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Abstract: A novel double aza-oxa[7]helicene was synthesized from the commercially available
N1,N4-di(naphthalen-2-yl)benzene-1,4-diamine and p-benzoquinone in two steps. Combining the
acid-mediated annulation with the electrochemical sequential reaction (oxidative coupling and
dehydrative cyclization) afforded this double hetero[7]helicene. Moreover, the structural and optical
features of this molecule have been studied using X-ray crystallographic analysis, and the absorption
and emission behaviors were rationalized based on DFT calculations.

Keywords: polycyclic aromatic hydrocarbon; double hetero[7]helicene; short-step synthesis; electro-
chemical cross-coupling; nucleus-independent chemical shift

1. Introduction

Helicenes are polycyclic aromatic hydrocarbons (PAHs) in which aromatic rings are
annulated in a helical architecture, giving them unique electronic, photophysical and chi-
roptical properties [1–4]. Over the past couple of decades, the great advances achieved
in this chemistry [2–6] promoted a broad spectrum of material-based applications [7–10],
transistors [11,12], and semiconductors [13]. Incorporation of one or more heteroatoms
in the helicene scaffolds modulate their physical and optical features, and alter the elec-
tronic properties in order to expand their applications [14,15]. With these extra features,
the trend in helicene chemistry has begun to move towards heterohelicenes after the
domination of carbohelicenes [16–21]. Another approach to promote characteristics of
helicenes is to induce multihelicity which means combining two or more helical scaffolds
in a single molecule [22,23]. Multiple helicenes show a lot of favorable properties due
to their amplified non-planarity, diverse conformations, and maximized intermolecular
interactions [24,25]. Various smart core scaffolds were used to induce this multihelicity
such as perylene diimide (PDI) that afforded valuable twisted structures for different
material-based applications [26–29]. Hence, a lot of efforts were dedicated for designing
and synthesizing multiple heterohelicenes [30], in particular, double heterohelicenes [14].
After the first report of double helicene reported by Rajca, many examples of these double
heterohelicenes were conducted and exhibited clear superiority over their single coun-
terparts, especially in terms of optical properties (Figure 1a) [31–40]. However, during
that frantic pursuit to promote the properties of helicenes, another problem, in particular,
synthetic difficulty emerged. With the increase in structural complexity, the synthesis of
multiple heterohelicenes becomes more challenging and requires many steps. Although
few reports succeeded to introduce effective short-step synthetic protocols for double
heterohelicene, most of these successes were concentrated in the double hetero[5]helicene
derivatives (Figure 1b) [41–43]. In 2016, Narita, Cao, and Müllen introduced an efficient
two-step synthesis of a highly strained OBO-fused double hetero[7]helicene K via the
nucleophilic aromatic substitution reaction of hexabromobenzene, followed by a sequential
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step of demethylation and C-H aryl borylation (Figure 1c) [44]. Earlier in the same year,
Hatakeyama showed the potential of this synthetic approach to afford their boron-fused
double hetero[5]helicene I (Figure 1b) [42]. In 2021, Wang and coworkers developed the
first examples of B,N-embedded double hetero[7]helicenes L that showed excellent chirop-
tical features in the visible range [45]. With only two steps, they succeeded to prepare this
double hetero[7]helicene L via the nucleophilic aromatic substitution of dibromotetraflu-
orobenzene with carbazole, followed by a tandem process of substitution with BBr3 and
C-H aryl borylation [45].
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hetero[5–7]helicenes (more than four-step synthesis); (b) Double hetero[5]helicenes (two- or three-
step synthesis); (c) Double hetero[7]helicenes (two-step synthesis).

Notably, these examples (Figure 1c) represent a quantum leap in the short-step syn-
thesis of double hetero[7]helicenes via the tandem process of nucleophilic substitution
with BBr3 followed by C-H aryl borylation [44,45]. As part of our effort to explore the
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electrochemical domino syntheses, we were interested in designing effective sequential
reactions to access double helicene motifs [46,47]. Herein, a facile preparation of a double
aza-oxa[7]helicene with a phenylene linker has been established through acid-mediated an-
nulation with the electrochemical sequential reaction (oxidative coupling and dehydrative
cyclization). We also studied the structural and optical features via x-ray crystallographic
analysis, spectrophotometric analysis, and DFT calculations.

