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ABSTRACT: Singlet ﬁssion is a process in which a singlet
exciton converts into two triplet excitons. To investigate this
phenomenon, we synthesized two covalently linked 5-ethynyltetracene (ET) dimers with diﬀering degrees of intertetracene
overlap: BET-X, with large, cofacial overlap of tetracene πorbitals, and BET-B, with twisted arrangement between
tetracenes exhibits less overlap between the tetracene πorbitals. The two compounds were crystallographically
characterized and studied by absorption and emission
spectroscopy in solution, in PMMA and neat thin ﬁlms. The results show that singlet ﬁssion occurs within 1 ps in an
amorphous thin ﬁlm of BET-B with high eﬃciency (triplet yield: 154%). In solution and the PMMA matrix the S1 of BET-B
relaxes to a correlated triplet pair 1(T1T1) on a time scale of 2 ps, which decays to the ground state without forming separated
triplets, suggesting that triplet energy transfer from 1(T1T1) to a nearby chromophore is essential for producing free triplets. In
support of this hypothesis, selective excitation of BET-B doped into a thin ﬁlm of diphenyltetracene (DPT) leads to formation of
the 1(T1T1) state of BET-B, followed by generation of both DPT and BET-B triplets. For the structurally cofacial BET-X, an
intermediate forms in <180 fs and returns to the ground state more rapidly than BET-B. First-principles calculations predict a 2
orders of magnitude faster rate of singlet ﬁssion to the 1(T1T1) state in BET-B relative to that of crystalline tetracene, attributing
the rate increase to greater coupling between the S1 and 1(T1T1) states and favorable energetics for formation of the separated
triplets.

■

INTRODUCTION
Singlet ﬁssion is a process in which a chromophore, excited to
its singlet excited state, interacts with an adjacent chromophore
to form two triplets. The triplets produced by singlet ﬁssion can
subsequently diﬀuse away from each other and be independently harvested in a photovoltaic device. Thus, this process has
the potential to double the photocurrent in solar cells at
wavelengths where the singlet ﬁssion is operational. The power
conversion eﬃciency of a single junction photovoltaic cell is
limited to 33%.1 Incorporation of materials capable of
undergoing singlet ﬁssion into a photovoltaic device raises
the upper limit of the power conversion eﬃciency of a single
junction device to 45%.2
The singlet ﬁssion process is illustrated in Figure 1. The
singlet excited state rapidly forms a correlated pair of triplets
with an overall singlet character, 1(T1T1), followed by its
dissociation into two separated triplets.2 In this paper we use
the term singlet ﬁssion to refer to the formation of 1(T1T1),
distinguishing this step from the two triplets diﬀusing apart.
While many researchers have investigated singlet ﬁssion,3−8 the
complete mechanistic picture remains elusive. There are three
basic requirements for singlet ﬁssion to lead to “free” triplets:
(1) the energy of the singlet state of a given material has to be
close to twice that of the triplet state, (2) the rate of singlet
ﬁssion must be faster than the rates of other excited-state
© 2015 American Chemical Society

Figure 1. Schematic representation of the singlet ﬁssion process.

relaxation pathways, and (3) the triplets must be able to
dissociate from the correlated triplet pair.
Little is known about the correlated pair, 1(T1T1), since this
intermediate state is rarely observed directly.9−11 Based on the
model presented in Figure 1, the rate of formation of the
1
(T1T1) state is controlled by two factors: the energy diﬀerence
between the states involved, and the electronic couplings
between the states. The rate of separation of the two triplets
from the 1(T1T1) state depends on the energies and couplings
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Figure 2. Comparison of absorption (black) and emission (red) spectra of the (a) tetracene dimers versus the (b) anthracene dimers in a PMMA
matrix. The areas of the emission peaks for BET-X, BET-B and BEA-X are normalized to a BEA-B area of 1.0. The photoluminescence eﬃciencies
for BEA-X and BEA-B are 57% and 96%, respectively.

chromophore dimer?22 Michl et al. have suggested that a
slipped cofacial orientation maximizes the coupling matrix
element,2,15 while a recent theoretical study has found that the
largest coupling and the fastest singlet ﬁssion rate corresponds
to the in-plane arrangement of the chromophores in diphenylisobenzofuran crystals.23 Importantly, relative orientation of the
chromophores also aﬀects the key energetic parameters and can
control other excited-state relaxation pathways. For instance,
formation of excimers24 or charge-transfer states25 can proceed
rapidly, on a time scale similar to that of singlet ﬁssion. The role
of excimers in the singlet ﬁssion mechanism is uncertain.
According to several studies of substituted pentacenes, the
excimer state is a doorway to the 1(T1T1) state.11,26−28 In
tetracene-based systems, so far only one study reports triplet
formation from an excimer.10
Several dimers have been studied, with the goal of ﬁnding an
optimal orientation for singlet ﬁssion. Solution measurements
give a triplet yield of 3% for linearly linked tetracene
dimers,29,30 and a yield of 9% for linearly linked dimers of
isobenzofuran.31 Pentacene dimers, in which singlet ﬁssion is
signiﬁcantly exoergic, and donor−acceptor thiophene-based
polymers have been observed to undergo “unimolecular” singlet
ﬁssion in solution.32−35 Co-facial bis-perylene-diimide36,37 and
tetracene38 dimers have been observed to relax to the ground
state via an excimer state.
In this work we investigate the photophysics of two cofacial
ethynyl-tetracene dimers, BET-B and BET-X (Figure 2). In
BET-X the overlap of the tetracenes is large, while in the BETB the intertetracene overlap is markedly smaller (but greater
than in previously studied covalent dimers29). It was observed
that the amount of π overlap has a large impact on the excitedstate dynamics of the dimers, such that BET-X relaxes to the
ground state very rapidly, possibly via an excimer or 1(T1T1)
state, while BET-B yields a long-lived 1(T1T1) state on a
picosecond time scale. Additionally, separated triplets, as well as
the 1(T1T1) state of BET-B, have been observed in the solid
state, which allowed us to gain insight into the mechanism of
separation of triplets from the correlated triplet pair.
To preview the role that the geometric conﬁguration
imposed on the pairs of tetracenes by the xanthene and
benzene cores plays in the photophysics of these dimers, we
compare the ethynyltetracene (ET) dimers (BET-B and BETX) to their ethynylanthracene (EA) analogs (BEA-B and BEAX) (Figure 2). The energy requirements for singlet ﬁssion
[E(S1) ≥ 2E(T1)] are met for the tetracene-based dimers, but

