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Organic radicals and diradicaloids that are both stable and lumi-
nescent are promising candidates for molecular qubits in quantum
technologies. Here we report two new carbazole-functionalized
Chichibabin diradicaloids that in comparison to the parent com-
pound TTM-TTM exhibit a 50 nm bathochromic shift of absorption
and a 2-3-fold increase in PLQY.

Kinetically stabilized organic radicals are appealing objects of
study due to their magnetic and optical properties." Luminescent
diradicaloids additionally have two distinct open-shell states (sing-
let and triplet).”> Recently, substantial efforts have been dedicated
to designing stable molecules with multiple n-conjugated
radicals.®> However, the development of organic radicals and
diradicaloids that exhibit both bright luminescence and strong
absorption in the near-infrared (NIR) region remains a challenge.*

Following our recent discovery of the TTM-TTM® diradicaloid
(shortly after us also reported by Zhu et al. and Mesto et al.),® we
wondered to what extent its absorption and emission bands are
tuneable and its weak emission (PLQY 0.8%) can be enhanced.
In this communication, we explore the impact of two- and four-
fold carbazole donor substitution” on the optical and magnetic
properties of Chichibabin-type diradicaloids (Fig. 1).

Starting from the known tris(2,4,6-trichlorophenyl)-methyl
(TTM) radical, the iodinated precursor Cbz,-TTM-I was obtained
through a four-step sequence (Schemes S1 and S2, ESIt).® A
statistical Ullmann coupling between Cbz,-TTM-I1 and TTM-I
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delivered three products — one hetero-coupled and two homo-
coupled compounds - in overall yield of 74% (Fig. 2a and
Scheme S3, ESIT).5 The isolation of all three diradicals TTM-TTM
(24%), Cbz,-TTM-TTM (1) (33%) and Cbz, TTM-TTM-Cbz, (2)
(17%) was possible by initial silica gel chromatography, as there
is considerable difference in R¢ values (Fig. S1, ESIt). The reference
compound monoradical Cbz, TTM-HTTM-Cbz, (3), was synthe-
sized through Suzuki-Miyaura cross-coupling using Cbz,-TTM-I
and Cbz,-HTTM-Bpin as starting materials (Scheme S4, ESI+).” The
broad signal observed in the "H NMR spectrum suggests that the
unpaired electron is not fully delocalized throughout the molecule
(Fig. S49, ESIt). By contrast, both rigorously purified diradicals are
completely NMR silent, highlighting their paramagnetic character
(Fig. S43 and $45, ESIT).

Strict purification (after initial silica gel chromatography) is
essential for investigating luminescent diradicaloids, because
small amounts of the much brighter monoradicals, which are
inevitably formed during Ullmann coupling (or during
light exposure),” can lead to misleading results. To achieve
exceptionally high purity, we painstakingly optimized both the

1 TTM-TTM 2
max(Abs) 640 nm 605 nm 663 nm
Jmax(PL) 825 nm 785 nm 827 nm
PLQY (%) 2.0 0.8 2.8

Fig. 1 Chemical structure of diradicaloids 1 and 2 with key properties vs.
TTM-TTM® (gray box) (Abs: absorption; PL: photoluminescence; PLQY:
photoluminescence quantum yield).
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Fig. 2 (a) Statistical Ullmann synthesis of Chichibabin diradicaloids TTM-TTM, 1, 2 and flow-chart of purification method. (b) Representative HPLC

chromatograms (Buckyprep M, 0.5 mL min™Y). (c) High-resolution mass spectrometry (HR-MS, MALDI, positive mode) including isotopic patterns. (d)
Cyclic voltammograms (CV) at a scan rate of 100 mV s~ * (glassy carbon (working), Pt wire (counter) and Ag/Ag™ (reference) electrodes, 0.1 M "Bu,NPFg in

anhydrous CH,Cl).

post-Ullmann chemical treatment and chromatographic puri-
fication methods. For instance, with a sample of 2, we con-
ducted multiple cycles of base treatment followed by oxidation
and monitored the presence of 2 by UV-Vis spectroscopy after
each cycle (Fig. S2, ESIt).

