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One-electron chemical reduction of 10-(dimesitylboryl)-N,N-di-p-tolylbenzolc]phenanthrene-4-amine

(3-B(Mes),-[4]helix-9-N(p-Tol)z) 1 and 13-(dimesitylboryl)-N,N-di-p-tolyldibenzolc,glphenanthrene-8-

) ) amine (3-B(Mes),-[5]helix-12-N(p-Tol),) 2 gives rise to monoanions with extensive delocalization over
iig:;i%z%nézw 5821 the annulated helicene rings and the boron p, orbital. Two-electron chemical reduction of 1 and 2
produces open-shell biradicaloid dianions with temperature-dependent population of the triplet states

DOI: 10.1035/d1sc02409d due to small singlet-triplet gaps. These results have been confirmed by single-crystal X-ray diffraction,
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Introduction

Three-coordinate organoboron compounds have attracted
much attention for various optical and optoelectronic applica-
tions.* Because of its empty p, orbital, the boron functions as
a strong electron acceptor and spin carrier. Isolation of stable
boron-containing radicals is important both in fundamental
chemistry and in practical applications, such as chemical
sensors, organic synthesis and polymerizations.” Consequently,
investigation of the spin density distribution associated with
borane radicals has attracted increasing interest.?”*** Stabilized
by delocalization of the unpaired electron on two or more boron
atoms, a number of radicals of diboryl compounds and poly-
borane clusters have been isolated.* However, mononuclear
boron radicals are still relatively rare. Reduction of triarylbor-
anes has been studied since the 1920s,® in systems in which the
boron radical was stabilized by steric shielding to prevent
bimolecular reactivity or coupled with spin delocalization via 7t-
conjugation.

Spin-delocalization is an inherent feature of m-conjugated
open-shell molecules containing one or more unpaired
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EPR and UV/vis-NIR spectroscopy, and DFT calculations.

electrons.® Helicenes are ortho-fused polycyclic aromatic
hydrocarbons with nonplanar distorted molecular orbitals.”
Spin-delocalization through helical backbones adds an inter-
esting element of chirality. The unique inherent optical and
magnetic properties resulting from unpaired electron spin
delocalization within helical 7-systems are of fundamental
interest to the design and development of organic optoelec-
tronic materials and devices.

Recently, we reported the synthesis, photophysical, and
electronic properties of triarylborane-based helical donor and
acceptor compounds (3-B(Mes),-[4]helix-9-N(p-Tol),) 1 and (3-
B(Mes),-[5]helix-12-N(p-Tol),) 2.* The donor- and acceptor-
substituted nonplanar aromatic rigid helicene derivatives
exhibit moderate to high fluorescence quantum yields in solu-
tion, and up to 1.00 in the solid state, which are higher than
those reported for the unsubstituted helicenes.” Such D-m-A
compounds possess large electric dipole moments in the
excited state, exhibiting strong intramolecular charge-transfer
(ICT) emission, which make them attractive for various appli-
cations.”' Zhao and co-workers also disclosed a triarylborane-
based [5]helicene with enhancement of the fluorescence effi-
ciency or full-color circularly polarized luminescence."* Herein,
we report the stepwise chemical reduction of the D-helix-A
compounds 1 and 2 to produce their corresponding mono-
anions and dianions. The structures of products were
confirmed by single crystal X-ray diffraction. We also investi-
gated the reduced monoanion and dianion species by EPR
spectroscopy and theoretical calculations.

Results and discussion

We previously reported cyclic voltammetry studies of 1 and 2,
which revealed two reversible reductions at —2.29, —2.72 V (vs.

© 2021 The Author(s). Published by the Royal Society of Chemistry
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Fc/Fc') and —2.29, —2.71V (vs. Fc/Fc'), respectively, in THF with
[nBu,N][PFs] as the supporting electrolyte.® The appearance of
two reversible reduction peaks suggested that their singly and
doubly reduced species might be stable enough for isolation.
We therefore carried out the stepwise chemical reduction of 1
and 2 to isolate their respective monoanions and dianions, and
to study their structural and electronic properties. Compounds
1 and 2 also show similar reversible oxidations, indicating that
the oxidized species might also be stable enough for isolation.
However, we could not isolate the radical cations of either 1 or 2,
possibly due to subsequent reaction of the triarylamine radical,
as observed in earlier studies."*

The reduction of 1 and 2 with 1.0 equiv. of [K(18-crown-
6)(THF),] naphthalenide (3) in THF at room temperature
afforded dark red solutions. Upon slow diffusion of dry n-
pentane into the reaction mixture, dark red crystals of the
radical monoanion salts 1-K; and 2-K; were obtained in 76%
and 70% yields, respectively. Upon addition of 2.5 equiv. of 3 in
THF, the color of the solution changed to dark blue. By slow
diffusion of dry n-pentane into the reaction mixture, dark blue
crystals of the dianion salt 1-K, and a disordered 1 : 1 co-crystal
of 2-K; and 2-K, were obtained in 60% and 68% yields,
respectively (Scheme 1).

