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Ambient-stable fluorescent radicals have recently emerged as promising luminescent materials; however,
tailoring their properties has been difficult due to the limited photophysical understanding of open-shell
organic systems. Here we report the experimental and computational analysis of a redox pair of -
conjugated fluorescent molecules that differ by one electron. A w-dication (DC) and m-radical cation
(RC) demonstrate different absorption spectra, but similar red emission (Aemiss,max = ~630 Nm), excitation
maxima (Aexcmax = ~530 nm), fluorescence lifetimes (1-10 ns), and even excited-state (non-emissive)
lifetimes when measured by transient absorption spectroscopy. Despite their experimental similarities,
time-dependent density functional theory (TDDFT) studies reveal that DC and RC emission mechanisms
are distinct and rely on different electronic transitions. Excited-state reorganization occurs by hole
relaxation in singlet DC, while doublet RC undergoes a Jahn-Teller distortion by bending its w-backbone
in order to facilitate spin-pairing between singly occupied molecular orbitals. This relationship between

the excited-state dynamics of RC and its m-backbone geometry illustrates a potential strategy for
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Accepted Sth September 2020 developing m-conjugated radicals with new emission properties. Additionally, by comparing TDDFT and
CIS (configuration interaction singles) excitations, we show that unrestricted TDDFT accurately

DOI 10.1039/d0sc04211k reproduces experimental absorption spectra and provides an opportunity to examine the relaxed
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Introduction

Photoluminescence (PL) is the process in which a photo-
generated excited state relaxes via emission of a photon.* Since
many photochemical applications are dependent on absorption
or emission-related phenomena (or both), investigations that
clarify the photophysical mechanisms of PL and related
processes are critical to the development of photoactive mate-
rials for chemical sensing,” photocatalysis,® and light-emitting
diodes.*

All PL is classified as either fluorescence or phosphorescence
based on whether emission occurs by radiative decay from an
excited state with spin multiplicity that is the same as or higher
than the ground state, respectively. Most organic compounds
possess an even number of electrons resulting in all paired spins
(i.e. they are closed-shell molecules). Consequently, fluorescence
derives from singlet excited states (S,), while phosphorescence
derives from triplet excited states (T,). Recently, however,
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excited-state properties of large open-shell molecules like RC.

photophysical phenomena that derive from excitation of doublet
ground states (i.e. an odd number of electrons that leads to one
unpaired spin) have begun to be considered with reports of
emissive, air-stable, organic radicals (i.e. open shell molecules)
that demonstrate short luminescence lifetimes (<10 ns).* Fluo-
rescence and phosphorescence in monoradicals instead derive
from doublet (D,,) or quartet (Q,) excited states, respectively.

Spin multiplicity effects have been studied in other lumi-
nescent compounds, particularly for metal complexes.®
However, such an investigation has been difficult with organic
molecules because it requires a single electron redox pair that
shows sufficient stability and photoluminescence in both
closed- and open-shell oxidation states.

Due to challenges in achieving persistence in air, nearly all
examples of ambient stable, emissive organic radicals stabilize
unpaired spin using a triarylmethyl motif.>” While these fluo-
rescent radicals have already shown utility in various applica-
tions, their photophysical properties have yet to be compared
with their redox-related anion or cation.

Herein we report a recently discovered phenalenyl-based,®
stable rt-radical cation (RC) that shares red fluorescence with its
dicationic, closed-shell precursor (DC) (Fig. 1).° Despite their
electronic differences, both species show remarkably similar
emission, solvent-dependent behaviours, and even excited-state

This journal is © The Royal Society of Chemistry 2020


http://crossmark.crossref.org/dialog/?doi=10.1039/d0sc04211k&domain=pdf&date_stamp=2020-09-26
http://orcid.org/0000-0002-1030-541X
http://orcid.org/0000-0002-9985-3542
http://orcid.org/0000-0002-6160-4487
http://orcid.org/0000-0002-4091-0899
http://orcid.org/0000-0002-6509-9289
http://orcid.org/0000-0001-5415-4660
http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d0sc04211k
https://pubs.rsc.org/en/journals/journal/SC
https://pubs.rsc.org/en/journals/journal/SC?issueid=SC011037

Open Access Article. Published on 10 September 2020. Downloaded on 1/19/2026 11:53:50 PM.

