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CO Adsorbate Promotes Polaron Photoactivity on the Reduced
Rutile TiO,(110) Surface
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Polarons play a major role in determining the chemical properties of transition-
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metal oxides. Recent experiments show that adsorbates can attract inner polarons to surface ; E:;?r‘cti plu]'m'ﬂ h{vPP”" 82

sites. These findings require an atomistic understanding of the adsorbate influence on polaron = /fien Ph““o",'m(,,m

dynamics and lifetime. We consider reduced rutile TiO,(110) with an oxygen vacancy as a  * proiole 2 \

prototypical surface and a CO molecule as a classic probe and perform ab initio adiabatic ﬁ“? 4:, e | Polamn
molecular dynamics, time-domain density functional theory, and nonadiabatic molecular s 'W i ransfer
dynamics simulations. The simulations show that subsurface polarons have little influence on {\T &rﬁ

CO adsorption and CO can desorb easily. On the contrary, surface polarons strongly enhance
CO adsorption. At the same time, the adsorbed CO attracts polarons to the surface, allowing ﬁ&
them to participate in catalytic processes with CO. The CO interaction with polarons changes
their orbital origin, suppresses polaron hopping, and stabilizes them at surface sites. Partial
delocalization of polarons onto CO decouples them from free holes, decreasing the
nonadiabatic coupling and shortening the quantum coherence time, thereby reducing charge
recombination. The calculations demonstrate that CO prefers to adsorb at the next-nearest-neighbor five-coordinated Ti** surface
electron polaron sites. The reported results provide a fundamental understanding of the influence of electron polarons on the initial
stage of reactant adsorption and the effect of the adsorbate—polaron interaction on the polaron dynamics and lifetime. The study
demonstrates how charge and polaron properties can be controlled by adsorbed species, allowing one to design high-performance
transition-metal oxide catalysts.
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TiO,, polaron, adsorbate—polaron interaction, electron—hole recombination, nonadiabatic molecular dynamics,
time-dependent density functional theory

polarons tend to redistribute toward the surface and can
facilitate efficient charge transfer to catalytic sites, driving
various chemical reaction processes. Understanding how
adsorbates influence polaron behavior is of fundamental
importance for TMO catalytic properties and rational design
of high-performance photocatalysts.*®

In recent years, many experimental and theoretical works
aimed to elucidate the mechanisms underlying high catalytic
reactivity of TMOs and involving interactions between
polarons and adsorbed species. These works suggested that
adsorbates could influence polaron stability and redistribute
polarons to surface sites. Simultaneously, reactant binding
energy and efficiency of reactant dissociation can be
enhanced.'"””’™*° Density functional theory (DFT) calcula-
tions conducted by the Liu group reported that EPs induced by
titanium interstitials or single hydrogen atom preferred to

Transition-metal oxides (TMOs) are receiving worldwide
attention as one of the most promising classes of semi-
conductors for photoelectrochemical energy conversion.' ™
Formation of electron polarons (EPs) in TMOs by excess
electrons, introduced by intrinsic defects,™® doping,7’8
interstitials,”'’ and light irradiation,"’ is an intrinsic and
pervasive phenomenon that has strong impact on surface
chemistry. EPs are formed by a local distortion of the lattice
that creates a self-trapping potential for the charge carrier. Such
self-trapping strongly changes material’s charge carrier mobility
and chemical reactivity.'” Surface oxygen vacancies (Oy) are
regarded to be particularly reactive, contributing to the
versatile chemical processes in TMOs.">~"> A surface Oy
gives rise to two small EPs with energy levels deep inside
the bandgap, depending on electron—phonon coupling in
various TMOs.'°™"? Even a small thermal energy can activate
EPs to hop to different lattice sites, modifying properties of the November 9, 2021
polaronic states and creating challenges in understanding of December 30, 2021
the nonequilibrium dynamics of polarons.”” There are debates

in the literature on whether polarons promote carrier

conductivity”'~** or behave as deep carrier recombination

centers that are detrimental to conductivity.””** Deeper lying
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reside in deeper inner layers when the surface was clean, while
they tended to diffuse toward surface sites in the presence of
adsorbed water or methanol.”*° The polaron—adsorbate
interaction drove partial dissociations of the adsorbates on
the reduced TiO,(110) surface. Resonant photoelectron
diffraction measurements verified that these small polarons
preferentially distributed in the subsurface of rutile
TiO,(110).>” Subsurface polarons are not chemically active
and need to migrate to the surface to participate in chemical
reactions. This is achieved typically by increasing temperature
to overcome energy barrier and unfavorable driving force.
Instead of raising temperature, adsorbed molecules, such as
CO, can be used to bias EPs toward the surface. These
adsorbates do not necessarily participate in the photocatalytic
process of interest, but attract polarons to the surface without
using them up. In turn, polaron migration toward the surface
can enhance adsorption of such helper molecules, while
polaron consumption by other species participating in
photochemical reactions can weaken the helper molecule
binding. Scanning tunneling microscopy (STM) and photo-
emission experiments verified the H,O-induced surface
aggregation of polarons in TiO,(110), related to the
subsequent catalytic activity.”” Using UV photoemission
spectroscopy, two-photon photoemission spectroscopy and
DFT, Tanner et al. demonstrated that carboxylate adsorption
promoted polaron redistribution toward the surface by
adsorbate coupling with the polaronic states.”® By combining
STM measurements with DFT calculations, Reticcioli et al.
found that adsorbed CO showed attractive coupling with
polarons and induced diffusion of subsurface EPs toward the
rutile TiO,(110) surface.'” The strong coupling between CO
and polarons altered the CO adsorption and affected polaron
stability, which may explain the substantially increased CO
photo-oxidation reactivity. Likewise, by combining IR spec-
troscopy and DFT calculations, Cao et al. suggested trans-
formation of sublayer polarons into surface polarons, induced
by adsorption of CO and NO molecules.”” A combined
experimental/theoretical study of CO adsorbed on Ti-
containing materials showed a complex photochemistry
involving plasmons and polaronic effects.’’

