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Abstract

Phosphole-fused m-conjugated acenes have been attracting interest because of the attractive features of the phosphole moiety, such
as fluorescence and chemically modifiable properties. Herein, 6-phenyl-6H-benzo[f]naphtho[2,3-b]phosphoindole was prepared by
reacting dichlorophenylphosphine with a dilithium intermediate derived from 3,3'-dibromo-2,2'-binaphthyl. Various derivatives,
such as a phospholium salt and a borane—phosphole complex with functional groups on the phosphorus atom were synthesized
using the obtained phosphole as a common starting material. Single-crystal X-ray analysis of the parent benzo[f]naphtho[2,3-
b]phosphoindole revealed that the pentacyclic ring is almost planar. Fluorescence spectroscopy data showed that the phosphole de-

rivatives, such as phosphine oxide and the phospholium salt and borane complex exhibited photoluminescence in chloroform.

Introduction
Phosphole-based heteroacenes are attracting increasing interest  phosphorus compounds has a high chemical reactivity. There-
in various fields, such as organic synthesis, structural chemistry, fore, this phosphorus center can be easily chemically modified

and materials science [1-4]. The phosphorus atom of trivalent and converted to phosphole derivatives with different elec-
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tronic properties by reactions such as oxidation, alkylation, and

coordination to a Lewis acid [1-8].

Theoretically, pentacyclic benzonaphthophosphindole contains
six structural isomers, in which the position of the fused
benzene rings is different; of these, three are shown in Figure 1.
The synthesis, crystal structure, and dynamic behavior of
benzo[e]naphtho[2,1-b]phosphindole (A) with the C, symmetry
axis on the binaphthyl skeleton have been reported [9-11]. Syn-
thetic approaches for phosphine oxide B [12-14], alkylated
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Figure 1: Benzonaphthophosphindoles.
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products C [15], and transition metal complexes D [16,17] have
also been developed. However, for isomers E [18,19] and G
[20], only the synthetic method for pentavalent phosphine
oxides has been reported. To the best of our knowledge, the
synthesis and derivatization of trivalent phosphole F and the
optical properties have not been clarified. The systematic know-
ledge of the properties of a new family of fused phospholes is
valuable for the design of new types of functional m-electron-
containing materials. This paper presents the synthesis, molecu-
lar structure, and optical properties of 6-phenyl-6H-
benzo[fInaphtho[2,3-b]phosphoindole (F) and the derivatives in
which the phosphorus atom is chemically modified, such as a
phospholium salt and the borane—phosphine complex.

Results and Discussion

Treatment of 3,3'-dibromo-2,2'-binaphthyl (1) [21] with
n-butyllithium in dry THF at
dichlorophenylphosphine resulted in ring closure, affording the
desired product containing 6-phenyl-6H-benzo[f]naphtho[2,3-
b]phosphoindole (2) in 52% yield via the 3,3'-dilithio-2,2'-bi-

naphthyl intermediate. The chemical modification of the phos-

—78 °C and subsequently with

phorus atom of 2 was carried out; the results are shown in
Scheme 1. The reaction of 2 with hydrogen peroxide or
elemental sulfur afforded the corresponding phosphine oxide 3
and sulfide 4 in 92% and 88% yield, respectively. Treatment of

2 with methyl triflate afforded phospholium triflate 5 in 81%
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Scheme 1: Synthesis of benzo[flnaphtho[2,3-b]phosphoindoles.
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yield. The reaction of 2 with borane in THF formed a borane
complex 6 in 91% yield, and the reaction with chloro(dimethyl
sulfide)gold afforded the gold complex 7 in 39% yield.

The molecular structures of the synthesized phospholes 2-7
were confirmed by spectral analyses ('H, 13C, and 3'P NMR as
well as MS and IR). All the corresponding aromatic proton and
carbon atoms on the two naphthalene rings were equivalent in
the 'H and '3C NMR spectra of phospholes. These results show
that all phosphole derivatives had a symmetric structure in solu-
tion. The 3!P NMR spectra of these show the typical low-field
shift for P-modified phospholes 3-7 (8 = 22.5-39.3 ppm) rela-
tive to that of the parent compound 2 (6 = —13.27 ppm). These
results suggest that the electron densities of the latter were
reduced in comparison to that of 2. Single crystals of 2 suitable
for X-ray analysis were obtained by repeated recrystallization.
The molecular structure of 2, determined through single-crystal
X-ray diffraction analysis, is illustrated in Figure 2, and selected
geometrical parameters are shown in Table 1. The results
revealed that the naphthalene and fused phosphole rings are
almost coplanar (mean deviation = 0.030 A). The angle be-
tween each naphthalene ring containing ten carbon atoms is
1.64°, which is smaller than that for group 15 analogs (i.e.,