2. Results and Discussion
2.1. Synthesis of Double Aza-oxa[7]helicene 3

Recently, Zhang reported a facile acid-mediated synthesis of carbazole in which
aniline derivatives react with p-benzoquinone to produce 3-hydroxycarbazoles [48]. Com-
bining this approach with our unprecedented electrochemically enabled synthesis of het-
ero[7]helicenes and dehydro-hetero[7]helicenes [46,47], herein, we achieved the two-step
synthesis of double aza-oxa[7]helicenes as depicted in Scheme 1. The acid-mediated
annulation of the commercially available substrates; N1,N4-di(naphthalen-2-yl)benzene-1,4-
diamine 1 and p-benzoquinone afforded the corresponding bis-3-hydroxy-benzo[c]carbazole
2 in 54% yield via a tandem process of double Michael addition and subsequent double ring
closure. Next, a DCM solution of 2, β-naphthol, and tetrabutylammonium hexafluorophos-
phate(V) as an electrolyte, was utilized to a constant current of 1.5 mA in an undivided
electrolysis cell with platinum electrodes for 3.5 h at room temperature, affording double
aza-oxa[7]helicene 3 in 26% yield. The electrochemical sequential synthesis of 3 proceeds
through the oxidative hetero-coupling of arenols to produce a diol intermediate that can
readily undergo a subsequent dehydrative cyclization to 3. All compounds showed good
chemical and thermal stabilities and no decomposition was observed upon purification on
silica column chromatography and heating at 100 ◦C in air.
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2.2. Structure and Packing Mode of 3

The double aza-oxa[7]helicene structure of 3 was definitely confirmed by X-ray crystal-
lography using a single crystal, grown from its racemic solution. We used the liquid/liquid
diffusion technique between ethyl acetate and n-hexane to prepare this crystal slowly
over three days in a dark environment at −20 ◦C. As expected, the two helicene moi-
eties are connected via a phenylene linker (Figure 2a,b). The dihedral angles between
the phenylene linker’s plane and the pyrrole (ring B’) are −41.86◦ for (C1-C6-N7-C8), and
54.38◦ for (C5-C6-N7-C9). Although the experimental values of (C5-C6-N7-C9) dihedral
angle (54.38◦) is comparable to that of the optimized structure using DFT calculations at
MN15/6-311G(d,p) level of theory (54.72◦), (C1-C6-N7-C8) dihedral angle was smaller than
optimized structures at various levels (Table 1). This can be attributed to the intermolecular
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interactions between the double helicene molecules 3 in the packed structure. Only meso
isomer (P,M)-3 was observed in the crystal packing with achiral molecules packed along
the b-axis (Figure 2c,d). The packing of 3 shows a herringbone pattern with π-π distance of
4.458 A◦. This characteristic arrangement is optimum for many material-based applications,
especially semiconductors [49–51]. In addition, it maximizes the optical and electronic
properties of the obtained double helicene upon self-assembly [49,52–54]. Most of these
larger or multiple helicenes showed significant variations during DFT calculations owing to
the long-range conjugation and the effects of charge transfer [55,56]. Among the functions
we screened, Minnesota 15 (MN15) function was found to be the most suitable parameters
for our molecules (Table 1) [57].
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Figure 2. Single crystal structure of the double helicene 3: (a,b) ORTEP drawing structure of (P,M)-3
obtained by X-ray crystal analysis with ellipsoids at 50% probability (H atoms were omitted for
clarity); (c) crystal packing of (P,M)-3 with ellipsoids at 30% probability; (d) packing structure of
(P,M)-3 is viewed along the c-axis to show the herringbone arrangement.
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Table 1. The selected experimental and calculated structural parameters of double aza-oxa[7]helicene 3.