Further studies are needed in order to understand more
thoroughly the interactions between adsorbates, polarons, and
active catalytic sites and to reconcile conflicting results. For
example, the STM studies of CO adsorption sites on reduced
Ti0,(110) indicated that CO tends to adsorb at the next-
nearest-neighbor five-coordinated Ti sites (NNN-Tis,) relative
to Oy.*” On the other hand, DFT calculations showed that the
energy of adsorption of CO at Oy, was higher by 0.01—-0.1S5 eV
than that at the NNN-Tig, site.”** Reticcioli et al. argued that
CO-induced polaron diffusion from the subsurface to the
surface NNN-Tis, sites and strong CO-polaron interactions
changed the CO adsorption energy.'’ The limitations of the
experimental setups and the static DFT calculations corre-
sponding to 0 K motivate more realistic calculations at finite
temperatures, including both atom and electron dynamics.
Knowledge of evolving local geometric and electronic structure
and quantum dynamics of coupled polarons, charges, and
phonons is essential for understanding and controlling the
adsorption and catalytic properties of TMOs. It is important to
know whether localization of polarons on the surface by
interaction with CO molecules changes polaron lifetime and
what factors cause such changes. One can expect that CO and
other light molecules accelerate polaron recombination, since
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they have high frequency vibrations that can accommodate the
excess electronic energy released during the relaxation more
easily than the slower TiO, phonons. It is also possible that
polarons located on the surface hop via nonadiabatic (NA)
transitions to polaron states located in subsurface. If polaron
state energies, hopping, and recombination are related to
properties of the adsorbed molecules, then one can tune both
polaron chemical activity and lifetimes by molecule choice.
In this work, we use the rutile TiO,(110) surface containing
an Oy and a CO molecule as a classic photocatalytic system to
probe the interaction of EPs and adsorbates. Although
experiments have demonstrated that defective rutile
TiO,(110) with adsorbed CO exhibits good photocatalytic
activity,”””**° the dynamics of coupled CO and EPs have not
been fully established. Such analysis is challenging for the
following reasons. First, the effect of EPs on reaction processes
is usually not considered due to electron self-interaction errors
of the standard semilocal functionals that cannot properly
describe EPs.>° Second, the polaronic effects and polaron
interactions with reactants significantly complicate excited-
state modeling. Third, EP dynamics and EP interactions with
free carriers leading to nonradiative charge losses are simulated
rarely, especially in the presence of adsorbates, since such
simulations require advanced simulation methodologies. In
order to address these issues, we have carried out ab initio
molecular dynamics (AIMD) and ab initio NA molecular
dynamics (NA-MD)*”** simulations combined with real-time
time-dependent density functional theory (TD-DFT) in the
Kohn—Sham formalism®*~*" to study polaron localization and
hopping in the Oy/TiO, system, adsorption of the CO
molecule and its interaction with EPs, and nonradiative
recombination of EPs with holes. Our results show that the
polaron distribution has a significant influence in the initial
adsorption of the CO molecule, which prefers to occupy a
specific site next to the surface EP associated with a Ti atom in
the +3 oxidation state. The strong CO—polaron interaction
enhances the CO adsorption and stabilizes the polaron at the
surface, allowing it to participate in chemical reactions. In
addition, the CO molecule suppresses polaron hopping. The
partial localization of the surface EP on the CO molecule
decouples it from the free hole and prolongs the lifetimes of
both the EP and the free hole. The study establishes the
mechanisms underlying efficient photochemical activity of
reduced TiO, in the presence of adsorbates and indicate that
EPs have significant influence in the initial adsorption step.
Inversely, the adsorbate has a strong influence on the polaron
localization, polaron—phonon coupling, and lifetime. Our
results show that adsorbate—polaron interactions can be
tuned to design high-performance devices based on TMOs.

