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The deposition of strong molecular electron acceptors onto ZnO induces a substantial work function (φ)
increase due to electron transfer from the inorganic semiconductor to the molecules. The φ increase results from
two mechanisms: (i) a change of the surface band bending within ZnO and (ii) an interface dipole between the
inorganic surface and the negatively charged acceptors. The molecule adsorption induced upward band bending
in ZnO is, however, found to be limited to a few 100 meV, while the φ increase is significantly larger (up to
2.8 eV). We elucidate the origin of limited upward band bending by revealing a notable gap state density-of-states
(GDOS) using high-sensitivity photoemission spectroscopy. Upon acceptor-induced upward band bending, the
GDOS with a wide energy distribution becomes increasingly unoccupied. This, in turn, makes the interface
dipole dominant and limits the ZnO surface band bending changes due to a “soft” pinning at the Fermi level.
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I. INTRODUCTION

Hybrid inorganic-organic semiconductor structures can
benefit from the favorable properties of the two different ma-
terial classes, enabling superior or different functionality. For
example, inorganic semiconductors often exhibit high charge
carrier mobility, sharp optical excitations, and superior struc-
tural definition, while organic semiconductors feature strong
light-matter coupling, high luminescence yield, and facile
chemical tunability. Regarding the electron energy levels in
the bulk and at the surface, charge rearrangements within inor-
ganic semiconductor are usually accompanied by surface band
bending (or changes thereof), whereas organic semiconduc-
tors often exhibit flat energy levels throughout a thin film due
to low charge carrier density and the closed-shell nature of the
molecular orbitals, and thus no apparent surface states [1–4].
Among the numerous inorganic semiconductors, zinc oxide
(ZnO) is of particular interest for (opto-)electronic devices due
to its wide band gap of over 3 eV and thus transparency in
the visible spectrum. Furthermore, its constituting elements
are abundant. However, for many actual device structures,
adjusting the energy level alignment at the inorganic/organic
interface is necessary to achieve the desired functionality
[5–8]. Upon proper design of the level alignment, though,
combining ZnO with organic semiconductors has been shown
to result in superior interfacial energy transfer and subsequent
luminescence quantum yield [8].

Several studies have addressed the issue of energy level
alignment tuning at interfaces with ZnO [7–12]. One approach
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consists of depositing a monolayer of a strong molecular
acceptor (donor), and the concomitant interfacial charge trans-
fer between ZnO and the molecules increases (decreases)
the surface work function (φ). An organic semiconductor
deposited on top then re-aligns its energy levels with respect
to the modified φ, and level tuning between the inorganic
and the organic semiconductor is achieved. It was proposed
that the change in φ (�φ) is due to a superposition of two
mechanisms: (i) a change in the surface band bending of
the inorganic semiconductor (�φBB) and (ii) an interface
dipole due to the charged molecules atop the inorganic surface
(�φID). In principle, �φBB could reach the limits set by
intrinsic Fermi level pinning at the valence and conduction
band edges, respectively. This would correspond to the Fermi
level (EF) reaching the valence band maximum (VBM) or the
conduction band minimum of the inorganic semiconductor.
However, upward band bending upon molecular acceptor
adsorption was found to be limited to only a few 100 meV [7],
resulting in the formation of a much larger �φID to give the
total �φ. In subsequent work, a finite surface state density (or
gap state density-of-states, GDOS) of the inorganic semicon-
ductor was suggested to be the cause of the undersized �φBB

[6,13–16]. Yet, details of the molecular adsorption induced
band bending within semiconductors, notably ZnO, remain
unclear, because the energy distribution and density of the
GDOS, which seemingly play a key role, is elusive.

Here, we present a comprehensive study corroborating
the mechanism of the limitation of �φBB in ZnO, which
can reasonably be extended to any semiconductor. Based on
established electrostatic considerations [13], we show that
besides the intrinsic ionized shallow donors of bulk ZnO,
a second, albeit larger, charge density must be present at
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the ZnO surface, corresponding with states in the forbidden
energy gap. Our high-sensitivity, low background ultravio-
let photoemission spectroscopy (UPS) investigations of the
energy gap region of three main-index ZnO faces elucidate the
nature of those states and their relationship with �φBB in ZnO
upon the deposition of two different molecular acceptors. For
all investigated surfaces, a notable GDOS with wide energy
spread is found, up (or at least very close) to EF. Thus,
the notion of electron band tails extending far into the ZnO
band gap region is substantiated [17–29]. Our findings for
the GDOS wholly explain the observed behavior of acceptor-
induced band bending changes in ZnO, and facilitate rational-
izing the energy level alignment at hybrid inorganic/organic
semiconductor interfaces in general.