Parameters Experimental B3LYP 1 wB97XD 1 MN15 1

Centroids’ distance (rings F’-H’) 4.949 A◦ 4.885 A◦ 4.721 A◦ 4.759 A◦

d1-N7-d2 Centroid angle 46.36◦ 45.43◦ 44.24◦ 45.51◦

C5-C6-N7-C9 Dihedral angle 54.38◦ 60.25◦ 59.03◦ 54.72◦

C1-C6-N7-C8 Dihedral angle 41.86◦ 57.08◦ 55.34◦ 51.42◦

C1-C15 Distance 3.181 A◦ 3.316 A◦ 3.281 A◦ 3.241 A◦

C5-C14 Distance 3.166 A◦ 3.356 A◦ 3.316 A◦ 3.266 A◦

1 All calculations are carried out using 6-311G(d,P) basis set at three different functions (B3LYP, wB97XD,
and MN15).

Nucleus-independent chemical shift (NICS) calculations revealed the low aromaticity
of the central phenylene linker with a NICS (0) value of −5.8 ppm (Figure 3a), much lower
than that of benzene −7.6 ppm calculated at the same level of theory. The largest NICS
(0) values (between −7.3 ppm and −8.6 ppm) were found on the benzene of 6H-furo[3,2-
e]indole (ring C′), pyrrole (ring B′) and naphthalene (rings F’ and H’). While the lowest
NICS (0) values (around −5.8 ppm) were found on the phenylene linker (ring A’) and furan
rings (D’) which is consistent with the aromatic character of this ring. Generally, symmetric
double hetero[n]helicenes (n ≥ 4) have three isomers, those being two chiral enantiomers
(P,P) and (M,M), and one meso diasteromer (P,M) [30]. All three isomers of 3 were afforded
under our reaction conditions which was confirmed by HPLC separation using DAICEL
CHIRALPAK IA column (eluent: n-hexane/i-PrOH = 20/1) (Figure 3b). The experimental
ratio among the three isomers was found to be around (1:2:1) with the meso isomer (P,M)-3
as the major formed product (confirmed by the absence of optical rotation). After HPLC
chiral resolution, the epimerization rate of 3 was studied at three different temperatures
(See SI). Eyring plot (Figure 3c) indicated a low chiral stability of 3 (epimerization barrier
~24.2 kcal mol−1) with an estimated half-life of the epimerization <6.5 h at 25 ◦C. These
observations were matching with our DFT calculations that showed similar epimerization
barriers 25.32 kcal mol−1 and 25.62 kcal mol−1 (Figure 3d).

2.3. Photophysical Properties

Our double aza-oxa[7]helicene 3 shows high luminescence upon photo-irradiation,
which can be attributed to the rigid scaffold that hinders the thermal energy loss upon
structural changes. The UV/vis absorption of 3 was recorded in different solvents to show
its high solubility in most of the organic solvents which increases the potential for some
applications that require good solubility such as solution-processed electronics [58–60]. In
all measured solvents, compound 3 showed similar UV/vis absorption patterns (Figure 4a).
The maximum absorbance exhibited in chloroform was shown at 407 nm (absorption
coefficient: 7.5 × 104 M−1 cm−1) corresponding to an optical energy gap of (2.18 eV).
According to TD-DFT calculations at the MN15/6-311G(d,p) level of theory, this low-
energy absorption can be accountable to the HOMO→LUMO transition. The absorption
band at 385 nm possibly attributed to the equal contribution of both HOMO−1→LUMO
and HOMO→LUMO+1 transitions. The band at 368 nm is estimated to be due to the
HOMO−1→LUMO+1 transition, while the higher energy absorption band at 328 nm
would be attributed to HOMO−2→LUMO corresponding to an optical energy gap of
(2.58 eV). Molecular orbital calculations indicated that the HOMO is spread mainly over
the phenylene linker (ring A′) and pyrroles (rings B’) and LUMO is spread over the whole
scaffold rather than the phenylene linker (ring A′), accounting for the substantial stability.
Photoluminescence PL spectrum of 3 was recorded in a pure chloroform solution exhibiting
emission maxima shifted in a bathochromic way at 415 nm and 440 nm.



Molecules 2022, 27, 9068 6 of 12Molecules 2022, 27, 9068  6  of  12 
 

 

 

Figure 3. (a) NICS (0) values of (P,M)‐3 calculated at the MN15/6‐311G+(2d,p) level; (b) HPLC chro‐

matogram determined by (Daicel Chiralpak IA, n‐hexane/i‐PrOH = 20/1, flow rate 1.0 mL/min, T = 

25 ºC, 240 nm): t1= 10.36 min, t2 = 14.30 min, and t3 = 18.32 min; (c) Eyring plot of compound 3 epi‐

merization  and  thermodynamic  parameters;  (d)  Epimerization  process  from  (P,M)‐3  isomer  to 

(M,M)‐3 and (P,P)‐3 isomers. The relative Gibbs free energies are calculated in (kcal mol−1) at the 

MN15/6‐311G(d,p) level. 

2.3. Photophysical Properties 

Our double aza‐oxa[7]helicene 3 shows high luminescence upon photo-irradiation, 
which can be attributed to the rigid scaffold that hinders the thermal energy loss upon 

structural changes. The UV/vis absorption of 3 was recorded in different solvents to show 

its high solubility in most of the organic solvents which increases the potential for some 

applications that require good solubility such as solution‐processed electronics [58–60]. In 

all measured solvents, compound 3 showed similar UV/vis absorption patterns (Figure 

4a). The maximum absorbance exhibited in chloroform was shown at 407 nm (absorption 

coefficient: 7.5 × 104 M−1 cm−1) corresponding to an optical energy gap of (2.18 eV). Accord‐

ing to TD‐DFT calculations at the MN15/6‐311G(d,p) level of theory, this low‐energy ab‐

sorption can be accountable to the HOMO→LUMO transition. The absorption band at 385 

nm  possibly  attributed  to  the  equal  contribution  of  both  HOMO−1→LUMO  and 

