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CONSPECTUS: Very rarely do researchers use metal oxides in their pure and fully
stoichiometric form. In most of the countless applications of these compounds, ranging from
catalysis to electronic devices, metal oxides are either doped or defective because the most
interesting chemical, electronic, optical, and magnetic properties arise when foreign components
or defects are introduced in the lattice. Similarly, many metal oxides are diamagnetic materials
and do not show a response to specific spectroscopies such as electron paramagnetic resonance
(EPR) spectroscopy. However, doped or defective oxides may exhibit an interesting and
informative paramagnetic behavior.
Doped and defective metal oxides offer an expanding range of applications in contemporary
condensed matter science; therefore researchers have devoted enormous effort to the
understanding their physical and chemical properties. The interplay between experiment and
computation is particularly useful in this field, and contemporary simulation techniques have
achieved high accuracies with these materials.
In this Account, we show how the direct comparison between spectroscopic experimental and computational data for some
selected and relevant materials provides ways to understand and control these complex systems. We focus on the EPR properties
and electronic transitions that arise from the presence of dopants and defects in bulk metal oxide materials. We analyze and
compare the effect of nitrogen doping in TiO2 and ZnO (two semiconducting oxides) and MgO (a wide gap insulator) and
examine the effect of oxygen deficiency in the semiconducting properties of TiO2−x, ZnO1−x, and WO3−x materials. We chose
these systems because of their relevance in applications including photocatalysis, touch screens, electrodes in magnetic random
access memories, and smart glasses.
Density functional theory (DFT) provides the general computational framework used to illustrate the electronic structure of
these systems. However, for a more accurate description of the oxide band gap and of the electron localization of the impurity
states associated with dopants or defects, we resorted to the use of hybrid functionals (B3LYP), where a portion of exact
exchange in the exchange-correlation functional partly corrects for the self-interaction error inherent in DFT. In many cases, the
self-interaction correction is very important, and these results can lead to a completely different physical picture than that
obtained using local or semilocal functionals. We analyzed the electronic transitions in terms of their transition energy levels,
which provided a more accurate comparison with experimental spectroscopic data than Kohn−Sham eigenvalues.
The effects of N-doping were similar among the three oxides that we considered. The nature of the impurity state is always
localized at the dopant site, which may limit their application in photocatalytic processes. Photocatalytic systems require highly
delocalized photoexcited carriers within the material to effectively trigger redox processes at the surface.
The nature of the electronic states associated with the oxygen deficiency differed widely in the three investigated oxides. In
ZnO1−x and WO3−x the electronic states resemble the typical F-centers in insulating oxides or halides, with the excess electron
density localized at the vacancy site. However, TiO2 acts as a reducible oxide, and the removal of neutral oxygen atoms reduced
Ti4+ to Ti3+.

1. INTRODUCTION
Doped and defective semiconducting oxides are topical systems
in contemporary material science and attract much interest
both because of the fundamental challenges their properties
pose and because of the broad range of key technologies in
which they are involved. For example, doped TiO2 is used in
visible-light photocatalysis,1 doped ZnO as a transparent
semiconducting oxide2 for touch screens, displays, or solar
cells, and oxygen deficient WO3−x as a component in smart
windows for its electrochromic properties.3 In general,
electronic and magnetic properties that appear in the presence
of a certain concentration of dopants or defects, often
associated to trapping or self-trapping phenomena, are crucial

in determining the role played by these types of materials in the
various applications.
The controlled introduction of dopants and defects in metal

oxides widely expands the range of possible materials with new
and more peculiar properties than their parent systems.4,5 For
this reason, they are among the most widely studied materials
being the object of continuous and extensive research, both
experimental and theoretical. The synergy between the
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experimental and the computational work is a key aspect in this
research field, leading to an effective scientific advancement in
the understanding of such complex systems. In this Account,
we will present, for a sample of selected cases, existing tools
that allow us to directly link experimental spectroscopic results
with quantum mechanically computed quantities. In particular,
attention will be focused on the investigation of the electron
paramagnetic resonance (EPR) properties (section 2) and of
the electronic transitions (section 3) of the chosen systems. We
will compare three N-doped metal oxides, TiO2, ZnO, and
MgO, and three oxygen deficient semiconducting oxides,
TiO2−x, ZnO1−x, and WO3−x, with very different geometrical
and electronic structure. While TiO2, ZnO, and WO3 are
semiconductors with optical band gaps of 3.0−3.4 eV (rutile−
anatase),6,7 3.44 eV,8 and 3.1 eV,9 respectively, MgO is an
insulator with a band gap of 7.6−7.8 eV.10 From this
comparison, we will learn how the effect of doping and the
nature of the oxygen vacancy defect change with the type of
oxide and its structure.
The proper reproduction of the band gap in semiconducting