II. EXPERIMENTAL METHODS

X-ray photoelectron spectroscopy (XPS) measurements
were performed at the storage ring BESSY II (Berlin) at
beamline PM4, experimental station SurICat (see Ref. [7] for
details). Photon energies used were 610–620 eV. The low
background UPS measurements were conducted using a high-
precision UPS apparatus with an electron energy analyzer
(MBS A-1) and monochromatized He Iα (hν = 21.218 eV)
and Xe Iα radiation (hν = 8.437 eV) light sources. The light
sources consist of a partly modified MBS M-1 monochro-
mator (with an Al filter for He Iα and a LiF crystal filter
for Xe Iα), as well as a MBS L-1 discharge lamp (He Iα)
and an Omicron HIS 13 discharge lamp (Xe Iα) [29–31].
The intensity of the He Iβ satellite (hv = 23.087 eV) was
∼5 × 105 lower than that of He Iα , and the intensity of other
unwanted radiation was even lower than that of He Iβ . All
spectra were measured at normal emission with an acceptance
angle of ±18◦. For measurements of the secondary electron
cutoff the sample was biased to −10V to clear the analyzer
work function. The binding energy refers to the Fermi level
for both XPS and UPS spectra. ZnO single crystals were
purchased from Tokyo Denpa. ZnO thin film samples were
grown by molecular beam epitaxy on sapphire wafers. Highly
n-doped crystals were ∼1020 cm−3 Ga doped ZnO(0001̄),
grown as described in Ref. [32]. The ZnO surfaces were
cleaned by repeated cycles of Ar-ion sputtering and annealing
(2 µA 500 V; 400 °C, see Ref. [7]), the last annealing step
under 10−6 mbar O2 for 10 min. Organic substances [2,3,5,6–
tetrafluoro–7,7,8,8–tetracyano–quinodimethane (F4TCNQ),
1,4,5,8,9,12-hexaazatriphenylene-hexacarbonitrile (HATCN),
and n-tetratetracontane (TTC)] were evaporated from resis-
tively heated quartz crucibles. The amount of evaporated ma-
terial (given as nominal thicknesses �) was monitored using
a quartz crystal microbalance and set to the rate equivalent of
about 1 Å/min using a density of 1.64, 1.60, and 0.82 g/cm3

for F4TCNQ, HATCN, and TTC, respectively.

III. RESULTS

Two prototypical strong molecular electron acceptors,
F4TCNQ and HATCN, were deposited onto different clean
ZnO surfaces [ZnO(0001), ZnO(101̄0) and ZnO(0001̄)]. The
electron transfer into the surface-adsorbed acceptor layer
strongly increased φ, accompanied by an upward surface band

bending change in ZnO (�φBB), as noted in the introduction.
Figures 1(a) and 1(b) display the evolution of both φ and the
change of �φBB, the latter readily obtained from the shift
of the ZnO core levels. Shown is the averaged shift of the
O1s and Zn3p levels �E; selected spectra from which data in
Fig. 1 were extracted are shown in Fig. S1 of the Supplemental
Material [33]). We note that the slight differences of initial φ

of up to ∼0.25 eV observed for the bare ZnO surfaces between
different measurement series have two causes. First of all, the
work function of a surface depends on its composition and
details of its structure. For ZnO even slight (unintended) vari-
ations of the surface cleaning/conditioning process in UHV
(see Sec. II) result in changes of structure and composition
(e.g., surface hydroxyl loading) and thus variations in φ. Sec-
ond, similar energy level shifts occur for ZnO upon irradiation
with UV light over time [34]. Consequently, parameters such
as φ reflect the properties of the sample under study, and
are thus not intrinsic material constants but exhibit a range
of values. For the same reason, also the magnitude of band
bending observed in ZnO upon acceptor deposition exhibits a
range of values for nominally identical but factually different
samples. In return, for a number of such nominally identical
samples we find varying �E, as indicated by the error bars
(at maximum acceptor coverage) in Fig. 1(b). These varia-
tions, however, do not impact the generally valid following
rationales.

