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ABSTRACT: We present a fast and efficient in situ synthetic approach
to obtain fully 7-conjugated polymers with degrees of polymerization ol el e Charge

g| Transfer Control Transfer

up to 23 and near quantitative (>95%) heterobis-functionalization. The
synthesis relies on the key advantages of controlled Suzuki chain-
growth polymerization: control over molecular weight, narrow
polydispersity, and ability to define polymer end groups. The first
end group is introduced through the initiator metal complex
tBu;PPd(X)Br, while the second end group is added by quenching of
the chain-growth polymerization with the desired boronic esters. In all

cases, polymers obtained at 50% conversion showed excellent end

group fidelity and high purity following a simple workup procedure, as determined by MALDI-TOF, GPC, and 'H and 2D
NMR. End group functionalization altered the optoelectronic properties of the bridge polymer. Building on a common fluorene
backbone, and guided by DFT calculations, we introduced donor and acceptor end groups to create polymeric molecular wires
exhibiting charge transfer and energy transfer as characterized by fluorescence, absorption, and transient absorption spectroscopy

as well as by fluorescence lifetime measurements.

B INTRODUCTION

Conventionally, conjugated polymers are synthesized via a step-
growth condensation mechanism, which typically results in
poor control over crucial properties, such as kinetics, molecular
weight (MW), polydispersity (PDI), and end groups." The
latter are especially important as the end groups not only
strongly influence charge carrier properties of the polymer but
also determine the photophysical and photochemical properties
of the polymer backbone. For example, bromine end groups
can induce intersystem crossing, which can significantly reduce
the photoluminescence (PL) and adversely influence photo-
chemical stability.” Recent developments in the synthetic field
have enabled controlled polymerizations of conjugated
polymers®* with relatively narrow PDI and controlled MW.>*
For example, Ni-catalyzed Kumada chain-growth polymer-
ization has been used in the synthesis of polythiophenes,*”~'*
polyphenylenes,”> and polyfluorenes.'* In situ end group
functionalization was shown for the GRIM method,'>'¢
however it remains a challenge to ensure end group fidelity
and heterobis end functionalization. Alternatively, Suzuki chain-
growth polymerization has been recently developed to
synthesize p-type homopolymers of polyfluorenes,'” ™" poly-
phenylenes,”® and polythiophenes® as well as the n-type
copolymer poly(fluorene-benzothiadiazole).*
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Here we exploit a key feature of a chain-growth over a step-
growth mechanism: The ability to independently introduce two
different functional end groups (X and Y) on either side of the
conjugated polymer in a facile way. While asymmetric end
groups have been routinely demonstrated for ‘controlled” or
‘living’ polymerization of nonconjugated polymers, this is the
first report, despite many efforts,”> % where near quantitative
in situ heterobis end group functionalization has been achieved
in fully z-conjugated polymers. Figure la shows the general
strategy which was used in this study to control the end groups
via the Pd-initiator and end-capping reactions (Figure 1b,c).
The first end group is introduced through a series of novel
initiator metal complexes tBu;PPd(X)Br, while the second end
group is added by quenching of the chain-growth polymer-
ization with a monoboronic ester. As shown in Figure 1, we
have chosen a range of aromatic molecules to be incorporated
at the initiator side and various electron-donating or -with-
drawing groups (EDG or EWG) for the quenching step. In this
way, we can vary the electronic nature of both end groups such
that we obtain polymeric molecular wires (PMW) exhibiting
either charge transfer (CT) or energy transfer (ET), as
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Figure 1. (a) General one step synthesis route which was employed in order to synthesize a variety of PMW via a Suzuki chain-growth
polymerization mechanism. (b) Different aryl-bromo moieties (X) which were used for the initiator complex synthesis. (c) Different aryl-boronic-
ester moieties (Y) which were used in order to quench the polymerization.
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Figure 2. (a) Schematic depiction of the general polymeric molecular wire X—pF8—Y structure. HOMO and LUMO energy level alignment, which
results in either (b) CT or (c) ET. d) DFT prediction (B3LYP/6-31G*) of the HOMO and LUMO energy levels for the polymer end groups,
ranging from poor to good donors (green: from left to right) and acceptors (red: from right to left), where two units of fluorene with ethyl side-
chains are coupled to the end group. The dashed blue lines represent the calculated HOMO/LUMO energy levels of four repeating units of F8. (e)
Representative HOMO and LUMO orbitals of DPA—(F2);—NO,, suggesting that both frontier orbitals are fully spatially separated in this particular

system. For more details see Figure S1.

explained below. DFT calculations were used to guide the
choice of different end groups which have suitable energy levels
to interact electronically with the oligofluorene bridge.