The structures of the monoanions 1-K; and 2-K; were
confirmed by single-crystal X-ray diffraction, as depicted in
Fig. 1. We were unable to obtain single crystals of the dianions
1-K, and 2-K,. However, a 1 : 1 co-crystal of 2-K; and 2-K, was
formed (2-K;/2-K,, Fig. 1c). In 2-K;/2-K,, the B(Mes), group is
disordered and one of the K(18-crown-6) moieties lies on an
inversion center and is completely disordered via inversion
symmetry (see Fig. 2). The potassium atom is offset from the
inversion center by 50% to the ‘outer’ helicene and 50% to the
centrosymmetric one. Hence, 50% dianion and 50% mono-
anion are present in the crystal structure and are disordered via
inversion. We assume that both mono- and dianion were
present and co-crystallized resulting in 1.5 K(18-crown-6)
moieties per molecule. It is most likely that the monoanion
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and dianion have very similar molecular configurations and
that the influence of the second reduction on the structural
parameters is relatively small. However, the presence of slightly
different geometries is reflected in enlarged anisotropic
displacement parameters and in the disorder of the B(Mes),
moiety; thus, it is not possible to comment further on bond
distances within the monoanionic and dianionic helicene units.

In 1-K;, no interaction is observed between the potassium
cation and the helicene core. Instead, the potassium ion is
coordinated by 18-crown-6 and two THF molecules (Fig. 1a).
However, in 2-K; and the co-crystal 2-K;/2-K,, the potassium
ions interact weakly with the helicene moieties, i.e., with the
helical terminal ring P1 bonded to boron and the helical ring P7
next to P1 (Fig. 1b, c and S4 in the ESI}). While the anions and
cations stack in an alternating fashion in 2-K, (Fig. S4%), in
2-K4/2-K, the mono- and dianion alternate with the cations
exhibiting a disordered, centrosymmetric sandwich packing
arrangement with a THF-K(18-crown-6)-helicene-K(18-crown-
6)-helicene-K(18-crown-6)-THF sequence (Fig. 2). The K:--C
distances are in the range 3.206(3)-3.534(3) A in 2-K;, and
3.083(4)-3.461(4) A in 2-K,/2-K, (Table $2}), respectively, which
is considerably below the sum of the van der Waals radii of 4.45
A. Notably, there is no direct interaction between the potassium
ion and the nitrogen or boron atoms. However, in the singly
reduced species, 1-K;, 2-K; and 2-K;/2-K,, the B-C(helicene)
bond is significantly shortened by —0.024 to —0.035 (3) A with
respect to their neutral state, and possibly further for 2-K;/2-K,,
but the esds for the latter structure do not allow an accurate
analysis (Table S2%), which can be explained by the enhance-
ment of m-B-C(helicene) character via the newly populated
MOs (vide infra). As a result, the B-C(mesitylene) bonds are
slightly lengthened by ca. +0.012 to +0.026 (2-4) A in the radical
monoanions. In the monoanion 1-Kj, the torsion angle between
the BC; plane and the helical terminal ring P1 (4.93(7)°) is
significantly smaller than that in the neutral compound 1
(24.30(6)°). In the reduced anions 2-K; and 2-K;/2-K,, torsion
angles are similar to those in the neutral species 2. However, as
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Scheme 1 Stepwise reduction of 1 and 2 using [K(18-crown-6)(THF),] naphthalenide (3) in THF to give rise to the corresponding monoanions

and dianions, D = di-p-tolylamino.
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Fig.1 Molecular structures of racemic 1-K; (a), 2-K; (b) and 2-K;/2-K; (c) in the solid state at 100 K. Hydrogen atoms and solvent molecules (THF)
in 1-K; are omitted for clarity. For 2-K3/2-K;, the B(Mes), group and the upper 18-crown-6 with potassium ion are disordered. P1 and P7 refer to
the planes of the arene rings.

noted above, interaction is observed between the potassium ion  the helicene core. With respect to the NC; plane, a decrease of
and the helicene core next to boron (P1 and P7). These results the sum of C-N-C angles is observed from 359.40(14)° and
indicate delocalization of the single electron between boron and  359.98(11)° in the neutral compounds 1 and 2, respectively, to

disorder

Fig.2 Molecular structure of the racemic, disordered 1 : 1 co-crystal of 2-K; and 2-Kj, in the solid state at 100 K. Hydrogen atoms are omitted for
clarity. Only one of the two disordered B(Mes), groups is shown. The central [K(18-crown-6)]* moiety is disordered by 50% via inversion
symmetry, with the K atom shifted off-center towards the [5]-helicene molecules. Both centrosymmetric configurations, each occupied by 50%,
are shown.
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http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d1sc02409d

Open Access Article. Published on 27 July 2021. Downloaded on 7/18/2025 10:29:43 PM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

Edge Article
V(103 cm™)
32 24 16 8
40T T T T
3.5 K,
| — 2K,
o4\ e 'K,
yvy - .. 2K,
254,
g 1
£ :
Z 2.0
154 .|
1.0
054 S\ e
0.0 ; : : " . : l-.'.':l::.-.-'..,-.l...
500 750 1000 1250 1500
A (nm)

Fig. 3 UV/vis-NIR absorption spectra of 1-Ky, 2-K3, 1-K5, and 2-K; in
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355.51(16)° and 355.5(2)° in the reduced compounds (Table
S21), which indicates some degree of localization of the N lone
pair at the nitrogen atom in the latter.