HOMO→LUMO+1  transitions.  The  band  at  368  nm  is  estimated  to  be  due  to  the 

Figure 3. (a) NICS (0) values of (P,M)-3 calculated at the MN15/6-311G+(2d,p) level; (b) HPLC
chromatogram determined by (Daicel Chiralpak IA, n-hexane/i-PrOH = 20/1, flow rate 1.0 mL/min,
T = 25 ºC, 240 nm): t1= 10.36 min, t2 = 14.30 min, and t3 = 18.32 min; (c) Eyring plot of compound 3
epimerization and thermodynamic parameters; (d) Epimerization process from (P,M)-3 isomer to
(M,M)-3 and (P,P)-3 isomers. The relative Gibbs free energies are calculated in (kcal mol−1) at the
MN15/6-311G(d,p) level.
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2.4. Energetic Characterization by Cyclic Voltammetry

Cyclic voltammetry (CV) measurements of our double aza-oxa[7]helicene 3 showed
reversible redox peaks in both negative and positive regions indicating the chemical stability
of its anion/cation pairs and how they can be reduced or oxidized readily to the neutral
form (Figure 5). Using ferrocene and ferrocenium as internal references, the HOMO energy
level of 3 was calculated using Bredas empirical equation to be around (–7.83 eV) which
is comparable to the DFT-calculated HOMO energy (−7.90 eV) [61]. ELUMO could be
estimated after considering the gap between EHOMO and ELUMO (3.04 eV) from the λmax or
excitation energy (407 nm) to be around (−4.79 eV) showing little higher energy than the
DFT-calculated LUMO (−5.72 eV).
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3. Materials and Methods
3.1. General Experimental Details

1H-, and 13C-NMR were recorded via JNM ECA600 FT NMR (1H-NMR 600 MHz,
13C-NMR 151 MHz). 1H-NMR spectra are reported as follows: a chemical shift in ppm
downfield of tetramethylsilane (TMS) and referenced to residual solvent peak (CDCl3) at
7.26 ppm, or ((CD3)2CO) at 2.05 ppm, multiplicities (s = singlet, d = doublet, dd = doublet
of doublets, t = triplet, q = quartet, m = multiplet), and coupling constants (Hz). 13C-NMR
spectra reported in ppm relative to the central line of triplet for CDCl3 at 77.16 ppm, or the
central line of septet for ((CD3)2CO) at 29.84 ppm. APCI-MS spectra were obtained with
JMS-T100LC (JEOL). FT-IR spectra were recorded on a JASCO FT-IR system (FT/IR4100).
Photoluminescence (PL) spectra were recorded on JASCO FP-8550 Spectrofluorometer. UV
spectra were recorded on a JASCO v-770 spectrophotometer. Column chromatography on
SiO2 was performed with Kanto Silica Gel 60 (63–210 µm). Commercially available organic
and inorganic compounds were used without further purification. The electro-oxidation
was carried out using sing ElectraSyn® 2.0 (designed by IKA) at a constant current of
1.5 mA, under air (1 atm.) [62].

3.2. Synthetic Procedures
3.2.1. General Procedure for the Synthesis of Double 3-Hydroxy Benzo[c]carbazole 2

To a solution of N1,N4-di(naphthalen-2-yl)benzene-1,4-diamine 1 (36 mg, 0.1 mmol)
and p-benzoquinone (27 mg, 0.25 mmol, 2.5 equiv.) in dry toluene (1.5 mL), orthophosphoric
acid (10.6 µL, 2.0 equiv.) dissolved in (0.5 mL) toluene was added dropwise. The reaction
mixture was stirred at 50 ◦C for 5 h under N2 atmosphere until its completion. Next, the
reaction was quenched via water, extracted with EtOAc and the combined organic extracts
dried over Na2SO4, and evaporated in vacuo. The crude mixture was purified on silica
column chromatography (eluent: n-hexane/DCM/ethyl acetate = 7/1/1) to give double
3-Hydroxy benzo[c]carbazole 2 as a white solid in 54% yield.

• 7,7’-(1,4-Phenylene)bis(7H-benzo[c]carbazol-10-ol) 2
1H NMR (600 MHz, (CD3)2CO): δ 8.80 (d, J = 8.2 Hz, 2H), 8.31 (s, 2H), 8.17 (d, J = 2.1 Hz,

2H), 8.07 (d, J = 8.2 Hz, 2H), 7.92–7.96 (m, 6H), 7.75–7.78 (m, 4H), 7.58 (d, J = 8.9 Hz, 2H),
7.50 (dd, J = 8.3, 6.9 Hz, 2H), 7.14 (dd, J = 8.6, 2.4 Hz, 2H); 13C NMR (151 MHz, (CD3)2CO):
δ 153.39, 139.70, 137.52, 135.41, 130.82, 130.43, 130.13, 129.80, 128.33, 127.95, 125.47, 123.91,
123.75, 115.93, 115.05, 112.67, 111.86, 107.78; DEPT-135 NMR (151 MHz, (CD3)2CO): δ 130.12,
129.80, 128.32, 127.95, 123.91, 123.74, 115.03, 112.67, 111.86, 107.76; HRMS (APCI): calcd for
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C38H24N2O2: m/z 541.1911 [M + H]+, found 541.1912.; IR (KBr): 3334, 3042, 2977, 2926,
1620, 1517, 1473, 1165, 831, 803 cm−1; mp: 198–199 ◦C.