Table 1: Selected bond lengths and angles.

bond length (A) bond angle (°)

P-C1 1.8325(13)  C1-P-C2 89.66(6)

P-C2 1.8224(13)  C1-P-C3 104.80(6)

P-C3 1.8375(13)  C2-P-C3 101.53(6)
a)

Figure 2: Crystal structure of 2: different views.
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N-phenyldibenzo[b,h]carbazole: 4.47° or 2.57° [22], for crystal
data, see Figure S2, Supporting Information File 1 and
Sb-phenyldinaphtho([2,3-b:2',3'-d]stibole: 8.05° [23]). The sum
of the bond angles around the phosphorus atom is 295.99°, and
hence the phosphorus atom is sp3-hybridized and has a trigonal
pyramidal geometry. X-ray analysis revealed that the packing
structure of 2 had m—m-stacking, with a distance of approxi-
mately 3.427 A between two benzonaphthophosphoindole
planes (Figure 2b).

The photophysical properties of the synthesized phospholes
were evaluated. The corresponding data are shown in Figure 3
and Table 2. Parent compound 2 shows the absorption
maximum (M) at 362 nm, which is longer than that of 2,2'-bi-
naphthyl (Aax = 300 nm) [24]. The introduction of a phos-
phorus atom to 2,2'-binaphthyl results in the formation of a
bridge that fixes two naphthalene rings in a coplanar axis and
forms a heterole-fused system. The Ay ,x values of derivatives
3-7 are similar to each other and have a shorter absorption band
than that of parent 2. Furthermore, it is known that Ay .5 of
[n]helicenes generally has a shorter wavelength than for
the corresponding linear poly(acene)s [25]. The Ay,x of
benzo[e]naphtho[2,1-b]phosphindole (A), 358 nm [16], is the
same as that of parent 2. In contrast, the corresponding oxide B
has a A, Wavelength that is approximately 50 nm longer than
that of our oxide 3 [16]. The fluorescence wavelength, includ-
ing the maximum emission (A¢p), and the quantum yield
depend on the nature of the P-modification. Phosphine oxide 3,
cation 5, and boron complex 6 emitted blue fluorescence in the
visible-light region, with Ay, at 395-426 nm (Table 2).
P-methylated cation 5 exhibited the longest wavelength and the
highest quantum yield.

A
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Figure 3: a) Absorption spectra and b) normalized fluorescence spectra for selected compounds in CHCl3.

Table 2: Absorption and emissions spectroscopy data.?

compound
2

3

6
7
A[16]

B[16]

aMeasured in CHClg. PExcited at 335 nm. °Measured using anthracene

as a standard.

Aabs (nm) and & AP (nm)

273 (50800), 362
(2700)

279 (93000), 336
(18100)
295 (52800), 336
(15400)

283 (61700), 339
(10600)

274 (98600), 334
(25100)
277 (72900), 335
(17500)

287 (15800), 358
(12600)

351 (4000), 387
(5000)

466

414

409

426

395

406

0P (%)
0.2
8.6
0.4
25
14

0.1

The electrochemical properties of benzonaphthophosphoin-
doles were investigated by using cyclic voltammetry, and the
electrochemical data are summarized in Table 3 and Figure S4,
Supporting Information File 1. Parent compound 2 and borane
complex 6 showed reversible reduction peaks (Eyeq = —1.25 and
—1.26 V, respectively). Due to the increased electron—acceptor
character of the phosphorus center, P-modification compounds
4 and 5 show a more positive oxidation potential than parent 2
[26]. Unfortunately, the electrochemistry of some compounds
could not be determined under the conditions available to us.