The UV/vis-NIR absorption spectra of 1-Kj, 2-Ky, 1-K,, and
2-K, were recorded in Et,O under argon (Fig. 3). The lowest-
energy bands of 1-K;, 2-K;, 1-K,, and 2-K, appear at 1104,
1176, 972 and 954 nm, respectively, which are dramatically red-
shifted compared with those of the neutral compounds 1 and 2
(398 and 433 nm for 1 and 2 in THF, respectively). In contrast to
the intense emission from solutions of neutral compounds 1
and 2,® there was no detectable emission from the monoanions
and dianions in the NIR region.

Even though we were not successful in isolating the products
of the chemical oxidation of compounds 1 and 2, which is in
agreement with the observation that some triarylamines tend to
form unstable short-lived radicals,"” we were able to investigate
the properties of the radical cations by performing UV/vis-NIR
spectroelectrochemical measurements in CH,Cl,/0.1 M
[nBu,N][PF,] as depicted in Fig. 4. The lowest-energy absorp-
tions of cations of 1 and 2 occur at 1071 and 972 nm,
respectively.
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Fig. 4 UV/vis-NIR spectroelectrochemistry of the oxidation of 1 and 2 in DCM (0.1 M [nBu4N][PFg]).

dy"/dB

352 353 354

349 350 351

magnetic field (mT)

dy"/dB

352 353 354

349 350 351

magnetic field (mT)

Fig.5 Experimental (black) and simulated (red) CW X-band EPR spectra of 1-K; (left) and 2K (right) in THF at room temperature. The simulation
parameters are as follows: for 1-Ky, giso = 2.0028, a(B) = 12.7 MHz (4.53 G), a(H) = 10.8 MHz (3.85 G), 9.2 MHz (3.28 G), and 1.7 MHz (0.61 G); for
2-Ky, giso = 2.0028, a(B) = 11.9 MHz (4.25 G), a(H) = 10.0 MHz (3.57 G), 8.8 MHz (3.14 G), and 2.3 MHz (0.82 G).
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EPR spectra of the radical monoanions of 1-K; and 2-K;
were measured in THF at room temperature (Fig. 5). These
species have boron hyperfine couplings (giso = 2.003, a(*'B) =
4.5 G for 1-K; and gis,, = 2.003, a(*'B) = 4.2 G for 2-Ky,
respectively) which are smaller than those of other triarylborane
radical monoanions, such as [Ph;B]™ (7.84 G)** and [Mes;B]~
(9.87 G).** The relatively low values for the boron hyperfine
couplings indicate that the spin density is delocalized onto the
annulated rings of the respective helicenes in 1-K; and 2-Ky,
which is in agreement with the calculated spin densities of
these monoanions, vide infra. A good fit to the experimental
data is obtained by considering couplings to the three protons
of the adjacent benzene ring of the helicene.

Temperature-dependent EPR spectra of 1-K, and 2-K, were
recorded in THF (Fig. 6 and S5-S8]). Fitting the Bleaney-Bowers
equation to our data provided the singlet-triplet (S-T) energy
gaps of 4.3 and 4.7 k] mol " for 1-K, and 2-K,, respectively. This
small energy difference leads to an equilibrium between the two
states at room temperature, where the S and T population ratios
are 85:15 and 87:13 for 1K, and 2-K,, respectively. It is
important to note that we cannot exclude the presence of small
amounts of the monoanions in the samples of 1-K, and 2-K,.
Solid state EPR spectra of 1-K, and 2-K, were recorded at 145 K
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(Fig. S9 and S10%). The weak half-field signal at 167.5 mT
observed for 1-K, is characteristic of the triplet state. However,
for 2-K,, the corresponding half-field signal could not be
observed.

In order to investigate the electronic structure of 1-K; and
2-K;, we performed spin-unrestricted DFT calculations on their
corresponding naked radical monoanions 1'~ and 2"~ featuring
doublet ground states. The geometries were optimized without
symmetry constraints using the UMO062X functional™ in
combination with the 6-31+G(d) basis set.’® Spin density plots
(Fig. 7) of 1'~ and 2"~ indicate that the radicals are delocalized
over the annulated helicene rings and the boron p, orbital. This
agrees well with the EPR measurements. The simulated UV/vis-
NIR absorption spectrum of 1'~ displays two low energy local
excited (LE) transitions at 1117 and 917 nm (Table S3}),
respectively, in excellent agreement with the experimentally
observed transitions at 1104 and 990 nm. These transitions
have relatively high oscillator strengths and are mostly transi-
tions between the SOMO and LUMO (Fig. S13%), which lead to
LE states. The lowest energy transitions for the radical 2'~ were
calculated to be at 1187 and 977 nm (exp.: 1176 and 1030 nm).
While the major contribution to the first excited state is again
attributed to a SOMO — LUMO transition, the second excited

A(a.u.)

200 210 220 230 240 250 260 270 280 290
T (K)

251
24t
23t
221
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Fig. 6 The dependence of the CW X-band EPR spectra (left) and double-integrated EPR intensity (A) (right) on the temperature of 1-K, (a and b)
and 2-Ks (c and d) in THF. Bleaney—Bowers fits to the variable-temperature EPR data gave S—T energy gaps of 4.3 and 4.7 kJ mol~* for 1-K, and

2-K,, respectively.
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Fig.7 Spin density plots of 1-K; (doublet) and 2- K, (doublet), calculated as naked 11~ and 21~ species. H-atoms are omitted for clarity. Isovalue: &
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state involves contributions from LUMO+1 to LUMO+4, with
both states characterized as LE states.

