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Distinction of charge transfer and Frenkel excitons
in pentacene traced via infrared spectroscopy
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Infrared spectroscopy studies on pentacene single crystals have been performed in the frequency range
of 12 meV to 3 eV in reflection and transmission configurations as a function of temperature, down to
10 K. Our results reveal the dominant contributions of the excitonic bands at the absorption edge. The
singlet transitions of the Frenkel excitons at 1.78 eV with 130 meV Davydov splitting have been
identified. An additional excitonic feature observed at 1.83 eV can be assigned to a charge transferr type
exciton evidenced by the strong vibrational anomalies. On the other hand, the strong feature seen at
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1 Introduction

Pentacene has emerged as a model organic semiconductor in
the search for low-cost, flexible, large-scale opto-electronic
devices."™ Its electronic and transport properties have been
widely studied and leap towards the potential industrial appli-
cations in the form of highly ordered thin films.*® As the
archetypical exothermic singlet fission material, pentacene has
gained interest not only for a fundamental understanding of
the relevant steps underlying this process’ but also for applica-
tions in new kind of photovoltaic cells exceeding the Shockley-
Queisser limit by harvesting triplet excitons.®° Despite the
progress achieved with these films, the large scale application
goal is pending due to the lack of fundamental understanding
of the material.

Different polymorphs of pentacene have been reported in
literature. The C-phase (Campbell phase)'® and the S-phase
(Siegrist phase)'* are often referred to as the bulk crystal
structure. On the other hand, the TF (thin film) structure is
shown to be distinct from the bulk phases,'>'? but it can be
converted to the C-phase with increasing film thickness and/or
increasing growth temperature.”* The optical and electronic
behaviors seem to reveal differences.'>'® Hence, it is not always
intuitive to distinguish the microscopic properties of the pen-
tacene molecules and the macroscopic properties of the related
crystalline solid states. Therefore, studies on single crystals are
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1.67 eV does not couple to the vibrational modes and suggests an electronic origin in nature.

highly desired. Theoretical and experimental efforts in this
regard are also not scarce; however, a consensus on the nature
of the observed electronic and optical features is not estab-
lished yet.'”>*

Pentacene (C,,H;4) is an archetypical organic semiconduc-
tor and - like many other organic compounds - its crystals
consist of weakly interacting molecules. Bulk pentacene
exhibits a triclinic crystal structure, where the unit cell contains
two inequivalent organic molecules forming a herringbone
pattern,'®* as illustrated in Fig. 1(a). Electronic excitations
are described in terms of intramolecular Frenkel excitons,
where the bound electron-hole pair is confined within the
same organic unit; and the intermolecular charge transfer
(CT) excitons, where the electron-hole pair resides at adjacent
organic units*>*” [Fig. 1(b and c)]. Compared to the Frenkel
exctions, CT excitons usually possess only small oscillatory
strength making these hard to excite and observe
experimentally.> The CT-like excitonic contributions are con-
sidered as an important ingredient in photovoltaic applications
and fast singlet exciton fission rates in molecular solids,**™°
which has a potential to improve the power conversion eftfi-
ciency of solar cells. Therefore, identifying the CT-like nature of
the excitations at the absorption edge is crucial.

However, assigning the bands around the absorption edge is
not very trivial. Earlier works assign the bands in the absorption
edge solely to Frenkel-type excitons,>’ " while recent experi-
mental studies®*®* and theoretical efforts>* suggest the admix-
ture of CT excitons. Debates accelerate especially while similar
lower energy features are discussed in terms of self-trapped
excitons [Fig. 1(d)], which necessarily require the involvement
of the underlying lattice.”®>"*® Advanced tools have been
proposed and compared in several theoretical works to analyse
the CT character of the bands.?”*® However, despite extensive

This journal is © The Royal Society of Chemistry 2022
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Fig. 1 (a) Sketch of a pentacene molecule and its single crystal structure
viewed from different directions. (b) The Frenkel excitons are confined to a
single pentacene molecule, while (c) the charge transfer excitons with
effectively larger radius extend to neighbouring molecules. (d) Self-
trapped excitons localized by defects or deformation of the structure.

efforts, the difficulty to obtain good agreement with experi-
ments does not help the situation, either. With the advances in
the singlet fission research, the low-lying bands are assigned
to the intermediate state that precedes the fission into separate
triplet excitons.>*™*' Despite some challenges to this inter-
pretation,** most recent time-resolved studies suggest that it is
plausible.*?