Thisarticleislicensed under a Creative Commons Attribution-NonCommercial 3.0 Unported Licence.

(cc)

Edge Article
+eo
(@) TfO"
LUMO+1 = TfO b — LUMO
LUMO == HsC, re +
_—e_> SOMO
HDMO -H- HDMO

closed-shell
m-dication

open-shell
m-radical cation °

Fig. 1 Structure of dication (DC) and m-radical cation (RC) with their
corresponding frontier molecular orbitals (a), and photographs of each
species under illumination by white light (b) and ultraviolet (360 nm)

light (c). LUMO = lowest unoccupied molecular orbital, HDMO =
highest doubly occupied molecular orbital, SOMO = singly occupied
molecular orbital.

dynamics. Specifically, although different electronic transitions
are responsible for emission in DC and RC, the observed
wavelengths are near-identical between species because of
significant structural and electronic reorganization in excited
RC. This reorganization arises from spin-(un)pairing in the
singly occupied molecular orbitals of RC, which is a key dis-
tinguishing feature between the electronic structures of doublet
and singlet excited states. Disentanglement of the different
excited-state manifolds of this single electron redox pair of
emissive -conjugated organics is accomplished through the
powerful combination of steady-state and time-resolved spec-
troscopies and quantum mechanical calculations.

Results and discussion

Absorption and photoluminescence

DC and RC share two strong absorption bands at 530-540 nm
and 590-610 nm (in acetonitrile) that arise from electronic
transitions originating from the doubly occupied molecular
orbital manifold into the unoccupied molecular orbital mani-
fold. Additionally, RC shows several longer wavelength features
(>650 nm) that are associated with promotion of the unpaired
electron (Fig. 2a, vide infra).

Despite these differences in absorption features, DC and RC
share a surprisingly near-identical red emission (Aemissmax =
632 nm and Aemiss max = 630 nm, respectively, solid lines Fig. 2b)
upon irradiation at wavelengths higher in energy than the high-
est doubly occupied molecular orbital (HDMO) to lowest unoc-
cupied molecular orbital (LUMO) energy gap (i.e. Aexc < 650 nim,
dotted lines). The highest photoluminescence (PL) intensity was
achieved with excitation wavelengths of ~530 nm. To identify
what electronic transitions are responsible for PL, we measured
the PL excitation (PLE) spectrum that corresponds to the
Aemiss,max for both DC and RC. The maximum PLE intensity for
DC is 530 nm, as shown in Fig. 2b (dotted green line), and the
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Fig.2 (a) Absorption spectra of DC (green) and RC (blue) that highlight

their overall differences in electronic structure. (b) Excitation (dotted)
and emission (solid) spectra of DC (green) and RC (blue) highlight the
near-identical excitation and emission behaviours. The DC and RC
spectra overlap so closely that their spectra are difficult to differentiate.
Spectra are recorded in ~3 puM solutions of DC or RC in acetonitrile.
Excitation spectra are recorded with emission at 630 nm. Emission
spectra are recorded with excitation at 534 nm. The absorption and
emission spectra are normalized to aid in comparison.

maximum PLE intensity for RC is 534 nm (dotted blue line Fig. 2b
and S3t). The PL lifetimes of DC and RC are measured to be 1.42
ns and 3.40 ns, respectively, which are typical for organic fluo-
rescence. Although RC shows several lower energy absorption
peaks, irradiation at longer wavelengths (Ae. > 650 nm) does not
result in emission wavelengths shorter than 1350 nm, likely due
to competing non-radiative decay pathways (Table S31). More-
over, excitation of RC at varying wavelengths (A.x.) leads to only
one emission peak, which suggests that there is only one emis-
sive excited state (Fig. S3t).