A multireference approach such as NEVPT2 is able to
describe open-shell biradical structures very accurately.
However, it is too demanding for the structures 1-K, and 2-K,
without using model systems and, in addition, some of us
found that the single-reference broken-symmetry DFT
approaches are often sufficiently accurate.'® Thus, calculations
for dianions 1-K, and 2-K, (as the naked species 1>~ and 2°7)
were carried out using the UMO062X functional and the 6-
31++G(d) basis set in combination with the SMD variation of
PCM." The HOMO and LUMO in the unrestricted (UM062X)
method were allowed to mix in order to destroy o~ and spatial
symmetries. Within this approximation, an open-shell biradical
Sy state would be described as a mixture of the singlet and
triplet states, as indicated by an expectation value ({S*)) of about
1.0. If the energy difference between the orbitals is sufficiently
small but not zero, the (%) value is between one and zero, and
the system can be described as “biradicaloid”.'® The energy
splitting arises from possible interactions between both radical
centers. For the dianions 1-K, and 2-K,, biradicaloid S, open-
shell systems are found to be the most stable electron config-
urations (Table 1). The small (%) values of 0.3188 and 0.3950
indicate significant admixture of the S, closed-shell state to the
open-shell wavefunction. However, we recognize a strong
influence of the environmental model, e.g, gas phase

Table 1 Expectation values and relative energies of lowest states for
the dianions 1-K, and 2-K; (as 12~ and 2%7). Calculations were per-
formed at the (UIM062X/6-31++G(d)/SMD = Et,0 level of theory

State (8% AE® (I mol™")  AE,g” (k] mol ™)
1>~ S, (open-shell) 0.3188 0 +31

So (closed-shell)  0.0000 +2 —

T, (vertical)® 2.0193  +47 —

T, 2.0261 +16 —
2>~ S, (open-shell) 0.3950 0 +23

So (closed-shell)  0.0000 +34 —

T, (vertical)® 2.0255  +39 —

T, 2.0355 +12 —

“ Energy relative to S, open-shell system. ” Energy difference between
highest o-B in the S, open-shell system. © Geometry of S, open-shell.

© 2021 The Author(s). Published by the Royal Society of Chemistry

calculations give larger values ((S*) = 0.8097 for 1-K, and (S”) =
0.8048 for 2-K,), but the relative stability of open-shell S,
remains the same (Table S6%). The calculated adiabatic singlet-
triplet energy gaps are 16.4 kJ mol " for the dianion 1-K, and
11.6 k] mol ™" for 2-K,, which is in a reasonable agreement with
the Bleaney-Bowers fits of the variable-temperature EPR data.
Frontier molecular orbitals (FMOs) of 1-K, and 2-K, as open-
shell singlet and triplet with and without SMD are shown in
Fig. S14-S21.1 There is significant B(p,)-aryl(helicene) interac-
tion in the FMOs of the open-shell singlet structures, which
leads to a shortening of the B-C bond lengths of —0.013 to
—0.018 A with respect to their neutral states (Tables S4 and S57),
and which is in agreement with the experimentally obtained X-
ray data for 2-K,/2-K, (vide supra). The energy difference
between the two highest o and P orbitals (AE,p) is
31.36 k] mol™* for 1-K, and 23.35 kJ mol " for 2-K,, respec-
tively. However, larger splittings are found for the gas phase
calculation (AE,5 = 39.85 and 37.92 k] mol " for 1-K, and 2-K,),
in which we observe significant demixing between open-shell
and closed-shell singlet states as indicated by the larger (S?)
values in the gas phase.

In general, the energy difference between closed- and open-
shell singlet and triplet states in these systems is small, which
is in qualitative agreement with the EPR spectra (vide supra).
The overestimation of the singlet-triplet energy gap might result
because the influence of the counter-ion is neglected.* This was
probed by a single point calculation on the experimental
geometrical parameters obtained for 2-K;/2-K,, ie., in the
presence of the counterions. While ($*) drops to 0.1537 indi-
cating significant demixing, the vertical singlet triplet gap
decreases to 18 k] mol . Thus, it is feasible that the adiabatic
gap is also further decreased. Additionally, due to the delocal-
ization error of DFT functionals,?® the interaction between both
radical centers might be overestimated. Computations to
investigate the influence of both error sources are under way.

Conclusions

We have reduced triarylborane-based helical donor-acceptor
compounds 1 and 2 stepwise and obtained the corresponding
monoanions and dianions. We were able to isolate and struc-
turally characterize the monoanions 1-K;, 2-K; and a 1: 1 co-
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crystal of 2-K;/2-K,. All species (1-Ky, 2-K;, 1-K, and 2-K,) were
investigated by UV/vis-NIR absorption, EPR spectroscopy, and
theoretical calculations. DFT calculations and the EPR analysis
clearly revealed that the unpaired electron in both radical
anions is delocalized over the annulated helicene rings and the
boron p, orbital. This is supported by changes observed in the
crystal structures on reduction, e.g., the B-C(helicene) bond
shortening. The broken-symmetry DFT approach indicates that
both dianions 1:K, and 2-K, can best be described as
biradicaloid systems with significant admixing of the closed-
shell S, state. In addition, the properties of the radical cations
of 1 and 2 were investigated by spectroelectrochemistry. Our
results provide insights into helicene-based redox-active
systems which may prove useful in the design of new heli-
cenes for applications in materials chemistry.