The electronic structure calculations and AIMD were carried out
using the Vienna ab initio simulation package within the framework of
spin-polarized DFT.** The generalized gradient approximation of
Perdew—Burke—Ernzerhof*® (PBE) was used, in combination with
the on-site Coulomb correction®* applied to titanium (Ti) 3d
electrons (U = 4.2 eV) to describe the small polarons in TiO,,
referring to the previous report.* The projector augmented wave
(PAW) potentials*® were employed with the semicore electrons of O
25%2p* and Ti 3s?3p®4s*3d* The energy cutoff was set to 500 eV. The
Gaussian smearing value is set to 0.05 eV. Density of states (DOS)
calculations were also performed using the hybrid HSE06 func-
tional.*” The energy convergence criterion of the electronic self-
consistent field was 10 €V, and the structures were relaxed until the
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Figure 1. (a) The optimized structure of the two EP model induced by an oxygen vacancy (Oy/TiO,). (b) Optimized structure of the two EP
system with a CO molecule adsorbed on the TiO,(110) surface with the oxygen vacancy, with both polarons remaining in subsurface. (c) Same as
part (b) but with one of the polarons occupying the surface site next to the CO molecule. The relative energies shown in parts (b) and (c) indicate
that a polaron prefers to hop to the surface site. (d) Schematic of EP formation by elongating Ti—O bonds in the TiO;4 octahedra in the bulk and
the TiO; pentahedron on the surface. The EP charge densities are shown in yellow. The structures are visualized using the VESTA software.*

ionic forces were <0.02 eV-A™". Shown in Figure 1, the Oy/TiO, and
CO/TiO, models contain four O—Ti—O layer (4 X 2) supercell slabs
with 191 and 193 atoms, respectively. The bottom layer was fixed to
maintain the bulk properties. This model is often used to represent
the rutile TiO, (110) surface to model experimental phenom-
ena.'”??*7%% A 15 A vacuum layer was added in the direction
perpendicular to the surface to minimize interactions between
periodic images. The van der Waals interactions were included
using the Grimme DFT-D3 method.**** The local magnetic moment
was used to identify the EP sites in the MD simulations.

After relaxing the geometries at 0 K, the systems were brought up
to 300 and 700 K by repeated velocity rescaling using the spin-
polarized PBE+U DFT functional at the I'-point. Then 10 ps
microcanonical AIMD trajectories were generated with a 1 fs time
step. These trajectories were used for further analysis and as initial
conditions for the NA-MD simulations. To guarantee good statistical
convergence, 1000 initial conditions were randomly sampled from the
10 ps trajectories, and 1000 stochastic realizations of the surface
hopping algorithm were generated for each initial geometry. The NA-
MD simulations were performed usin§ the python extension for ab
initio dynamics (PYXAID) code.”””® The decoherence-induced
surface hopping (DISH) algorithm®® and the classical path
approximation™ were employed, as implemented within the time-
dependent Kohn—Sham DFT.***' Phase tracking was applied to
correct the arbitrary phase in the adiabatic wave functions.”” The NA
coupling (NAC) was computed with the PAW potentials.**>’
Although it is preferable to treat atomic motions quantum
mechanically, it is not possible for practical reasons. The systems
contain hundreds of atomic degrees of freedom, and if, for example,
one uses 10 basis states per degree of freedom, the required quantum
mechanical basis set becomes astronomical, on the order of 10."°° For
this reason, semiclassical treatment remains the only choice. It also is
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not possible to focus quantum mechanically on the few most
important degrees of freedom, because such degrees of freedom are
hard to identify and since other motions can have a profound
collective effect. The semiclassical correction is introduced via the
decoherence time, which is determined by fluctuations of the energy
gap. Typically larger gaps produce larger fluctuations, leading to faster
decoherence,>” which slows down the transition time, according to
the quantum Zeno effect.”” Larger gaps correspond to slower
transitions in our simulations, following the energy gap law.®' This
approach was applied successfully to investigate excited-state
dynamics in a broad range of systems, including metal oxides,"*~%
layered materials,"*~"* perovskites,'>”*"" etc.*0™*

Static calculations for optimized geometries corresponding to 0 K
show positions and energies of EPs. Thermal atomic fluctuations
cause geometric distortions, which change both energies and locations
of EPs. Such fluctuations are not known from the 0 K calculations and
are most naturally studied by AIMD. Study of nonradiative
recombination of EPs requires NA-MD capabilities that extend
beyond most standard electronic structure codes. Even codes that
contain NA-MD capabilities may be hard to use in the present case
due to system size or methods implemented, for example, the most
common Ehrenfest (mean-field) method cannot describe electron-
vibrational relaxation to thermodynamics equilibrium.**

We consider two systems, see Figure 1. The EPs are formed by
removing a surface bridge oxygen in rutile TiO,(110), giving
the Oy/TiO, model. The CO/TiO, system is created from the
Oy/TiO, model by adding the CO molecule to the nearest-
neighbor NNN-Ti,, site, as established in ref 32. In order to
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Figure 2. PDOSs of (a) Oy/TiO, and (b) CO/TiO,, calculated with the HSE06 functional using the optimized geometries. The PDOSs are
separated into contributions from O, Ti, and CO. The Fermi level is set to zero. The midgap states induced by the oxygen vacancy are degenerate
in the Oy system, while they split in the CO system. The charge densities of the midgap states are shown on the right.

investigate CO adsorption influences the EP dynamics, we
perform AIMD and NA-MD simulations. Section 3.1 focuses
on the geometric and electronic structures of the two EP
systems. Section 3.2 discusses adiabatic dynamics of the EPs
with and without the CO molecule and CO adsorption
stability on the reduced TiO, with the EPs on the surface and
subsurface. Section 3.3 details elastic and inelastic electron—
vibrational interactions in the Oy/TiO, and CO/TiO, systems.
Section 3.4 compares electron—hole recombination processes
in Oy/TiO, and CO/TiO,.