Therefore, computational investigations are particularly useful
for understanding the trends of the electrochemical and photo-
physical properties of molecular materials. Density functional
theory (DFT) calculations [27] were performed at the B3LYP/
LanL2DZ level of theory to gain additional understanding of
the electronic structures. The HOMO and LUMO energies of
the selected compounds are listed in Table 3. The DFT calcula-
tions showed that these compounds have HOMO-LUMO gaps
of 3.60-3.96 eV. For parent compound 2 and derivatives 3, 5,

Table 3: Cyclic voltammetric data? (E vs Ag/AgCl) and calculated HOMO and LUMO levelsP of phospholes.

compound

a8Measured in DCB with TBAP.

on (V) Ered (V)
0.99¢ -1.26d
1.17¢ —
1.00¢ —

— -1.25d

HOMO (eV) LUMO (eV) HOMO-LUMO gap (eV)
5.73 -1.78 3.95
-6.01 —2.06 3.95
5.68 -2.08 3.60
-8.67 -4.85 3.82
~5.99 —2.03 3.96

PDFT calculation at the level of B3LYP/LanL2DZ. Clrreversible. 9Reversible. €Cation part only.
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and 6, the HOMO and LUMO correspond to the m and w*
orbitals of the benzonaphthophosphoindole skeleton, respective-
ly (Figure S5, Supporting Information File 1). In contrast, the
corresponding 7 orbitals of phosphole sulfide 4 comprise
HOMO-2 energy levels (Figure 4). The HOMO and HOMO-1
levels of oxide 3 are delocalized in the  orbitals of the benzo-
naphthophosphoindole skeleton, while HOMO-2 and
HOMO-3 have a large contribution from the lone-pair and &
orbitals. In sulfide 4, the sulfur analog of the oxide 3, the
HOMO and HOMO-1 energy levels are delocalized in the lone-
pair orbitals on the sulfur atom, resulting in considerable desta-
bilization and significantly small HOMO-LUMO gap com-
pared to those of other phospholes 2, 3, 5, and 6. This result is
similar to the reduction potentials of compounds 2 and 6. Ac-
cording to time-dependent DFT calculations for 4, the SO to S1
transitions are mainly dominated by the dipole-forbidden lone
pair—t* HOMO-LUMO transitions. This phenomenon may be
responsible for the nonfluorescence of 4. Both the 7 and n*
energy levels in the all-functionalized phosphole derivatives
3-6 are lower than those of parent phosphole 2, owing to the in-
creased electron deficiency of the phosphorus center in the
former. In particular, the energy levels in cationic phospholium
5 are significantly stabilized because of the cationic nature of

compound 3

1.8 1

energy (eV)
&
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the phosphorus center. These results are consistent with the
31p NMR observations discussed above.

Conclusion

In summary, a novel pentacyclic phosphole, 6-phenyl-6H-
benzo[f]naphtho[2,3-b]phosphoindole, was prepared by per-
forming the ring-closure reaction of 3,3'-dilithio-2,2'-bi-
naphthyl with dichlorophenylphosphine. The obtained product
was used as a key compound for the chemical modification of
the phosphorus atom. X-ray crystal analysis showed that the
parent trivalent phosphole has a considerably planar benzonaph-
thophosphoindole skeleton in its crystal structure. 'H and
13C NMR observations revealed that all the phospholes ob-
tained in this study had a highly symmetric structure in solution.
Fluorescence spectroscopy data showed that the phosphole de-
rivatives, such as a phosphine oxide, phospholium salt, and
borane complex, exhibited photoluminescence in chloroform.
The m and 7* levels in all-functionalized phosphole derivatives
are lower than those of the parent phosphole, owing to the in-
creased electron deficiency of the phosphorus center in the
former. This electronic nature is supported by the low-field shift
of the P-modified derivatives relative to parent phosphole 2 in
31p NMR. Further investigation of the design, synthesis, and

compound 4

Figure 4: The spatial plots of the HOMO-3 to LUMO of compounds 3 and 4. The calculations were performed at the level of B3LYP/LanL2DZ.
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theoretical and spectroscopic studies of new functional m-elec-
tron materials for organic electronics applications is under

progress, and the results will be reported in due time.

Supporting Information

Supporting Information File 1

Further analytical and experimental data.
[https://www.beilstein-journals.org/bjoc/content/
supplementary/1860-5397-17-56-S1.pdf]

Supporting Information File 2

X-ray crystal structure of 2.
[https://www.beilstein-journals.org/bjoc/content/
supplementary/1860-5397-17-56-S2.cif]

Supporting Information File 3

X-ray crystal structure of N-phenyldibenzocarbazole.
[https://www.beilstein-journals.org/bjoc/content/
supplementary/1860-5397-17-56-S3.cif]
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