or insulating materials is a necessary prerequisite in order to
accurately describe the effect of element doping or deficiency
on the electronic structure and properties. It is common
practice to estimate the semiconductor band gap and the
energy levels introduced in the gap by defect centers using the
single-particle Kohn−Sham eigenvalues. This approach, how-
ever, is not well justified and can be used only for qualitative
comparisons with optical or photoemission data. The problem
of the position of defect states in the gap can be partly solved
by the calculation of the transition energy levels between
different defect charge states. As far as the band gap problem is
concerned, local and semilocal DFT or Hartree−Fock (HF)
calculations either severely underestimate or overestimate,
respectively, the band gap. Several studies in recent years
have shown that hybrid exchange-correlation functionals,
making use of a combination of exact (as in HF) and DFT
exchange terms, represent a more practical, with respect to the
accurate but too expensive GW methods, although not ideal
solution to reproduce the experimental band gap (note that the
% of exact exchange to be introduced is materials dependent).11

This is the approach followed to study the systems described in
this Account. In particular, we used the unscreened B3LYP
exchange-correlation functional with 20% exact exchange.12

Among other hybrid functionals, B3LYP has the advantage of
providing a generally acceptable description of the Kohn−Sham
band gap and allowing the comparison of a large database of
molecular and solid state systems computed at this level. Note,
however, that in some cases screened functionals13 may provide
a slightly different description when dealing with shallow versus
deep defect states. With the B3LYP functional, as implemented
in the CRYSTAL09 code,14 based on localized atomic orbital
basis sets, the computed band gaps of TiO2 (rutile/anatase),
ZnO, WO3, and MgO are 3.53/3.86, 3.38, 3.13, and 6.90 eV,
respectively.

2. EPR PROPERTIES OF NITROGEN DOPED METAL
OXIDES

2.1. Paramagnetic Defects: Role of EPR

EPR15,16 is a key technique for the spectroscopic character-
ization of very small amounts of paramagnetic centers, being
able to detect 1010 spins. For a complete characterization of the
defect, however, a comparison with other spectroscopies or

with computed spin properties is often very useful. Key
quantities in EPR spectra are the g-tensor and the hyperfine
coupling constants (hfcc’s), which provide a powerful tool to
define the level of spin localization. The hfcc with the 14N
nuclides will be used in the following to discuss spin properties
of N-doped materials. The hyperfine spin-Hamiltonian, Hhfc =
S·A·I, is given in terms of the hyperfine matrix A, which
describes the coupling of the electron with the nuclear spin.
The components of A can be represented as
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where U is the unit matrix. The isotropic part, aiso, of the
coupling constant is related to the spin density at the nucleus
(the Fermi contact term).

2.2. N-Doping of TiO2

Nonmetal doping is considered a promising way to improve the
photoabsorption properties of TiO2.

1,17,18 Among the several
elements considered, nitrogen doping has attracted great
attention and created strong expectations, only partly fulfilled.
The reason is now well understood and can be related to the
specific nature of the electronic structure of N-induced centers.
N-doped TiO2 has thus become one of the best studied
examples of doped semiconducting oxide. The N−TiO2 saga
was started by a work by Asahi et al.1 where it was proposed,
based on non-spin-polarized local density approximation
(LDA) calculations with small supercells, that N-doping
induces a rigid shift of the top of the VB to higher energies
and hence results in improved photocatalytic activity.
Unfortunately, several later studies showed unambiguously
that the N 2p impurity states are localized on the N atom and
their energy levels lie a few tenths of an electronvolt above the
VB.19,20 While this improves visible-light absorption, it also
increases the electron−hole recombination rate, thus resulting
in a very low efficiency of the photocatalyst. This general and
relevant conclusion shows the importance of a proper
characterization of the defects induced by doping in a material.
Here we briefly review the case of N-doping of anatase TiO2.
Two different nitrogen species can form in a bulk oxide,

namely, N substitutional to a lattice O ion (Ns) and N
interstitial (Ni) (see ref 20 and references therein). The
electronic structure, the chemical properties, and the behavior
of a doped material depend very critically on the position of the
dopant.
While replacing an O for a N atom does not imply major

structural modifications, the inclusion of an interstitial dopant
can result in various configurations. For the case of N, a real
chemical interaction takes place and the Ni atom forms a direct
bond with a lattice O with formation of a π radical NO species
with −2 formal charge bearing three electrons in a π
antibonding orbital, Figure 1. The N−O distance is 1.36 Å
(gas-phase NO, 1.15 Å). The energy levels of Ns lie 0.13 eV
above the edge of the valence band (VB), while those of Ni are
a bit higher (0.64 eV).
Theory predicts both Ni and Ns species to be paramagnetic

