18
and 2.46 eV, respectively, in agreement with the previous
studies on TiO, slab systems (1.75 ~ 2.5 eV).*® Fig. 2(d) shows
the typical potential energy distribution across the unbound
TiO, surface. The vacuum potential at a remote location far
away from the surface in the z direction is an asymptotic
constant. Given that the valence band maximum was set to zero
in our calculation, the vacuum level, which is determined from

Table 2 Energy bandgaps and ionization potentials of the 12 considered hybrid systems

Ionization potential (eV)

Structure Energy gap Clean side (fixed
(as labeled in Fig. 1 and S1) (eV) Modified side (relaxed side) side)
(100) 2.11 5.86 4.62
(101)-1 2.18 5.76 3.96
(101)-I1 2.46 6.23 5.47
trans-FAZB/(100) 1.77 5.17 4.90
cis-FAZB/(100) 1.62 4.61 4.88
trans-FAZB/(101)-1 1.62 5.48 3.92
cis-FAZB/(101)-I 1.54 5.00 3.85
trans-FAZB/(101)-11 1.84 5.07 5.69
cis-FAZB/(101)-11 1.54 4.44 5.68
PFOS-F/(100) 1.78 6.24 4.61
PFOS-OH/(100) 1.79 5.79 4.69
PFOS-F/(101)-1 1.86 6.75 3.85
PFOS-OH/(101)-1 1.84 6.02 3.88
PFOS-F/(101)-1I 2.16 6.05 5.55
PFOS-OH/(101)-II 2.27 5.46 6.08

© 2023 The Author(s). Published by the Royal Society of Chemistry
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(V¥), PFOS-OH/(100) (V), PFOS-F/(101)-I (®), PFOS-OH/(101)-I (&),
PFOS-F/(101)-11 (%) and PFOS-OH/(101)-1I (), respectively.
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Fig. 6 (a) Linear distribution of transferred electron charge for FAZB-
grafted anatase (100) surface. (b and c) Same as (a) but for FAZB-
grafted anatase (101)-1 and (101)-1l surface, respectively. The hybrid
system with adsorbate of trans-(cis-) FAZB is represented with red
solid (blue dashed) lines. The vertical dashed lines indicate the
encompassing regions of positive (1) and negative charges (2) near the
interfaces. The transferred electron charge at the coordinate z is ob-
tained by averaging the transferred electron charge on the corre-
sponding x—y plane.

the electrostatic potential in the vacuum region far enough away
from the slab surface, is equal to the ionization potential. For
each unbound surface, the difference in ionization potentials
between the fixed bottom side and the relaxed top side is
influenced by surface relaxation. It is clear that the unbound
(101)-II [(101)-I] surface has the highest (lowest) ionization
potential.

Here, we consider the impact of adsorption on the electronic
structure of the hybrid systems as given by the energy band. The
band structures, as depicted in Fig. 3 for the FAZB/TiO, systems
and Fig. 4 for the PFOS/TiO, systems, show the contribution of
the organic adsorbates. For a given TiO, substrate, all the joint
systems are semiconductors with band gaps that are smaller
than that of the unbound surface. A comparison of the energy
gaps between the hybrid and unbound systems is presented in
Table 2, where we notice that for each type of TiO, substrate, the
band gap of the hybrid system with cis-FAZB adsorption is
smaller than that with ¢rans-FAZB adsorption, while the band
gaps of the hybrid systems with PFOS-F and PFOS-OH adsorp-
tion show small differences.

Given that both the FAZB/TiO, and PFOS/TiO, hybrid
systems are semiconductors, we explored their ionization
potential to quantify the energy barrier to free space that
prevents an electron at the valence band maximum from
escaping the solid. Fig. 5(a) and (c) show the potential energy
distribution of FAZB and PFOS adsorbed on different anatase
surfaces, respectively. We plotted the electrostatic potential
energy along a line that crosses the adsorbates and is perpen-
dicular to the slab. It is clear that the potential energy in the
vicinity of the surface increases gradually as the distance
increases for both the adsorbed side and the clean side [Fig. 5(a
and c), respectively], but the variation in the potential energy is
not monotonous in the former case due to the existence of

© 2023 The Author(s). Published by the Royal Society of Chemistry
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Fig. 7 (a) Linear distribution of transferred electron charge for PFOS-
grafted anatase (100) surface. (b and c) Same as (a) but for PFOS-
grafted anatase (101)-1 and (101)-1I surface, respectively. The hybrid
system with adsorbate of PFOS-OH (PFOS-F) is represented with red
solid (blue dash) lines. The vertical dashed lines indicate the encom-
passing regions of positive (1) and negative charges (2) near the
interfaces. The transferred electron charge at the coordinate z is ob-
tained by averaging the transferred electron charge on the corre-
sponding x—y plane. (d) Mulliken charge distributions on adsorbate of
PFOS-OH (O) and PFOS-F (M). The horizontal axis is the coordinate of
the atom in the z-direction.