Here, we have employed broadband infrared spectroscopy to
study pentacene single crystals, where one can investigate the
excitonic and vibrational features simultaneously. The vibra-
tional features allow us to identify excitonic modes that couple
to the lattice strongly, as they necessarily reflect the coupling in
form of splitting and separation in energy.

2 Methods

Pentacene single crystals were grown by sublimation of purified
material as explained elsewhere.™ The crystals form flat plate-
lets with lateral dimensions of 5 x 5 mm? and thickness up to
30 pm. Broadband optical measurements in the spectral range
between 12-3100 meV have been performed with a commercial
Bruker Vertex 80v Fourier-transform infrared spectrometer
coupled to a Hyperion infrared microscope. An Oxford Mirostat
He-flow cryostat is utilized for the temperature-dependent
measurements down to 10 K allowing us to perform successive
reflectivity and transmission measurement on the same
measurement spot. As a reference spectrum, we have used
freshly evaporated gold (low energy) and aluminum mirrors
(high energy) in reflectivity configuration and vacuum for the
transmission measurements. Reflectivity curves have been cor-
rected for the reflection of the gold and aluminum.

In the spectral range of the vibrational features the reflec-
tivity of the sample is rather small and we can evaluate
the absorption of the modes by using the Lambert-Beer law,
a(w)d = —In{Tr(w)}, where o(w) is the frequency dependent
absorption coefficient, d is the sample thickness and Tr(w) is
the transmission spectrum. However, the optical behavior in
the vicinity of the band gap is dominated by the excitonic bands
that appear both in reflection and transmission spectra
strongly; therefore, we modelled our dielectric function in this
energy range by using the input of both transmission and
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reflection. Taking into account both contributions allows us
to evaluate full spectrum in a broad energy and temperature
range. Here one can have a comparison with the absorption
studies, albeit not a direct one.** The imaginary part of the
dielectric function consists of the refractive index (n) and the
extinction coefficient (k) (¢, = 2nk), whereas absorption coeffi-
cient is related with k.

3 Results and discussion

We start our discussion with the high-energy exciton modes.
Our observation of the major excitonic bands is in accord
with other studies.'>?%?*?* Fig, 2 displays the temperature-
dependent reflectivity and transmission spectra; the data are
collected at exactly the same spot on the crystal. We have
modelled the imaginary part of the dielectric function, &,; a
representative 10 K and a room temperature spectrum are
presented in Fig. 2(c) and (d), respectively, together with all
different contributions.

Let us now address the different terms in more detail. Band
C and Band E are the SO — S1" and SO — S1~ singlet
transitions at 7w = 1.78 eV and 1.91 eV (at T = 10 K) that reflect
the Davydov splitting of the singlet excitation. This splitting is
expected in pentacene because the organic molecules form a
herringbone arrangement with two translational-invariant
molecules in the crystalline unit cell. The C band sits at
1.78 eV, in perfect agreement with theoretical calculations;*?
this is also expected from crystalline films based on the extra-
polation of the layer-dependent excitation energy.*> We
observed a 130 meV Davydov splitting at room temperature
that is in agreement with previous studies.'>?%?'** The bands
F, G, and H are located above the band gap, reflecting the
vibronic progression of the SO — S1 transition.

Band D is consistent with the absorption process®! observed
in pentacene thin films and single crystals. Absorption studies
have not identified Band A previously; however its energy range
coincide with the bands reported within the photolumines-
cence studies® along with the Band B. We should note that
Band A overlaps with an electronic background and, therefore,
it is not very easy to model it accurately. The intensity and the
spectral weight of this mode might be overestimated. On the
other hand, the temperature evolution of its position and
the sharpening of the mode is more reliable. Another interest-
ing observation is that this mode becomes visible mostly in the
reflectivity process rather than transmission. A small upturn in
the reflectivity spectra with decreasing temperature is noticed
beyond the sharpening of the absorption edge (demonstrated
with a purple arrow in Fig. 2(a)). This is not the case for the
transmission data. We consider this as evidence that the
observed Band A is not related with the absorption process
only. We further suggest that it is seen as small traces in the
emission process reported in photoluminescence studies.