TiOg4 octahedra are basic building blocks in the inner rutile.
Each O atom is 3-coordinated, and each Ti atom is 6-
coordinated. The most stable EP structure of reduced rutile
Ti0,(110) with a surface two-coordinate oxygen vacancy is
obtained by stretching six Ti—O bonds by 0.1 A (Figure 1d)
and then optimizing the geometry, localizing the excess
electrons on the central Ti atoms of the TiOg4 octahedra, as
shown in Figure la. The two excess electrons are supported by
3d orbitals of the two subsurface Ti atoms (Ti,; and Tiy;, see
site labels in Figure S1) just below the surface Tis. atoms.
About 80% of the excess charge is confined at the center Ti
atom of the TiOg octahedron, while the remaining 20% of the
charge is mainly spread around the surrounding oxygen atoms.
The localized electron distorts the lattice and gives rise to an
elongation of the nearest Ti—O bonds, with the equatorial and
apical bonds extended by approximately 0.090 and 0.036 A,
respectively. This geometrical expansion weakens the Jahn—
Teller distortion and localizes the excess electrons at the center
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Ti atoms. Our polaron configuration agrees well with the
lowest-energy polaron model in the previous reports,' %275
Inspired by the experimental reports that CO molecules induce
polaron transfer from subsurface to a surface Tis. underneath
CO'”*” and that CO preferentially adsorbs on the NNN-Tis.
site next to Oy rather than the Oy site itself,””*” we build two
CO/TiO, model configurations. Either both polarons are
localized at the subsurface, representing the situation in which
CO just got adsorbed on reduced rutile TiO,(110) without
changing the two EPs locations (Figure 1b) or one polaron is
at the subsurface, while the other migrates to the surface,
which is achieved by elongating the five Ti—O bonds at the
polaron site by 0.1 A and optimizing the geometry (Figure 1c).
In the latter case, 84% of the surface EP density is localized at
the surface Tis. (Tiy) atom. This is greater than the 80%
localization of the subsurface polaron on the central Ti atom.
Transfer of an EP from the subsurface to the surface enhances
the CO adsorption and lowers the system’s energy by 175
meV. The calculated CO adsorption energies are —0.57 eV and
—0.79 eV, shown in Figure 1b,c, respectively, indicating the
surface EP enhances CO adsorption.'”** The more stable CO
adsorption configuration (Figure 1c) is considered below in
more detail.

Figure 2 displays the spin-polarized projected densities of
states (PDOSs) and EP charge densities for Oy/TiO, and
CO/TiO,. The PDOSs are split into contributions from Ti and
O atoms, and the CO molecule. The conduction band
minimum (CBM) and valence band maximum (VBM) are
primarily composed of the Ti and O atomic orbitals,
respectively. Due to the self-interaction error of the PBE

https://doi.org/10.1021/jacsau.1c00508
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Figure 3. Distances between the C atom of the CO molecule and the Ti atom (Ti,4) next to it when (a) both polarons are sublayer and (b) one of
the polarons is localized next to the CO molecule (Figure 1b,c), respectively. The CO molecule desorbs after 200 fs (a), unless the EP is localized
next to it (b). Electron polaron hopping is reflected by changes of the local magnetic moments on Ti atoms for (c) Oy/TiO, and (d) CO/TiO,.
The data correspond to 300 K. The optimized geometry for CO adsorption on the defective TiO,(110) with both polarons staying in the sublayer
is shown in Figure S6. The surface EP enhances adsorption of the CO molecule, preventing its desorption. Inversely, the CO molecule stabilizes the
surface polaron, preventing hopping into subsurface. Both phenomena are beneficial for catalytic processes, such as CO reduction.

functional, the bandgap cannot be accurately described. The
HSEO06 functional®” is used to calculate the electronic structure
based on the geometry optimized with PBE+U. The calculated
bandgap of 2.57 eV agrees with the previous theoretical
report,”” which employed the same code, simulation cell, and
calculation parameters. Notably, other works report different
bandgaps.***” The differences may arise from several factors,
including oxygen vacancies, simulation cell size, basis set, core
pseudopotential, and implementation with a particular
simulation package. For instance, Esch et al. obtained a 3.35
eV bandgap with a pristine (1 X 1) rutile TiO, (110) unit cell
using the HSEO06 functional with the triple-{ plus polarization
basis set, implemented in the CRYSTAL14 code.*® Wen et al.
used the (4 X 2) rutile TiO,(110) supercell with an oxygen
vacancy and obtained a 3.62 eV bandgap with a hybrid
Gaussian/plane-wave basis and the CP2K/Quickstep package.
The core electrons were described with norm-conserving
Goedecker—Teter—Hutter pseudopotentials, and the wave
functions of the valence electrons were expanded in Gaussian
functions using the molecularly optimized double-{ polarized
basis sets.”” In order to account for the systematic error, we
scale the bandgap to the experimental gap of 3.0 eV using the
“scissor operator”. For the Oy/TiO, case (Figure 2a), two
quasi-degenerate EP states obtained by setting the electron
smearing value to 0.05 eV are found 1.13 eV below the CBM,
which is consistent with ~1.0 eV reported in the previous
publications.*”®” The smearing value 0.05 eV is significantly
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smaller than the band gap of the Oy/TiO, and CO/TiO,
systems and is suitable for the present simulation.”” Additional
tests are reported in Figure S2. The lowest-energy state of the
Oy system is triplet, with excess electrons forming EPs in the
same spin channel, in agreement with the previous reports.'”
Analysis of the PDOS, magnetic moment, and charge densities
allows a convenient identification of the two EPs. The EP
states can trap holes, and recombination of EPs with holes
eliminates both types of charge carriers. The charge densities
of the quasi-degenerate trapl and trap2 states, shown in the
right panel of Figure 2a, are very similar and are localized in
the second layer, reflecting symmetrical EP distribution with
respect to the vacancy site.

