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Y asushi Y okoyama,* Tomoyuki Okuyama, Y ayoi Y okoyama,” and Masatoshi Asami
Department of Advanced Materials Chemistry, Graduate School of Engineering, Yokohama National University,
79-5 Tokiwadai, Hodogaya-ku, Yokohama 240-8501
"Department of Home Economics, Faculty of Home Economics, Tokyo Kasei Gakuin University,
2600 Aihara-cho, Machida, Tokyo 194-0292

(Received July 24, 2001; CL-010696)

An indolylfulgide derivative possessing an orthoester-type
functional group on the acid anhydride moiety with a C,-sym-
metric (S,9)-1,2-bis(1-hydroxypropyl)benzene was prepared.
Irradiation of 313-nm light produced the colored form in 90%
diastereomer excess. The [a] values for the colorless and the
colored forms in toluene were +82° and —420°, respectively.

The diastereosel ective carbon—carbon bond formation in the
ground state reactions has been one of the most important and
therefore one of the most extensively studied organic chemistry
of the last century.! However, the corresponding reactionsin the
excited states are |eft as the next challenging problem.? In par-
ticular, in the field of photochromism (i.e., the reversible photo-
chemical reaction accompanied by a large change of absorption
spectra), the importance of diastereoselective mutual intercon-
version has been announced because the change of chiroptical
properties such as the optical rotation can be a probe to detect
the state of the photochromic system by using the polarized light
which is not absorbed by the photochromic isomers.34

We have dready reported that (R)-1,1'-bi-2-naphthol in 1E,
condensed with one of the carbonyl groups of an indolylfulgide,
worked as the conformation-determining wedge so that the pho-
togenerated 1C showed 90% diastereomeric excess (de).*2 We
here report another highly diastereoselective photochromic com-
pound 2, using (S9)-1,2-bis(1-hydroxypropyl)benzene 3 as the
chiral auxiliary. The enantioselective synthesis of 3 and the relat-
ed compounds from 2-bromobenzaldehyde is reported
separately .

Synthetic route of 2 is shown in Scheme 1. Reaction of
sodium alcoholate of 3 with an indolylfulgide 4% in THF pro-

duced the half ester. Treatment of the half ester with 2-chloro-
1-methylpyridinium iodide and triethylamine in acetonitrile’
gave 2E with small amount of inseparable by-products in about
6% yield from 4. To isolate the photochromic 2E and 2C, the
product thus obtained was irradiated with 366-nm light in ethyl
acetate. The C-form, 2C8 thus produced, was isolated as a pure
diastereomer by silica-gel column chromatography and recrys-
tallization. Irradiation of visible light to the solution of 2C in
ethyl acetate produced pure 2E.°

X-ray crystallographic analyses of single crystals of 2E° and
2C8 obtained above were done on a Rigaku AFC7R diffracto-
meter with graphite monochromated Mo Ka radiation and a
rotating anode generator. The crystal structures in Scheme 1
gave us some interesting results: (1) Different from the synthesis
of 1E, the diol reacted on the carbonyl close to the indolylethyli-
dene moiety during the synthesis of 2E. (2) In the crystals, 2E
takes the M (left-handed) helicity with regard to the hexatriene
moiety. Asfor the mgjor diastereomer of 2C, the absolute config-
uration of newly formed stereogenic carbon atom has (R)-config-
uration. Because the M-helicity of 2E should generate (R)-2C,
this result is quite plausible. However, PM3 molecular orbital
calculations™ of (M)- and (P)-2E for possible conformational
isomers showed little difference of heat-of-formation values. The
experimental results may have come from the difference of reac-
tivity of the excited states of both conformers.

This assumption was also supported by 'H NMR measure-
ments. In the *H NMR spectrum of 2E in CDClj at r.t., minor
peaks are accompanying with some of the peaks of the major
conformer,® though 2E behaved as a single compound on HPLC,
TLC, and silica-gel column chromatography. Because the ratio
of the peaks were about 4:1, the observed minor peaks cannot be

Scheme 1. Photochromism and ORTEP drawing of 2.
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Table 1. Absorption spectral data and quantum yields of 2 in toluene

M. /nm (g, / mol™ dm’ cm™) 313-nm light 489-nmlight 2E:2C
2C 2E D D Dcr at UV-pss
490 (7780) 328 (3050) 0.70 0.68 0.17 51:49

atributed to the conformer that gives the minor diastereomer of
2C by photoirradiation, for the diastereomer ratio of 2C was as
large as 95:5 (vide infra). In addition, these peaks showed little
change and were kept separated within the temperature range of
—50 °C and +60 °C.

Photoreaction of 2 was started from the recrystallized 2C
that contains only one diastereomer within the detection limit of
HPLC. Irradiation of 489-nm light to the toluene solution of 2C
afforded 2E. Irradiation of 313-nm light in turn gave the photo-
stationary state (pss) composed of 2E and 2C (51/49).
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Figure 1. Absorption spectral change of 2 in toluene (1.00 x
10~* mol dm™) upon irradiation with a) 489-nm light 2C to 2E)
and b) 313-nm light (2E to photostationary state).

The diastereoselectivity of cyclization of 2E was monitored
by HPLC using silicagel column. Theratio of two diastereomers
of 2C was determined to be 95/5 (90% de) for which the mgjor
isomer was the one used for X-ray crystallographic analysis.

Interestingly, no Z-form was observed either by H NMR or
by HPLC during UV irradiation. Because the upper region of 2
is sterically crowded, no 2Z was formed.

The quantum yields of photoreactions and the spectroscopic
properties of 2E and 2C in toluene were shown in Table 1.

The [a]p value (in toluene (c 0.0049) at 28 °C) of 2E was
+82°, while that of 2C was —420°. At the pss, it was —176°. It
should be noted that the sign of [a], values are different between
2E and the pss. This may be of great merit when using [a]p as
the probe to detect the state of the photochromic system.

A PMMA film containing 2C was stable at 80 °C for more

than 10 days. Also, after the 10 times of the photochromic cycles
of 2inaPMMA film, more than 90% of 2 was remaining.

In conclusion, we have synthesized a new photochromic
compound 2 possessing a C,-symmetric diol as the chiral auxil-
iary condensed with a carbonyl group of an indolylfulgide. The
X-ray crystallographic analyses of 2E and 2C were done. The
ring closure occurred with 90% de, and the sign of [a]y values
was dtered by photoreactions.
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