We observed that the intensity of the charge transfer (CT)
band reached plateau after the 3rd base/oxidation cycle. The same
treatment was applied to 1. Following the base/oxidation cycles,
products 1 and 2 were purified by silica gel chromatography (short
plug) and recycling gel permeation chromatography (GPC)
(Fig. S3-S6, ESIf). HR-MS (MALDI-TOF) proved to be a reliable
indicator of compound purity, with significant deviations from the
simulated isotopic patterns observed before purification (Fig. S4
and S6, ESIt), and excellent agreement achieved after purification
(Fig. 2c and Fig. S44, S46, ESIT). High-performance liquid chro-
matography (HPLC, normal phase) corroborated the high
chemical purity of all compounds (Fig. 2b and Fig. S7, S8 ESI¥).

To shed light on the electrochemical properties, we con-
ducted cyclic voltammetry (CV) experiments. The reference
compounds Cbz,-TTM-I and 3 show a single reversible oxida-
tion at +0.45 V and +0.47 V, and reduction peaks at —0.98 V and
—1.04 V, respectively, versus the ferrocenium/ferrocene (Fc'/Fc)
couple (Fig. $9 and $10, ESIt)."® By contrast, the new diradica-
loids undergo two reversible reduction processes, similar to the
TTM-TTM molecule (Fig. 2d and Table 1 and Fig. S11 ESI}).
Moreover, 1 shows two reversible oxidation peaks at +0.47 V
and +0.89 V, which is similar to the parent compound TTM-
TTM, whereas 2 shows broad reduction peaks due to its poor
solubility and is unstable at high potential (Fig. S12, ESI{)."”

We proceeded with an investigation of photophysical proper-
ties. The UV-Vis absorption spectrum of the new diradicaloids in
toluene solution exhibits a pronounced bathochromic shift
(~55 nm) upon substitution of TTM-TTM with two or four
carbazole units, as shown in Fig. 3a.%® The reference monoradical

Table 1 Experimental and computational results on photophysical properties of the diradicaloids

Molecule Jmax [NM] (AbS)  Amax [nm] (PL) ¢ [%] AESY [keal mol™"]  AESP [kcal mol™"]  teor [ns]  |D| [MHZ] Ebednsz [V]  Ekedar [V]
TTM-TTM® 605 785 0.8 —2.13 —3.11 16 231 —0.88 —1.18
1 640 825 2.0 —1.22 —1.60 31 246 —0.96 —1.22
2 663 827 2.8 —1.19 —1.32 54 437 —1.02 —1.25
8856 | Chem. Commun., 2025, 61, 8855-8858 This journal is © The Royal Society of Chemistry 2025
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Fig. 3 (a) UV-Vis absorption spectra and photographs taken at ambient
light. (b) Photoluminescence spectra in toluene solutions of TTM-TTM, 1,
and 2. Natural transition orbitals (NTOs) with hole (h*) and electron (e™) for
(c) the singlet and (d) the triplet state lowest energy transitions of 2 (in their
optimized ground state geometry).

So—S, T,-T,

3 in contrast shows an absorption profile similar to its diradical
counterpart (Fig. S13, ESIt), but the CT band at longer wave-
lengths is much weaker (Fig. S14-516, ESIY).

Both diradicals exhibit broad emission bands in toluene, ran-
ging from 750 to 900 nm with a A, of 825 nm, which is redshifted
by approximately 35 nm compared to the parent compound, TTM-
TTM (Fig. 3b). The PLQYs were determined to be 2.0% and 2.8% for
1 and 2, respectively (Fig. S17, ESIt), representing an up to 3-fold
enhancement compared to TTM-TTM (Table 1). This suggests that
the incorporation of carbazole substituents significantly enhances
the emission efficiency, albeit to a lesser extent than in the related
monoradicals (Fig. S18, ESIt).”” The absorption maxima of both
diradicals exhibit ca. 20 nm shift with increasing solvent polarity
(Fig. S19, ESIt), indicating significant CT character. Time-dependent
density functional theory (TD-DFT) calculations (Fig. S20-S28, ESIt)
provide insights into the excited-state character of the diradicaloid
systems. The natural transition orbitals (NTOs) of compound 2,
optimized in both singlet and triplet geometries, reveal distinct
hole-electron localization. As shown in Fig. S29 (ESIT), the electronic
structure can be described by resonance between open-shell dir-
adical and closed-shell quinonoidal forms, with associated spin
states and singlet-triplet energy gaps.'® The S,—§S,; transition is
dominated by a symmetry breaking charge separation, representing
a dipole forbidden charge resonance state between the two radical
centres in the molecule (see Fig. 3c, the Sy—S; transition is
represented to 50% by the displayed NTO, the other 50% are