The composition and the design of well-defined molecular
wires have been given considerable attention,”” ™! and great
efforts have been directed toward the synthesis of classic
donor—acceptor molecular systems in order to produce long-
lived charge-separated states.>>">* Various oligomeric molec-
ular wire systems based on porphymns,30 35739 oligoacetylenes,
oligophenylenes, *** ollgothlophenes, 7 oligofluorenes,*** and
oligophenylenevinylenes* were synthesized in solution or from
surfaces.>**** While the electron- and energy-transfer
mechanisms of these oligomers are well understood,”***~*
their synthesis requlres challenging, prolonged, and stepwise
synthetic procedures.”® Furthermore, as the available synthetic
methods to generate molecular wires are quite limited, most of
the reported studies focus either on wires with similar end
groups (i.e., limited to ET process only)**° or wires with short
bridges (n < S), which in most cases act as charge carrier
hopping sites or spacers with some through-bond coupling
influence on CT/ET.>'™>® We believe that a controlled
synthesis of conjugated polymers would overcome these
synthetic challenges and allow for the synthesis of longer
molecular wires in significantly shorter time. As well as their use
in fundamental CT and ET studies, these polymeric molecular
wires can act as functional molecules with the central chain

chromophores absorbing and the resultant excitations under-
going CT/ET to the functional end groups. The optoelectronic
properties of the PMW were characterized by fluorescence,
absorption, and transient absorption spectroscopy as well as by
fluorescence lifetime measurements. Additionally, we show that
for specific push—pull PMW, there are significant changes in
the emission spectra when the solvent environment changes
from apolar to Lewis-donating solvents.

B RESULTS AND DISCUSSION

General Considerations for Polymer Design and DFT
Calculations. In order to estimate the positioning of the
HOMO/LUMO energy levels as a function of the X and Y end
groups and to guide the choice of donor (D) and acceptor (A)
moieties, DFT calculation using the hybrid B3LYP exchange—
correlation functional and split valence 6-31G™* basis set were
carried out (see SI for details). By varying the nature of the end
groups, the energy levels can be positioned such that they favor
CT and ET, as can be seen in Figure 2a—c. In addition to the
energy cascade requirements, the separation of the frontier
orbitals is essential. CT states would form in molecular wires
with a strong donor on one end and a strong acceptor on the
other, such that both the HOMO and LUMO are spatially
separated. However efficient ET will be observed when both
the HOMO and LUMO are located on the same end group.
Figure 2d shows HOMO/LUMO energy levels for a series of
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end groups obtained by DFT calculations on ‘half wires’ in
order to simplify the calculations. The trends observed are
consistent with calculations on ‘full wires’ with four fluorene
monomers (Table 1). From the calculations it can be predicted

Table 1. DFT Calculations for D—(F2),—A Oligomers

polymer D—(F2),-A Enomo” (eV) Eromo” (eV)

Phe—(F2),~Phe—OMe -3.05 ~0.897
Phe—(F2),~Phe—NO, 312 ~1.45
Pyr—(F2),~Phe—OMe —3.04 —0.97
Pyr—(F2),~Phe—CN —3.08 ~1.09
Pyr-(F2),~Phe—NO, —3.08 —145
Per—(F2),—Phe—OMe -2.92 -1.15
Per—(F2),~Phe—NO, —2.94 ~145
DPA—(F2),~Phe—OMe —2.87 ~0.86
DPA—(F2),~Phe—NO, ~2.89 ~145

“Geometry optimized at B3LYP/6-31G* level of theory. See Figure S1
for renderings of the HOMO and LUMO orbitals.

that the strength of the donor group increases as: phenyl <
pyrene < perylene < DPA. For the acceptor groups, the
strength is: —OMe < —CN < —NO,. As the number of
aromatic units in the initiator group increases from phenyl to
perylene, the HOMO rises above and the LUMO drops below
the energy levels of the F8 backbone of the molecular wire.
Additionally, the HOMO and the LUMO levels become more
spatially localized on the donor end group along that series.
Consequently, the donor strength increases, which facilitates
the CT process, but the driving force for ET also increases.
Thus, if only ET (Figure 2c) is desired, one of the end groups
should have both a high HOMO and a low LUMO energy with
the frontier orbitals localized on that end group (the perylene
moiety fulfills these requirements), while the other end group
should be a poor donor and acceptor.

f‘:©,sr

-
\’{’/_"f—\i/ - Br—Pd~ 7<
TR e

et

g

Figure 3. General one step synthetic procedure which was employed
in order to synthesize the Pd (II) initiator complexes.