(Ni
• and Ns

•) and indeed EPR experiments performed on sol−
gel prepared samples have shown that N−TiO2 samples
absorbing visible light also contain paramagnetic species located
in the bulk and characterized by a relevant spin density on a N
p orbital.20 This species (generally labeled Nb with b = bulk to
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indicate both Ns and Ni species) changes its intensity under
irradiation with visible light and is responsible for photoinduced

electron transfer to adsorbates.20 Thus, Nb is the species
involved in the photosensitization of TiO2 to visible light. What
is not clear from EPR is whether the N-dopant takes
substitutional or interstitial positions. A comparison of
measured and computed hyperfine coupling constants, Table
1, shows a higher similarity of the experimental parameters for
the case of Ni. However, a conclusive assignment needs further
additional evidence.
This comes from an ad-hoc experiment consisting of the

addition of N atoms to the TiO2 matrix, thus overcoming the
inherent complexity of wet chemical processes that can result in
multiple doping species. A thermally reduced sample of
polycrystalline TiO2 was exposed to N atoms generated in a
molecular nitrogen plasma.19 The atoms diffuse into the TiO2
lattice and more likely occupy the interstitial sites. In order to
establish the chemical nature of the formed N species, XPS
measurements were coupled to EPR experiments. In fact, Ni
and Ns species are expected to give rise to different XPS peaks,
due to the different chemical environment: low binding energy
(BE) peaks around 396 eV are assigned to Ns atoms, while high
BE XPS signals, around 400 eV, are usually associated with Ni
species.19 The appearance of a distinct XPS peak at 400.8 eV
for the N−TiO2 prepared via sol−gel allowed the identification
of the N-species as interstitial nitrogen and corroborates the
tentative assignment done based on the comparison of
measured and computed hfcc’s, Table 1. Notice, however,
that the nature of the defects introduced in the material
strongly depends on the synthetic method used.
2.3. N-Doping of ZnO

The incorporation of N atoms in the ZnO lattice has been
proposed as an effective way to achieve p-type doping of this
material, which is fundamental for optoelectronic21 as well as
photochemical applications.22 N atoms can be incorporated in
the host ZnO crystal by annealing polycrystalline ZnO in an
NH3 atmosphere.23 A monomeric paramagnetic species has
been identified by low-temperature EPR experiments (T < 6
K). The species is photoactive, and the EPR spectral intensity
increases under irradiation with visible light. The spin
Hamiltonian parameters for this species clearly indicate that
the unpaired electron is localized in the N 2p orbitals. The
species can thus be described in terms of a Nb dopant with
electronic configuration 2s2p5 and formal charge −2 as in the
case of N−TiO2.
Several possible modes of insertion of N in the bulk of ZnO

exist, but we concentrate on substitutional to O and interstitial
dopants, Figure 1.23 For Ns species, there is only a very tiny
structural rearrangement after doping, and the corresponding
impurity states are only 0.30 eV above the top of the VB. The
spin density plot looks like a N 2p function, Figure 1.
N can enter the ZnO lattice interstitial sites in two ways,

occupying either the octahedral (Ni‑Oct) or the tetrahedral
(Ni‑Tet) voids. Energy considerations are in favor of the
octahedral site, but the two interstitials present very similar
electronic features. In the octahedral site, N is inserted between

Figure 1. Schematic representation of the Kohn−Sham levels in the
band gap of the material (top) and ball-and-stick representation
(bottom) with spin density plot (yellow) for substitutional (left) and
interstitial (right) nitrogen impurity in anatase TiO2, wurzite ZnO, and
MgO. Ti atoms in blue, Zn atoms in green, Mg atoms in brown, O
atoms in gray, and N atoms in light blue.