3.2.2. General Procedure for the Synthesis of Double Aza-oxa[7]helicene 3

A 10 mL DCM solution of 2 (54 mg, 0.1 mmol), β-naphthol (57.7 mg, 0.4 mmol),
tetrabutylammonium hexafluorophosphate(V) (387.4 mg, 1.0 mmol), and BF3OEt2 (0.2 M)
was transferred into the undivided electrolysis cell of ElectraSyn® 2.0. This cell is equipped
with two Pt electrodes connected to a DC power supply. At room temperature, a constant
current of 1.5 mA was applied for 3.5 h. After the completion of reaction, the electrolysis
was stopped and crude mixture was purified by column chromatography (SiO2, EtOAc/n-
hexane) to afford the double aza-oxa[7]helicene 3 as a yellow solid in 26% yield.

• 1,4-Bis(10H-benzo[c]naphtho[1’,2’:4,5]furo[3,2-g]carbazol-10-yl)benzene 3
1H NMR (600 MHz, CDCl3): δ 8.38 (d, J = 8.2 Hz, 2H), 8.31 (d, J = 8.2 Hz, 2H), 8.00–8.04

(m, 12H), 7.92 (d, J = 8.9 Hz, 2H), 7.85 (d, J = 8.9 Hz, 4H), 7.77 (d, J = 8.9 Hz, 2H), 7.34–7.39
(m, 4H), 6.95–7.00 (m, 4H); 13C NMR (151 MHz, CDCl3): δ 154.75, 153.31, 138.79, 137.93,
137.32, 130.86, 129.79, 129.73, 129.50, 129.15, 128.59, 128.10, 128.05, 128.03, 125.13, 124.67,
124.37, 123.62, 120.07, 117.98, 117.77, 116.64, 112.65, 111.58, 109.45, 109.06 (Two carbons
overlapped); DEPT-135 NMR (151 MHz, CDCl3): δ 129.79, 129.15, 128.59, 128.09, 128.05,
128.03, 125.13, 124.67, 124.37, 123.61, 112.66, 111.58, 109.44, 109.06 (One carbon overlapped);
HRMS (APCI): calcd for C58H32N2O2: m/z 789.2537 [M + H]+, found 789.2542; IR (KBr):
3043, 2926, 2856, 1714, 1594, 1500, 1417, 1355, 1209, 805 cm−1; mp: 291–292 ◦C.

3.3. DFT Calculations

All DFT calculations were performed using the Gaussian 16 package of programs [63].
The geometries of the model compounds were optimized using three DFT functions: B3LYP,
wB97XD, and MN15 at 6-311G(d,p) basis set. All stationary points were identified as
stable minima by frequency calculations. Geometry optimization was achieved using the
normal criteria defined in Gaussian 16. TD-DFT calculations were performed using two
different levels of theory B3LYP/6-311G(d,p) and MN15/6-311G(d,p) in both chloroform
and gas-phase. All structures were optimized without any symmetry assumptions. For
further computational details, see Supplementary Materials.

4. Conclusions

In summary, we introduced a two-step protocol to synthesize double aza-oxa[7]helicene
3 using an electrochemical approach. This novel double hetero[7]helicene shows interesting
structural features that were reflected in its excellent optical properties. We have studied
the photophysical characteristics of this compound and correlated its absorption and
fluorescence behavior based on DFT calculations. Further development for this two-step
protocol towards the preparation of other multiple helicenes and PHAs and study their
photophysical and chiroptical features are currently under investigation.