On the other hand, CT (Figure 2b) requires a donor end
group that has both high-lying HOMO and LUMO energy
levels and an acceptor end group with low-lying HOMO and
LUMO energy levels as well as overall frontier orbitals that are
fully spatially separated. Diphenylamine (DPA) paired with p-
nitro-phenyl is a good candidate for this purpose; Figure 2e
presents fully spatially separated frontier orbitals for the DPA—
(F2),—NO, system (See Figure S1 for more details).

EWGs, such as p-nitro-phenyl (p-Ph—NO,) and p-cyano-
phenyl (p-Ph—CN) substituents, were identified as promising
acceptor groups for molecular wire systems as they possess low-
lying, well-localized LUMO energy levels. Furthermore, the
DPA group contains a nitrogen heteroatom which, in contrast
to the aromatic hydrocarbons, introduces a localized dipole
moment and can help with direct stabilization of a positive

charge.

17771

Initiator Synthesis. Controlled Suzuki chain-growth
polymerization requires Pd-based initiators formed by reacting
the relevant aryl-bromo species with the starting palladium
complex Pd(0)(tBuyP), under inert conditions (see SI for
details). Oxidation addition (OA) leads to the formation of a
tricoordinated Pd(1I) initiator complex, which is very reactive
on account of a vacant site on the metal center and the bulky
electron-donating ligand (tBusP). The OA step for all initiator
groups was followed by 'H and *'P NMR to estimate the
required reaction times for full conversion of Pd(0)(fBu;P),
into the desired initiator complex (see Figure S3). It is
interesting to note that every initiator group displayed a distinct
kinetic; in general, for larger aromatic ring systems, in which the
LUMO level is lower (see Figure S2 for HOMO/LUMO
calculations for the different aryl-bromide species), the OA
occurred faster in comparison to the smaller aryl species. The
required reaction times in toluene at 70 °C for quantitative
conversion of the equimolar aryl-bromide and Pd(0)(Bu,P),
mixture into the Pd(II)-initiator complexes were 2—S h for 3-
perylene-, 2-anthracene-, 1-pyrene-, and phenyl-bromide,
respectively. For DPA-fluorene bromide the reaction time was
9 h. It is worth noting that within the polymerization time (15
min polymerization) no significant differences in the initiator
reactivity or the final polymer properties were observed.

Monomer Synthesis, Chain-Growth Polymerization,
and in Situ End Capping. The use of asymmetric AB
monobromo monoboronic-ester monomers is one of the
requirements for Suzuki polymerization to proceed via a
chain-growth mechanism."”"***~** The chain-growth polymer-
ization is initiated when monomer (1) is added to the Pd
initiator complex solution.'” First, a transmetalation step takes
place between the monomer and the tBu;PPd(X)Br palladium
complex which bears the aromatic moiety X, followed by a
reductive elimination step. Subsequently, intramolecular
migration of the Pd species to the C—Br chain end and
oxidative addition occurs, followed by insertion of the Pd
species via oxidation addition, leaving the chain end ready for
further reaction with a new monomer.'®**">* When the
monoboronic-ester quencher (Y—BO,—pinacole) is added, the
reaction is terminated when a final transmetalation and
reductive elimination step has occurred.

‘When the polymerization was carried out at 0 °C under inert
conditions (see SI for polymerization details) employing
different initiator groups (X) and quencher groups (Y), well-
defined polymers with different properties were obtained. Most
importantly, the polymer chains carried exactly one X and one
Y end group, as confirmed by matrix-assisted laser desorption
ionization time-of-flight (MALDI-TOF) mass spectrometry.
Figure 4a—c depicts representative MALDI-TOF spectra of the
DPA—pF8—CN polymers which show a narrow M,, distribu-
tion and full functionalization of both chain ends. The presence
of an initiator moiety and a quencher group on every polymer
chain strongly supports the proposed chain-growth mechanism
(under MALDI-TOF limitations). End group fidelity of >95%
was measured by MALDI-TOF for most of the polymers, with
the worst end group fidelities according to MALDI TOF still
>86% in the case of Pyr—pF8—NO, (see SI for more details).