between the states of interest and can also be enhanced by an
increase in entropy upon separation.12,13
The energy requirement for singlet ﬁssion is fulﬁlled in
polyacenes of four rings (tetracene) and greater.6,11,14 In
contrast to pentacene whose singlet ﬁssion is strongly
exergonic, singlet ﬁssion in tetracene derivatives is slightly
endergonic. Having S1 and 2 × T1 energies being close reduces
energetic losses upon singlet ﬁssion and can lead to improved
open-circuit voltage in photovoltaic devices. This also provides
the means for understanding the entropic contributions in
triplet generation via singlet ﬁssion. Certain biradicaloid
materials, such as isobenzofuran derivatives, have also been
shown to satisfy this energetic requirement,5 and eﬀorts are
being made to develop new singlet ﬁssion materials with a
biradicaloid electronic structure.15,16 Acenes and diphenylisobenzofuran have demonstrated singlet ﬁssion with near unit
eﬃciency (triplet yield = 200%) in crystalline and polycrystalline samples.3,5,8,17
Previous work published by our groups has shown that 5,12diphenyltetracene (DPT) undergoes eﬃcient singlet ﬁssion in
amorphous thin ﬁlms (triplet yield = 122%).14 The kinetics of
singlet ﬁssion in this material show a fast exponential (∼1 ps)
triplet rise followed by a slower power law rise of the triplet
population spread over hundreds of picoseconds. The two
phases are associated with direct and diﬀusive singlet ﬁssion
processes, respectively. The direct process originates from
excitation on or adjacent to the sites with DPT molecules
arranged in a preferred orientation for singlet ﬁssion, whereas
the diﬀusive phase arises when migration of a singlet exciton is
required from the excitation site to the preferred ﬁssion site. It
has been predicted that the fast singlet ﬁssion sites have two
DPT molecules in a preferred dimer arrangement; however,
there are <5% of such dimer sites present in the amorphous
ﬁlms.14 Nevertheless, the singlet ﬁssion rate at the preferred
DPT sites is markedly faster than those reported for tetracene
polycrystalline thin ﬁlms (9−90 ps) and single crystals (40−
300 ps).6,8,14,18−21 Thus, it is desirable to have every pair of
molecules in a thin ﬁlm arranged in the preferred orientation
for fast singlet ﬁssion, to eliminate the slower diﬀusive singlet
ﬁssion, since the diﬀusion process is a potential source of the
exciton loss. Ideally singlet ﬁssion should outcompete other
(loss) processes.
An important question is which relative chromophore
orientation(s) will maximize the coupling between S0S1 and
1
(T1T1) states and thus promote singlet ﬁssion in a
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relevant states, excitation energies, and rates were calculated using a
previously reported protocol,13,23,41 based on the RAS-2SF wave
functions.42−44 The couplings between the adiabatic states were
quantiﬁed by the norm of the transition density matrix (denoted by
∥γ∥) connecting the interacting states (the magnitude of coupling is
proportional to (∥γ∥/ΔE), where ΔE is the energy diﬀerence between
the respective RAS-CI states).41 Energies, couplings, and rates were
computed for BET-B, BET-X1, BET-X2, and a pair of tetracenes in a
herringbone orientation, and two excimer structures. The rates of
singlet ﬁssion in the dimers were calculated using the Fermi Golden
Rule and a free energy relationship:13

not for their anthracene-based analogs. The EA dimers exhibit
high emission intensities when suspended in a rigid poly(methyl methacrylate) (PMMA) matrix (57% for BEA-X, and
96% for BEA-B). The emission intensity of the tetracene
analogs, on the other hand, is strongly quenched in the same
media (2.6% for BET-X, and 5.0% for BET-B). This suggests
that the lower E(T1)/E(S1) ratio in BET-B and BET-X opens
an additional channel of excited state deactivation, presumably
singlet ﬁssion, which is energetically inaccessible in BEA-B and
BEA-X.

■

≈
k1[S0S1 → 1(TT)]
1 1

EXPERIMENTAL SECTION

General. The synthesis and characterization of all of the materials
studied here and the details of the sample preparation are given in the
Supporting Information. UV−visible spectra were recorded on a
Hewlett-Packard 4853 diode array spectrophotometer. The steadystate emission at room temperature and 77 K was measured with
Photon Technology International QuantaMaster QM-400 spectroﬂuorometer. Fluorescence lifetimes at 77 K were determined by the
time-correlated single-photon counting (TCSPC) technique, using
IBH Fluorocube with a 405 nm LED excitation source, and an IRF
value of 0.4 ns. TCSPC of the neat ﬁlms at room temperature were
measured using 500 nm excitation (Coherent RegA, 250 kHz) with a
fast R3809U-50 photomultiplier tube (time resolution ∼22 ps).
Femtosecond Transient Absorption. The apparatus has been
described previously.14 In brief, pump and probe pulses were derived
from the output of a Ti:sapphire regenerative ampliﬁer (Coherent
Legend, 1 kHz, 4 mJ, 35 fs). Excitation pulses centered at either 500 or
550 nm were generated using a type-II OPA (Spectra Physics OPA800C). White light supercontinuum probe pulses, spanning the visible
(320−950 nm) were obtained by focusing a small amount of the
ampliﬁer output into a rotating CaF2 disk. To avoid any orientational
contribution to the observed dynamics,39 the polarization of the
supercontinuum probe was set at the magic angle (54.7°) with respect
to the pump polarization. The probe was collimated and focused with
a pair of oﬀ-axis parabolic mirrors into the sample whereas the pump
pulse was focused using a CaF2 lens. The cross correlation between the
pump and probe in a quartz substrate matched to that used to support
ﬁlms had an fwhm of 150 fs averaged across the probe spectrum for
500 nm excitation. A slightly longer instrument response of 170 fs was
found for 550 nm excitation. The instrument response for the solution
measurements is slightly higher, at 180 fs. The supercontinuum probe
was dispersed using a spectrograph (Oriel MS127I) onto a 256-pixel
silicon diode array (Hamamatsu). Spectra were measured for a range
of excitation ﬂuences from 12 to 96 μJ/cm2 for ET-TMS thin ﬁlm and
8 to 64 μJ/cm2 for BET-B thin ﬁlm. The TA data shown in Figure 5
are reported at 24 μJ/cm2 and 16 μJ/cm2 for ET-TMS and BET-B,
respectively. The solution measurements were performed with a pump
ﬂuence of ∼25 μJ/cm2. Samples were slowly translated perpendicular
to the path of the pump and probe using a linear stage to prevent
photodamage.
Computational Details. Computational methods that were used
to estimate the relative rates of singlet ﬁssion in the tetracene dimers
are presented here. The molecular geometries were computed by
starting with the experimentally obtained crystal structures (one
structure for BET-B and two for BET-X, given below), ﬁxing the
positions of the heavy atoms, and allowing the C−H bonds to relax.
The structures of excimers were optimized by following the lowestexcited singlet state in the TDDFT calculations. ωB97X-D/cc-pVDZ
was used in all optimizations. The degrees of overlap between the
frontier orbitals of tetracenes in BET-X1, BET-X2, BET-B, and a
tetracene dimer in a herringbone orientation from the crystal structure
of tetracene were computed using Q-Chem31 as follows. First,
Hartree−Fock wave functions of the individual tetracene moieties in a
ﬁeld of the polarizable point charges of the rest of the system were
computed. The MOs from these fragment calculations were then used
to evaluate the overlap integrals between the HOMOs and LUMOs of
the tetracene moieties.40 The electronic couplings between the