CO alters the symmetrical distribution of the EPs and splits
the degenerate energy levels (Figure 2b). The lower trapl EP
state is ~0.25 eV below the trap2 EP. Strong orbital
hybridization between the trapl EP and the CO molecule
reflects strong interaction between them,'® which enhances
CO adsorption. To reveal the influence of CO on the EP
orbital characteristics, the localized DOSs of the special Ti**
EP are shown in Figure S3. The EP distributed in the sublayer
(Tiy;) shows the d. symmetry, together with a smaller d.>_2
contribution, in agreement with the previous report.91 On the
contrary, the surface EP coupled with the CO molecule and
exhibits the d,, symmetry with a smaller d, orbital
contribution, indicating that CO alters the EP orbital
characteristics. The CO molecule switches the d; orbital,
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Table 1. Canonically Averaged Energy Gap, Absolute NAC, Pure-Dephasing Time, Energy Gap Fluctuation, and Time of
Nonradiative Electron-Hole Recombination between the VBM and Trapl in Oy/TiO, and CO/TiO,

energy gap (eV) NAC (meV) dephasing (fs) gap fluctuation (107%eV?) recombination (ns)
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Figure 4. (3, b) Evolution of orbital energies of the key electronic states in the Oy/TiO, and CO/TiO, systems. (c, d) Corresponding spectral
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the whole system and (f) local polaron states. Spatial localization of modes in (g) Oy/TiO, and (h) CO/TiO,. The phonon modes are projected
into O, Ti, and CO contributions. CO softens the phonons and shifts them to lower energies.

which is dominant in the subsurface EP, to the more energetic
d,. orbital in the surface EP. The charge densities of the EPs
obtained using the PBE+U functional are shown in Figure S4.
They are nearly the same as those obtained with the HSE06
functional, indicating that PBE+U provides a good description
of the polaron properties. To save the computational resources,
the sequent AIMD and NA-MD simulations are performed
with the PBE+U functional.

To elucidate the influence of the EPs on CO adsorption, we
investigate the CO adsorption configurations with the EPs
polarons in either the subsurface or the surface (Figure 1b,c).
Figure 3a,b reports the Ti—C bond lengths for the two EP
polarons models, in order to characterize the stability of
adsorbed CO at 300 K. Figure 3a shows that the adsorption of
CO is very weak if both polarons are in the subsurface. The
CO desorbs within ~200 fs after the heating. When an EP
stays at the surface (Figure lc), the strong CO—polaron
interaction stabilizes the CO molecule, which remains
adsorbed after 10 ps (Figure 3b). The stability of the adsorbed
CO benefits the CO reduction process that can lead to
sustainable production of chemical and fuels.

In order to reveal the influence of EP—CO interactions on
EP localization, we monitor charge localization along the 10 ps
AIMD trajectories at 300 K b()y computing the occupation
matrix of each Ti spin orbital.! Figure 3c,d shows the local
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magnetic moments on Ti ions along the AIMD trajectories in
the Oy/TiO, and CO/TiO, systems. Upon formation of an EP
in TiO, a Ti** ion is reduced to a Ti** ion with the local
magnetic moment formally increased from 0 to 1 uB. The
calculated magnetic moments are very close to this value, as
reported by Kowalski et al'® For the Oy/TiO, case, as
demonstrated in Figure 3¢, the trapl EP transfers from Ti,; in
the second layer to Tig;, in the third layer in about 0.8 ps. Then,
the EP transfers to the adjacent Tis, in the third layer in <7 ps
during the short 10 ps simulations. At the same time, the trap2
EP remains in the second layer. In order to validate the model
and calculated parameters, we conduct an AIMD simulation at
700 K (Figure SS). The results show that both the EPs hop to
different sites frequently, and there are many instances when
the EPs hop to surface sites, agreeing well with the previous
reports.'®”" Thus, the EPs can hop to surface active sites at
elevated temperatures without assistance of the CO molecule
and participate in a catalytic process. However, diffusion of the
EPs to the surface is less likely at low temperatures. This
process can be assisted by the CO molecule, promoting the
subsequent chemical processes, as elucidated by STM
measurements.'’ The EP polaron in the surface layer is very
stable when interacting with the CO molecule, and the second-
layer EP is also stable at 300 K (Figure 3d). The EPs hopping
events have not occurred in the CO/TiO, system at 300 K
when the CO—polaron complex present.
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Thus, the EPs associated with Oy in the Oy/TiO, system
exhibit polaron—polaron repulsion in the subsurface, and an
elevated temperature promotes EPs hopping. In contrast, the
strong CO—polaron coupling in the CO/TiO, system reduces
the polaron—polaron interaction, in particular, since the
polarons become spatially separated. By suppressing polaron
hopping and keeping the EP on the surface, the CO molecule
facilitates transfer of electrons from TiO, bulk to surface,
where they can participate in catalysis at low temperatures. The
calculations show that the energy of the lowest unoccupied
molecular orbital of CO is higher than the energies of the EP
states. Therefore, the EPs cannot be captured by the CO
molecule. The recent X-ray photoelectron spectroscopy (XPS)
data show that oxygen defects in rutile act as charge traps that
drive chemical reactions rather than lead to charge
recombination, improving the photocatalytic performance by
almost 100% compared with the stoichiometric surface.”” Our
results demonstrate that CO adsorption at the NNN-Tij_ site,
observed in the STM experiments,” stabilizes the EP beneath
it, enhancing catalytic activity.