adsorbates. We found that the vacuum level of the adsorbed
side is different from that of the clean side. The difference in the
vacuum levels between the adsorbed side and the clean side is
determined by the adsorbate type. It is obvious that the vacuum
levels of the clean sides are independent of the type of organic
adsorbate on the other side and similar to that of the unbound
surfaces without relaxation. To further investigate the potential
barriers of the TiO, surface with different organic switch
modifications, we plotted the potential energy curves along the
forward path, which is the line perpendicular to the surface,
with the origin at the outermost atoms, as shown in Fig. 5(b and
d), respectively. The corresponding ionization potentials ob-
tained from the vacuum levels in Fig. 5(b and d) are summa-
rized in Table 2. We noted that the ionization potentials of the
FAZB/TiO, hybrid systems follow the order of trans-FAZB/(101)-1
> trans-FAZB/(100) > trans-FAZB/(101)-11 > cis-FAZB/(101)-1 > cis-
FAZB/(100) > cis-FAZB/(101)-I1. We found that the adsorption on
a semiconducting substrate with each given FAZB configuration
changes the relative order of the ionization potential between
the different TiO, surfaces compared to that without adsorp-
tion. For example, the relative order of the ionization potential
for the (100), (101)-I and (101)-IT hybrid surfaces grafted with
trans-FAZB is different from that for the (100), (101)-I and (101)-
II unbound surfaces. Clearly, regardless of the type of anatase
surface, the ionization potential of the TiO, surface grafted with
trans-FAZB is always larger than that with cis-FAZB. Alterna-
tively, the ionization potential of the TiO, surface modified with
various short carbon chain silanes follows the order of PFOS-F/
(101)-1 > PFOS-F/(100) > PFOS-F/(101)-1I > PFOS-OH/(101)-I >
PFOS-OH/(100) > PFOS-OH/(101)-1I. It is clear that ionization
potentials of the different types of TiO, surfaces modified with

© 2023 The Author(s). Published by the Royal Society of Chemistry
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zation direction of incident light is along the x- (black), y- (red) and z
(blue)-directions.

a given silane exhibit the same relative order as that of the TiO,
surfaces modified with a given FAZB. The PFOS-F-grafted TiO,
surface also shows a larger ionization potential than the PFOS-
OH-grafted TiO, surface. Notably, the hierarchy of the ioniza-
tion potential of the hybrid systems predicted by our numerical
calculations was found to follow the same trend of hydropho-
bicity in experimental measurements [105° (23°) contact angle
for the trans-state (cis state) FAZB-grafted silica-encapsulated
nanoparticles® and 165° (<10°) contact angle for PFOS-F
(PFOS-OH)-grafted TiO, nanoparticles*®], which can be
explained by the induced polar interaction model at the liquid/
solid interfaces.** When a polar liquid (e.g., water) is in contact
with a polarizable solid surface, the induced solid/liquid polar
interaction, and thereby the surface hydrophilicity increases
with the solid surface polarizability monotonously, which is
inversely related to the ionization potential.***** Thus, we can
expect that the equilibrium contact angle for contacting a polar
liquid will increase with an increase in the ionization potential
of solid surface, i.e., the surface hydrophobicity of ¢trans-FAZB
(PFOS-F)-grafted TiO, is larger than that of cis-FAZB (PFOS-OH)-
grafted TiO,.

To understand how the organic adsorbates affect the surface
potential, we considered in detail the redistributions of the
electron charges between the inorganic substrate and the
organic adsorbate, as shown in Fig. 6 and 7. A common feature
is that the charge redistributions are locally confined in the
vicinity of the interface between the TiO, surface and the
adsorbates. In the case of the FAZB/TiO, (PFOS/TiO,) hybrid
system, the positive charges accumulate on the top layer of the
TiO, substrate [indicated in Fig. 6 (Fig. 7)], while negative
charges accumulate at the binding site of FAZB (PFOS) [indi-
cated in Fig. 6 (Fig. 7)]. However, the end-to-end distance and
the linear distribution of transferred electron charge for the
planar rod-like trans-FAZB is larger than that of nonplanar cis-
FAZB, suggesting that the trans-FAZB receives more electrons
from the interface and induces a larger dipole moment whose
direction points inwards from the TiO, substrate. It had been
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reported that the adsorbate on the substrate reduces (enhances)
the electron binding capability, i.e., work function or ionization
potential, by forming a plane of dipoles, whose direction points
outwards (inwards) from the substrate.®” Therefore, compared
to the case of the cis-FAZB-grafted TiO, surface, the higher
ionization potential for the trans-FAZB-grafted TiO, surface can
be attributed to the larger electron charge transfer caused by
chemical functionalization and structural relaxation effect.
Alternatively, the relative order of ionization potential between
the PFOS-F- and PFOS-OH-grafted TiO, surfaces cannot be
explained by the effect of the induced dipole moment derived
from charge transfer only. As shown in Fig. 7, for a given TiO,
surface, the linear distribution of transferred electron charge of
PFOS with hydroxyl substitution is almost the same as that of
pristine PFOS. It is widely known that the hydroxyl group is
a polar chemical group with an intrinsic dipole moment
pointing from oxygen to hydrogen. Fig. 7(d) shows the dipole
moment contributions of the PFOS-F and PFOS-OH adsorbates.
The contribution of the OH dipole moment to the potential
barrier is negative given that its direction points outwards to the
anatase slab [Fig. 7(d)]. This explains why the OH-substituted
PFOS exhibits exceptionally low ionization potentials. The
effect of the intrinsic dipole moments of the functional groups
was also predicted with an increase or decrease in the potential
barriers of several surfaces.*®®