Table 1. Computed and Measured Hyperfine Coupling Constants (in G) for N-Doped TiO2 (anatase), ZnO, and MgO Samples

Ns (substitutional) Ni (interstitial) expt

oxide aiso B1 B2 B3 aiso B1 B2 B3 aiso B1 B2 B3

TiO2
20 14.5 −12.0 −11.7 23.7 11.8 −11.6 −10.0 21.6 13.0 −10.0 −10.0 20.0

ZnO23 7.0 −11.1 −11.1 22.1 11.0 −13.5 −12.7 26.2 7.6 −10.7 −10.7 21.4
MgO29 13.6 −11.9 −11.9 23.8 13.0 −11.8 −11.3 23.2
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a lattice O and two adjacent Zn ions, resulting in a twisted
(Zn)2N−O(Zn)2 fragment, Figure 1. The N−O distance is 1.38
Å. Two π*-type spin up α states are at 0.52 and 0.97 eV above
the VB, Figure 1. The spin density plot indicates an asymmetric
distribution (0.88e on N and 0.12e on O, according to a
Mulliken spin population analysis). This is very similar to the
electronic structure of Ni in TiO2.
The comparison of experimental and computed hfcc’s allows

a clear assignment of the experimental features.23 In fact, the
computed hfcc’s of the Ns species fit extremely well with the
experimental data, Table 1. For the interstitial species, the
agreement is poorer both for the aiso and for the dipolar part.
The preference for substitutional N doping is also in line with a
thermodynamic analysis of stability.23 Thus, while in the TiO2

sample the paramagnetic N-dopant is interstitial, in ZnO the
same defect is substitutional.

2.4. N-Doped MgO

The possibility to introduce magnetic defects in wide gap
semiconductors or in insulators has attracted considerable
interest in recent years.24 Ferromagnetism in doped insulating
oxides is of great importance in the field of spintronics, and
diluted magnetic semiconductors are considered to be
fundamental materials in this field. Attempts have been made
to obtain useful ferromagnetic order in oxide materials by
doping with transition metal (TM) or rare earth atoms.25

However, due to the intrinsic magnetic behavior of TMs, the
induced magnetic properties of the doped material are often
difficult to discriminate from those of other magnetic
impurities.25 A few attempts to prepare N-doped MgO have
been successful, in particular based on molecular beam
epitaxy26,27 or oxidation of metal nitrides.28 In this latter
study, N-doped MgO samples have been prepared by direct
oxidation of Mg3N2 at high temperature.28 The oxidized sample
contains paramagnetic N centers, and the EPR spectrum
displays a pattern typical of one electron interacting with two
equivalent nuclei of spin one. Direct comparison with DFT
calculations has led to the unambiguous identification of the
paramagnetic center as a N2

− radical anion trapped in the MgO
matrix.28 So far, no other EPR data exist on N-doped MgO, so
there are no data available to characterize the single N-impurity
species.
The calculations show that when a lattice O2− ion of MgO is

replaced by N, one forms a Ns radical species with formal
charge −2 (Mulliken charge −2.2). The unpaired electron
resides in a 2p orbital, and the spin population on N, 0.86e,
suggests strong localization on the impurity atom.29 The
corresponding band has no dispersion (bandwidth of ∼0.1 eV).
The three occupied levels are 0.5 eV above the VB, Figure 1.
In Table 1 are reported the hfcc’s of the unpaired electron

with the 14N nucleus. As we mentioned above, no comparison
with experiment is possible. The aiso of Ns is 13.6 G, while the
dipolar term is dominant, as expected for an unpaired electron
in a 2p type orbital. The absence of superhyperfine interaction
confirms that the spin is rather localized.
Next we consider a N atom in an interstitial position, Ni. The

final structure shows the formation of a direct N−O bond and
the appearance of a NO unit (N−O distance 1.35 Å), which
takes the position of the O2− ion in the lattice. The NO unit is
oriented along the diagonal of the cube, Figure 1, and the
unpaired electron occupies an orbital with π character. The spin
population for this π orbital is 0.73e.

The nature of the electronic states is reminiscent of what is
found for N-doped TiO2 and ZnO. The occupied NO π*-like
states are about 1.4 eV above the top of the VB (Figure 1).
With respect to Ns, the states are higher in the gap. As for Ns,
no band dispersion is observed for Ni, a sign of a strong
localization. The structure of the hfcc’s is practically the same as
for the Ns center, Table 1. Even if EPR data would be available,
a distinction of the two defects based on this comparison would
not be possible.