Likewise, THF gel permeation chromatography (GPC)
measurements show narrow unimodal elution curves corre-
sponding to polymers with a low PDI (1.20—1.40 for crude
samples, see Table S1), corroborating the MALDI-TOF
findings. "H NMR spectra of the polymers show, in addition
to the expected aromatic peaks of the pF8 polymer, small peaks
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Figure 4. (a—c) Representative MALDI-TOF mass spectra for DPA—
pF8—CN, DPA—pF8—MeO, and Pyr—pF8—MeO (see Figure S7 for
other polymers). (d) THF—GPC profiles for Pyr—pF8—Y polymers,
which have the same M, (as determined by '"H NMR) but different Y
groups. GPC traces for the other X—pF8—Y synthesized polymers can
be found in the SL

in the aromatic regime which were attributed to the polymer
end groups. In agreement with MALDI-TOF measurements,
end group integration of a specific perylene aromatic proton
versus the alkyl chain of pF8 in the 'H NMR of the Per—pF8—
Br polymer (see Figures S8—S10 for more details) shows that
degrees of polymerization (DP) of approximately 10—11 were
obtained when monomer 1 was polymerized with S mol % of
Pd initiator and quenched after 15 min. Extension of the
polymerization time beyond 15 min yielded polymers with
higher DP, however the success of end group incorporation
decreases with higher monomer conversion, as was confirmed
by MALDI TOF and 'H NMR. For example, after 30 min of
polymerization, approximately 80% end capping was observed
(DP of approximately 15). Decrease in end group fidelity with
prolonged polymerization times was also reported for
polyfluorene synthesis via Kumada chain-growth polymer-
ization.”* As the influence of end groups on the polymers
photophysical properties is of key importance in this study, very
high end group fidelity is necessary, and we therefore quenched
the polymerizations with the required boronic esters at 50%
conversion (15 min reaction time).

To demonstrate the controlled nature of the polymerization,
the relationship between the conversion of monomer 1 and the
different Pd initiators was investigated. Conversion—M,, and
conversion—PDI plots for the polymerization of 1 with S mol %
of Pyr—Pd—(tBu,P)Br, Per—Pd—(tBu;P)Br, and DPA—Pd—
(tBu;P)Br revealed that the M, increases linearly in proportion
to the conversion of the monomer while maintaining low PDI
throughout the polymerization course (Figure S). To follow the
polymerization kinetics, aliquots were taken during the course
of polymerization and analyzed by means of GPC and MALDI-
TOF for initiations with Pyr—Pd—(tBu;P)Br, Per—Pd—
(tBuyP)Br, and DPA—Pd—(tBusP)Br. As can be seen in
Figures S4—S6, the unimodal elution curves are shifted toward
higher M,, over time, which is another typical feature of a chain-
growth mechanism. Moreover, MALDI-TOF spectra (Figures
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Figure 5. M, and M,/M, (PDI) values of poly(9,9-dioctylfluorene) as
a function of monomer conversion, obtained with monomer 1 and 5
mol % of (a) Pyr—Pd(tBu;P)Br, (b)DPA—Pd(tBu;P)Br, and (c) Per—
Pd(tBu;P)Br. Average values were calculated from MALDI-TOF
measurements (see SI for further details), but PDI values were
obtained from GPC.

S4—S86) also show that the polymer peaks shift to higher M,
over the polymerization course. Additionally, all the polymer
chains contain one initiator and one Br/H group on the other
side. (Note: the Br/H is a typical group for polymerization
which is quenched with acid, as was reported previously).””>*
In summary, the linear conversion plots, the steady unimodal
increase of M, with polymerization time, and the specific and
defined end groups indicate that the polycondensation
polymerization proceeded in a controlled fashion (chain-
growth mechanism).