⎛ || γ || ⎞2 −αβEsf
⎜
⎟ e
⎝ ΔE ⎠

−αβEb
k 2[1(TT)
1 1 → 2T]
1 ≈ e

(1)
(2)

where Esf denotes the energy drive for singlet ﬁssion deﬁned as Esf =
E(1(T1T1)) − E(S1) and Eb is the multiexciton stabilization energy
deﬁned as Eb = E(5(T1T1)) − E(1(T1T1)), β is 1/kBT, and α comes
from a linear free energy analysis (we used α = 0.5 as in previous
studies).13,41 We note that the absolute excitation energies are hard to
calculate reliably. As explained previously,13 we use empirical energy
additivity correction to account for missing dynamical correlation
eﬀects. Our scheme also beneﬁts from the built-in error cancellation,
since it relies on energy diﬀerences between homologically similar
compounds (note that the correction cancels out exactly in relative
rate calculations). The success of this protocol for computing the
relative rates in various compounds provides empirical validation of
this computational scheme.13,23

■

RESULTS
We prepared two diﬀerent dimers of ET to examine how the
relative orientations of the two chromophore units aﬀect singlet
ﬁssion and other photophysical processes in these systems. The
synthesis of the dimers was carried out analogously to that of
similar dimers reported in the literature.38,45 First, 5ethynyltetracene (ET) was prepared by bromination of
tetracene to give 5-bromotetracene, followed by Sonogashira
coupling with TMS-acetylene to give ET-TMS, and ﬁnally
hydrolysis of the TMS group to give ET. BET-X and BET-B
were formed by Sonogashira coupling of ET with the
appropriate dihaloarene, i.e., 4,5-dibromoxanthene and 1,2diiodobenzene, respectively (Supporting Information (SI),
Scheme S1).
Crystal Structures of BET-B and BET-X. The tetracene
moieties in BET-B are oriented at ∼20° angle with respect to
each other, as illustrated in Figure 3a. This molecule belongs to
the C2 point group, with approximately one ring worth of
overlap between the tetracenes (Figure 3a). The distance
between the tetracenes within BET-B ranges from 3.1 to 3.8 Å,
as indicated in Figure 3b. The intermolecular packing of BET-B
in the crystal places tetracenes from neighboring molecules in a
slip-stacked arrangement (along the long and the short axes)
with a π-facing orientation (see SI, Figure S7). The
intermolecular tetracene distance in crystalline BET-B is 3.4 Å.
The asymmetric unit of BET-X has two structurally distinct
forms, shown in Figure 3c and 3d. The acenes of one BET-X
dimer, BET-X1 (Figure 3c), are slanted at a 50° angle relative to
the xanthene core resulting in a slip-stacked geometry with
three acene rings overlapping. In the other BET-X dimer, BETX2 (Figure 3d), the acenes are nearly perpendicular to the
xanthene core, with all four rings overlapping. In both of the
BET-X dimers the distance between the tetracenes is 3.4−3.5
Å. In crystals of BET-X, all intermolecular pairs of tetracenes
are perpendicularly oriented, and no intermolecular tetracene−
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Table 1. Energies, Couplings, And Rates of Singlet Fission
Computed for the Selected Model Dimersa
Tetracene
BET-B
BET-X1
BET-X2
BET-B-excimer
BET-X-excimer

Esf (eV)

Eb (eV)

∥γ∥2

log(k1rel)

log(k2rel)

0.40
0.03
0.45
0.36
0.44
−0.07

0.02
0.15
0.07
0.04
0.23
0.48

0.08
0.04
0.17
0.12
0.25
0.19

0.0
1.9
0.1
0.3
0.2
3.4

0.0
−1.1
−0.4
−0.8
−1.8
−3.9

a

The rate constants here are normalized to a tetracene value of 1 for
each process.

Figure 3. (a and b) Crystal structure of BET-B, (c) crystal structure
BET-X1 (intertetracene spacing = 3.4 Å), and (d) crystal structure
BET-X2 (intertetracene spacing = 3.5 Å). The view chosen here has
the xanthene moiety of the BET-X structures perpendicular to the
page, with the tert-butyl groups removed for clarity.

Unlike the diagram in Figure 1, the singlet ﬁssion in tetracene
and in the BET-B and BET-X dimers are calculated to be
endergonic, except for the BET-X excimer structure, as
illustrated by Figure S22. The computed Esf for tetracene is
0.40 eV. Relative to tetracene, the endergicity in BET-B is
smaller. In BET-X crystal structures, Esf is approximately the
same as in tetracene, whereas in the BET-X excimer geometry
Esf becomes slightly exoergic. The lower Esf of BET-B relative to
tetracene is largely due to a decrease in the T1 energy of the ET
monomer versus tetracene. While the singlet energy is also
lower for ET than for tetracene, there is a greater diﬀerence for
the triplet energies (see SI, Table S3). The coupling of the S0S1
to the 1(T1T1) state is largest for BET-X, being more than twice
that of BET-B and tetracene. However, the rate of formation of
the 1(T1T1) state, which takes into account the endothermicity
of singlet ﬁssion and the couplings, is predicted to be largest for
BET-B. The rate of formation of 1(T1T1) in BET-B is
calculated to be roughly 2 orders of magnitude larger than
for BET-X and crystalline tetracene. We have also estimated the
rate of separation of 1(T1T1) into two separated triplets, k2. The
calculations based on energetics alone (eq 2) suggest that BETX gives a comparable rate of triplet formation from 1(T1T1)
compared to BET-B. However, in excimers the energetics of the
second step are markedly diﬀerent.
In the excimer calculations, we ﬁrst optimized the geometry
of the S1 excimer, following the potential energy surface of the
lowest state of the S0S1 character. We then took the optimized
geometry of the excimer and carried out the calculations using
the same protocol for computing the rates and parameters as
for the other structures (Table 1). EB for the BET-B excimer
increases by 80 meV, whereas EB for the BET-X excimer
increases by more than 400 meV. The rate of formation of the
1
(T1T1) state from the S1 state in the relaxed BET-B (excimer)
structure is slower than that for the nonrelaxed BET-B
geometry, but the opposite is seen for BET-X where this rate
is 3 orders of magnitude faster for the excimer structure. In
contrast, triplet formation, k2, is markedly slower for both
excimer structures relative to tetracene or their nonexcimeric
structures. Thus, we suggest that the excimers might play the
following role in these systems. The BET-B excimer is a weak
trap, giving a k1 nearly 2 orders of magnitude slower than the
crystallographic structure for BET-B. In contrast, the BET-X
excimer is a deep trap, which rapidly converts to 1(T1T1) and is
stuck there. Thus, the BET-X excimer is expected to be trapped
in a 1(T1T1) state, whereas a BET-B excimer is not expected to
noticeably hinder singlet ﬁssion.
Additionally, in the excimer geometry, the coupling of the
1
(T1T1) state to the ground state of BET-X is much larger than
that in BET-B (∥γ∥2 = 1.172 and 0.014, respectively),