Electron—vibrational interactions cause inelastic and elastic
electron—phonon scattering. Both types of scattering affect
recombination dynamics. The NAC reflects inelastic electron—
phonon scattering, which is computed between the initial (EP)
and final (ground) states. The average absolute NAC is
reported in Table 1. Elastic scattering destroys coherence
formed between the initial and final states. The coupling of the
EP and other electronic states to vibrational motions can be
characterized by phonon driven fluctuations of the state
energies (Figure 4a,b), and Fourier transforms of the energy
autocorrelation functions (ACF) (Figure 4c,d) are known as
the influence spectra or spectral densities.”” The amplitude of
the energy fluctuations reflects the strength of the electron—
vibrational interaction, while the frequencies of the oscillation
identify the phonon modes involved.

Figure 4a,b shows evolutions of the orbital energies for the
key states in the Oy/TiO, and CO/TiO, system. The energy
levels of the trapl and trap2 states of the EPs are no longer
degenerate in the Oy/TiO, system at 300 K due to breaking of
the lattice symmetry by thermal motions and EP hopping
(Figure 4a), in contrast to the OK calculation (Figure 2a).
Interestingly, a large number of lower frequency signals are
seen in the CO/TiO, system (Figure 4d) than the O,/TiO,
system (Figure 4c), even though CO itself is light and vibrates
fast. The lower frequencies arise from the motion of the CO
molecule relative to the TiO, surface and coupling of CO to
the EPs. Focusing on the most important transition between
trapl and VBM, we report Fourier transforms of the trapl-
VBM energy gaps in Figure S7, which shows similar results.
Lower frequency modes become more prominent after CO
adsorption. The higher peak intensities in the CO/TiO,
system, rationalizing the faster elastic scattering, are charac-
terized by the pure-dephasing time,”” 4.34 fs vs 4.94 fs (Table
1). At the same time, involvement of lower frequency modes
leads to a smaller NAC value, 0.48 meV vs 0.51 meV, since the
NAC is proportional to vibrational velocity,”” which is smaller
for lower frequency vibrations at a fixed temperature. The
NAC also depends on the overlap between the initial and final
states. The interaction between CO and the EPs results in EP
delocalization onto the CO molecule and its decoupling from
the TiO, VBM and CBM, further decreasing the NAC.
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To further explore the influence of CO on the vibrational
properties, we report the overall phonon DOS (Figure 4e) and
its decomposition into atomic contributions (Figure 4g). The
vibrational frequencies seen in Figure 4e are below 1000 cm™,
corresponding the Ti—O vibrations.”” Interestingly, the
intensities of the peaks are slightly suppressed after
introduction of the CO molecule. To characterize the phonon
modes present in the EPs, we present analogous data for the
two TiOg octahedra supporting the EPs in Oy/TiO, and the
TiO4 octahedron and the TiOg pentahedron coupled to the
CO molecule, supporting the EPs in CO/TiO, (Figure 4fh).
The phonon DOS associated with the EPs show finer
structure, and the CO/TiO, spectrum exhibits new frequencies
associated with the CO stretching motion at 2200 cm™" and
vibration of CO relative to TiO, at the very low frequency
below the TiO, signals (Figure 4f). Analysis of the spatial
localization of the modes™ (Figure 4gh) confirms the above
conclusions. Ti—O vibrations dominate the spectra, and higher
frequency TiO, modes exhibit stronger contributions from the
lighter O atoms. The CO stretching frequency of 2220 cm ™
agrees with the experimental value of ~2190 cm™.*’
Contributions from the CO molecules are seen around 300
cm™! (Figure 4h). They correspond to Ti—CO stretching and
bending. The frequency at ~40 cm™ is assigned to quasi-
translation motion of CO relative to the TiO, surface.”