Finally, when the ratio between the Pd initiator and
monomer 1 were varied, longer PMW were obtained, which
increases potential use of this method. Figure 6 shows PMW
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a) T T T T T + 178+ Ph-CN
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! .\‘ L,
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Figure 6. (a) GPC profiles of 1 with Pyr—Pd—(#Bu,P)Br obtained at
initiator ratio of S mol % (solid blue), 3.3 mol % (dashed black), and
2.5 mol % (dotted red). The unimodal curves show a shift to lower
retention time (which corresponds to higher M,) when a lower feed
ratio between the monomer and the initiator was used, while
preserving low PDI (1.21-1.25). The GPC chromatograms were
obtained after removing the monomer from the mixture (by
precipitation with methanol). MALDI-TOF mass spectra of (b) 3.3
and (c) 2.5 mol %. For MALDI-TOF spectrum of S mol % please see
Figure S7.

with higher M, and DPs of approximately 17 and 23 were
synthesized with 3.3 and 2.5 mol % Pd initiator, respectively,
while very high end group fidelity and low PDI (1.21—1.25)
were preserved. It is important to note that in order to achieve
high end group fidelity, the reactions were quenched with
monoboronic-ester at approximately 50% conversion (see
discussion above and SI for further details).

Interestingly, although all the polymers have a similar DP
(determined by '"H NMR and MALDI-TOF), the elution times
on the THF-GPC for the polymer series were remarkably
different, as is presented in Figure 4d. This finding indicates
that the properties of the X—pF8—Y polymers, i.e,, interaction
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with the stationary phase of the column, were substantially
modified through the incorporation of the end groups. See
Figure S11 for the elution curves of all the polymers obtained
from the GPC.

Physical Characterization. In order to examine whether
the different polymers also show modified optoelectronic
properties resulting from their different end groups, the optical
properties were investigated by steady-state, transient absorp-
tion, and fluorescence spectroscopy. It is important to mention
that all the polymers consist of on average 10—11 repeating
units and have similar PDI (1.20—1.40). Thus the differences in
the optoelectronic properties of these polymers do not stem
from changes in the chain length and the PDI but rather from
the interaction of the specific end groups with the pF8.

Steady-State Absorption and Fluorescence Studies.
Only small changes are evident in the steady-state absorption
spectra (0.01 mg/mL of polymer in anhydrous THF, rt) for
most of the materials. However, in the series of X—pF8—NO,
polymers, A, is slightly red-shifted in comparison to the other
X—pF8—Y spectra (see Figure S12 for all the absorption
spectra). For example, A,,,, for Pyr—pF8—NO, (Figure 7a) is

max
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Figure 7. (a) Normalized optical absorption spectra of (0.01 mg/mL
in THF at rt) Pyr—pF8—Y polymers. (b—d) Normalized PL spectra
for Pyr—pF8—Y, DPA—pF8—Y, and Per—pF8—Y polymers, respec-
tively. For Pyr/DPA—pF8—NO, and Per—pF8—NO, (red lines), the
emission spectra are shown after scaling by 500 and 400%,
respectively. The insets show the real ratios.

389 nm, and for the other Pyr—pF8—Y polymers it is 383 nm.
This may imply that a weak CT state is formed, which is
expected from the energy level alignment. On comparing the
PL spectra, in anhydrous THF, of the different polymers, the
presence of a CT state in X—pF8—NO, polymers (excluding
the polymers with perylene end group) is further substantiated.
Figure 7b,c shows representative normalized (by absorbance of
sample at 388 nm) PL spectra for Pyr—pF8—NO, and DP—
pF8—NO,, respectively, where the polymers were irradiated at
the pF8 absorption maximum, 388 nm. In detail, all the
polymers have similarly shaped PL spectra, but for the X—pF8—
NO, polymers a new, low-intensity, red-shifted, and broad band

(around 550 nm) was detected. Similar features in the emission
spectra are well documented for CT states of other materials in
the literature.>> Additionally, the pF8 emission (380—500 nm)
is strongly quenched for the X—pF8—NO, polymers, which
suggests that most of the pF8 excitons undergo some degree of
charge separation to form CT states with the electron and hole
density preferentially localized on the energetically more
favorable chain ends. Moreover, since the emission from the
pF8 bridge is almost completely quenched and the concen-
tration of the solution is fairly low (0.01 mg/mL), it is very
likely that intramolecular CT states are formed. The same
trends were observed when the polymers were irradiated at 235
and 277 nm (see Figure S14 for further details). For the PL
spectra of all synthesized polymers, please refer to Figure S13.