Data availability

All experimental procedures, computational data, xyz coordi-
nates for the calculated structures, and spectroscopic data can
be found in the ESL.}

Author contributions

X.J. and Z. W. performed the experiments; J. N. and F. F. did the
DFT calculations supervised by B. E.; A. F., Z. W. and J. K.
carried out X-ray crystallographic studies; I. K. carried out EPR
spectroscopy supervised by H. B.; M. M. carried out spec-
troelectrochemical measurements supervised by C. L.; T. B. M.
supervised the overall project; all authors were involved in the
preparation of the manuscript.

Conflicts of interest

The authors declare no conflict of interest.

Acknowledgements

Funding from the Julius-Maximilians-Universitdt Wiirzburg and
the Deutsche Forschungsgemeinschaft (DFG) (MA4471/8-1, and
GRK 2112) is gratefully acknowledged. X. J. thanks the Alex-
ander von Humboldt Foundation for a postdoctoral fellowship.
J. N. thanks the DFG for a Return Fellowship (N11737/2-1). Z. W.
thanks the China Scholarship Council for a PhD scholarship. F.
F. thanks the Coordenacdo de Aperfeicoamento de Pessoal de
Nivel Superior (CAPES) and the Alexander von Humboldt
Foundation for a Capes-Humboldt postdoctoral fellowship.

References

1 (a) C. D. Entwistle and T. B. Marder, Angew. Chem., Int. Ed.,
2002, 41, 2927-2931; (b) C. D. Entwistle and T. B. Marder,
Chem. Mater., 2004, 16, 4574-4585; (c) S. Yamaguchi and
A. Wakamiya, Pure Appl. Chem., 2006, 78, 1413-1424; (d)
F. Jakle, Coord. Chem. Rev., 2006, 250, 1107-1121; (e)
N. Matsumi and Y. Chujo, Polym. J., 2007, 40, 77-89; (f)
M. Elbing and G. C. Bazan, Angew. Chem., Int. Ed., 2008,

1870 | Chem. Sci., 2021, 12, 11864-11872

View Article Online

Edge Article

47, 834-838; (g) Z. M. Hudson and S. Wang, Acc. Chem.
Res., 2009, 42, 1584-1596; (k) T. W. Hudnall, C.-W. Chiu
and F. P. Gabbai, Acc. Chem. Res., 2009, 42, 388-397; (i)
F. Jakle, Chem. Rev., 2010, 110, 3985-4022; (/) C. R. Wade,
A. E. J. Broomsgrove, S. Aldridge and F. P. Gabbai, Chem.
Rev., 2010, 110, 3958-3984; (k) Z. M. Hudson and S. Wang,
Dalton Trans., 2011, 40, 7805-7816; (I) A. Wakamiya and
S. Yamaguchi, Bull. Chem. Soc. Jpn., 2015, 88, 1357-1377;
(m) Z.-B. Sun, S.-Y. Li, Z.-Q. Liu and C.-H. Zhao, Chin.
Chem. Lett., 2016, 27, 1131-1138; (n) G. Turkoglu,
M. E. Cinar and T. Ozturk, Molecules, 2017, 22, 1522; (0)
L. Ji, S. Griesbeck and T. B. Marder, Chem. Sci., 2017, 8,
846-863; (p) S.-Y. Li, Z.-B. Sun and C.-H. Zhao, Inorg.
Chem., 2017, 56, 8705-8717; (gq) E. von Grotthuss, A. John,
T. Kaese and M. Wagner, Asian J. Org. Chem., 2018, 7, 37-
53; (r) F. Rauch, S. Fuchs, A. Friedrich, D. Sieh,
I. Krummenacher, H. Braunschweig, M. Finze and
T. B. Marder, Chem. -Eur. J., 2020, 26, 12794-12808; (s)
F. Rauch, P. Endres, A. Friedrich, D. Sieh, M. Héihnel,
I. Krummenacher, H. Braunschweig, M. Finze, L. Ji and
T. B. Marder, Chem. -Eur. J., 2020, 26, 12951-12963; (t)
J.-F. Chen, X. Yin, B. Wang, K. Zhang, G. Meng, S. Zhang,
Y. Shi, N. Wang, S. Wang and P. Chen, Angew. Chem., Int.
Ed., 2020, 59, 11267-11272; (&) Z. Wu, J. Nitsch, J. Schuster,
A. Friedrich, K. Edkins, M. Loebnitz, F. Dinkelbach,
V. Stepanenko, F. Wiirthner, C. M. Marian, L. Ji and
T. B. Marder, Angew. Chem., Int. Ed., 2020, 59, 17137-
17144; (v) J. L. Carden, A. Dasgupta and R. L. Melen, Cherm.
Soc. Rev., 2020, 49, 1706-1725; (w) H. Budy, ]J. Gilmer,
T. Trageser and M. Wagner, Eur. J. Inorg. Chem., 2020,
2020, 4148-4162; (x) T. Kaehler, A. John, T. Jin, M. Bolte,
H.-W. Lerner and M. Wagner, Eur. J. Org. Chem., 2020,
2020, 5847-5851; (¥) S. E. Prey and M. Wagner, Adv. Synth.
Catal., 2021, 363, 2290-2309; (z) S. M. Berger, M. Ferger
and T. B. Marder, Chem. —-Eur. J., 2021, 27, 7043-7058; (aa)
S. M. Berger and T. B. Marder, Mater. Horizons, 2021, DOLI:
10.1039/d1mh00696g.