These are the bands where a full consensus has not been
reached yet. Band B is defined as the vibronic progression
of Band A. Band A and Band D are discussed in terms of
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Fig. 2 Temperature evolution of (a) the frequency-dependent reflectivity
and (b) the transmission spectrum of pentacene. (c and d) Modelled ¢, at
T =10 Kand T = 295 K along different exciton modes contributing to the
spectrum. The black dashed line marks the absorption edge at ho =
1.85 eV. The arrows for Band A and D represent the binding energies.
The solid lines are the resonance energies of each band determined with
the Lorentz fits of &. The relative shifts with respect to the room
temperature can be deduced with these lines. Please note that the
accuracy of the determination of ¢, is decreasing going towards the higher
energy range. While the existence of the bands are seen from reflectivity
measurements, the intensity and the FWHM cannot be determined with
full accuracy. To demonstrate the bands in raw spectra, we have shown
the spectra above 2.0 eV only for room temperature and 10 K.

self-trapped excitons and/or a mixture of the charge transfer
excitons that are located below the optical band gap. In
principle, the self-trapped excitons are generated by the inter-
play of the electronic excitation with the intra-molecular vibro-
nic and inter-molecular phononic modes. The created excitons
interact inherently with the charge distribution of the sur-
rounding lattice, thereby changing its local polarization, which
lowers the potential energy of the exciton even further. Such an
exciton-phonon/vibron interplay requires an electron-phonon
coupling process and necessarily causes strong anomalies in
the vibrational spectra, as well. At first glance, the binding
energies can provide some guidance when searching for the
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vibration modes that could be involved in this self-trapped
exciton formation. Considering that the exciton-phonon cou-
pling is the only process contributing to the binding energies,
this would provide a lower bound for the energy range of the
vibrations. However, several different processes can contribute
to the binding energy that might essentially lower the energy of
the involved vibrations. Nonetheless, it would be a good start-
ing point for tracking them down. In Fig. 2(c), the binding
energies for Band A and D are depicted by arrows that can be
estimated as Epinding = Eabsorption — Eband; and it amounts to
~150 meV and ~40 meV for Band A and D, respectively. Here,
we have used the absorption edge of 1.85 eV as often reported
in experimental studies.*

A more quantitative discussion regarding these bands can
be offered based on their temperature behavior. Most of the
bands become sharper with decreasing temperature, while they
do not exhibit a significant shift with temperature. For the
higher energy bands it is also ambiguous to assign any possible
small shifts, as these modes are already broad and pretty low in
intensity. Now let us take a look at the temperature dependence
of B and C and the peculiar Bands A and D. As shown in Fig. 2c,
we have modelled the imaginary part of our permittivity by
taking into account eight Lorentzian contributions depicting
different bands. The temperature evolution of these contribu-
tions has been traced for the strongest Bands A, C, and D,
which are the bands of interests and the discussion of the
present manuscript is focused on. The resonance frequencies
along with the full-width at half maximum (FWHM) of the
bands have been obtained from these fits and the results are
displayed as a function of temperature in Fig. 3(a) and (b),
respectively. As seen from Fig. 3(a), the Band C experiences a
slight redshift with decreasing temperature resulting in a small
increase of the Davydov splitting (black arrows): Commonly

o, (V)

Pentacene ]
0 100 200 300 0

Temperature (K)

100 200 300
Temperature (K)

Fig. 3 (a) Temperature-dependent energy of the Bands A, C, and D
obtained via the modelling the ¢,. The energies for Band E are given as a
reference to Band C and to the change of Davydov splitting as a function
of temperature as shown by the black arrows. (b) Full-width at half-
maximum of the Bands A, C, and D as a function of temperature. All the
bands become sharper upon cooling. The fit to Band A and Band D (below
100 K) are given as red solid curves. Symbols represent the obtained
parameters, whereas the solid lines are guides to the eye.
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lowering the temperature causes a reduction of the herring-
bone angle’® that leads to an increase of the Davydov
splitting.”” The FWHM [I'(T)] of the bands are also presented
in Fig. 3(b), where one can see a strong decrease for Band C
down to 200 K followed by a linear progression all the way to
lowest temperature. The initial decrease might be associated
with the sudden stiffening of the crystal lattice related to the
strain effects due to experimental setup, while below 7'= 200 K
no further anomalies have been observed, except for the
gradual change of the lattice parameters. These changes of
the SO — S1" first Davydov component band suggest some
structural anomalies in pentacene around 200 K, while below
that temperature a gradual contraction of the lattice is evident.