tetracene π−π packing is observed (see SI, Figure S8). In an
amorphous ﬁlm, however, intermolecular π overlap of the
tetracenes is certainly possible.
The intermolecular distances in substituted tetracene crystals,
such as diphenyltetracene, dithiophenyltetracene, and rubrene
range from 3.2 to 3.8 Å.22,46−49 The intramolecular tetracene
distances in our dimers and the intermolecular tetracene
distance in BET-B are similar to those between the tetracenes
in other substituted tetracene crystals.
Theoretical Modeling of Singlet Fission in Ethynyltetracenes. The degree of overlap between tetracene moieties in
each dimer is expected to impact the coupling and thus the
excited-state dynamics. The tetracene overlap in the dimers and
for a dimer pair in the tetracene crystal was quantiﬁed by the
overlap between frontier MOs (HOMOs and LUMOs) of the
two tetracenes. The HOMO overlaps in BET-X1 and BET-X2
are 3.4% and 2.8% respectively. As expected, the overlaps
calculated for both BET-B and the herringbone tetracene dimer
are signiﬁcantly lower (both are 0.7%). (Note that 100%
overlap corresponds to the two superimposed fragments.)
While the design of BET-B and BET-X was focused on
enhancing through-space coupling, the covalent linker also
contributes to the couplings. Calculations on the model
structures from which the linker was removed show a
noticeable decrease in the couplings (see Figure S23 in SI).
This is in line with the experimental ﬁndings for related
pentacene dimers,32 which showed that the through-bond
interaction is important. The role of covalent linkers in BET-B
will be quantiﬁed in future work.
Ab initio calculations were used to evaluate singlet ﬁssion
rates in the selected model structures.13,23,41 Table 1 lists the
key parameters used for estimating the rate of singlet ﬁssion in
the dimers. The energies used in rates calculations are deﬁned
in Computational Details. Esf gives the overall thermodynamic
drive for the ﬁrst step, the formation of the 1(T1T1) state. Eb is
the energy diﬀerence between the pure T1T1 state [i.e.,
5
(T1T1)] and the adiabatic 1(T1T1) state stabilized by
conﬁguration interaction; this represents a penalty for
decoupling the two triplets that needs to be overcome before
the triplets are separated. Figure S22 shows an energy diagram
of the relevant states. The couplings between the S1 and the
1
(T1T1) states are given by ∥γ∥2. The rates of the 1(T1T1)
formation (k1rel), and separation (k2rel), are given relative to a
pair of tetracenes in a herringbone orientation.
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Figure 4. Absorption and emission of ET-TMS (top), BET-B (middle), and BET-X (bottom) in a THF solution (black), doped into PMMA (red),
neat ﬁlms (blue), and in 2-methyl-THF at 77 K (dashed gray). The intrinsic BET-X solution emission spectrum was obtained by subtracting the
photooxidized impurity’s emission from the measured BET-X solution emission.

Figure 5. Transient absorption spectra of a neat ﬁlm of (a) ET-TMS and (d) BET-B following excitation at 500 nm. The cyan line shows the triplet
spectrum obtained from sensitization measurements of acenes with Pd(TPBP). The singlet and triplet populations for (c) ET-TMS and (f) BET-B
are calculated using the extinction spectra for S1 → Sn and T1 → Tn transitions of (b) ET-TMS and (e) BET-B.

suggesting that the 1(T1T1) state of BET-X will be short-lived
compared to BET-B.
Photophysical Characterization. ET-TMS. Our photophysical studies start with the monomeric analog of the ET
dimers, i.e. (CH3)3Si−CC-5-tetracene(ET-TMS). In solution, ET-TMS gives intense emission (Φfl 95%), with a 10 nm
Stokes shift (Figure 4 (top)), and a lifetime of 17 ns. In a neat
ﬁlm, however, the emission of ET-TMS is almost entirely
quenched; only a broad, featureless emission band is observed,
with a signiﬁcant absorption−emission energy gap of 65 nm
and a quantum yield of 0.6%. The emission decay is
multiexponential (SI, Figure S10), with the decay constants

ranging from 22 ps (instrument resolution) to 17 ns. The
source of the low-intensity, broad emission in the amorphous
ET-TMS thin ﬁlm is likely excimer trap sites. The absorption of
the thin ﬁlm is broader, and red-shifted compared to that of
solution, indicating intermolecular interactions in the solid
state.
Transient absorption spectra of ET-TMS in a PMMA matrix
(SI, Figure S10) show an S1 → Sn induced absorption peak at
407 nm with very little decay within 1 ns, which is consistent
with the measured ﬂuorescence lifetime (17 ns, SI, Figure S10).
In a neat ﬁlm of ET-TMS, however, the S1 → Sn induced
absorption signature decreases within 1 ps, and a new induced
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on the sensitization measurements of a Pd(TPBP) doped BETB ﬁlm (cyan line in Figure 5d; see SI for sensitization details).
The triplet yield calculations were performed as described
above for ET-TMS ﬁlm, and a maximum triplet yield of 154 ±
10% at 5 ps was obtained. As illustrated in Figure 5f, the S1
population has completely decayed in 10 ps when singlet ﬁssion
is complete. This is a major diﬀerence from what was observed
for ET-TMS and our previous work with DPT.51 A second
major diﬀerence is that most of the triplets generated decay
rather rapidly, ∼400 ps. This decrease in the T1 → Tn
absorption band is accompanied by a recovery of the ground
state. This triplet lifetime is signiﬁcantly shorter than that
observed for the sensitized triplets (3 μs) and is independent of
the excitation ﬂuence between 8 and 4 μJ/cm2 (SI, Figure S15).
These facts suggest geminate triplet−triplet annihilation to
reform S0 as the dominant triplet decay pathway in neat BET-B
ﬁlm.
We can now isolate the excited state dynamics to the
intramolecular processes occurring in an isolated dimer by
studying BET-B in dilute solution. Excitation of a THF solution
of BET-B at 500 nm leads to immediate appearance of a ground
state bleach between 450 and 550 nm and a familiar S1 → Sn
induced absorption band at 407 nm (Figure 6). However, with