Supplementary Materials: The following supporting information can be downloaded at: https://
www.mdpi.com/article/10.3390/molecules27249068/s1, Table S1: Optimization of the acid-mediated
annulation step; Table S2: Optimization of the electrochemical sequential reaction; Table S3: Selected
experimental and calculated structural parameters of double aza-oxa[7]helicene 3; Tables S4–S6:
Summary of the TD-DFT calculation results of 3; Scheme S1: A plausible mechanism for the elec-
trochemical domino reaction; Figure S1: Crystal measurements; Figure S2: Measurements of the
optimized structures; Figure S3: Selected molecular orbitals of 3; Figure S4: Simulated UV-vis
absorption and CD spectra of (P,M)-3; Figure S5: Further NICS(0) calculations [57,63–68].
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Stará, I.G.; et al. A general approach to optically pure [5]-,[6]-, and [7]heterohelicenes. Angew. Chem. Int. Ed. 2012, 51, 5857–5861.
[CrossRef]

20. Sundar, M.S.; Bedekar, A.V. Synthesis and study of 7,12,17-trioxa[11]helicene. Org. Lett. 2015, 17, 5808–5811. [CrossRef]
21. Schickedanz, K.; Trageser, T.; Bolte, M.; Lerner, H.-W.; Wagner, M. A boron-doped helicene as a highly soluble, benchtop-stable

green emitter. Chem. Commun. 2015, 51, 15808–15810. [CrossRef]
22. Mori, T. Chiroptical properties of symmetric double, triple, and multiple helicenes. Chem. Rev. 2021, 121, 2373–2412. [CrossRef]

[PubMed]
23. Tsurusaki, A.; Kamikawa, K. Multiple helicenes featuring synthetic approaches and molecular structures. Chem. Lett. 2021, 50,

1913–1932. [CrossRef]
24. Li, C.; Yang, Y.; Miao, Q. Recent progress in chemistry of multiple helicenes. Chem. Asian J. 2018, 13, 884–894. [CrossRef]
25. Shen, C.; Gan, F.; Zhang, G.; Ding, Y.; Wang, J.; Wang, R.; Crassous, J.; Qiu, H. Helicene-derived aggregation-induced emission

conjugates with highly tunable circularly polarized luminescence. Mater. Chem. Front. 2020, 4, 837–844. [CrossRef]
26. Meng, D.; Fu, H.; Xiao, C.; Meng, X.; Winands, T.; Ma, W.; Wei, W.; Fan, B.; Huo, L.; Doltsinis, N.L.; et al. Three-bladed rylene

propellers with three-dimensional network assembly for organic electronics. J. Am. Chem. Soc. 2016, 138, 10184–10190. [CrossRef]
[PubMed]

27. Meng, D.; Liu, G.; Xiao, C.; Shi, Y.; Zhang, L.; Jiang, L.; Baldridge, K.K.; Li, Y.; Siegel, J.S.; Wang, Z. Corannurylene pentapetalae.
J. Am. Chem. Soc. 2019, 141, 5402–5408. [CrossRef] [PubMed]

28. Lin, Y.-C.; Chen, C.-H.; She, N.-Z.; Juan, C.-Y.; Chang, B.; Li, M.-H.; Wang, H.-C.; Cheng, H.-W.; Yabushita, A.; Yang, Y.; et al.
Twisted-graphene-like perylene diimide with dangling functional chromophores as tunable small-molecule acceptors in binary-
blend active layers of organic photovoltaics. J. Mater. Chem. A 2021, 9, 20510–20517. [CrossRef]

29. Lin, Y.-C.; She, N.-Z.; Chen, C.-H.; Yabushita, A.; Lin, H.; Li, M.-H.; Chang, B.; Hsueh, T.-F.; Tsai, B.-S.; Chen, P.-T.; et al. Perylene
diimide-fused dithiophenepyrroles with different end groups as acceptors for organic photovoltaics. ACS Appl. Mater. Interfaces
2022, 14, 37990–38003. [CrossRef]

30. Yang, W.W.; Shen, J.J. Multiple heterohelicenes: Synthesis, properties and applications. Chem. Eur. J. 2022, 28, e202202069.
[CrossRef]

31. Shiraishi, K.; Rajca, A.; Pink, M.; Rajca, S. π-Conjugated conjoined double helicene via a sequence of three oxidative CC-and
NN-homocouplings. J. Am. Chem. Soc. 2005, 127, 9312–9313. [CrossRef]

32. Wang, Z.; Shi, J.; Wang, J.; Li, C.; Tian, X.; Cheng, Y.; Wang, H. Syntheses and crystal structures of benzohexathia[7]helicene and
naphthalene cored double helicene. Org. Lett. 2010, 12, 456–459. [CrossRef] [PubMed]

33. Hashimoto, S.; Nakatsuka, S.; Nakamura, M.; Hatakeyama, T. Construction of a highly distorted benzene ring in a double
helicene. Angew. Chem. Int. Ed. 2014, 53, 14074–14076. [CrossRef] [PubMed]

34. Nakamura, K.; Furumi, S.; Takeuchi, M.; Shibuya, T.; Tanaka, K. Enantioselective synthesis and enhanced circularly polarized
luminescence of S-shaped double azahelicenes. J. Am. Chem. Soc. 2014, 136, 5555–5558. [CrossRef] [PubMed]