3. ELECTRONIC TRANSITIONS IN OXYGEN DEFICIENT
SEMICONDUCTING OXIDES

3.1. Transition Energy Levels

Transition energy levels are a well-established, useful, and
relatively cheap (in terms of computational cost) tool to
estimate excitation and emission energies in defective semi-
conductors.30,31 They allow one to more accurately locate the
position of the electronic levels associated with the defects in
the band gap of the material, compared with the rather crude
approach of using one-electron Kohn−Sham eigenvalues. The
definition of transition energy level (ε) is “the Fermi level at
which two different charge states (q and q′ = q + 1e−) of a
defect (D) have the same energy”. To determine the value of
ε(q/q′), one should start from the formation energies of the
defect D in the charge state q, ED

form(q), and q′, ED
form(q′),

defined with respect to energy of the bulk host, EH, the
chemical potential of the species involved in creating the defect,
and the Fermi level, EF.

∑
μ

μ

′

= − + + ′ +′

E q q E

E E n q q E E
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However, since ED
form(q) and ED

form(q′) are equal when EF = ε(q/
q′), some cancellation effects take place, which lead to the
following simple expression for transition energy level:

ε ′ =
−

− ′
−′q q

E E

q q
E( / )

q qD, D,
v

(2)

If the top of the VB (Ev) is set as the zero reference for the
Fermi level, the transition energy level for an electronic
transition involving one charge is simply the difference between
the total energy of the defective model in the charge state q′
(ED,q′) and that of the defective model in charge state q (ED,q).
We have further simplified this formula32 by referring to the
Janak’s theorem according to which total energy differences
between two charge states can be derived from Kohn−Sham
(KS) eigenvalues as

− =
+ +

′
+ +E E

e N e N( ) ( 1)
2q qD, D,

h 1 h 1
(3)

where eh+1(N) is the KS eigenvalue of the LUMO for the q
charge state defect and eh+1(N + 1) is the KS eigenvalue of the
HOMO for the q′ charge state defect. Thus, transition energy
levels can be directly derived from KS eigenvalues obtained
from standard ground state calculations. Charged calculations
are performed in a compensating background of charge.
With this approach32 optical transition levels, εopt(q/q′), can

be computed at fixed atomic positions (vertical transitions).
Ionic relaxation can be taken into account to compute
thermodynamic or adiabatic transition energy levels, εtherm(q/
q′), according to the following equation:

Accounts of Chemical Research Article

dx.doi.org/10.1021/ar4002944 | Acc. Chem. Res. 2014, 47, 3233−32413236



ε ε′ = ′ ±q q q q E( / ) ( / )therm opt
rel (4)

where Erel is the relaxation energy in absolute value, as
computed from total energies difference between the charged
state q′ and q in their respective relaxed configuration.
Optical and thermodynamic transition levels are then

inserted between the top of the valence band (VB) and the
bottom of the conduction band (CB) as in Figure 2. The

accuracy of this procedure32 is related to the fact that the
experimental band gap value is rather accurately reproduced by
the Kohn−Sham gap obtained with the hybrid functional used.
The real meaning of transition energy levels is made explicit in
Figure 2 by considering the experimental spectroscopic
techniques producing a comparable observable. We have
schematically represented how the transition energy levels for
(0/−1) and (+1/0) transitions can be related to experimental
data. For a more detailed analysis and discussion, see ref 32.
In the following we will analyze optical and thermodynamic

transition levels for oxygen deficient semiconducting oxides. In
particular, we will focus attention on the oxygen vacancy (VO)
defect in bulk rutile TiO2, wurzite ZnO, and room-temperature
(RT) monoclinic WO3, trying to compare computed excitation
and emission energies with available experimental measure-
ments.
3.2. TiO2−x

The oxygen deficiency in rutile TiO2 is often observed33 as a
consequence of the sample thermal treatment and is confirmed
by some experimental fingerprints such as the intrinsic blue
color, the presence of a feature at about 1 eV below the bottom
of the CB in the ultraviolet photoelectron (UPS)34 and electron
energy loss (EELS)35 spectra, and finally a shift of the core level
binding energies36 for the titanium ion associated with a
reduction from Ti4+ to Ti3+, following the formation of O
vacancies or Ti interstitials. EPR has also been recently used to
prove the existence of self-trapped electrons at Ti3+ centers in
bulk rutile powders37 and single crystals.38 Hybrid density
functional methods (e.g., B3LYP) correctly reproduce, for a
model of neutral oxygen vacancy (VO