Figure 7d shows an absorption normalized PL spectrum
where the HOMO/LUMO energy level alignment of X—pF8—
Y was designed to be suitable for an ET process (Figure 2c).
Specifically, when the Per—pF8—CN and Per—pF8—OMe
polymers were irradiated at the pF8 absorption maximum
(388 nm), intense perylene emission (4, = 475 nm) was
observed, which indicates that ET from pF8 to the perylene
end group occurred. For Per—pF8—NO,, both ET and CT
were observed as indicated by the overall reduction in the
emission intensity and the appearance of a broad red-shifted
emission tail superimposed on the perylene emission.

Solvent Effects. Having established that charge separation
can occur in the X—pF8—Y polymers as a function of the end
groups in THF solution, we investigated the effect of the
solvent environment on the emission properties of the
polymers. The area-normalized fluorescence spectra of Pyr—
pF8—NO,, DPA—pF8-NO,, and DPA—pF8—OMe were
obtained in various solvents ranging from poor Lewis-donating
solvents (hexane, DCM, chloroform; Gutmann donor number
(DN) < 2) to good Lewis-donating solvents (acetonitrile, 1,4-
dioxane, ethyl acetate, THF; DN > 10).

While the absorption spectra showed no significant differ-
ences, the emission spectra were found to be strongly
dependent on both the solvent properties and the polymer
end groups, as shown in Figure S15. Two main effects were
observed: First, for X—pF8—NO,, the broad red-shifted band
(around 550 nm) was detected in good Lewis-donating
solvents, while it was absent in the poor Lewis-donating
solvents. As expected, no CT band was detected for DPA—
pF8—OMe in any solvent. These findings are in line with the
proposed CT state in the X—pF8—NO, polymers as Lewis-
donating solvents can help to stabilize the positive charges
through the involvement of their lone-pairs (the oxygen and
nitrogen atoms in the solvents). Additionally, in agreement
with a coordinating role of the solvent in CT stabilization, the
CT emission band is more prominent in the rotationally
restricted, cyclic ether solvents THF, and 1,4-dioxane than for
the more flexible diethyl ether.

Second, the pF8 emission band (380—500 nm) is red-shifted
and changes its shape with increasing solvent polarity [from
apolar (hexane; dielectric constant (¢,) = 1.9 to polar
(acetonitrile; ¢, = 37)]. This behavior is a typical sign of a
general solvent effect, which is well-known for small molecule
fluorophors with high dipole moment (push—pull sys-
tems).”* > Particularly large red-shifts and pronounced
changes in the shape and intensity of the pF8 emission band
were observed for the DPA—pF8—X polymers, resulting from
the localized dipole moment caused by the DPA group. It
should be also noted that no aggregation was observed (e.g., no
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Rayleigh-scattering in the fluorescence experiments was seen)
for any of the aforementioned experiments, i.e., the spectral
features are an inherent property of the polymeric chains and
their interactions with the solvent environment.

It is important to mention that green emission (500—600
nm) is often observed in polyfluorene-based polymers in both
polar and apolar solvents, originating from keto defects. Keto
defects characterized by their n—z* transitions (400—500 nm)
are also seen in the absorption spectrum.’ In our study, the
CT emission was only observed for X—pF8—NO, polymers
dissolved in Lewis-donating solvents, as presented in Figure
S15. Furthermore, no keto band was observed in the absorption
spectra. Thus, the high wavelength emission of X—pF8—NO,
polymers originates from a CT state and is not attributed to
structural defects in the fluorene units.

We also investigated the contribution of the solvents in
stabilization of the negative charge of the CT state on X—pF8—
NO, polymers. Several literature reports have demonstrated
that protonation of the CT excited states can occur in protic
solvents.*®®! A strong quenching in the intensity of the CT
emission band was observed for the X—pF8—NO, polymers
when a small amount (0.5 vol %) of methanol was added
(Figure S16), which is a typical sign of a specific solvent effect.
Protonation of the very electron-rich nitro-group of the X—
pF8—NO, CT excited state by the protic solvent methanol is
the likely cause of this effect (see Figure S16, inset).
Additionally, such a small amount of methanol can neither
cause significant changes in the overall refractive index nor in
the static dielectric constant of the solvent, which explains why
the pF8 emission band remains virtually unchanged when a low
fraction of the protic cosolvent was added.