absorption feature grows in at 510 nm (Figure 5a). Triplet
sensitization measurements performed by doping a triplet
sensitizer, palladium tetraphenylbenzoporphyrin (Pd(TPBP);
see SI, Figure S11), conﬁrm that the peak at 510 nm is due to
the T1 → Tn transition. The triplet yield calculations were
performed using the procedure reported by Roberts et al.,14
where the time dependent singlet and triplet populations are
extracted by ﬁtting the TA data with a linear combination of the
species associated diﬀerence spectra (SADS) in extinction units
for the S1 → Sn and T1 → Tn (Figure 5b) transitions. The
extracted singlet and triplet populations (Figure 5c) give a
maximum triplet yield of 90 ± 8% at only 45 ps, too fast for
intersystem crossing. Eﬃciencies are quoted as (no. of triplets
produced)/(initial no. of singlets). These experiments show
that intermolecular singlet ﬁssion has occurred and the energy
level criterion is fulﬁlled for ET-TMS; thus the E(T1)/E(S1)
ratio in BET-B and BET-X should be well positioned for them
to undergo intramolecular singlet ﬁssion.
BET-B. The steady state photophysical properties of BET-B
are signiﬁcantly diﬀerent from those of ET-TMS. The
absorption of BET-B is red-shifted (18 nm, 687 cm−1) relative
to ET-TMS, and the absorption line shape of BET-B (Figure 4
(middle)) has an enhanced 0−1 peak and a diminished 0−0
peak. This has previously been observed in covalent dimers
with cofacially oriented chromophores and attributed to
Davydov interactions.24,36,38,50 The emission intensity of
BET-B in a THF solution (0.6%) and in PMMA (5.0%) is
weak. The low intensity of the BET-B solution emission
suggests that an excited state relaxation pathway is available in
an isolated dimer, which was not present in ET-TMS. Although
the BET-B Stokes shift of 23 nm has increased compared to
ET-TMS, the emission line shape retains vibronic structure
suggesting that emission is not due to a deep-trap excimer state.
At 77 K, the methyl-THF glass solution of BET-B produces a
similar emission shape to that at room temperature, but the
vibronic structure is more pronounced.
The emission of an amorphous thin ﬁlm of BET-B is broad
and featureless, with an absorption−emission gap of 117 nm
(3309 cm−1). The quantum yield of the emission from a neat
thin ﬁlm is 0.1%. This weak emission (λmax ≈ 650 nm) likely
originates from a small number of trap sites in the thin ﬁlm of
BET-B. The emission decay at 550 nm (Figure S21) further
conﬁrms that most of the singlet population (∼98%) decays
with an instrument limited lifetime of 22 ps. The amorphous
nature of the ﬁlm was conﬁrmed by X-ray diﬀraction (no
diﬀraction peaks were observed for a 66 nm thick ﬁlm). In
addition, a comparison of the time-resolved ﬂuorescence decays
of the amorphous thin ﬁlm and single crystal of BET-B shows
stark diﬀerences in the decay dynamics. Speciﬁcally, the
percentage of delayed ﬂuorescence for the crystalline BET-B
is almost three times greater than the neat thin ﬁlm of BET-B
(SI, Figure S21). The low intensity, broad, and featureless
emission from the neat ﬁlm indicates that the intrinsic
ﬂuorescence of BET-B is signiﬁcantly quenched in the solid
state.
Unlike ﬂuorescence spectroscopy, transient absorption
captures the entire excited state population. Excitation of a
thin ﬁlm of BET-B at 500 nm (Figure 5d) gives an immediate
ground state bleach between 475 and 575 nm, and S1 → Sn
induced absorption at 420 nm in transient absorption. The S1
→ Sn peak decreases within 1 ps, and a new structured induced
absorption feature grows in at 450 nm. This new induced
absorption feature is assigned to the T1 → Tn absorption, based

Figure 6. (a) Transient absorption spectra of BET-B in THF. The
inset shows the solvent polarity independent dynamics at 560 nm for
1
(T1T1) state. (b) The comparison of spectral shape for S1, 1(T1T1),
and T1 state of BET-B in THF.

increasing time, the S1 → Sn absorption decreases and a new
transient state appears within 1 ps, with new induced
absorption most noticeable at 560 nm, and a considerably
broader absorption feature centered at ∼400 nm. The transient
absorption of this state does not change shape between 50 and
200 ps and does not resemble the SADS line shape associated
either with BET-B T1 → Tn or with S1 → Sn (Figure 6b). The
spectrum associated with this latter transient decays with a
lifetime of 500 ps. The rate and magnitude of its formation is
independent of solvent polarity and polarizability (Figure 6a,
inset), ruling out a charge transfer state. Since no excimer-like
steady state emission is observed in THF solution (Figure 4
(middle)), and no additional induced absorption peaks are
observed in the near-IR (800−1400 nm) TA, a region generally
associated with excimers,10,52 an excimer state is ruled out as an
intermediate. Instead, this transient state is assigned as the
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observed14,51 and the linear absorption spectra also suggest that
the S1 of BET-B is lower in energy than the S1 of DPT. Thus, at
longer delays the 1(T1T1) state of BET-B relaxes to generate
one T1 (BET-B) and one T1 (DPT) as illustrated by the
simulation of TA data of BET-B in DPT ﬁlm (SI, Figure S18).
The combined triplet yield was found to be 120 ± 10% at 1 ns
based on the extinction spectra for the T1 → Tn transitions of
BET-B and DPT. This yield calculation is a lower estimate, as
the triplet transfer from the 1(T1T1) state to one T1 (BET-B)
and one T1 (DPT) is not fully complete within 1 ns. This slow
triplet rise time is veriﬁed in the kinetic model described in the
Discussion section.
BET-X. The steady state absorption spectra of BET-X (Figure
4 (bottom)) in THF solution, as well as in PMMA and neat
ﬁlm, are similar to those of BET-B, indicating Davydov
interactions between the chromophores. Although the emission
intensity of BET-X is also weak (Φfl = 2.6% in PMMA, 0.3% in
neat thin ﬁlm), the line shape is substantially diﬀerent from that
of BET-B. In all media the BET-X emission is broad and
featureless, with a large gap between λmax values for absorption
and emission (87 nm), suggesting that BET-X undergoes
emission from an excimer-like structure. In a solvent glass at 77
K, the emission still has a large energy shift, but vibrational
features are apparent, indicating that the excimer-like structure
is only partially formed.53 The lifetime of the BET-X emission
at 77 K is 53 ns (compared to 19 ns for ET-TMS, and 16 ns for
BET-B at 77 K), supporting the excimeric nature of the
emission.54 Similar emission characteristics have been observed
for an isolated, cofacially stacked pair of tetracenes at 15 K53
and a broad featureless emission with a long lifetime was
observed for cofacial anthracenes in anthracenophanes.54,55 The
emission of a neat ﬁlm of BET-X is also excimer-like, but much
broader and with a slightly greater red shift (106 nm)
compared to the emission of BET-X in PMMA.
The transient absorption spectra of BET-X in toluene with
500 nm excitation show immediate (≤200 fs) generation of a
new transient state with photoinduced absorption between 380
and 700 nm (peak at 400 nm) and ground state bleach between
450 and 550 nm [SI, Figure S20]. This transient feature is
spectrally diﬀerent from the S1 → Sn induced absorption feature
observed for ET-TMS and BET-B at early time (∼200 fs)
delays (Figure 5), but it is spectrally similar to the 1(T1T1)
induced absorption feature of BET-B [see Figure S20d]. With
increasing time delay, this induced absorption feature
diminishes with a concurrent ground state bleach recovery
within 500 ps. During this time period, no evolution of the
spectral line shape was observed in the probe window. The TA
spectra of BET-X in the near-infrared (850−1400 nm) region
only contain a broad red tail of the induced absorption feature
between 380 and 700 nm, and no spectrally distinct peaks are
observed to evolve within 1 ns. Additionally, the spectral shape
and dynamics were invariable with solvent polarity and
polarizability (SI, Figure S20), indicating no charge transfer
state involvement in the excited state dynamics of BET-X.
Attempts to measure the TA spectra of BET-X in a neat thin
ﬁlm and BET-X doped into DPT were unsuccessful due to
photodegradation of BET-X.