The TiO, lattice is quite rigid, and the CO molecule is light
and moves fast. Therefore, the system equilibrates fast, and all
relevant motions occur multiple times within the 10 ps
simulation. We do not consider surface diffusion of the CO
molecule. The CO molecule adsorbed in the system with both
EPs occupying subsurface sites desorbs within 200 fs (Figure
3a). Hopping of EPs between different sublayer atoms in the
Ov/TiO, system requires several picoseconds and cannot be
properly sampled during the 10 ps simulation. However, EP
hopping away from the surface layer is not particularly
important for catalysis, which depends on EP presence on
the surface. Therefore, we do not study the subsurface hopping
in detail. Nonradiative recombination of EPs with holes occurs
by coupling to vibrations with frequencies between 100 and
1000 cm™ (Figure 4c,d). Oscillation with a 1 ps period
corresponds to 33.4 cm™!, and oscillation with 10 ps period
corresponds to 3.34 cm™'. Therefore, all relevant frequencies
are represented well in the 10 ps trajectories. The evolution of
the total energy of the CO/TiO, system during the 10 ps MD
simulations is stable (Figure S8), indicating that the system is
in equilibrium. Performing AIMD and NA-MD for longer
times for systems of this size is computationally expensive. Our
previous simulations using trajectories of similar length showed
good results for a broad range of materials, including pristine
and doped TiO, and TiO, sensitized with other semi-
conductors.”>” "%

Figure S9 presents the pure-dephasing functions for the
energy gap between the VBM and trap] states. Pure-dephasing
occurs by elastic electron—phonon scattering and characterizes
the duration of coherence between the electronic states. The
pure-dephasing functions are computed using the second-order
cumulant approximation of the optical response theory:”®

1 t ! t, 14 "
D,-,-(t)=exp(—; fo dt /0 de'C(t ))

where C;(t") is the unnormalized ACF of the phonon-induced
fluctuation of the energy gap, JE;(t'), between states i and j:

(1)

https://doi.org/10.1021/jacsau.1c00508
JACS Au 2022, 2, 234—-245


https://pubs.acs.org/doi/suppl/10.1021/jacsau.1c00508/suppl_file/au1c00508_si_001.pdf
https://pubs.acs.org/doi/suppl/10.1021/jacsau.1c00508/suppl_file/au1c00508_si_001.pdf
https://pubs.acs.org/doi/suppl/10.1021/jacsau.1c00508/suppl_file/au1c00508_si_001.pdf
pubs.acs.org/jacsau?ref=pdf
https://doi.org/10.1021/jacsau.1c00508?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as

Cij(t) = <5Eij(t/)6Eij(t - t/)>t’ (2)

Fitting each of the curves to a Gaussian, exp(—0.5(t/7)%),
gives the pure-dephasing times reported in Table 1. The results
point out that coherence loss is faster in CO/TiO, than Oy/
TiO,, 4.34 fs vs 4.94 fs, because the energy gap fluctuates with
a larger amplitude. This is reflected in the high peaks in the
spectral density (Figure 4c,d) and the larger initial ACF value
(Table 1). The initial value of the unnormalized ACF is equal
to the square of phonon-induced energy gap fluctuation.””
According to the quantum Zeno effect,’’ fast decoherence
slows down quantum dynamics. The smaller NAC and shorter
pure-dephasing time (Table 1) suggest that CO/TiO, system
should exhibit slower nonradiative electron—hole recombina-
tion.

To reveal the impact of the CO molecule on the EP and free
carrier lifetimes, the electron—hole recombination dynamics
between the VBM and the lowest-energy EP state, trapl, are
investigated, Figure S. The initial states for the NA-MD
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0.9975
0.9970
0.9965

0 2 4 6 8
Time (ps)

Figure S. Electron—hole recombination dynamics in the Oy/TiO,
and CO/TiO, systems. Shown are populations of the excited states
that decay nonradiatively to the ground states.

10

simulation of the nonradiative electron—hole recombination in
both Oy/TiO, and CO/TiO, systems are electron—hole pairs,
with the electron in the lowest-energy EP state, trapl, and the
hole in the VBM. The corresponding charge densities are
shown in Figures 2, S2, and S4. Trapl is localized on the
sublayer Ti,; atom in Oy/TiO, (Figure S2) and on the Tiy,
atom next to the adsorbed CO molecule in CO/TiO, (Figure
S4). Fitting the data in Figure S to the short-time linear
approximation to the exponential function, P(t) = exp(—t/7) ~
1 — t/7, gives the nonradiative electron—hole recombination
times (Table 1). The calculated carrier lifetime is slightly
longer in CO/TiO, than Oy/TiO,, 3.48 ns vs 3.01 ns, and
agrees well with the previous experimental and theoretical
reports.””'% In order to test the robustness of the obtained
results, we divided the 1000 initial conditions into 5 equal
parts containing 200 configurations each, repeated the NA-MD
simulations separately for each set of 200 configurations, and
calculated the standard deviations. The data shown in Figure
S10 support the original results (Figure S). According to
Fermi’s golden rule, the recombination time is proportional to
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the inverse of the NAC squared. Also, it increases with
decreasing coherence time. These two factors rationalize the
slight extension of the lifetime upon the adsorption of CO. The
EP in the CO/TiO, system decouples from the VBM, because
it localizes to some extent on CO and, thus, overlaps less with
the VBM that is supported mainly by the O atoms of TiO,
(Figure 2). The reduced electron—hole overlap decreases the
NAC and shortens the coherence time by making fluctuations
of the VBM and trap1 energies less correlated. In addition, CO
decreases the electron—phonon coupling by suppressing EP
hopping (Figure 3) and softening the phonon modes (Figure
4). The surface EPs delocalize on the CO molecule only
partially. Therefore, other chemical species are required in
order to complete CO reduction. Alternatively, the adsorbed
CO may promote other types of photochemistries by making
the excess electrons available for the chemically active species.