Relative photoluminescence quantum yields (PLQY, ®p;) of
DC and RC were determined by calibration to known standards
and found to be 11.8% and 5.8%, respectively, which are values
within the range of other fluorescent radicals.>” In combination
with PL lifetimes (tpy), these PLQY values enable us to calculate
radiative (k;) and non-radiative (k) decay rates (eqn (1) and (2)).
For DC, k, = 8.3 x 10” s " and k,, = 62.1 x 10” s %, and for RC,
ke = 1.7 x 10”7 57" and k,, = 27.7 x 10" s~ '. Interestingly,
despite the clear difference in quantum yields, DC and RC show
near-identical rates of radiative and non-radiative decay.

1
R ke W
ky
Ppp = ———— 2
L kr + knr ( )

The photochemical similarities between DC and RC are
extraordinary, and might even lead one to suspect that they
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result from the generation of a common species upon irradia-
tion. However, absorption spectra recorded before and after
each PL measurement (Fig. S51) verified that distinct samples of
DC and RC remained homogeneous and did not decompose.
The near-identical PLE (Aexe,max) @Nd PL (Aemiss,max) Maxima,
suggest that fluorescence in both compounds must rely on very
similar orbital transitions, which can only arise if there are
some similarities in the electronic structure of DC and RC (vide
infra and Fig. S187). Since the emission of DC is redshifted from
all of its absorption bands, we can infer that emission originates
from the lowest singlet excited state (S;). In contrast, the
emission of RC occurs at shorter wavelengths than multiple
absorption bands, which indicates that RC violates Kasha's
rule.*

Solvent effects

Changes to solvent polarity lead to alterations in steady-state
characteristics that provide insight to the nature of these tran-
sitions. Spectroscopic characterization of DC was carried out in
acetone and ethyl acetate, in addition to acetonitrile (ACN) re-
ported above. DC in acetone produces similar spectra to those
obtained in ACN; however, the PLQY increases from 11.8% up
to 16.2% (Table 1). Solvation in ethyl acetate leads to even
further PLQY increases (26.0%), a longer PL lifetime (1.96 ns),
and a redshifted emission (Anax = 642 nm) when compared to
ACN. These data are indicative of a decrease in the dipole
moment of DC upon excitation, such that the excited state is
more stabilized by less polar solvents.

Due to RC being soluble in dichloromethane (DCM), but not
in acetone or ethyl acetate, the solvent polarity was varied for RC
by using mixtures of ACN and DCM. A solvent trend is less
apparent with RC because the solvent mixtures (Table 1) do not
show intermediate values. Instead solvent mixtures of RC
produce PLQYs and PL lifetimes greater than either ACN or
DCM alone. RC in neat DCM displays a PLQY of 9.1% and shows
only a small increase in PL lifetime compared to ACN.

Transient absorption (TA) spectroscopy

To understand their excited-state evolution, DC and RC were
analysed by TA spectroscopy in ACN from picosecond to
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Fig. 3 Transient absorption spectra of DC (a and c) and RC (b and d) in
acetonitrile. (@ and b) show kinetics from femtosecond TA spectra
from 0 to 5.5 ns. (c and d) show nanosecond TA spectra over a range of
time delays. Dilute solutions of DC and RC were prepared so that the
absorption at the excitation wavelength (dexc = 530 nm) is approxi-
mately 0.5 AU. Gaps in the spectra (a and b) around 530 nm corre-
spond to removal of scatter laser excitation light. Note that the
picosecond TAS (a and b) have different wavelength ranges than the
microsecond TAS (c and d) due to the white light probe sources for
each experiment.