1

(T1T1) state (Figure 6b). Further evidence for this assignment
is provided below.
The fact that fast and eﬃcient triplet generation is observed
in neat ﬁlms of BET-B, but only the 1(T1T1) state is formed in
THF solution, suggests that the1(T1T1) state, once formed on
an isolated BET-B, cannot further evolve into separated triplets,
unless one of the triplets from the pair can energy transfer onto
an adjacent molecule. To test this hypothesis, we doped BET-B
into a ﬁlm of 5,12-diphenyltetracene, DPT, a material whose T1
energy is low enough that it can potentially accept a triplet from
the 1(T1T1) state of BET-B. The S1 energy of DPT is higher
than that of BET-B; therefore, BET-B can be selectively excited,
without the possibility of singlet energy transfer. Calculations
(SI, Table S3) suggest that the T1 state of DPT (1.6 eV) is also
higher than that of BET-B (1.4 eV), but triplet energy transfer
is expected to be thermally accessible from the BET-B 1(T1T1)
state (2.8 eV). A sample of BET-B doped into 9,10diphenylanthracene, DPA, was prepared as a control. Unlike
DPT, the T1 state energy of DPA is expected to be markedly
higher than that of BET-B, preventing triplet transfer from
BET-B to DPA. The DPA and DPT ﬁlms were doped with
BET-B at 26 and 17 vol %, respectively.The pump wavelength
(550 nm) was chosen to avoid direct excitation of the host
molecules (SI, Figure S19). BET-B doped into DPA (Figure
7a) exhibits similar transient behavior as BET-B in solution.

Figure 7. Transient absorption spectra of BET-B doped in (a) DPA
and (b) DPT on exciting with 550 nm. The cyan line in (b) shows the
triplet spectrum obtained from BET-B sensitization experiments.

Upon initial excitation to the S1 state, the same transient
1
(T1T1) state (with induced absorption at 580 nm) is
populated within 1 ps, followed by its relaxation to the ground
state with a lifetime of 500 ps. Interestingly, BET-B doped into
DPT (Figure 7b) initially gives similar spectral and kinetic
behavior to BET-B in solution (and in DPA) up to 2 ps. At
longer time delays (>10 ps), however, the distinct spectral
feature for the T1 absorption of BET-B (similar to that
observed for neat BET-B ﬁlm) becomes readily discernible.
Simultaneously, a ground state bleach (sharp peaks at 440, 470,
and 500 nm) corresponding to the DPT host emerges,
suggesting triplet energy transfer from the 1(T1T1) state of
BET-B to DPT. Singlet energy transfer is ruled out, as the
characteristic S1 → Sn induced absorption for DPT is not

■

DISCUSSION
We have designed an ethynyltetracene dimer (BET-B) which
undergoes highly eﬃcient intramolecular singlet ﬁssion with the
production of separated triplets when in the solid state and also
when doped into a host matrix with comparable T1 energy
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Figure 8. Kinetic model for BET-B in (a) solution, PMMA, DPA and (b) DPT, neat ﬁlm. The notation A denotes the tetracenes in the same dimer,
and B denotes the DPT for the BET-B in DPT ﬁlm or third tetracene in another BET-B dimer for the BET-B neat ﬁlm. The calculated populations
for S1 (BET-B) (black), 1(T1T1) (BET-B) (blue), T1 (BET-B) (red), and T1 (DPT) (green dashed) extracted from the kinetic model are shown in
the bottom panel for (a) BET-B in THF and (b) BET-B in DPT and neat BET-B ﬁlm.

(DPT). Furthermore, the rates of singlet ﬁssion in amorphous
ethynyltetracenes are much faster than in crystalline and
polycrystalline tetracene, and amorphous ﬁlms of other
tetracene derivatives, such as DPT and rubrene.14,56 The faster
singlet ﬁssion rate of ethynyltetracenes is consistent with
theoretical calculations, which attribute the increase in rate to a
more favorable S1 vs T1 energy ratio in these systems compared
to tetracene. Additionally, the thin ﬁlm of the dimer (BET-B)
produced more triplets than the thin ﬁlm of the monomer (ETTMS). This suggests that the relative orientation of the acenes
found in BET-B, with the two acenes cofacially oriented at a
small twisting angle, is one of the preferred orientations for
singlet ﬁssion. Our TA measurements show that singlet ﬁssion
takes place in neat thin ﬁlms of ET-TMS and BET-B, with
eﬃciencies of 90% and 154%, respectively. Importantly, the
long diﬀusive singlet ﬁssion channel seen in amorphous thin
ﬁlms of ET-TMS and other monomeric acenes, is removed in
amorphous ﬁlms of the dimer, suggesting a fast, intramolecular
singlet ﬁssion mechanism in the dimer ﬁlm. In contrast, BET-B
in solution, PMMA, and DPA thin ﬁlms only proceeds to form
a distinct state that is captured spectroscopically and assigned as
the 1(T1T1) state. This state is assumed to be an intermediate
in triplet generation via singlet ﬁssion, but in an isolated dimer
the system is trapped in this state, as the triplets are unable to
separate. The 1(T1T1) assignment is strongly supported by its
observation as an intermediate followed by separation into a
DPT and BET-B triplet for BET-B doped into a DPT host. The
formation and decay dynamics of the 1(T1T1) state are solvent
polarity independent, indicating no signiﬁcant charge transfer
state involvement.
The time-dependent singlet and triplet populations extracted
from the TA data of amorphous ET-TMS and BET-B thin ﬁlms
are shown in Figures 5c and 5f, respectively. Similarly to
amorphous DPT,14 the singlet and triplet populations in
amorphous ET-TMS ﬁlm exhibit both prompt and delayed
excited-state dynamics. The triplet generation occurs over two
time scales: a rapid exponential rise of 0.3 ps followed by a
delayed power law rise stretching from 2 to 30 ps. These are
assigned to a rate for singlet ﬁssion taking place directly at a
preferred site close to where the exciton is initially formed and
singlet ﬁssion occurring only after singlet diﬀusion to a