As can be clearly seen, �φ � �E , indicating that the
major contribution to �φ does not stem from �φBB, but rather
from the interface dipole contribution �φID. Note, �φBB is
not indicative of the final ZnO surface band bending, since
the ZnO bands are already bent for the pristine surfaces.
The final surface band bending relative to the crystal bulk
is inferred from the ZnO core level position variation [vide
infra, discussion of Fig. 1(c)]. The finding that �φBB con-
tributes little to �φ cannot be rationalized in terms of an
empty gap model, taking into account only the ZnO native
shallow donors. Calculations for that case (natively doped
ZnO and strong molecular acceptors), yield an expected �φBB

contribution to �φ of 99% and concomitantly a �φID of only
1% [7], as represented in Fig. 2(a). This is in marked contrast
to our experimental observation that �φBB is typically less
than 30% of �φ (Fig. 1).

To resolve this discrepancy, a finite GDOS must be in-
volved (at least) at the interface, so that pinning of the energy
levels with respect to EF (see, e.g., the Bardeen model [13])
upon upward band bending occurs. This can be understood
from electrostatic considerations using Poisson’s equation, as
described in the following. The experimentally determined
electrostatic potential variation across the ZnO/acceptor
interface is depicted in Figs. 2(b) and 2(c), since the surface
band bending is reliably measured by the ZnO core level shifts
and core level positions [35]. The band bending inside ZnO is
caused by ionized shallow donors N+

D (blue in Fig. 2). At the
surface of ZnO the positive charge density ρ must be greatly
enhanced (purple in Fig. 2) to continuously connect the re-
gions inside and outside the ZnO crystal. The concentration
of the native shallow donors of ZnO of ∼1017 cm−3 [36] is
too low to be the only source of those ZnO surface charges
[37], even if one considers a strongly enhanced doping con-
centration by one or two orders of magnitude. For instance, a
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FIG. 1. Evolution of (a) the work function (φ) and (b) the acceptor adsorption-induced ZnO band bending changes upon F4TCNQ and
HATCN adsorption on different faces of ZnO. The surface band bending change is determined from the core level shifts (�E) in the O1s
and Zn3p spectra. The observed range of different core level shift sizes from different measurement series is indicated by error bars (for the
respective highest molecular coverage � only). For all samples the work function shift (�φ) by far surpasses the core level shift, implying
the existence of a significant complementary interface dipole (�φID). (c) Zn3p core level spectra of ZnO with adsorbed molecular electron
acceptors (saturation of �φ reached), indicative of the final adsorption-induced surface band bending change (�φBB). Compared to the overall
work function changes �φ (a), the Zn3p core level positions are almost constant. This evidences the limits of �φBB in ZnO upon molecular
acceptor adsorption.

∼threefold increased doping was observed at the surface due
to hydrogen diffusion into ZnO [38]. As the native shallow
donor density is insufficient for the small �φBB and the VBM
was measured ∼2.5 eV below EF after acceptor deposition,
it is tangible that the source of the surface charges is within
the forbidden energy gap region, i.e., the GDOS. That GDOS
could be an intrinsic property of ZnO, e.g., discrete levels due
to traps [39,40] or surface states [41–45], or a continuum of
electron band tails induced by disorder [17–28]. Alternatively,
the GDOS could be induced extrinsically by the molecular
adsorbate layer, e.g., an induced density of interface states
(IDIS), or due to hybridization of the molecular states with the
ZnO bands [46–49]. The IDIS model considers the induced
(by interface formation) density of states and that the charge
neutrality levels on either side of the interface align. Our
rationales are similar to this in that they consider density
of states in the gap irrespective of its physical origin, and
then apply Fermi-Dirac statistics to infer occupation and
charge densities. All of these possibilities for GDOS are very
different in nature, with respect to their influence on charge
transport, the position in the crystal (surface versus bulk), as
well as the localization of the wave functions [50–52]. While
the mere presence of GDOS suffices to qualitatively explain
the interfacial energy levels, other device-relevant parameters
critically require knowing the origin and distribution of the
GDOS.