The origin of Bands A and D is heavily debated in the
literature. For that reason we now take a more detailed look
into these bands along with the vibrational modes, which
might affect these bands. The slight redshift is mimicked by
the Band D, as well, while the FWHM of this band is rather
peculiar. It shows a strong exponential decrease below ~ 100 K,
which is at odds with the expectations from only a pure lattice
compression. Obviously another effect onto this band becomes
dominant. Such exponential changes of the band-width para-
meter for the excitonic features have been discussed in terms of
coupling to the longitudinal optical modes. This provides
support for the commonly discussed origin of self-trapped
exciton scenario.

In Fig. 3(b), the exciton-phonon coupling is depicted with

the red solid line, where the independent boson model*®
[(T)=To+ 0T + 4 1)
0TI T xp(hao [ks T) — 1

is used to fit the results. Here, I'; is the inhomogeneous
broadening and ¢ is the acoustic phonon coupling coefficient.
A and w, are the LO phonon coupling coefficient and average
LO phonon frequency, respectively. The estimated fit para-
meters for Band D are, I'y = 37.8 meV, ¢ = 0.177 meV K’l,
A = 69.2 meV, and w, = 93 meV. These suggest that in the
measured temperature range the coupling to the optical mode
at around 90 meV energy range is dominant, while coupling to
the acoustic modes can be neglected. The obtained energy of
the possible phonon mode is larger than the binding energy
for the B and D (40 meV at the lowest temperatures and does
not change significantly below 200 K); hence the exciton-
phonon coupling becomes even more plausible.

Looking at Fig. 3(b) suggests that a similar exciton-phonon
coupling scenario might apply for Band A, as well, and even
extends to the entire measured temperature range. The esti-
mated fit parameters for Band A are, I, = 193.8 meV, ¢ =
0.01 meV K™%, A = 1000 meV, and w, = 397 meV. This more
detailed analysis suggests that the parameters obtained for this
band are not consistent with the expectation. While the cou-
pling to the acoustic modes can still be neglected, the coupling
to the optical mode is unusually strong. The energy suggested
for the optical mode is much larger than the binding energy of
this band at room temperature; it should be even smaller at the
lowest temperatures due to the unusual blueshift of the band

This journal is © The Royal Society of Chemistry 2022
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[Fig. 3(a)]. While, it is energetically possible that this vibration
mode creates the self-trapping, the unusually strong coupling is
something that requires attention. An alternative mechanism
other than a strong phonon coupling might be at play for
Band A, suggesting a different origin than self-trapped exciton
scenario for this band.

Next, we turn into the mid-infrared spectral range, where the
vibrational fingerprints of the pentacene single crystals can be
identified and are depicted in Fig. 4(a) in the full energy range.
The spectrum is rich in this sense, as expected from the low
symmetry of the molecular arrangement packing within the
unit cell and the significantly larger degree of freedom that
these molecules can possess. In the lower panels of Fig. 4, we
have highlighted the modes estimated by the binding energies
[Fig. 4(b and c)] and independent boson model [Fig. 4(d and e)].

As demonstrated in Fig. 4(b and c), the modes around
binding energies for Band A and Band D are only small
features, not very strong and do not show any anomalous
behavior. The modes around the energies determined via
independent boson analysis, on the other hand, are much
stronger [Fig. 4(d and e)]. We should also point out that one
of the strongest vibrational features in pentacene occurs in the
energy range of 375 meV, that is fairly close to the obtained
phonon energy for the independent Boson analysis for Band A
(note, that there is no vibrational feature around 397 meV).
Therefore, we present the vibration modes around this energy
range in Fig. 4(e). The majority of the excitations show a
gradual blueshift (or do not shift at all) with decreasing
temperature, as represented by the dotted lines in Fig. 4, which
is the expected variation of the vibrational/phonon modes in a
system. Considering a harmonic approach, the stiffening of the
bonds with decreasing temperature should result in a blue
shift. The lack of any strong anomaly for neither of the modes
associated with the Band A, suggest that indeed a mechanism
other than the self-trapped exciton scenario is more plausible
for Band A.