preferred site, as in DPT.14 The maximum triplet yield was
found to be ∼90 ± 8% at 50 ps. In contrast, the S1 population
in amorphous BET-B ﬁlm decays with only a single
exponential, indicating that only direct singlet ﬁssion is present
with no diﬀusive phase adding to the singlet ﬁssion yield.
Furthermore, the T1 rise time of ∼0.2 ps is faster than that in
ET-TMS or DPT at the preferred sites and is comparable to the
rates seen in pentacene systems.22 Correspondingly, the
maximum triplet yield in a BET-B thin ﬁlm is 154 ± 10% at
5 ps. The monoexponential S1 decay, fast T1 rise, and high
triplet yield all point toward singlet ﬁssion happening
intramolecularly in amorphous BET-B. This further suggests
that the intradimer preorientation in BET-B is expedient for
fast singlet ﬁssion throughout the ﬁlm, in contrast to
amorphous monomer ﬁlms where only a minority of tetracene
moieties are suitably oriented.
Having formed the triplets more rapidly in BET-B ﬁlms, we
note that the decays of T1 in BET-B and ET-TMS are diﬀerent.
ET-TMS gives a long (∼2 ns) monoexponential T1 decay,
whereas in a neat BET-B ﬁlm 65% of the triplets decay within
400 ps and the residual 35% remain as an oﬀset within the 1 ns
time window. This indicates that although a higher number of
triplets are initially generated in a neat BET-B ﬁlm, the majority
of the triplets undergo geminate triplet−triplet annihilation
compared to a longer lifetime for the triplets generated in the
ET-TMS ﬁlm, suggesting that an increase in coupling between
two tetracenes increases both the formation and annihilation
rates of the triplets. However, fast separation via diﬀusion can
limit the triplet−triplet annihilation and prolong the overall
triplet exciton lifetime.
Based on the TA studies of BET-B in several media, a simple
scheme for the excited-state kinetics (Figure 8) is proposed
where the time-dependent concentration of each transient state
can be calculated by solving the coupled rate equations:
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d[T]
1
= 2k 2[1(TT)]
1 1
dt

T1(BET-B) + T1(DPT) state can be realized. Once the triplets,
T1(BET-B) and T1(DPT), are generated, no relaxation was
observed in the 1 ns time window.
A similar kinetic model (Figure 8b) was used to ﬁt the TA
data for the neat BET-B ﬁlm. The values for k1 and k3 from this
ﬁt are comparable to those for BET-B in other media; however,
the rate of separation to two triplets from the 1(T1T1) state is
ultrafast (k2 ≈ 5 × 1012 s−1, τ2 ≈ 0.2 ps). The faster k2 results in
rapid depopulation of the 1(T1T1) state, such that at most only
∼10% of the 1(T1T1) population exists at 600 fs, in the
presence of 36% of the T1(BET-B) population. As TA spectra
are dominated by the T1 → Tn absorption of BET-B, no
spectral evidence for the 1(T1T1) state was detected in the TA
data for neat BET-B ﬁlm. This is likely because the 1(T1T1)(BET-B) to T1(BET-B) + T1(BET-B) transformation is
isoenergetic or exergonic, unlike the endergonic transfer from
1
(T1T1)-(BET-B) to T1(BET-B) + T1(DPT). Additionally, to
ﬁt the TA data for a neat BET-B ﬁlm, the annihilation of the
generated triplets is modeled by an initial exponential decay (k4
= 2.5 × 109 s−1, τ4 = 400 ps) followed by an oﬀset to account
for the long time dynamics. This fast exponential relaxation of
the triplets is due to geminate triplet−triplet annihilation
between the triplets present on adjacent BET-B molecules, and
later when the triplets diﬀuse away, the recombination
dynamics become slower. Irrespective of the medium, BET-B
has a very fast formation rate (k1) of the 1(T1T1) state,
indicating that the relative tetracene orientation in BET-B
allows for suﬃcient coupling for the ﬁrst step to proceed
eﬃciently. The ab initio calculations corroborate the experimental results, as the formation rate for the 1(T1T1) state in
BET-B is predicted to be 2 orders of magnitude faster than in
crystalline tetracene. These results suggest that the relative
geometry of the acenes in BET-B is even more favorable for
singlet ﬁssion than that in crystalline tetracene.
Interestingly, the transient spectral feature observed for BETX in solution at early time delays appears to be similar to the
spectral signature of the 1(T1T1) state observed for BET-B in
solution (SI, Figure S20). Based on this spectral similarity and
the computed excited state energies (Figure S22) for BET-X,
we posit that upon excitation in solution BET-X undergoes
structural relaxation to form an excimer-like structure that may
decay into the correlated triplet pair state 1(T1T1) within 200 fs
(time resolution for TA). The steady state emission of BET-X
observed in rigid media could be originating from the excimer
S1 state in equilibrium with the 1(T1T1) state, or from the
1
(T1T1) state whose wave function contains a signiﬁcant
admixture of the bright S1 state (the computed oscillator
strength of the 1(T1T1) → S0 transition at the excimer
geometry of BET-X is 0.001). Since the 1(T1T1) state in BET-X
is lower in energy than that in BET-B (see SI for calculated
energies) the triplet separation is expected to be markedly
slower for BET-X than BET-B. Moreover, at the excimer
geometry, the coupling between 1(T1T1) and S0 is larger for
BET-X than for BET-B leading to faster decay to the ground
state. Additional experiments for elucidation of the BET-X
excited-state dynamics are underway.
Finally, it is important to comment on the nature of the
multiexciton state, 1(T1T1). Such a state has been identiﬁed
computationally in various singlet-ﬁssion systems.13,22,23,41,58−60
Its adiabatic wave function is dominated by the 1(T1T1)
conﬁguration (thus, multiexciton).41,60 However, only asymptotically this state can be described as a pure 1(T1T1), in
contrast to the 5(T1T1) state which almost always retains pure

(5)
1

where k1 is the rate of formation of the (T1T1) state from the
S0S1 state, k2 is the rate of formation of the separated triplets
from the correlated triplet pair 1(T1T1) state, and k3 is the
relaxation of the 1(T1T1) state to the S0 state. While timeresolved photoluminescence shows a small fraction (2−3%) of
delayed ﬂuorescence (equilibrium constant for S1⥂1(T1T1) is
∼49, Figure S21), TA tracks the majority excited-state
population which relaxes back to the ground state. The timedependent concentrations obtained from solving these
equations are multiplied with the corresponding SADS
extinction spectra of the S0S1, 1(T1T1), and T1 states to
simulate the time evolution of the TA spectra in diﬀerent
media. The SADS extinction spectra for these three states in
diﬀerent media along with the procedure to obtain them are
shown in the Supporting Information (Figures S16, S17).
The TA data for BET-B in solution, PMMA, and DPA, in
which only the formation of the 1(T1T1) state is possible, were
ﬁt using Figure 8a to determine k1 and k3, with k2 ﬁxed at zero.
These values are reported in Table 2. The k1value is similar in
Table 2. Time Constants (τi = 1/ki) for the Kinetic Model
Used To Fit the TA Data for BET-B in Diﬀerent Media
THF
PMMA
DPA
DPT
neat