To obtain detailed information on the GDOS, we per-
formed ultralow-background UPS experiments. Figure 3
shows the corresponding spectra for the topmost valence and
gap region of clean ZnO(0001), ZnO(101̄0), and ZnO(0001̄)

surfaces, as well as of a highly n-doped (by Ga atoms)
ZnO(0001̄) for comparison. The data are shown on a linear
(left) and a logarithmic intensity scale (right) to present the
full dynamic range of the measurements. The photoemission
low-energy onsets of the ZnO valence band (valence band
maxima) are indicated by red marks, representing the onset
of the forbidden energy gap region. Upon inspecting the
logarithmic plot in Fig. 3 it becomes evident that a finite
GDOS is indeed present for all investigated ZnO surfaces. On
ZnO(0001) one observes even a structured feature crossing
EF, which is not part of the GDOS, but rather the partially
filled conduction band, due to the pronounced downward
surface band bending at this surface [53,54]. A similar feature
at EF is also seen for the Ga-doped ZnO(0001̄). In contrast to
the ZnO(0001) surface, we do not attribute this feature to a
partially filled conduction band, since the VBM is at ∼2.8 eV
binding energy, i.e., the ZnO energy gap would appear too
narrow by ∼0.5 eV. Rather, we suspect that this feature is
induced by the UV irradiation used in UPS [34] (see Fig. S2
and discussion in the Supplemental Material [55]). Apart from
the two distinct features observed at EF, the actual GDOS is
continuous in energy virtually throughout the gap and largely
featureless, and we thus attribute it to originate from (disorder
induced) electron band tails. For the ZnO(101̄0) surface, the
GDOS seems to vanish even before reaching EF [indicated by
� in Fig. 3(b)]; however, we note that it actually intersects
the instrumental signal background, and thus the GDOS may
extend up to EF, yet with a density lower than accessible in
experiment. The notion of band tails is further corroborated by
the fact that the tail of the Ga doped sample is steeper (larger
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FIG. 2. Schematic illustration of charge density (ρ), electrostatic potentials (el. potential), and resulting energy level diagrams for acceptors
adsorbed on ZnO. (a) The scenario where the work function change originates only from depletion of the native ZnO dopants (ND ≈ 1017 cm−3;
binding energy ED), i.e., the “empty gap model”. This would result in �φ almost exclusively being due to band bending (>99%). (b) and (c)
The same scenario including the presence of GDOS, in which the interface dipole dominates. This requires an additional surface charge density
(purple), provided for by the GDOS. (b) depicts the situation if GDOS originates from surface states and (c) from GDOS present also in the
bulk.

slope in logarithmic scale) than the one of the natively doped
sample, which is expected from the higher (doping induced)
disorder in the Ga doped sample. Theoretical work on the
DOS [g(E)] of electron band tails as function of energy E, as in
Refs. [20,21], predict a multitude of allowed functional forms
of the tails ranging from g(E ) ∼ |E |1.5exp(−const |E |0.5)
[56] to g(E ) ∼ |E |3exp(−const |E |2) [57], depending on
the correlation length of the disorder. For ZnO(101̄0) and
the Ga doped ZnO(0001̄) we find that the GDOS decreases
exponentially (linear slope in logarithmic scale), whereas for
the natively doped ZnO(0001̄) and ZnO(0001) this is not
obviously the case. Note that the precise shape of the GDOS
is delicately preparation sensitive, since for the nominally
same surface cleaning procedure also slight differences in
the GDOS and initial surface band bending were observed
[see, e.g., ZnO(0001) and ZnO(0001̄) baselines in Figs. 3–
5], phenomenologically similar to what we discussed for the
ZnO φ above. Particularly, the “bump” between 2 and 3
eV binding energy in the ZnO(0001) spectrum could also
be due to residual contaminations on the surface, since a
similar shape was observed in the photoemission spectra of an
only once sputtered, and thus not perfectly clean, ZnO(0001̄)
surface.

We further want to demark the present results from Urbach
tails. Urbach tails reported for ZnO extend only a few 100
meV into the gap [58–65], but not 2 eV as observed here.
Therefore, if any, only the energy region adjacent within a
few 100 meV to the VBM (red onset markers in Fig. 3) could
be related to what is commonly referred to as the Urbach
tail.