0, costing 5.4 eV with
respect to 1/2 O2), the presence of localized defect states
detached from the bottom of the CB, in contrast with standard
semilocal functionals whose intrinsic self-interaction error

causes a spurious delocalization of the excess electrons in a
state that is highly resonant with the CB.39 This was found to
be the case for the rutile (110) surface and is confirmed here
also for the bulk system. In the 72-atom model we used,40 the
spin-polarized solution with two parallel spins for the excess
electrons (triplet state, which was reported in ref 41 to be
nearly degenerate to the open shell ground state singlet) is 1.05
eV more stable than the spin-paired (close-shell singlet)
solution. Most of the associated spin density is found to be
localized on the two under-coordinated Ti ions (at a distance of
3.14 Å) with a consistent contribution also from a third, fully
coordinated Ti ion in the same row (see Figure 3). The relaxed
singly charged oxygen vacancy model (VO

+) unexpectedly
presents the unpaired electron as mainly localized on this 6-fold
Ti ion (0.70), with only some contribution from the two
undercoordinated Ti ions (0.15e each at a distance of 3.25 Å).
Thus, we can say that most of the excess electron has left the
vacancy site and has been trapped by a fully coordinated Ti ion
in the neighborhood. It is important to mention that the
unpaired electron localization is dependent on the VO
concentration.41 Note that larger and more realistic supercell
models have been considered in refs 41 and 43. Finally, in the
relaxed doubly charged oxygen vacancy model (VO

2+), the
Ti5c−Ti5c distance is about the same as that in VO

+ (3.30 Å).
The blue color observed for the reduced rutile TiO2 samples

can be rationalized in terms of d−d transitions (from t2g to eg
states). The vertical excitation of electrons from the defect
states to the CB minimum corresponds to the quantity Eg −
εopt, which is 0.57 eV for the first excitation, 0.85 eV for the
second excitation, and 0.71 eV for the double excitation. These
values are consistent with the observed features in the UPS and
EELS spectra, about 1 eV below the bottom of the CB.
However, since the Ti 3d eg states are not in the bottom part of
the CB, the energy associated with the d−d transitions,
observed in the optical spectra, will be higher than Eg − εopt and
thus in the visible region.
The thermodynamic transition levels are significantly higher

in energy than the optical ones. In the case of a (+1/0)
transition, the level is found to be above the bottom of the CB,
indicating a very easy thermal ionizability of this donor level.
These thermal excitations, corresponding quantitatively to Eg −
εtherm, can be compared with experimentaly reported measure-
ments between 0.3 and 0.6 eV from the thermoluminescence
(TL) and thermally stimulated current experiments (TSC).42

While, as we just mentioned, there is virtually no excitation
energy in the case of the first (0,+1) excitation, for the second
one (+1,+2), we compute an excitation energy of 0.46 eV, in
excellent agreement with experiments.
The optical and thermodynamic transition levels reported in

the present study are very similar to those reported in previous
work based on the GGA+U approach,43 while they are
shallower than those reported in a recent study based on the
HSE functional.41 As already pointed out,43 the general picture
that can be drawn from the computed optical vs thermody-
namic transition levels, independently of the specific values
obtained, can nicely reconcile why defective rutile TiO2 systems
are spectroscopically identified to present deep donor levels
(see optical or vertical excitations) but contextually recognized
as n-type conductors (see thermal or adiabatic excitations).

3.3. ZnO1−x

The oxygen vacancy is probably the most studied and the most
controversial native defect in ZnO.44−46 For a long time, it has

Figure 2. Schematic representation of electronic transitions in
defective semiconductors in relation to the spectroscopic techniques
that can probe them. The ↑ arrows indicate an electron excitation; the
↓ arrows indicate an electron decay. εtherm and εopt are defined with
respect to the VB maximum for (0,−1) and (+1,0) charge state
transitions.
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been considered responsible for shallow donor species causing
the unintentional n-type conductivity in the material. The
paramagnetic VO