(@) C. Ollivier and P. Renaud, Chem. Rev., 2001, 101, 3415-
3434; (b) W. Kaim, N. S. Hosmane, S. Zali$, J. A. Maguire
and W. N. Lipscomb, Angew. Chem., Int. Ed., 2009, 48,
5082-5091; (¢) P. Renaud, in Boron in Radical Chemistry, in:
Encyclopedia of Radicals in Chemistry, Biology and Materials,
John Wiley & Sons, Ltd, 2012; (d) Y. Su and R. Kinjo, Coord.
Chem. Rev., 2017, 352, 346-378.

(@) P. P. Power, Chem. Rev., 2003, 103, 789-810; (b) W. Yang,
K. E. Krantz, L. A. Freeman, D. A. Dickie, A. Molino,
G. Frenking, S. Pan, D. J. D. Wilson and R. ]. Gilliard,
Angew. Chem., Int. Ed., 2020, 59, 3850-3854.

(@) W. ]J. Grigsby and P. P. Power, Chem. Commun., 1996,
2235-2236; (b) W. ]. Grigsby and P. Power, Chem. -Eur. J.,
1997, 3, 368-375; (¢) A. Hibner, A. M. Diehl,
M. Diefenbach, B. Endeward, M. Bolte, H. W. Lerner,
M. C. Holthausen and M. Wagner, Angew. Chem., Int. Ed.,
2014, 53, 4832-4835; (d) L. Ji, R. M. Edkins, A. Lorbach,
I.  Krummenacher, C. Briickner, A. Eichhorn,
H. Braunschweig, B. Engels, P. J. Low and T. B. Marder, J.
Am. Chem. Soc., 2015, 137, 6750-6753; (e) A. Hiibner,

© 2021 The Author(s). Published by the Royal Society of Chemistry


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d1sc02409d

Open Access Article. Published on 27 July 2021. Downloaded on 7/18/2025 10:29:43 PM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

Edge Article

T. Kaese, M. Diefenbach, B. Endeward, M. Bolte,
H.-W. Lerner, M. C. Holthausen and M. Wagner, J. Am.
Chem. Soc., 2015, 137, 3705-3714; (f) J. Krebs, M. Haehnel,
I. Krummenacher, A. Friedrich, H. Braunschweig, M. Finze,
L. Ji and T. B. Marder, Chem. —Eur. J., 2021, 27, 8159-8167.
(@) E. Krause and H. Polack, Ber. Dtsch. Chem. Ges., 1926, 59,
777-785; (b) E. Krause and H. Polack, Ber. Dtsch. Chem. Ges.,
1928, 61, 271-276; (c¢) E. Krause and P. Nobbe, Ber. Dtsch.
Chem. Ges., 1930, 63, 934-942; (d) J. E. Leffler, G. B. Watts,
T. Tanigaki, E. Dolan and D. S. Miller, J. Am. Chem. Soc.,
1970, 92, 6825-6830; (e) J. J. Eisch, T. Dluzniewski and
M. Behrooz, Heteroat. Chem., 1993, 4, 235-241; (f) T. L. Chu
and T. J. Weismann, J. Am. Chem. Soc., 1956, 78, 23-26; (g)
R. B. Fox, T. R. Price, R. F. Cozzens and J. R. McDonald, J.
Chem. Phys., 1972, 57, 2284-2290; (k) W. Kaim and
A. Schulz, Angew. Chem., Int. Ed. Engl., 1984, 23, 615-616;
({) M. M. Olmstead and P. P. Power, J. Am. Chem. Soc.,
1986, 108, 4235-4236; (j) A. Schulz and W. Kaim, Chem.
Ber., 1989, 122, 1863-1868; (k) C.-W. Chiu and F. P. Gabbali,
Angew. Chem., Int. Ed., 2007, 46, 1723-1725; (I) T. Kushida
and S. Yamaguchi, Organometallics, 2013, 32, 6654-6657.
(@) Y. Morita, S. Suzuki, K. Sato and T. Takui, Nat. Chem.,
2011, 3, 197; (b) R. Hicks, Stable Radicals: Fundamentals
and Applied Aspects of Odd-Electron Compounds, John Wiley
& Sons, Chichester, 2011; (¢) Z. Sun, Z. Zeng and J. Wu, Acc.
Chem. Res., 2014, 47, 2582-2591; (d) T. Akasaka, A. Osuka,
S. Fukuzumi, H. Kandori and Y. Aso, Chemical Science of -
Electron Systems, Springer, Tokyo, 2015; (e) T. Kubo, Chem.
Rec., 2015, 15, 218-232.