On the other hand, the mode around 90 meV that is
associated with Band D shows a clear anomaly [shown with
red lines in Fig. 4(d)] that is more significant below 100-120 K
suggesting the strong involvement of an inter-molecular pho-
non mode. No splitting of the other modes can be identified,
suggesting that there are no symmetry changes due to struc-
tural transitions and other forms should be considered. Charge
fluctuations might be one plausible explanation. The dimer-
like arrangement of the molecules in pentacene makes it a
suitable candidate for the observation of these fluctuations, as
often observed in organic conductors.

The electronic charge fluctuating within the dimer can be
described by the Kubo formula

97[("/ + 2Vex) - l(w - wW)}

4= R — (0 — o) (®—wp) = 2i (0 — wyy)

(2)

for a two-state jump model. It has been utilized to effectively
identify the fluctuation rate and the broadening or splitting of
the modes.*® Here,Z = f; + f;, where f; and f, are the oscillator
strengths of the vibrational doublet located at w; and w, with
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Fig. 4 (a) Temperature-dependent absorption spectra in a broad energy range up to 400 meV demonstrating the fingerprint region of pentacene.
(b) and (c) present the binding energy range of Band D and Band A, respectively. (d) and (e) show the possible optical phonon that couples to Band D and
Band A according to independent boson representation, respectively. Dotted lines are guides to the eye that demonstrate the slight hardening of the
vibration modes with decreasing temperature. Red lines in (d) emphasize the splitting of the mode that are guides to the eye, as well.

the halfwidth, y. The charge fluctuation velocity is given with
Vex, and I' =y + ve is the resulting width. The abbreviation
R = 2)vey + 7% Finally, the average and the weighted frequencies
can be defined as, w,, and oy, and given as

gy = w 3)
o1+ fio
Wy = 7]”1 3 (4)

We have fitted the 90 meV mode with the Kubo formula
given in eqn (2) and the parameters are depicted in Fig. 5(b-d),
as oscillator strengths, halfwidth, and velocity, respectively. The
results suggest that the high-temperature lattice changes are
also reflected to this mode as all the parameters show a strong
temperature dependence. On the other hand, even stronger
effects are observed below approximately 100 K as the reduction
of the fluctuation rate and the halfwidth. Furthermore a
reversal of the oscillator strength distribution accompanies
the anomalies; this advocates the strong effect of the charge

5586 | J Mater. Chem. C, 2022, 10, 5582-5589

induced phenomena. We should note, however, the charge
fluctuations are still considerable even at lowest temperature.
Despite the reduction, the fluctuation velocity is still sizeable.
Furthermore, although the oscillator strength, which reflects
the fluctuating charge density, initially decreases consistently
with the freezing of the some portion of these charges with
decreasing temperature; the lack of distinctly separated sharp
modes suggest that the fluctuation regime is still dominant at
low temperatures. The sizeable halfwidth of the modes also
support this idea. Combining the observations of the vibra-
tional features and the temperature dependence of the band-
width, we propose that the Band D is essentially a charge
transfer exciton, that is localized due to the strong interaction
with the molecular vibrations caused by the charge fluctuations
within the dimer formation of the pentacene molecules. We
should note in passing that recent time-dependent Raman
studies performed on functionalized pentacene dimer thin
films also point towards the importance of the vibrational
mode located at the same energy range.”® While at ground-
state conditions it is relatively weak, upon pumping a

This journal is © The Royal Society of Chemistry 2022
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Fig. 5 (a) Temperature-dependent absorption spectra in the range of
90 meV, estimated energy range of the vibronic feature from the inde-
pendent boson analysis for B and D. (b—d) Symbols represent the fit
parameters of the Kubo formula, whereas the solid lines are guides to
the eye. Inset in (d) is the angle dependence of the fluctuation velocity,
which disappears when E L dimers.

significant enhancement is observed. This makes the presence
of dimerized pentacene molecules and their coupling to the
excitonic modes plausible. The dimer idea is also supported by
the angular dependence of the fit parameters. In the inset of
Fig. 5(d), the fluctuation velocity is presented, which disappears
at certain angles that are perpendicular to the dimer
orientations.

Now let us turn to the Band A. Since strong vibrational
anomalies are lacking, the observed band cannot be explained
by the self-trapped exciton scenario. This evidences the electro-
nic origin for the Band A. Within the current study it is not easy
to pinpoint the exact origin for this band; however, the results
can be compared with different possibilities.