microsecond time ranges (Fig. 3). Absorption spectra recorded
before and after each TA experiment were found to be identical,
which verified that neither compound experienced photoin-
duced decomposition (Fig. S51). Both compounds demonstrate
near-identical TA features that, like their similarities in PL
excitation and emission, arise from similar ground-state elec-
tronic structures of DC and RC (Fig. S16-S18,T vide infra).
Similar TA spectra are not expected between related redox
species; however, the significant delocalization of charge and
spin in both compounds lead to negligible differences in their
electronic structures. These common TA features appear to
result from comparable relative energy level spacings between
the higher unoccupied molecular orbitals (vide infra and
Fig. S18f) in DC and RC that produce similar induced

Table 1 Steady-state and time-resolved photophysical characterization of DC and RC in various solvent conditions. Standard deviations are

reported in parentheses

Dielectric EXC Amax PL Amax PL lifetime
Solvent constant (Fm™ ") (nm) (nm) (ns) PLQY (%) & (10" s7Y) kn (10757 174 (ps) 7, (ns) 75 (ps)
w-dication (DC)
ACN 37.5 530 632 1.42 (0.02) 11.8 (0.7) 8.3 62.1 76 (12)  2.1(0.3) 1.8 (0.1)
Acetone 20.7 529 632 1.52 (0.01) 16.2 (3.0) 10.7 55.1 59 (6) 2.1(0.3) 1.7 (0.1)
Ethyl acetate 6.02 532 642 1.96 (0.08) 26.0 (1.4) 13.3 37.7 114 (38) 2.3 (0.3) 2.6 (0.3)
m-radical cation (RC)
ACN 37.5 534 630 3.40 (0.15) 5.8 (0.6) 1.7 27.7 106 (25) 2.9(0.1) 1.8(0.2)
ACN:DCM (1:1) — 534 632 423 (0.1) 11.8(1.9) 2.8 20.9 15.4 (0.7) 3.0 (0.3) 2.4(0.3)
ACN:DCM (1:2) — 536 635 3.96 (0.12) 10.1(0.6) 2.6 22.7 10.8 (0.1) 3.1 (0.4) 2.4(0.2)
DCM 8.93 537 634 3.32(0.02) 9.1 (0.2) 2.7 27.4 11 (1.0)  2.8(0.3) 3.4 (0.5)
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absorptions. Therefore, it is difficult to distinguish the transient
absorption spectra of RC from DC in the visible absorption
region. The a-SUMO-related for transitions for RC correspond
to lower energy absorption features that lie outside the detec-
tion window of our TA analysis (>800 nm). The visible TA
spectra show negative AA centred at ~530 nm and ~610 nm
corresponds to ground-state bleaching of both DC and RC. The
appearance of positive AA peaks, convolved with the ground-
state bleach, are centred at 450 nm, 650 nm, and > 750 nm
and represent the formation of the initial excited state. The
excited-state growths at wavelengths greater than 750 nm
obscure the expected ground-state bleach of the RC at ~750 nm
due to the convolution of the two signals. The initial excited
state decays to form an intermediate species with a very broad
positive signal between 650 and 850 nm (Fig. 3a and b). During
the first 25 nanoseconds (Fig. 3c and d, top tile), the signal >
700 nm continues to slightly redshift ending up as a peak at
~950 nm (Fig. 3c and d). Concomitant decay of the 950 nm peak
and recovery of the ground-state bleach is observed in less than
10 ps and corresponds with return to the ground state.

The solvent-dependence of DC and RC excited-state evolu-
tion were evaluated for DC in ethyl acetate and acetone, and for
RC in DCM and varying ratios of ACN: DCM (1:1 or 1:2),
along with ACN (vide supra) (Fig. S6 and S77). The TA spectra
obtained for each solvent condition show features very similar
to those observed in acetonitrile, thereby suggesting that the
formation of similar excited state species occurs independent of
solvent.