(@) Y. Shen and C.-F. Chen, Chem. Rev.,2012,112, 1463-1535;
(b) M. Gingras, Chem. Soc. Rev., 2013, 42, 968-1006; (c)
M. Gingras, G. Felix and R. Peresutti, Chem. Soc. Rev., 2013,
42, 1007-1050; (d) M. Gingras, Chem. Soc. Rev., 2013, 42,
1051-1095; (e) C.-F. Chen and Y. Shen, Helicene Chemistry:
From Synthesis to Applications, Springer, Berlin, 2017; (f)
K. Dhbaibi, L. Favereau and J. Crassous, Chem. Rev., 2019,
119, 8846-8953; (g) E. S. Gauthier, R. Rodriguez and
J. Crassous, Angew. Chem., Int. Ed., 2020, 59, 22840-22856;
(k) T. Mori, Chem. Rev., 2021, 121, 2373-2412.

X. Jia, J. Nitsch, L. Ji, Z. Wu, A. Friedrich, F. Kerner, M. Moos,
C. Lambert and T. B. Marder, Chem. —Eur. J., 2019, 25, 10845—
10857.

(@) M. Sapir and E. V. Donckt, Chem. Phys. Lett., 1975, 36,
108-110; (b) J. B. Birks, D. J. S. Birch, E. Cordemans and
E. Vander Donckt, Chem. Phys. Lett., 1976, 43, 33-36; (c)
H. Sakai, T. Kubota, J. Yuasa, Y. Araki, T. Sakanoue,
T. Takenobu, T. Wada, T. Kawai and T. Hasobe, J. Phys.
Chem. C, 2016, 120, 7860-7869.

10 (@) Z. Yuan, N. ]J. Taylor, T. B. Marder, I. D. Williams,

S. K. Kurtz and L.-T. Cheng, J. Chem. Soc., Chem. Commun.,
1990, 1489-1492; (b) M. Lequan, R. M. Lequan and
K. C. Ching, J. Mater. Chem., 1991, 1, 997-999; (c)
M. Lequan, R. M. Lequan, K. C. Ching, M. Barzoukas,
A. Fort, H. Lahoucine, G. Bravic, D. Chasseau and
J. Gaultier, J. Mater. Chem., 1992, 2, 719-725; (d) Z. Yuan,
N. ]J. Taylor, Y. Sun, T. B. Marder, I. D. Williams and
C. Lap-Tak, J. Organomet. Chem., 1993, 449, 27-37; (e)

© 2021 The Author(s). Published by the Royal Society of Chemistry

11

12

13

14

15

16

View Article Online

Chemical Science

Z. Yuan, N. J. Taylor, R. Ramachandran and T. B. Marder,
Appl. Organomet. Chem., 1996, 10, 305-316; (f) C. Branger,
M. Lequan, R. M. Lequan, M. Barzoukas and A. Fort, J.
Mater. Chem., 1996, 6, 555-558; (g) Z. Yuan, J. C. Collings,
N. J. Taylor, T. B. Marder, C. Jardin and J.-F. Halet, J. Solid
State Chem., 2000, 154, 5-12; (h) Z.-q. Liu, Q. Fang,
D. Wang, G. Xue, W.-t. Yu, Z.-s. Shao and M.-h. Jiang,
Chem. Commun., 2002, 2900-2901; (i) Z.-q. Liu, Q. Fang,
D. Wang, D.-x. Cao, G. Xue, W.-t. Yu and H. Lei, Chem.
~Eur. J., 2003, 9, 5074-5084; (j) D. X. Cao, Z. Q. Liu,
Q. Fang, G. B. Xu, G. Xue, G. Q. Liu and W. T. Yu, J.
Organomet. Chem., 2004, 689, 2201-2206; (k) M. Charlot,
L. Porres, C. D. Entwistle, A. Beeby, T. B. Marder and
M. Blanchard-Desce, Phys. Chem. Chem. Phys., 2005, 7,
600-606; (/) L. Porres, M. Charlot, C. D. Entwistle,
A. Beeby, T. B. Marder and M. Blanchard-Desce, in Optics
and Photonics 2005, SPIE, 2005, vol. 5934, p.12; (m)
Z. Yuan, C. D. Entwistle, J. C. Collings, D. Albesa-Jové,
A. S. Batsanov, J. A. K. Howard, N. J. Taylor, H. M. Kaiser,
D. E. Kaufmann, S.-Y. Poon, W.-Y. Wong, C. Jardin,
S. Fathallah, A. Boucekkine, J.-F. Halet and T. B. Marder,
Chem. —Eur. J., 2006, 12, 2758-2771; (n) J. C. Collings,
S.-Y. Poon, C. Le Droumaguet, M. Charlot, C. Katan,
L.-O. Palsson, A. Beeby, J. A. Mosely, H. M. Kaiser,
D. Kaufmann, W.Y. Wong, M. Blanchard-Desce and
T. B. Marder, Chem. -Eur. J., 2009, 15, 198-208; (o)
N. S. Makarov, S. Mukhopadhyay, K. Yesudas, ]J.-L. Brédas,
J. W. Perry, A. Pron, M. Kivala and K. Millen, J. Phys.
Chem. A, 2012, 116, 3781-3793; (p) M. Meier, L. Ji,
J.  Nitsch, 1. Krummenacher, A. Deissenberger,
D. Auerhammer, M. Schifer, T. B. Marder and
H. Braunschweig, Chem. -Eur. J., 2019, 25, 4707-4712; (q)
J. Merz, A. Steffen, ]J. Nitsch, J. Fink, C. B. Schiirger,
A. Friedrich, I. Krummenacher, H. Braunschweig,
M. Moos, D. Mims, C. Lambert and T. B. Marder, Chem.
Sci., 2019, 10, 7516-7534; (r) A. K. Narsaria, F. Rauch,
J. Krebs, P. Endres, A. Friedrich, I. Krummenacher,
H. Braunschweig, M. Finze, ]J. Nitsch, F. M. Bickelhaupt
and T. B. Marder, Adv. Funct. Mater., 2020, 30, 2002064.