Thus, we demonstrate that adsorbates, such as CO, can
induce EP transfer from the subsurface to the surface. The
dynamics of the CO-polaron complex are investigated by
AIMD, and the results show that the CO molecule suppresses
polaron hopping. The nonradiative electron—hole recombina-
tion times are also evaluated, indicating that the CO molecule
slightly prolongs the carrier lifetime, which decreases carrier
losses. Overall, more charge carriers can become available at
the surface to interact with reactants and drive photochemical
reactions.

Our theoretical results rationalize the experimentally
observed high CO photo-oxidation activity on rutile
TiO,(110).*® First, in the photo-oxidation of CO Xu et al.*®
exposed rutile Ti0,(110) to CO first, and then they exposed
the surface to both molecular oxygen gas and UV photons. The
CO adsorption was very stable, and our studies demonstrated
that only CO interacting with the EP at the surface Tis. site
forms a stable species, avoiding desorption and subsequently
taking part in the oxidation process. Second, the recent XPS
experiments show that defects in rutile acting as charge traps
improve the photocatalytic performance by almost 100%,
rather than acting as charge recombination centers. Our
simulations confirm this observation by showing that traps can
effectively transfer charges to reactant species. Finally, the
calculated CO vibration frequency in the CO/TiO, system is
close to the experimental IR peak.””** Our calculations
demonstrate the oxidation state of the surface NNN-Ti;, site
stemming from the Oy defect is +3, creating the Ti’* EP. The
active site favors charge transfer to reactants and promotes
subsequent chemical processes.

Using a combination of DFT, AIMD, real-time TD-DFT, and
NA-MD, we have investigated EP properties and nonradiative
EP-hole recombination in the Oy/TiO, and CO/TiO,
systems, with particular emphasis on the influence of CO
adsorption on polaron dynamics at the TiO, surface. The static
DFT calculations demonstrate that an oxygen vacancy at the
rutile TiO,(110) surface gives rise to two EPs in the subsurface
and leads to CO adsorption on a surface NNN-Ti_ site. In the
absence of CO, the EPs hop rapidly between different lattice
sites; however, they remain below the surface and, therefore,
cannot participate in catalytic surface reactions. The AIMD
simulations clarify the nature of the most favorable CO
adsorption site on the defective rutile TiO,(110) surface,
providing an interpretation of the STM measurements.”> The
CO molecule prefers to adsorb at the NNN-Tis, atom, leading
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to formation of a surface EP Ti**. Without the surface EP, the
CO molecule easily desorbs from the rutile TiO,(110) surface
even in the presence of subsurface EPs. However, the surface
Tis. polaron enhances the adsorption strength and prevents
CO desorption. In return, the CO molecule shifts the EP from
the d.> orbital to the lower energy d,, orbital and alters EP
stability, suppressing EP hopping to other lattice sites. The
strong CO—polaron interactions change the chemical proper-
ties of the TiO, surface, having a significant impact on the its
catalytic reactivity. Our results show that, apart from the
polaron engineering by an STM tip, polarons can be controlled
by CO molecules and other adsorbed species without
sacrificing the charge carriers, which remain chemically active.

The NA-MD simulation establishes that the adsorbed CO
does not shorten the EP lifetime, even though one has such
expectation a priori, due to the fact that CO stretching
vibration is fast and can promote rapid nonradiative relaxation.
NA-MD demonstrates the opposite effect. Localization of the
EP on the surface next to the adsorbed CO molecule slightly
increases the charge carrier lifetime. The increase in the carrier
lifetimes is associated with the partial localization of the EP on
the CO molecule and, hence, its separation from the free hole
that resides in TiO,. The EP-hole separation decreases their
overlap and correlation, thereby reducing the NA coupling and
shortening the coherence time. The latter two factors favor
longer carrier lifetimes, increasing the chance that the carriers
participate in a chemical reaction.

Our simulations demonstrate the importance of the initial
stages of photocatalytic reactions on reduced TMO surfaces
associated with molecular adsorption. The coupling between
the CO molecule and the EPs is favorable for the properties of
both species. The CO adsorption is enhanced, the charge
carrier is attracted to the surface, and the carrier lifetime
increases. The simulations establish the mechanisms respon-
sible for the influence of CO adsorption on activity of reduced
Ti0,(110), advance our understanding of adsorbate—polaron
interactions in photocatalytic systems, and indicate that
knowledge of the adsorbate—polaron interactions is important
for design of better TMO photocatalysts.

The Supporting Information is available free of charge at
https://pubs.acs.org/doi/10.1021/jacsau.1c00508.

Numerical labels of Ti atoms, additional PBE+U
calculations with different electron smearing, d-orbital
characters of surface and subsurface polarons, EP charge
densities obtained with PBE+U, locations of the EP
during MD simulations at 300 and 700 K, Fourier
transforms of VBM-trapl energy gaps, total energy
evolution during AIMD, pure-dephasing functions for
charge recombination in the Oy/TiO, and CO/TiO,
systems, NA-MD calculations with subsets of initial
conditions, and structural parameters of the optimized
Oy/TiO, and CO/TiO, systems (PDF)
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