Due to the complicated spectral evolution observed for DC
and RC, global analysis fitting was performed to extract indi-
vidual lifetime components of the spectral evolution. Each
component is referred to as a decay-associated difference
spectrum (DADS). Global analysis fitting for DC and RC yielded
three lifetimes, each associated with a separate DADS, and each
decaying at different timescales: ps, ns, or ps ranges (Table 1,
Fig. S8 and S97). The shortest lifetime (z,) is assigned to rapid
vibrational relaxation and transition to a lower energy excited
state. For DC, 1, is not affected by solvent polarity; however,
a trend is present in the DADS of RC. Since the 7, values for the
ACN : DCM solvent mixtures (Table 1) are more similar to DCM,
we postulate that these convoluted solvent trends at shorter
time scales are due to RC possessing a preferential solvent shell
of DCM even when ACN is present.

The lifetimes of the second DADS component (z,) for DC and
RC are ~2 ns and ~3 ns, respectively, with no distinguishable
trend with solvent. The 7, component is assigned to radiative
decay responsible for the observed fluorescence, based on the
agreement between T, lifetimes measured by TA and time-
resolved PL lifetimes.

The lifetimes of the third and longest-lived DADS component
(t3) fall within 1-4 ps for DC and RC. Lifetimes of this order of
magnitude often result from spin or symmetry forbidden tran-
sitions back to the ground state. We propose that the long-lived
DC species (t3) represents an excited triplet state based on its
decay lifetime and the similarity of its absorption (Amax ~950
nm) with the calculated energy differences between the first (T,)
and higher (T,) triplet excited states (Table S8t). This

This journal is © The Royal Society of Chemistry 2020
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assignment is supported by the fluorescence detection of singlet
oxygen when DC is irradiated (530 nm) in the presence of
molecular oxygen, since oxygen sensitization commonly
proceeds by energy transfer from excited triplets (Fig. S4t)."*
The long-lived lifetime of the doublet RC might, by analogy, be
assumed to result from relaxation from a quartet that forms
during intersystem crossing from the doublet excited state.
However, the calculated quartet (Q4, Table S17) is isoenergetic
with the excited-state, which suggests that there is no driving
force for intersystem crossing and thus the long lifetime likely
results from doublet symmetry forbidden transitions (vide
infra).

The lifetime of the longest-lived species (t3) increases with
decreasing solvent dipole moment. For DC, ethyl acetate
produces the longest lifetime (2.6 ps) compared to acetone or
ACN (Table 1). For RC, DCM yields the longest lifetime (3.4 ps),
ACN : DCM mixtures show intermediate lifetimes (2.4 ps), and
ACN leads to the shortest lifetime of 1.8 ups. These trends
between solvent polarity and t; lifetimes support the formation
of excited states with a lower dipole moment than the ground
states. For such species, less polar solvents are more effective
for stabilization of the excited state, thereby promoting longer
15 lifetimes.

Quantum mechanical calculations

Clarification of the emission mechanisms in DC and RC was
achieved through quantum chemical calculations. Structure
optimizations were performed in Gaussian D.01 (ref. 12) using
the hybrid B3LYP functional and a double-{ basis set with
polarization and dispersion [6-31g+(d,p)] to best model the
delocalized w-networks. An ACN polarization continuum model
of solvation™ was applied to allow for more charge localization,
and GD3 empirical dispersion was used to account for the
diffuse 7-bonds. A closed-shell restricted formalism was used to
optimize the singlet ground state of DC, whereas an unre-
stricted formalism was necessary to optimize the doublet
ground state of RC due to its unpaired electron. While
a restricted formalism forces electrons to pair in occupied
molecular orbitals in the conventional spin-up-spin-down
manner, an unrestricted formalism results in o (spin down)
and B (spin up) sets of singly occupied orbitals. Therefore, in RC
the singly occupied molecular orbital (SOMO) becomes the o-
SOMO and each doubly occupied orbital is computed as two
(one o and one ) SOMOs, such that the HDMO is the 2-SOMO-1
and B-SOMO.