+ species, created by high energy irradiation of
a single crystal, was found to give rise to an EPR signal with
axial g-tensor of g|| = 1.9948 and g⊥ = 1.9963.47 Quantum
mechanical calculations46,48,49 have shown that O vacancies
create well localized electronic levels in the band gap and

behave like a deep donor with negative U character so that the
VO

+ species is thermodynamically unstable and can only be
observed under irradiation. Thus, it is clear now that VO cannot
be responsible for the unintentional n-type conductivity of
ZnO.
Hybrid functional B3LYP calculations show that the presence

of a neutral VO center induces a moderate lattice relaxation with
an inward displacement of the four nearest Zn ions.32 The spin-
paired configuration of the two excess electrons deriving from
the removal of an oxygen atom in a 108-atom supercell model
is more stable than the spin-parallel one by 2.9 eV. The two
electrons are localized in a flat electronic state, which is 0.6 eV
above the top of the VB. The electron density plot clearly
shows that this defect state is highly localized in the vacancy but
has also some contribution from the undercoordinated Zn ions
(see Figure 3). The ionization of VO to form VO

+ and VO
2+

causes a large outward relaxation of the zinc ions. The large
lattice relaxation for the double charged vacancy significantly
reduces its formation energy,48 favoring the negative-U
character of VO. In fact, on the basis of the computed
thermodynamic transition levels, εtherm(+1/0) = 1.81 eV and
εtherm(+2/+1) = 2.69 eV, we find that the VO

+ state is always
thermodynamically unstable for any value of the Fermi level.
Below a Fermi level of 1.8 eV the most stable species is VO

2+;
above a Fermi level of 2.7 eV, the most stable species is VO

0.
The transition level, εtherm(+2/0), is computed to be 2.24 eV
(see Figure 3), in excellent agreement with the values obtained
by plane-wave calculations46,48 in the range of 1.9−2.4 eV.
Contrasting data are present in the literature as regards the

VO formation energy, which was computed to be either very
high (ΔH ≈ 4 eV) in O-poor/Zn-rich conditions44,49 or very
low (ΔH ≈ 1 eV).48,50 We have determined32 a formation
energy of 3.5 eV for VO in ZnO with respect to 1/2 O2. Going
to oxygen poor conditions, the formation energy decreases
considerably.
Finally, the green luminescence of ZnO (∼2.45 eV) has been

reported as evidence of the presence of VO in bulk ZnO. We
estimated the excitation energy (exp. 3.1 eV) as the energy
associated with the process: VO → VO

+ + e−CB, which is Eg −
εopt(+1/0) = 2.53 eV. The emission can be the consequence of
the recombination of either (i) the excited electron with the
hole at the defect level, for (+1/0) = 0.80 eV and for (+2/+1) =
0.20 eV, or (ii) the electron in the defect state with the hole at
the top of the VB, εopt(+1/0) = 0.86 eV, εopt(+2/+1) = 1.61 eV,
and εopt(+2/0) = 1.24 eV. We tentatively assign the observed
photoluminescence (∼2.45 eV) to the VO

+ → VO
2+ + e−VB

transition (i.e., εopt(+2/+1) = 1.61 eV), which presents the
closest emission energy, in line with previous work.44

3.4. WO3−x

The removal of one oxygen atom in a 64-atom supercell model
of RT monoclinic WO3 costs about 5.3 eV with respect to 1/2
O2 according to B3LYP calculations.51 The spin-paired
(singlet) configuration is 0.21 eV more stable then the spin-
parallel (triplet). The electron density plot (Figure 3) indicates
that most of the excess electrons are localized at the VO site,
although, similarly to the ZnO case, tails of the density are also
on the 5d orbitals of the two undercoordinated W ions pointing
toward the defect void. Thus, one can simplify this situation
with the following synthetic expression: W6+/VO(2e

−)/W6+,
which indicates that the oxidation state of the undercoordinated
W ions is still formally +6 while the two extra electrons are
trapped in the vacancy void.

Figure 3. Schematic representation of optical (red) and thermody-
namic (blue) transition levels in the band gap of the material (top) and
ball-and-stick representation with spin or electron density plot
(yellow) for the VO defect (bottom) for rutile TiO2, wurzite ZnO,
and RT monoclinic WO3. Ti atoms in blue, Zn atoms in green, W
atoms in red, and O atoms in gray.
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The commonly observed blue coloration of WO3−x is a
consequence of light absorption in the visible,52 and oxygen
vacancies are suggested to be the species at the origin of this
optical transition.3 We have computed the B3LYP optical
transition levels, εopt, for the (+1/0), (+2/+1), and (+2/0)
charge transitions involving the VO defect states. They are
located at 2.37, 2.11, and 2.24 eV, respectively, above the top of
VB (see Figure 3), with a band gap value of 3.13 eV in good
agreement with recent more refined calculations.53 Thus, the
electronic vertical transitions to the bottom of the CB (Eg −
εopt) have energies of about 1 eV. Since the electronic
transitions involve states above the CB minimum (t2g →
eg),