Based on the evidence of an intrinsic, yet sample surface
dependent, ZnO GDOS, one can already comprehensively
understand the behavior of the smaller than expected acceptor
adsorption induced �φBB, as follows. First, electron transfer
from the shallow donors into the acceptors leads to band
bending changes in ZnO, thus rigidly shifting all energy
levels upwards. As soon as EF intersects with the occupied
GDOS, those states become unoccupied and stop further
upward band bending. In the case of the ZnO(0001) surface,
where the partially filled conduction band is below EF due
to initially pronounced downward surface band bending (see
above), these states are emptied as well, also contributing to
reduced adsorption induced �φBB. Depending on whether the
GDOS exists only at the surface [Fig. 2(b)] or also in the
bulk ZnO crystal [Fig. 2(c)], the density of charged GDOS
will change abruptly or smear out towards the bulk crystal
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FIG. 3. Valence and energy gap region He Iα UPS spectra of
differently terminated clean ZnO surfaces, plotted on (a) linear and
(b) logarithmic intensity scale. The onset positions of the valence
band (VBM) are indicated with red markers. The breaks in (b) indi-
cate concatenation of individually measured spectra. On logarithmic
intensity scale a continuous (decaying towards EF) photoemission
intensity in the forbidden energy gap region of ZnO (GDOS) is
visible. The ZnO(0001) face exhibits a pronounced feature at the
Fermi level due to downward band bending and partial occupation
of the conduction band (CB). The feature at EF of the highly doped
ZnO(0001̄) sample is due to He Iα UV light induced defects and dis-
cussed in the Supplemental Material. For ZnO(101̄0) and the highly
Ga-doped ZnO(0001̄) faces, the band tails fall off approximately
exponentially (linear slope in logarithmic scale; indicated by dashed
lines).

according to Fermi Dirac statistics and a continuous potential
curve. Importantly, no abrupt pinning occurs, since the final
adsorption induced ZnO band positions vary by about 0.5
eV [see Zn3p core level positions in Fig. 1(c)]. However,
this can be explained by the fact that the GDOS is rather
low near EF and gradually becomes larger when approaching
the valence band, rendering the EF pinning “soft” instead of
abrupt. Therefore, the relative position of EF within the GDOS
slightly varies with the required amount of charge transfer to
yield the �φID that electronically equilibrates the interface.
Consistently, the adsorption induced final Zn3p core level
positions, representing the absolute surface band bending,
are found in the same order [see markers in Fig. 1(c)] as
the corresponding final φ, thus indicative of the required
amount of charge transfer. It is also noteworthy that the
amount of transferred charge across the interface depends
on the φ values of the clean ZnO surface. As can be seen
from Fig. 1(a), initial φ values of ZnO(0001) are consistently
lower than those of the other two surfaces, implying an
overall larger amount of transferred charge. This is fully in
line with the observation that the final φ and �E values
of acceptor/ZnO(0001) surfaces are consistently higher than

FIG. 4. Valence region spectra of TTC (measured with He Iα)
with incrementally increased thickness on ZnO(0001̄) plotted in
(a) on a linear and (b) on a logarithmic intensity scale. The wide
bandgap of TTC allows us to observe the ZnO bandgap region upon
adsorption without being superimposed by TTC features. The bare
ZnO spectrum features a photoemission onset of >3 eV with an
exponential tail (linear slope in logarithmic plot) in the gap region.
Upon deposition of TTC the intrinsic ZnO GDOS persists with
respect to position and slope (in logarithmic scale).

those for the other two surface terminations. Furthermore,
the adsorption induced band bending should to some de-
gree be suppressible by a higher doping concentration inside
ZnO, as observed experimentally [15]. Yet, whether this is
a sizeable effect depends on how much charge transfer is
required and how large the charge reservoir from GDOS

FIG. 5. Valence region spectra (measured with Xe Iα) of incre-
mentally increased thickness of HATCN on ZnO(0001) plotted in
(a) on a linear and (b) on a logarithmic intensity scale. Even for the
smallest coverage the induced upward band bending is sufficiently
strong to completely empty the ZnO conduction band (below EF

initially). For higher coverages a feature arises at ∼1.5 eV BE. Upon
further increasing the coverage that feature becomes attenuated,
indicative of it being only present at the interface.
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actually is. We have to point out that a direct quantitative com-
parison of the acceptor-induced band bending change [�E
from Fig. 1(b)] and the apparent GDOS shape and magnitude
[Fig. 3(b)] cannot be made. These two sets of experiments
were performed in different experimental setups (measuring
core levels in the setup used for ultralow-background UPS
was not possible), and thus details of sample surface prop-
erties (φ and actual GDOS) most likely vary (see discus-
sions of surface cleaning procedures and sample properties
above).

Note that the transition from depleting the ZnO donors
to depleting the occupied GDOS has strong implications for
the charge density at the hybrid interface and the required
charge transfer [see Figs. 2(b) and 2(c)]. For the present
experiments the charge transfer from GDOS should be 1–100
times that of the entire subsurface depletion region. This is
reasonable, considering the wider spatial distance between
charge and countercharge if the charge transfer originates
from the native dopants. Thus, band bending is much more
efficient in changing φ per transferred charge. Also, we want
to point out that due to the “soft” pinning at the GDOS
the width of the depletion region of ZnO will be rather
universally around 100 nm upon acceptor deposition. This
is due to the fact that in depletion approximation the width
of the depletion region scales only as the square root of
the surface band bending potential shift, which in turn, due
to wide energy distribution of the GDOS, varies by only
∼0.5 eV.