One of the most ubiquitous uses of time-dependent (TD)™
implementations of DFT is to model the absorption spectra of
singlet ground state molecules. However, when it is applied to
organic and inorganic systems of higher multiplicity, large spin-
contamination leads to errors in orbital transition assignments
by as much as 3 eV." In contrast, the configuration interaction
(CI1) description of orbital overlap between non-singlet orbitals,
makes CI singles (CIS) highly effective for predicting absorption
spectra and excitation energies, even of higher spin systems.
The main limitation for CIS is that it is resource intensive and
thus recent implementations of excited state geometry

Chem. Sci., 2020, 11, 10212-10219 | 10215
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optimization'® are still severely limited to small w-conjugated
systems. Alternatively, TDDFT is known to effectively optimize
excited states of even large systems, making it an attractive
method to simulate the photophysical properties of fluorescent
radicals. Because most TDDFT implementations presume that
ground state orbitals possess singlet multiplicity, it is important
to check if excitations between the highly delocalized doublet
Kohn-Sham orbitals of RC accurately reflect experimental
data."

Notably, the ground-state structures of DC and RC are nearly
identical across a range of hybrid functionals, which indicates
that the presence (or absence) of one electron does not greatly
affect overall bonding and geometry. This structural similarity
is probably due to highly delocalized frontier molecular
orbitals, which extend throughout the entire m-backbone. The
nature of the molecular orbitals of DC and RC are remarkably
similar, despite the splitting of the occupation of orbitals and
the addition of an electron in RC. The molecular orbitals differ
only in energies, but not in their ordering, symmetry, or spacing
(Fig. S16 and S17t). For example, the DC LUMO is the same -
symmetry as the o-SOMO in RC. These unusual similarities
between DC and RC provide an explanation for their near-
identical PL and TA spectra (vide supra, Fig. S181). As dis-
cussed above, the common TA spectral features of DC and RC
likely originate from their having comparable relative energy
levels between higher unoccupied molecular orbitals.

Interestingly, the a-SOMO and B-LUMO energy levels in RC
differ by much less (0.96 eV) than analogous MOs calculated for
the reported triarylmethyl radicals,>” which leads to the low
energy transitions seen in the absorption spectra of RC. In
addition, DC and RC excitations modeled by CIS and TDDFT
with various common functionals** are all remarkably similar
(Fig. S20 and S217).

CIS and TDDFT predict very similar absorption for DC with
only a minor blue shift from the experimental absorption
spectra (Fig. 4a, Tables S5-S7, S10-S157). Similarly, CIS and
TDDFT provide similar predictions for RC absorption and
match experimental excitations in the visible range. However,
despite our experimental observation of two near-infrared (NIR)
peaks at 1276 and 1565 nm (Fig. 4b), both methods predict only
one NIR electronic transition: «-SOMO — o-LUMO at 1170 nm
and 1350 nm with CIS/D3-B3LYP and TDDFT/D3-B3LYP,
respectively (Tables S16-S18 and S20-S25f). As CIS and
TDDFT only calculate electronic transitions, we can be relatively
certain that only one electronic transition occurs in this region.
Considering that the two experimental NIR bands differ by the
characteristic C=C stretching frequency (1511 cm™ '), we can
infer that the lower energy peak (1565 nm) is the 0 — 0 vibronic
transition of the «-SOMO — o-LUMO excitation, while the
higher energy peak (1276 nm) represents the 0 — 1 vibronic
transition. Of the methods and hybrid functionals explored,
CIS/CAM-B3LYP provided the closest match (1509 nm) to
experiment (Table S221).

CIS and TDDFT proved relatively accurate for calculating the
visible transitions across various functionals. The strong
agreement between CIS and TDDFT suggests that linear
response TDDFT can be used to model the excited states and
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View Article Online

Edge Article
(a)
~ —— TDDFT
= ’
L i\
i\
S \
= 11\
2 e IPEN
w 4 [/l -\_
\.
| N 1
3 500 600 700 800
Wavelength (nm)
(b)
- —cIs o
3 —— TDDFT i
o it
- il
s /)
- /)
o . s\
w AN 4 \
”.\" i ."/ 1 \i‘Lu
400 600 800 1000 1200 1400 1600 1800
Wavelength (nm)
© singlet fluorescence in DC