54 analogously to TiO2 (see above), they will fall in the
visible region and can account for the blue coloration of
WO3−x. The optical transition levels are also consistent with the
photoluminescence (PL) emission peak at about 550 nm
(∼2.26 eV), which was attributed to oxygen vacancies,55 with
photoelectron56,57 and electron energy loss58 measurements on
nonstoichiometric films and single crystals.
It is very important to stress that the semiconducting character

of the band structure of WO3−x with x = 0.0625, found with the
hybrid functional B3LYP, is in net contrast with previous
studies based on standard LDA or GGA methods59,60 where
the defect state is resonant with the bottom of the CB.
To conclude, we comment on how the computed electronic

transitions involving different VO charge states (from 0 to 2+)
in WO3−x compare with the Deb’s proposed model for the
electrochromic effect observed for oxygen deficient WO3.

3

According to this model, the VO
0 defect state lies within the VB,

while the VO
+ is in the band gap and the VO

2+ is inside the CB.
This fits quite nicely with the B3LYP Kohn−Sham levels in the
gap, except for the neutral defect VO

0, which we find to be in
the middle of the band gap. In general, the idea of Deb’s model
that different charge states of the defect give rise to different
transitions is in line with our results. Neutral and singly charged
defects cause transitions in the visible region [(0/+1), (+1/+2),
and (0/+2)] (colored oxide). If the doubly charged state is
reached, all optical absorption properties of the material are
quenched since no more defect states are present in the band
gap (transparent oxide). This model can nicely explain the
electrochromic effect, that is, the reversible change in color
(colored ↔ transparent) observed for this material when a
voltage is applied.

4. SUMMARY AND OUTLOOK
In the first part of this Account (section 2), we have seen that
the nature of nitrogen substitutional or interstitial impurities is
very similar in three oxides with quite different electronic and
geometric structure. This is due to the local nature of the
unpaired electron characterizing these defects. The comparison
of computed and measured hfcc’s provides a powerful tool to
determine the level of spin localization. The electron
localization has the consequence that the corresponding
impurity states in the band gap of the material are also
localized and do not form wide bands. This is detrimental for
the photocatalytic activity since localized holes act as
recombination centers and lower the efficiency of the
photocatalyst. This is clearly shown by calculations including
in the same model both an N-dopant (either Ns or Ni) and Ti

3+

center. The Ti3+ 3d1 state is close to the CB, that is, much
higher in energy that the N 2p states. A spontaneous electron
transfer occurs from these high lying states and N, according to
the reaction: Nb

• + Ti3+• (triplet state) → Nb
− + Ti4+ (singlet

state), Figure 4. Electrons promoted by light into the CB when
in the proximity of a N-defect will be trapped reducing the

number of carriers. Similar processes occur for N−ZnO and
N−MgO and are related to the presence of low-lying acceptor
states in the band gap. A proper and complete characterization
of the defect electronic structure is therefore of fundamental
importance for the design of new photoactive materials.
In the second part of this Account (section 3), we have

shown how it is possible to compute optical and thermody-
namic transition levels for defect centers in semiconducting
oxides and directly compare them to available experimental
data. The oxygen deficient semiconducting oxides TiO2
(rutile), ZnO (wurzite), and WO3 (RT monoclinic structure)
have been taken as explicative examples. The nature of VO was
found to be rather different in the three cases. While for rutile
TiO2 the removal of one neutral oxygen atom leads to the
reduction of Ti4+ to Ti3+ ions, in the case of ZnO and WO3 the
excess electron density is found to be localized at the vacancy
site, in analogy with what typically happens in insulating oxides:
the so-called F centers. The optical transition levels (vertical
excitations) for the VO defect are progressively less deep going
from ZnO to WO3 to TiO2, although in all three cases this type
of defect should be considered as a deep donor. The
thermodynamic transition levels (adiabatic excitations) are
still quite deep for ZnO and WO3, while in the case of TiO2
they are very close to, if not resonant with, the bottom of the
CB, confirming the n-type conductivity of oxygen deficient
TiO2. The comparative analysis has revealed a closer similarity
between ZnO1−x and WO3−x systems with respect to TiO2−x in
terms of both the chemical and physical nature of the defect
and the electronic structure modifications deriving from its
presence.
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