(@) Z.-H. Zhao, M.-Y. Zhang, D.-H. Liu and C.-H. Zhao, Org.
Lett., 2018, 20, 7590-7593; (b) Z.-H. Zhao, X. Liang,
M.-X. He, M.-Y. Zhang and C.-H. Zhao, Org. Lett., 2019, 21,
9569-9573.

E. T. Seo, R. F. Nelson, J. M. Fritsch, L. S. Marcoux,
D. W. Leedy and R. N. Adams, J. Am. Chem. Soc., 1966, 88,
3498-3503.

R. G. Griffin and H. V. Willigen, J. Chem. Phys., 1972, 57, 86—
90.

Y. Zhao and D. G. Truhlar, Theor. Chem. Acc., 2007, 120, 215~
241.

(@) G. A. Petersson, A. Bennett, T. G. Tensfeldt, M. A. Al-
Laham, W. A. Shirley and J. Mantzaris, J. Chem. Phys.,
1988, 89, 2193; (b) G. A. Petersson and M. A. Al-Laham, J.
Chem. Phys., 1991, 94, 6081-6090.

(@) C. Briickner and B. Engels, J. Phys. Chem. A, 2015, 119,
12876-12891; (b) C. Briickner, F. Wiirthner, K. Meerholz
and B. Engels, J. Phys. Chem. C, 2017, 121, 4-25; (c)

Chem. Sci., 2021, 12, 1864-11872 | 11871


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d1sc02409d

View Article Online

Chemical Science Edge Article
P. Schmid, F. Fantuzzi, ]J. Klopf, N. B. Schroder,
R. D. Dewhurst, H. Braunschweig, V. Engel and B. Engels,
Chem. -Eur. J., 2021, 27, 5160-5170; (d) C. Saalfrank,
F. Fantuzzi, T. Kupfer, B. Ritschel, K. Hammond,
I. Krummenacher, R. Bertermann, R. Wirthensohn,
M. Finze, P. Schmid, V. Engel, B. Engels and
H. Braunschweig, Angew. Chem., Int. Ed., 2020, 59, 19338~
19343; (e) M. Rang, F. Fantuzzi, M. Arrowsmith,
I. Krummenacher, E. Beck, R. Witte, A. Matler, A. Rempel,
T. Bischof, K. Radacki, B. Engels and H. Braunschweig,
Angew. Chem., Int. Ed., 2021, 60, 2963-2968.

17 (@) T. Clark, J. Chandrasekhar, G. W. Spitznagel and
P. V. R. Schleyer, J. Comput. Chem., 1983, 4, 294-301; (b)

A. V. Marenich, C. J. Cramer and D. G. Truhlar, J. Phys.
Chem. B, 2009, 113, 6378-6396.

18 (a) V. Bonaci¢-Koutecky, J. Koutecky and ]J. Michl, Angew.
Chem., Int. Ed. Engl., 1987, 26, 170-189; (b) J. Michl and
V. Bonaci¢-Koutecky, Tetrahedron, 1988, 44, 7559-7585.

19 A. Maiti, F. Zhang, I. Krummenacher, M. Bhattacharyya,
S. Mehta, M. Moos, C. Lambert, B. Engels, A. Mondal,
H. Braunschweig, P. Ravat and A. Jana, J. Am. Chem. Soc.,
2021, 143, 3687-3692.

20 J. Autschbach and M. Srebro, Acc. Chem. Res., 2014, 47,2592~
2602.

Open Access Article. Published on 27 July 2021. Downloaded on 7/18/2025 10:29:43 PM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

1872 | Chem. Sci., 2021, 12, 11864-11872

© 2021 The Author(s). Published by the Royal Society of Chemistry


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d1sc02409d

	One- and two-electron reduction of triarylborane-based helical donortnqh_x2013acceptor compoundsThis paper is dedicated to Professor Wolfgang Kaim on...
	One- and two-electron reduction of triarylborane-based helical donortnqh_x2013acceptor compoundsThis paper is dedicated to Professor Wolfgang Kaim on...
	One- and two-electron reduction of triarylborane-based helical donortnqh_x2013acceptor compoundsThis paper is dedicated to Professor Wolfgang Kaim on...
	One- and two-electron reduction of triarylborane-based helical donortnqh_x2013acceptor compoundsThis paper is dedicated to Professor Wolfgang Kaim on...
	One- and two-electron reduction of triarylborane-based helical donortnqh_x2013acceptor compoundsThis paper is dedicated to Professor Wolfgang Kaim on...
	One- and two-electron reduction of triarylborane-based helical donortnqh_x2013acceptor compoundsThis paper is dedicated to Professor Wolfgang Kaim on...
	One- and two-electron reduction of triarylborane-based helical donortnqh_x2013acceptor compoundsThis paper is dedicated to Professor Wolfgang Kaim on...
	One- and two-electron reduction of triarylborane-based helical donortnqh_x2013acceptor compoundsThis paper is dedicated to Professor Wolfgang Kaim on...