While the aforementioned findings already explain the
observed energy levels and their changes, acceptor adsorption
may induce additional GDOS, which would add up to the
effect of the intrinsic ZnO GDOS. Unfortunately, experimen-
tally determining acceptor-induced GDOS is compromised by
the fact that the energy region of interest is superimposed by
the occupied molecular states, or states due to hybridization of
the molecule and ZnO after charge transfer (see, e.g., Figs. 2
and 5 in Ref. [7] and HATCN/ZnO discussed below). To test
this possibility within an experimentally accessible frame-
work, we deposited the inert, wide-gap saturated hydrocarbon
TTC (as a model on the ZnO(0001̄) surface (see Fig. 4). By
using TTC, for which interfacial charge transfer can be ruled
out, the ZnO bandgap region is not obscured by molecular
states in UPS spectra. We find that upon TTC adsorption the
intrinsic ZnO GDOS becomes attenuated as expected, but its
shape remains identical. This shows that the intrinsic ZnO
GDOS indeed persists, at least upon adsorption of molecules
that do not induce charge transfer. This further corroborates
that the GDOS identified here acts as a limitation for �φBB at
such hybrid interfaces and thus strongly influences the energy
level alignment.

Despite the conceptual generality of the presented findings
on the ZnO GDOS, the precise modalities of the energy level
alignment at a ZnO-acceptor interface may still be governed
by states formed on either side of the interface and/or ex-
tending across the interface. Indeed, upon performing low
background UPS for incremental depositions of HATCN onto
ZnO one finds additional intensity arising in the ZnO gap
region, whose tail extends to EF (see Fig. 5). Further in-
creasing the coverage attenuates this feature, indicative of it
being present only at the interface, thus most likely due to

negatively charged HATCN molecules (partially filled lowest
unoccupied molecular orbital level). Yet, it becomes clear
through these data that eventual molecule-induced changes of
semiconductor surface GDOS, and thus pinning behavior, are
barely accessible experimentally, except for select cases (e.g.,
TTC above).

Despite the achievement of the present study to explain
the interfacial energy levels and their changes for molecular
acceptors on ZnO, further work is needed to develop a concise
quantitative framework based on the present experimental
findings. This includes unraveling whether the intrinsic GDOS
is a surface or bulk property, what states it is derived from,
and how localized/delocalized the corresponding wave func-
tions are. Furthermore, knowledge of the photoemission cross
sections is imperative to link the observed photoemission
intensities to GDOS on a quantitative scale and to also include
the peculiarities of the bonding and electronic states of a
specific acceptor to the individual ZnO surface as discussed
in Ref. [29]. Finally, from an application point of view, it is
necessary to take into account that the GDOS will certainly
depend on surface cleanliness, preparation procedures, and
details of the surface structure. Nevertheless, the presence
and persistence of the intrinsic ZnO GDOS represents a
fundamental limitation for upward band bending induced by
acceptor adsorption on ZnO.

IV. CONCLUSIONS

We demonstrated that the upward surface band bending
in ZnO induced by molecular acceptor adsorption is limited
to ∼0.5 eV. Concomitantly, a substantial interface dipole is
formed to yield the overall work function change, which
implies a notable positive charge density at the ZnO surface.
Since the native shallow donor density of ZnO is insufficient
to provide this surface charge, we conclude that a GDOS
must be present. With high-sensitivity photoemission mea-
surements of the ZnO energy gap region, a GDOS throughout
the gap is indeed found for the three primary ZnO surface
orientations. The origin of these gap states is attributed to
disorder induced electron band tails. Upon electron transfer
to the molecular acceptors, the GDOS acts as an electron
reservoir that is sufficient to limit the magnitude of upward
band bending within ZnO. Notably, due to the comparably
low density of the GDOS and its wide energy distribution,
upward band bending is not abruptly stopped, i.e., strongly
pinned, but the EF-pinning proceeds in a “soft” manner.
With the illustrative examples provided here for ZnO, the
charge re-distribution and energy level alignment, particularly
the interplay of induced surface band bending changes and
interface dipoles, at interfaces between inorganic semicon-
ductors and molecular electron acceptors and donors can be
rationalized, and eventually be exploited when the GDOS can
be controlled.
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