GS (So) —— excited state optimization —ES (Sz)

Energy (eV)

(d) doublet fluorescence in RC

GS (by)—ES (D)

Energy (eV)

s
4

od 9

3

\.I,‘ emission

7

Fig. 4 Comparison of calculated electronic spectra according to
TDDFT/D3-B3LYP (black) and CIS/D3-B3LYP (red) calculations for DC
(a) and RC (b). Proposed fluorescence mechanisms for DC (c) and RC
(d) at the D3-B3LYP TDDFT level of theory. Electronic density differ-
ence maps are shown for each transition.

resultant excitations not only for the singlet excited state
manifold of DC but also unrestricted doublet manifold of RC.
For DC, TDDFT/D3-B3LYP assigns the two lowest energy
excitations (599 and 527 nm) to HDMO — LUMO and HDMO-1
— LUMO, respectively. The S, excited state, which results when
an electron is promoted from HDMO-1 to LUMO, is identified as
the electronic state from which the experimental excited-state

This journal is © The Royal Society of Chemistry 2020
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dynamics originate because its calculated transition energy
most closely matches the experimental excitation wavelengths
(~530 nm). Optimization of the excited state (S,) leads to barely
any conformational change but a significant decrease in dipole
moment (2.24 — 2.04 D), which strongly agrees with stabili-
zation of the excited state in less polar solvents (Fig. S12 and
S147). The electronic structure of the optimized excited state
(S,) indicates that at its relaxed geometry S, emits via a LUMO
— HDMO transition.

These data suggest that fluorescence in DC proceeds by
excitation (527 nm) from HDMO-1 (—6.90 eV) to LUMO (—4.14
eV) that is followed by rapid hole relaxation (on the S, surface
near the S, geometry). This assignment is based on the HDMO-
HDMO-1 contraction that occurs early in the TDDFT optimiza-
tion path from S, to S, geometries (Fig. 4c and S14f). The
excited state (S,) then radiatively decays (632 nm) via an elec-
tronic transition from LUMO (—4.22 eV) to HDMO (—6.54 eV)
that obeys Kasha's rule (Table S9t).

In RC, the excitation that best matches the experimental
excitation energy (~534 nm) corresponds to a HDMO-1 —
LUMO type excitation (B-SOMO-1 — B-LUMO, in the doublet
orbitals), too. Optimization of this excited state (D,) leads to
a lower dipole moment (2.95 — 2.70 D), more quinoidal char-
acter, and a Jahn-Teller distortion that manifests as greater
bending in the m-backbone. As observed in cyclo-
paraphenylenes, increased curvature facilitates quinoidization
and spin-pairing stabilization.'®' In particular, the low lying -
LUMO electron seems to spin-pair with the electron in the o-
SOMO, leading to additional stabilization of the newly popu-
lated B-LUMO energy level. This effect is highlighted by the
greater decrease in o-SOMO and B-LUMO (~0.2 eV) energy levels
versus the LUMO (~0.1 eV) in excited DC where spin-pairing is
not possible. In addition, spin-unpairing between the o-SOMO-
2 and B-SOMO-1 leads to significant destabilization (~0.2 eV) of
these orbitals (Fig. 4d and S177).

Therefore, we propose that RC fluorescence proceeds by
excitation (556 nm) from B-SOMO-1 (—6.43 eV) to B-LUMO
(—3.53 eV) to form the D, excited state, that upon relaxation to
a Jahn-Teller distorted geometry radiatively decays (653 nm)
from B-LUMO (—3.74 eV) to B-SOMO-1 (—6.23 eV). The hole
relaxation observed in the excited state optimization of DC is
not present in the D, optimization of RC (Fig. S151). We
postulate that hole relaxation is absent in RC because of the
difference in intrinsic charge on the molecule: a photo-
generated hole in a dication (DC) is hotter than one in a cation
(RC).