τ1 (ps)

τ2 (ps)

τ3 (±50 ps)

2 ± 0.5
1.7 ± 0.3
2 ± 0.2
2 ± 0.3
0.8 ± 0.3

−
−
−
150 ± 1
0.23 ± 0.05

500
1000
500
500
500

all three media; however, the internal conversion rate (k3) is
slower in PMMA, due to the diﬀerent density of vibronic states
in solid PMMA. No separated triplets are formed in the isolated
BET-B, as they cannot migrate away from one another.
The BET-B doped into DPT experiment illustrates the need
for a third acene to give the separated triplets, i.e. T1 (BETA) +
T1 (DPT). The selective excitation of BET-B leads to
population of the S1 state of BET-B, followed by relaxation
into the 1(T1T1) state. From 20 ps onward, distinct transient T1
→ Tn absorption spectral features of BET-B and DPT were
observed. The kinetic model for singlet ﬁssion in this sample
(Figure 8b) assigns two rate constants for the triplet generation
process. The ﬁrst rate constant (k1) represents the conversion
from S1 to 1(T1T1)-(BET-B), while the second (k2) represents
the 1(T1T1)-(BET-B) to T1(BET-B) + T1(DPT) rate. These
values are reported in Table 2. The k1 and k3 values were found
to be similar to those obtained for BET-B in solution and DPA.
The rate of formation (k2) of individual triplets on BET-B and
DPT from the 1(T1T1) state was estimated to be 6.7 × 109 s−1
(τ2 = 150 ps). The second rate constant (k2) is dependent on
both enthalpy and entropy. The triplet energy of DPT is
slightly higher than that of BET-B (1.6 eV vs 1.4 eV), such that
1
(T1T1)-(BET-B) to T1(BET-B) + T1(DPT) transformation is
energetically uphill and the 1(T1T1)-(BET-B) state lives long
enough to be experimentally detected. The driving force for this
transformation is thus entropic in nature.13,57 Assuming that
each BET-B molecule is surrounded by multiple DPT
molecules to which the energy transfer can occur, the entropy
of the T1(BET-B) + T1(DPT) state is greater than that of
1
(T1T1)-(BET-B), as there are several ways in which the
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multiexciton character. At typical chromophore orientations,
the wave function of 1(T1T1) contains small contributions (4−
6%) from other singlet conﬁgurations, such as charge-resonance
(A+B− + A−B+) and excitonic (A*B + AB*) conﬁgurations.41,60
The mixing of these conﬁgurations inﬂuences the couplings of
1
(T1T1) with the S1 state and manifests itself in the energy
splitting between the 5 (T 1 T 1 ) and 1 (T 1 T 1 ), E b , and,
importantly, in the optical properties of the multiexciton
state. A pure multiexciton state (such as 5(T1T1)) is expected to
have transient absorption spectra similar to that of a triplet,
whereas the singlet multiexciton state with considerable mixing
of other conﬁgurations should have a distinct spectroscopic
signature, diﬀerent from that of a triplet. Conﬁguration
interaction with other singlet states can also lead to intensity
borrowing, which can give oscillator strength to the dark S0 ↔
1
(T1T1) transition. Although we cannot compute transient
absorption spectra for the 1(T1T1) state using the tools at our
disposal, we can infer whether the multiexciton state will have
diﬀerent transient absorption based on the degree of mixing of
other conﬁgurations. The computed Eb values (0.02−0.5 eV;
see Table 1) suggest that this state features substantial
contributions of the charge-resonance and excitonic conﬁgurations, which is conﬁrmed by wave function analysis that
shows the weight of the 1(T1T1) conﬁguration in the
multiexciton state is roughly 80% and by computed oscillator
strengths for the S0 ↔ 1(T1T1) transition. For example, in the
X-ray structure, oscillator strengths to S0 are 0.0004 and 0.0002
for BET-B and BET-X, respectively. In the S1-excimer
geometry, the oscillator strengths for both molecules increase
to ∼0.001. Thus, we attribute the distinct transient absorption
of the intermediate state to the 1(T1T1) state, whose wave
function contains signiﬁcant contributions from other singlet
states.

from 1(T1T1) to the host. Therefore, for systems in which
singlet ﬁssion is endothermic, the triplet energy transfer is an
essential second step required for the production of free triplet
excitons.
Covalent dimers hold promise for exploiting singlet ﬁssion in
photovoltaic materials. We have observed ultrafast, eﬃcient,
intramolecular singlet ﬁssion in a neat amorphous ﬁlm of BETB. The triplet yield in the neat ﬁlm of the dimer, BET-B, is 154
± 10%, while the neat ﬁlm of the monomer analog, ET-TMS,
produces triplets with only 90 ± 8% eﬃciency. The elimination
of a diﬀusive phase in the singlet ﬁssion kinetics suggests that
by preorienting all chromophores into a preferred singlet ﬁssion
geometry, we can increase the singlet ﬁssion eﬃciency in
disordered materials. This will relax the constraints placed on
the ﬁlm manufacturing process to achieve low-cost, high
eﬃciency singlet ﬁssion based OPVs.

CONCLUSIONS
The excited state dynamics of the covalent tetracene dimers are
highly sensitive to the relative chromophore orientation. The
relative orientation of the chromophores determines the
energies of the singlet, triplet, and the 1(T1T1) states, and the
couplings between those states, and, hence, the excited state
relaxation pathway. In a covalent tetracene dimer in which the
chromophores have a large amount of overlap (BET-X), the
singlet excited state decays rapidly via either the excimer
pathway or a 1(T1T1) state trapped at the excimer-like structure
from which the free triplets are no longer energetically
accessible. In a covalent tetracene dimer in which the
chromophores exhibit approximately one ring worth of π
overlap, i.e., BET-B, the system does not relax into a deep
excimer conﬁguration. Clear evidence for a state that precedes
triplet generation via singlet ﬁssion is observed. We assign this
as the 1(T1T1) or the multiexciton state. In BET-B, without
forming a strongly bound excimer, the tetracenes possess
suﬃcient orbital overlap to couple the S0S1 and 1(T1T1) states
and to promote rapid conversion of S0S1 to 1(T1T1).
In the tetracene systems, singlet ﬁssion is slightly
endothermic; therefore, the entropy gain on producing the
separated triplets by singlet ﬁssion plays a key role. Once the
1
(T1T1) state is formed in an isolated dimer (BET-B), the
system cannot separate the correlated triplets, and the state
decays to the ground state by radiationless relaxation. However,
when BET-B is placed into a tetracene-rich matrix comprised of
DPT or other BET-B molecules, triplets eﬃciently transfer
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