This journal is © The Royal Society of Chemistry 2025

View Article Online

Communication

represented by the exact mirror image). By contrast, the T; —>T,
transition is represented (to 85%) by a CT with the hole residing on
the donor carbazole units and the electron being delocalized over
the TTM-TTM backbone (Fig. 3d). These results allow us to interpret
the absorption in the visible spectrum of 2. The small band at about
790 nm will originate from the S,— S, transition, whereas the stronger
absorption band at ca. 680 nm can be assigned to the T;—T,
transition. The calculated oscillator strengths (f) for these transitions
also reflect the respective intensities (¢f Fig. 3a, ¢ and d). The
transitions for compound 1 can be assigned accordingly, however,
here, the S,—S,; transition is dipole allowed due to the non-
symmetrical structure of 1 (see NTOs in Fig. S24, ESIf). Moreover,
the calculations indicated a singlet-triplet energy gap (AEsy) of —1.22
and —1.19 keal mol ™ for 1 and 2, respectively (Table 1 and Tables S1-
S4, ESIt), which agree well with experimental results (see below).
Turning our attention to magnetic properties, we found that
reference monoradicals Cbz,-TTM-I and 3 exhibit nearly identical
electron paramagnetic resonance (EPR) spectra in toluene at
room temperature (Fig. 4a and Fig. S30, ESI}). At 190 K in liquid
toluene, both diradicaloids 1 and 2 display a sharp central peak,
accompanied by two broad shoulders in their EPR spectra. The
two broad shoulders correspond to the dominant diradical
species, as shown in the inset of Fig. 4a. We successfully
simulated the data with the diradical species modelled as a
spin-triplet state characterized by a zero-field splitting parameter
(|D]) (Fig. S31, S32 and Tables S5, S6 ESIt). The fitted values of |D|
are 246 MHz for 1 and 437 MHz for 2, reflecting the strength of
the dipolar interaction within the radical pair.'* Notably, these
values both exceed that of the parent derivative TTM-TTM (231
MHz),” indicating that the presence of the donor moiety influ-
ences the dipolar interaction within the radical pair, likely
through modifications in the electronic structure and spatial
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Fig. 4 (a) EPR spectra of 1, 2 and 3 in toluene at 190 K, inset: normalised
zoom spectra, the arrows indicate the shoulders related to the diradical
species. (b) Half-field transitions of the 1 and 2 in toluene at 170 K. VT-EPR
spectra of powder samples (c) 1, (d) 2 from 320 to 100 K. Insets: The solid
lines are the fitting curves according to the Bleaney—-Bowers equation.
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distribution of the unpaired spins. Moreover, a rotational corre-
lation time (¢.orr) Of 16 ns, 31 ns, and 54 ns (at 190 K in toluene)
for TTM-TTM, 1, and 2, respectively, is consistent with the
expected variation (increase) in the molecular hydrodynamic
radius upon the addition of carbazole units. Additionally, the
observation of the forbidden Amg = +2 transition (half-field)
confirms the diradical character, as this transition is specific to
triplet-state species exhibiting substantial spin-spin interactions
(Fig. 4b). The variable-temperature (VT) EPR measurements (320-
100 K) in powder show that the spectral intensity decreases with
decreasing temperature, suggesting a singlet open-shell ground
state as previously also observed for the parent compound TTM-
TTIM (Fig. 4c and d).> The AEgp was estimated by fitting the EPR
curves using the Bleaney-Bowers equation.® The values obtained
were —1.60 and —1.32 kcal mol ! for 1 and 2, respectively, which
are lower than that of TTM-TTM (—3.11 kcal mol ™), these values
are in excellent agreement with the DFT calculations (Table 1).

In conclusion, our findings demonstrate that the magnetic
and optical properties of kinetically stabilized trityl diradica-
loids are tunable by carbazole substitution. These insights will
guide future work from diradicaloids to polyradicaloids.®
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