35. Chang, H.; Liu, H.; Dmitrieva, E.; Chen, Q.; Ma, J.; He, P.; Liu, P.; Popov, A.A.; Cao, X.-Y.; Wang, X.-Y.; et al. Furan-containing
double tetraoxa[7]helicene and its radical cation. Chem. Commun. 2020, 56, 15181–15184. [CrossRef]

36. Terada, N.; Uematsu, K.; Higuchi, R.; Tokimaru, Y.; Sato, Y.; Nakano, K.; Nozaki, K. Synthesis and properties of spiro-double
sila[7]helicene: The LUMO spiro-conjugation. Chem. Eur. J. 2021, 27, 9342–9349. [CrossRef]

37. Zhang, L.; Song, I.; Ahn, J.; Han, M.; Linares, M.; Surin, M.; Zhang, H.-J.; Oh, J.H.; Lin, J. π-Extended perylene diimide double-
heterohelicenes as ambipolar organic semiconductors for broadband circularly polarized light detection. Nat. Commun. 2021,
12, 142. [CrossRef]

38. Fujikawa, T.; Mitoma, N.; Wakamiya, A.; Saeki, A.; Segawa, Y.; Itami, K. Synthesis, properties, and crystal structures of π-extended
double [6]helicenes: Contorted multi-dimensional stacking lattice. Org. Biomol. Chem. 2017, 15, 4697–4703. [CrossRef]

39. Sun, Z.; Yi, C.; Liang, Q.; Bingi, C.; Zhu, W.; Qiang, P.; Wu, D.; Zhang, F. π-Extended C2-symmetric double NBN-heterohelicenes
with exceptional luminescent properties. Org. Lett. 2019, 22, 209–213. [CrossRef]

40. Liu, X.; Yu, P.; Xu, L.; Yang, J.; Shi, J.; Wang, Z.; Cheng, Y.; Wang, H. Synthesis for the mesomer and racemate of thiophene-based
double helicene under irradiation. J. Org. Chem. 2013, 78, 6316–6321. [CrossRef]

41. Sakamaki, D.; Kumano, D.; Yashima, E.; Seki, S. A facile and versatile approach to double N-heterohelicenes: Tandem oxidative
C-N couplings of N-heteroacenes via cruciform dimers. Angew. Chem. Int. Ed. 2015, 54, 5404–5407. [CrossRef]

42. Katayama, T.; Nakatsuka, S.; Hirai, H.; Yasuda, N.; Kumar, J.; Kawai, T.; Hatakeyama, T. Two-step synthesis of boron-fused
double helicenes. J. Am. Chem. Soc. 2016, 138, 5210–5213. [CrossRef] [PubMed]

43. Sakamaki, D.; Tanaka, S.; Tanaka, K.; Takino, M.; Gon, M.; Tanaka, K.; Hirose, T.; Hirobe, D.; Yamamoto, H.M.; Fujiwara, H.
Double heterohelicenes composed of benzo [b]-and dibenzo [b, i] phenoxazine: A comprehensive comparison of their electronic
and chiroptical properties. J. Phys. Chem. Lett. 2021, 12, 9283–9292. [CrossRef] [PubMed]

44. Wang, X.-Y.; Wang, X.-C.; Narita, A.; Wagner, M.; Cao, X.-Y.; Feng, X.; Müllen, K. Synthesis, structure, and chiroptical properties
of a double [7]heterohelicene. J. Am. Chem. Soc. 2016, 138, 12783–12786. [CrossRef] [PubMed]

45. Li, J.-K.; Chen, X.-Y.; Guo, Y.-L.; Wang, X.-C.; Sue, A.C.-H.; Cao, X.-Y.; Wang, X.-Y. B,N-embedded double hetero[7]helicenes with
strong chiroptical responses in the visible light region. J. Am. Chem. Soc. 2021, 143, 17958–17963. [CrossRef]