The mixing of spin multiplicities is small for molecules only
containing light atoms, and therefore the oscillator strength
(orbital overlap) between the different spin states is also small
for organic molecules. Despite this, it is well known that many
closed-shell organic molecules can phosphoresce from a triplet
state. A small population of ISC to the triplet occurs, despite the
small overlap, due to an energetic driving force between excited
singlet states and the triplet states. These triplets are long-lived
due to the spin forbidden nature of the radiative decay back to
the singlet surface. In RC, the spin-orbit coupling is small and
there is no driving force to form a quartet through ISC, either at
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the ground-state geometry or to a relaxed Q, state (Table S17).
However, there is significant driving force for IC to D, and D,
from the relaxed excited-state (D,) supporting formation of
a long-lived doublet state. For this state to be long-lived the
return to the ground-state must be symmetry forbidden.

Photoresponse of the single electron redox pair

From these data, we can construct a full picture of the photo-
physical behaviour for both species (Fig. 5). For DC, initial
excitation (530 nm) leads to formation of S,, which rapidly
under-goes internal conversion (76 ps) via hole relaxation to the
lowest excited singlet (S,;). The observed red emission (632 nm,
2.1 ns) is the result of radiative decay from S, to S, so that
fluorescence in DC follows Kasha's rule. Additionally, DC can
also undergo intersystem crossing to access an excited triplet
state (T,) that decays more slowly (1.8 ps) to the ground state
(So)-

Regarding RC, excitation (534 nm) generates a thermally
excited D, that relaxes to its lowest vibrational state prior to
radiative decay back to D, to provide the observed anti-Kasha
fluorescence (630 nm, 2.9 ns). Alternatively, relaxation of RC
can also proceed by internal conversion (106 ps) from D, to
lower doublet excited states, which is expected to be slow (1.8
us) since they represent symmetry forbidden transitions with

(@)  photoresponse of closed-shell -dication (DC)

>
=
o
i
1.8 us
"
v=1
v =0 v
S
(b) photoresponse of open-shell T-radical cation (RC)

Fig. 5 Jablonski plots that illustrate the relaxation pathways of DC (a)
and RC (b) from their respective excited states, either through radiative
(solid lines) or vibronic (wavy lines) transitions.
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minimal overlap (Fig. S197). These lower doublet excited states
must instead relax through low frequency (v < 100 cm™")
vibrational modes, many of which consist of wags along the -
backbone (Table S2t). Generally, m-conjugated molecules are
less contorted and therefore only show vibrations along ancil-
lary moieties (Table S4t). The presence of these low energy
vibrations however, likely explain why DC and RC demonstrate
knr > k. and have relatively low fluorescence quantum yields.
They also highlight a structural property that we can look to
synthetically modify in order to develop fluorescent radicals
with different emission wavelengths and higher quantum
efficiencies.

Conclusions

Although the steady-state and time-resolved spectroscopic
behaviors of DC and RC appear identical, TDDFT calculations
reveal the consequences of a single unpaired electron. In the
absence of an electron, DC is an electrophilic dicationic singlet
(So) that favors hole relaxation prior to emission. Relaxation of
the photoexcited state may also proceed through a triplet
excited state that is long-lived because of the spin forbidden
transition to the ground state. With the addition of an electron,
RC is a cationic doublet (D,) that achieves spin-pairing between
the excited electron and the «-SOMO in the excited state (D,)
through a Jahn-Teller distortion. The slow decay process in RC
proceeds through an excited state that shares the same multi-
plicity (doublet) as the ground state, but is long-lived due to its
symmetry forbidden transition. This clarification of doublet
excited state dynamics in RC is significant since it suggests that
tailoring 7-backbone flexibility should enable the development
of luminescent radicals with new and more efficient emission
properties. Furthermore, our computational studies demon-
strate the accuracy of unrestricted TDDFT for simulating the
excitations and emissions of a large, m-conjugated, open-shell
molecule like RC, which is representative of a growing class of
novel organic materials.
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