Fluorescence Lifetime. Time correlated single photon
counting (TCSPC) was used to measure the PL decay at two
wavelengths: 475 nm which predominantly arises from the
radiative decay of the pF8 exciton and 580 nm which
corresponds to emission from the CT state. CT states
exhibiting red-shifted emission typically have longer lifetimes
than excitonic states in the parent materials.”>®> As shown in
Figure 8, only when Y = NO, in DPA—pF8—Y polymers was
CT emission detected at 580 nm with a longer lifetime (7 = 2.1
ns) than that of the pF8 exciton at 475 nm (z = 0.6 ns) (Note
that due to overlap of the pF8 exciton and CT state emission,

475 nm 580 nm
N L L T

| N B N L LA LN L
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Figure 8. PL decay kinetics at selected wavelengths of 475 nm,
corresponding to fluorescence from the pF8 exciton, and 580 nm,
which is in the range of emission from the CT state, for the DPA—
pF8—Y series of materials (4., = 407 nm, 0.01 mg/mL in anhydrous
THE, rt).

the tail of the pF8 fluorescence is seen at 580 nm if no CT state
emission is present.) Similar results were observed for Pyr—
pF8-Y, see Figure S17 for details. In polymers designed for ET
a characteristic decay time (z = 2.1 ns) for the perylene
emission is seen in both Per—pF8—Br and Per—pF8—NO, (see
Figure S18). This suggests that once the exciton has transferred
to the perylene, it remains there and is not influenced by the
other end group.

Transient Absorption Spectroscopy. While emission
spectroscopy indicates that a CT state is formed in certain X—
pF8—Y polymers, other photophysical effects could potentially
explain the observation of such new, red-shifted, and long-lived
emission bands. Thus, transient absorption spectroscopy was
employed to gain further insight. Transient absorption
spectroscopy involves measuring the evolution of the differ-
ential transmission (AT/T) of a sample over time, subsequent
to an excitation pulse generating new photoexcited species.
Increased transmission, positive AT/T, is caused by either
depopulation of the ground state, called ground-state bleach, or
by stimulated emission of a photexcited species. Decreased
transmission, negative AT/T, arises from the photoinduced
absorption (PIA) of excited-state species present. Nonemissive
species can be probed using transient absorption spectroscopy,
and the temporal behavior allows the population dynamics of
photoexcited species to be studied.

The transient absorption spectra for Pyr—pF8—Y with a
range of acceptor moieties at selected times of 1 ps and 1 ns
after excitation is shown Figure 9a. The wavelengths probed do
not cover the ground-state absorption so only photoinduced
absorptions of excited-state species are observed, and the
ground-state bleach is not. The initially created species (1 ps),
with a PIA peaking at 750—800 nm, is the exciton on the pF8
chain, which is in good agreement with literature.** The
temporal evolution of the differential transmission in the 750—
800 nm region is shown in Figure 9c. From the
monoexponential fit to the Pyr—pF8—OMe data, it can be
seen that the pF8 exciton lifetime (z = 0.56 ns) for Pyr—pF8—Y
(Y = OMe, Br, CN) is in excellent agreement with that
obtained by TCSPC (see Figure S19), further confirming the
peak assignment. Only the pF8 exciton is observed for Pyr—
pF8—Br, Pyr—pF8—OMe, and Pyr—pF8—CN.

In contrast, for Pyr—pF8—NO, the pF8 exciton species is
rapidly quenched on the picosecond time scale, corresponding
to the formation of a CT state. The significantly different
feature peaked around 600 nm in the 1 ns spectra of Pyr—pF8—
NO, is consistent with the formation of a CT state, and as
shown by the kinetic trace averaged over 550—600 nm in
Figure 9, it is seen to grow in as the pF8 exciton decays, with
the maximum population reached at 220 ps. The decay of this
feature also matches well with that of the CT state
luminescence as measured by TCSPC (see Figure S19).