http://doi.org/10.1002/anie.201108307
http://doi.org/10.1021/acs.orglett.5b02948
http://doi.org/10.1039/C5CC07208E
http://doi.org/10.1021/acs.chemrev.0c01017
http://www.ncbi.nlm.nih.gov/pubmed/33411513
http://doi.org/10.1246/cl.210409
http://doi.org/10.1002/asia.201800073
http://doi.org/10.1039/C9QM00652D
http://doi.org/10.1021/jacs.6b04368
http://www.ncbi.nlm.nih.gov/pubmed/27440216
http://doi.org/10.1021/jacs.9b00053
http://www.ncbi.nlm.nih.gov/pubmed/30848590
http://doi.org/10.1039/D1TA05697B
http://doi.org/10.1021/acsami.2c06135
http://doi.org/10.1002/chem.202202069
http://doi.org/10.1021/ja051521v
http://doi.org/10.1021/ol902613g
http://www.ncbi.nlm.nih.gov/pubmed/20028033
http://doi.org/10.1002/anie.201408390
http://www.ncbi.nlm.nih.gov/pubmed/25319613
http://doi.org/10.1021/ja500841f
http://www.ncbi.nlm.nih.gov/pubmed/24670158
http://doi.org/10.1039/D0CC06970A
http://doi.org/10.1002/chem.202100385
http://doi.org/10.1038/s41467-020-20390-y
http://doi.org/10.1039/C7OB00987A
http://doi.org/10.1021/acs.orglett.9b04167
http://doi.org/10.1021/jo400691s
http://doi.org/10.1002/anie.201500684
http://doi.org/10.1021/jacs.6b01674
http://www.ncbi.nlm.nih.gov/pubmed/27077723
http://doi.org/10.1021/acs.jpclett.1c02896
http://www.ncbi.nlm.nih.gov/pubmed/34542299
http://doi.org/10.1021/jacs.6b08664
http://www.ncbi.nlm.nih.gov/pubmed/27658004
http://doi.org/10.1021/jacs.1c09058


Molecules 2022, 27, 9068 12 of 12

46. Salem, M.S.H.; Khalid, M.I.; Sako, M.; Higashida, K.; Lacroix, C.; Kondo, M.; Takishima, R.; Taniguchi, T.; Miura, M.;
Vo-Thanh, G.; et al. Electrochemical synthesis of aza-oxa[7]helicenes via an oxidative heterocoupling and dehydrative cyclization
sequence. Molecules, 2022; Submitted.

47. Khalid, M.I.; Salem, M.S.H.; Sako, M.; Kondo, M.; Sasai, H.; Takizawa, S. Electrochemical synthesis of heterodehydro[7]helicenes.
Commun. Chem. 2022, 5, 166. [CrossRef]

48. Pushkarskaya, E.; Wong, B.; Han, C.; Capomolla, S.; Gu, C.; Stoltz, B.M.; Zhang, H. Single-step synthesis of 3-hydroxycarbazoles
by annulation of electron-rich anilines and quinones. Tetrahedron Lett. 2016, 57, 5653–5657. [CrossRef]

49. Mei, J.; Diao, Y.; Appleton, A.L.; Fang, L.; Bao, Z. Integrated materials design of organic semiconductors for field-effect transistors.
J. Am. Chem. Soc. 2013, 135, 6724–6746. [CrossRef]

50. Rivnay, J.; Jimison, L.H.; Northrup, J.E.; Toney, M.F.; Noriega, R.; Lu, S.; Marks, T.J.; Facchetti, A.; Salleo, A. Large modulation of
carrier transport by grain-boundary molecular packing and microstructure in organic thin films. Nat. Mater. 2009, 8, 952–958.
[CrossRef]

51. Minemawari, H.; Tanaka, M.; Tsuzuki, S.; Inoue, S.; Yamada, T.; Kumai, R.; Shimoi, Y.; Hasegawa, T. Enhanced layered-
herringbone packing due to long alkyl chain substitution in solution-processable organic semiconductors. Chem. Mater. 2017, 29,
1245–1254. [CrossRef]

52. Sun, Q.; Ren, J.; Jiang, T.; Peng, Q.; Ou, Q.; Shuai, Z. Intermolecular charge-transfer-induced strong optical emission from
herringbone H-Aggregates. Nano Lett. 2021, 21, 5394–5400. [CrossRef]

53. Gierschner, J.; Ehni, M.; Egelhaaf, H.-J.; Milián Medina, B.; Beljonne, D.; Benmansour, H.; Bazan, G.C. Solid-state optical properties
of linear polyconjugated molecules: π-stack contra herringbone. J. Chem. Phys. 2005, 123, 144914–144922. [CrossRef] [PubMed]

54. Kirstein, S.; Möhwald, H. Herringbone structure in two-dimensional single crystals of cyanine dyes. II. Optical properties.
J. Chem. Phys. 1995, 103, 826–833. [CrossRef]

55. Furche, F.; Ahlrichs, R.; Wachsmann, C.; Weber, E.; Sobanski, A.; Vögtle, F.; Grimme, S. Circular dichroism of helicenes investigated
by time-dependent density functional theory. J. Am. Chem. Soc. 2000, 122, 1717–1724. [CrossRef]

56. Demissie, T.B.; Sundar, M.S.; Thangavel, K.; Andrushchenko, V.; Bedekar, A.V.; Bouř, P. Origins of optical activity in
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