The detailed look to the overall electronic background in the
polarization dependent spectra, on the other hand, reveals a
possible explanation to this band. In Fig. 6, we show the
transmission spectra along a and b axes in the mid-infrared
range (Here, a and b-axes denote the optical axes and not the
crystallographic axes). While the spectra are dominated by
numerous vibrational modes, a clear broad electronic back-
ground centered around Zw = 200 meV emerges in the spectra
along a-axis, possible with a second harmonics of the observed
feature at higher energy range with an approximately 300 meV
width. This strongly suggests an electronic origin for the
Band A rather than a vibronic one as a credible explanation.
We have also presented the polarization dependence of these
electronic backgrounds in Fig. 6. As can be seen in right panel,
both of the features follow the same polarization dependence
with approximately 80-90 degree between the principle axes

This journal is © The Royal Society of Chemistry 2022
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Fig. 6 Transmission spectra for two perpendicular polarizations
measured at T = 10 K. The electronic background centered around
200-300 meV and 750 meV shows a clear polarization dependence with
a maximum and minimum aligned with the optical a-and b-axes. The
angular dependence is presented in the right panel where the open
symbols denote the symmetrized part of the polarization dependent
measurements. Red and the black symbols belong to the peak pointed
with the red and black arrows in the left panel, respectively.

indicating that the observed electronic features are in line with
the optical axes of the crystal. We should also note that it is not
easy to pin these features to the crystallographic axes, as the
pentacene crystal possess a triclinic symmetry, and hence a
mixture of the out of plane response is expected in the in plane
measurements, as well.'®

The energy range of this band also matches remarkably well
with the '(TT) triplet state of pentacene that emits via a
Herzberg Teller (HT) process.** This process is discussed to
be important in polyacenes that also require the involvement of
vibronic modes. Vibronically important normal modes that are
related to the HT process are calculated for pentacene, tetra-
cene and hexacene; furthermore, it has been shown that they
are enhanced for the brominated counterparts.’> In these
calculations the excitation at 1.59 eV (excitation closest to the
band of interest) were associated with the vibronic modes along
a-axis. The comparison of the dominant a-axis vibronic modes
with our absorption study reveals an interesting observation:
One of these modes, ~59 meV mode, has strong temperature-
dependent anomalies, as we demonstrate in Fig. 7. The same
figure also shows that this feature experiences a strong splitting
at low temperatures. Considering the lack of any structural

5 — T T
Pentacene

Absorbance

Energy (meV)

Fig. 7 Temperature dependence of the absorption of the low-energy
59 meV mode. Dotted lines are guides to the behavior of the modes.
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instabilities at low temperatures for pentacene, this unusual
behavior indicates a strong coupling to the electronic back-
ground that also supports the observation of a *(TT) state via
the HT process. On the other hand, the vibronic nature of the
investigated band has not been resolved; hence it is not clear at
the moment whether the observed anomalous vibronic mode
has a dominant effect or not. This is an interesting point to be
taken into account and further studies in this regard are
necessary. We should also mention in passing that it is energe-
tically possible that this 59 meV mode is involved in the process
of Band D; this also strengthen the idea of self-trapped-exciton
for the Band D.

4 Conclusions

We have measured the optical properties of pentacene single
crystals in a broad spectral range in order to comparatively
study the high energy excitonic and the low energy vibrational
features. Our findings are consistent with previous reports; for
instance, we could clearly identify the main exciton bands.
Particular emphasis was devoted to the highly debated exciton
modes (Band A and Band D), which we investigated in depth.

The temperature dependence of the Band D suggests a
possible coupling of this exciton mode to the vibrational
features at around 90 meV. This estimate is supported by the
strong anomalies observed for the 90 meV vibrational feature in
the temperature range of 100 to 120 K. The vibrational anoma-
lies can be explained by charge fluctuations suggesting a
possible localization of Band D due to trapping by these strong
fluctuations within the dimer arrangement of pentacene mole-
cules; in other words this observation essentially classifies this
band as a charge transfer exciton.

The lack of any vibrational anomaly with Band A suggests
that this band has a different origin. Due to the broad electro-
nic background observed around 250 meV, we suggest an
electronic origin as a more plausible explanation for the
observed Band A rather than the self-trapped exciton scenario.
Recently proposed '(TT) state emission via a Herzberg Teller
process has also been discussed within the frame of coupling to
vibronic modes Although one of the a-axis normal modes
strongly couples to the electronic background, it is not clear
if this is a dominant mode in the process of Band A. Further
studies are required to clarify this point.
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