Also, we calculated the UV-vis absorbance spectra of the
hybrid organic/inorganic systems to probe the grafting-induced
changes in their optical properties. Consequently, a significant
anisotropic absorbance was found for the bare and hybrid
surfaces. The first absorption bands in Fig. 8 are 3.02, 2.74 and
3.39 eV for the (100), (101)-I and (101)-IT unbound TiO, surfaces,
respectively. Our computed first absorption band of the (101)-I
unbound surface is consistent with other theoretical calcula-
tions (2.56 eV)** but is underestimated compared with the
experimental measurements, which is located between 3.4 and
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4.9 eV performed on TiO, films with different thicknesses.** To
obtain the exact optical properties in the UV-vis range, the
scissors operation® of 0.66 eV, which corresponds to the
difference between the experimental measurement of the
thinnest TiO, films (~15 nm) considered in a previous study
and our theoretical result, was carried out in an optical absor-
bance of the hybrid system. As shown in Fig. 9(a), we found that
the absorbance spectra of the TiO, surface grafted with trans-
FAZB are slightly different from that with cis-FAZB, except for
the case of TiO, surface grafted with trans-FAZB in the z polar-
ization direction, which exhibits an additional absorption peak
at about 3.2 eV, corresponding to the conformational switch of
azobenzene-containing units from the apparent wetting state
(i.e., trans isomer) to the fully wetting state (i.e., cis isomer)
under UV irradiation.”® In addition, the absorbance spectra of
the (101)-II TiO, surface grafted with PFOS-F are also slightly
different from that with PFOS-OH [Fig. 9(b)], while the absor-
bance spectra of PFOS-F- and PFOS-OH-grafted TiO, surfaces
are similar for the (100) and (101)-I surfaces. The absorption
peak at about 3.6 eV for the PFOS-grafted TiO, surface can be
assigned to the oxidization of PFOS upon UV illumination.*

4 Conclusions

Density functional theory calculations were performed on
hybrid systems containing organic switches adsorbed on low-
index TiO, anatase surfaces. We considered the trans-FAZB
and cis-FAZB isomers anchored by carboxyl groups on one side
of the isomer, while the pristine PFOS-F and oxidized PFOS-OH
bonded by the oxygen atoms in the siloxane groups. The reli-
ability of our models was demonstrated by examining the
chemically intuitive parameter, i.e., adsorption energies. To
understand how the different conformations of the organic
switches interact with the inorganic surface, we investigated
their electronic structures and surface potentials and analyzed
their charge redistributions. The band gaps of the hybrid

© 2023 The Author(s). Published by the Royal Society of Chemistry
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systems are reduced upon adsorption. For each type of TiO,
surface, while the t¢rans-FAZB-grafted TiO, surface exhibits
a larger band gap than the cis-FAZB-grafted TiO, surface, both
the PFOS-F- and PFOS-OH-grafted TiO, surfaces have similar
band gaps. The effect of organic switch modifications was found
to be crucial to determine the relative order of the ionization
potentials among the different TiO, surfaces. Moreover, we
systematically studied the organic switch configuration depen-
dence of the ionization potentials of the functionalized TiO,
surfaces with FAZB and PFOS adsorbates and found that
regardless of the type of TiO, surface, the cis-FAZB (PFOS-OH)-
grafted TiO, exhibits a lower ionization potential than the
trans-FAZB (PFOS-F)-grafted TiO,. By considering the two
important factors in tuning the surface dipole moments, as
follows: (i) the electron charge redistribution at the interface
caused by chemical functionalization and structural relaxation
effect and (ii) the polarity of attached chemical groups, we
successfully explained the different behaviors of the ionization
potentials for the trans-/cis-FAZB- and PFOS-F/PFOS-OH-
terminated TiO, surfaces. By combining the induced polar
interaction analysis and the experimental measurements in the
literature, we demonstrated that the ionization potential is an
important predictor of the surface wetting properties of the
adsorbed systems. Anisotropic absorbance for the considered
hybrid surfaces was also found. The first absorption peak of
TiO, grafted with trans-FAZB (PFOS-F) was assigned to the
conformational switch (oxidization) under UV irradiation. This
study represents the first effort to rationalize the surface
potentials of organic/inorganic systems via first-principles
modeling, which can be helpful for the proper design and
selection of organic coatings with controllable surface proper-
ties for photosensitive material applications, such as chemical
sensors, artificial intelligent surfaces, and microfluidic devices.
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