The same trend in the decay of the pF8 exciton, i.e., faster
decay for the NO, acceptor, can also be observed in the DPA—
pF8—Y series, as shown with a comparison to the Pyr—pF8—Y
series in Figure 9d. Similarly, a new feature is also seen in the
transient absorption spectra as shown in Figure 9b. However, in
the DPA donor series it must be concluded that there is also
another process involved. Specifically, the lifetime of the pF8
excitation is lower for DPA—pF8—Y than for Pyr—pF8—Y (Y =
Br, CN, OMe), hence, addition of the DPA end group is clearly
depopulating the pF8 exciton species for these end groups, but
not as efficiently and at a slower rate than the NO, acceptor
end group. The depopulation of the pF8 exciton by DPA
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Figure 9. Transient absorption spectra of (a) Pyr—pF8—Y series and (b) DPA—pF8—Y series for a range of acceptor moieties, Y. The 1 ns spectra
are scaled by a factor of 4 and 3, respectively, for increased clarity. The associated kinetic traces, averaged over the 750—800 nm range are shown for
(c) the Pyr—pF8—Y series and (d) the DPA—pF8—Y series. The kinetic trace averaged over 550—600 nm is also included for Pyr—pF8—NO, in (c)

(Aex = 400 nm).

suggests a new species being formed, which is supported by the
change in shape of the DPA—pF8—Y (Y = Br, CN, OMe) PIA
over time (in contrast to the Pyr—pF8—Y materials which show
negligible change, for comparison see Figure S20) and the
nonexponential, multitime scale decay kinetic for the pF8
exciton in these polymers. In addition, the ground-state
absorption spectrum of the DPA—pF8—Y polymers is similar
to that of the Pyr—pF8—Y polymers, suggesting there is no
significant change in the ground state. It must also be
concluded that this species is nonemissive. The species formed
when the DPA donor end group is present is postulated to have
CT character.

The perylene donor polymers, Per—pF8—Y (Y = Br, NO,),
in which ET occurs were also studied using transient absorption
spectroscopy. The results are consistent with ET to the
perylene in both cases and for Per—pF8—NO, there is also
competing CT state formation as was expected from the steady
state fluorescence measurements. Details are included in the SI
(Figure S21).

Bearing in mind that, for this study, the absorbing unit in
these molecules is the fluorene chain chromophore(s) and CT/
ET occurs from the bridge to the end groups, it is likely that
CT proceeds via through-bond coupling while ET could be
through-bond or through-space Forster resonance ET. From
transient absorption spectroscopy, an estimated rate constant of
k >10 X 10° s™* was obtained for both the CT in the X—pF8—
NO, and the ET in the Per—pF8—Y polymers. Similar CT and
ET rate constants were reported for fully conjugated molecular
wires with much shorter bridges for which through-bond CT/
ET mechanisms were proposed.’"** Surprisingly, in our system,
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preliminary studies show that both CT and ET emission bands
have higher relative intensity for a bridge length of 10 as
opposed to S repeating units (Figures S22 and S$23,
respectively), thus further investigation into the mechanism is
needed to elucidate the CT/ET mechanism in the X—pF8—Y

polymers.

B CONCLUSIONS

A fast, efficient and facile synthetic approach to obtain near
quantitative heterobis-functionalized fully 7-conjugated poly-
mers in situ was presented. Since the end group functionality
alters the optoelectronic properties of the fluorene bridge, this
approach is a complementary route for molecular wire
synthesis, and it has significant synthetic advantages over
currently available multistep syntheses of small-molecule wires.
We utilized Suzuki chain-growth polymerization of asymmetric
fluorene (F8) monomers, showing typical features of controlled
polymerizations such as control over MW, narrow PDI and the
ability to independently introduce different end groups. A wide
range of asymmetric, fully 7-conjugated, well-defined X—pF8—
Y structures were obtained with excellent end group fidelity and
in high purity. End group fidelity was preserved for polymers
with DPs up to 23 if the conversion was kept at around 50%.

In order to enable the resulting polymers to undergo either
CT or ET processes, several end groups with different donor/
acceptor nature were coupled to the polymer backbone. In
agreement with predictions by DFT calculations, intra-
molecular, CT states with increased lifetime were formed in
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the nitro-terminated polymers, while efficient ET was observed
for polymers initiated from perylene.

Since Suzuki reactions can proceed under mild reaction
conditions and tolerate a wide range of monomers and
functional groups, our methodology should be applicable to
quick and facile synthesis of a large variety of well-defined
PMW. Moreover, such materials will also allow for an in-depth
systematic study of the influence of end groups on the chemical
and optoelectronic properties of fully 7-conjugated polymers.
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Detailed experimental procedures of small molecules, palladium
initiators, and polymers synthesis, their characterizations by
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