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A Regiospecific Synthesis of a-Methoxystilbenes
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The synthesis of a-methoxystilbenes has been achieved by
methoxy-bromination of stilbene with bromine in methanol
followed by sodium methoxide elimination of hydrogen bro-
mide'. Unfortunately, this approach is unsuitable for regio-
specific synthesis of a-methoxystilbenes from unsymmetri-
cal stilbenes. We here report that, in hexamethylphosphoric
triamide solvent, cnolate anions of deoxybenzoins can be
predominately O-methylated using methyl fluorosulfonate?

(Magic Methyl)®. By this procedure the first regiospecific
synthesis of an a-methoxystilbene 2¢ has been accomplished.
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Table. Experimental (‘ondmona and Results of the Synthesis of
2a from ta

Solvent Mulhyldlmg Agcnt Yicld® (%)

DMSO (C “1)2%04 230
HMPT (CH;3).S04 43°
HMPT CH;S0,F 700

2 lsnlatcd yiclds.
* Reaction conditions: 257, 4 min. -
¢ Reaction conditions: 5°, 4 min.

a-Methoxystilbene (2a) (Typical Methylation Procedure):
Deoxybenzoin® 1a (1.0 g, 5.5 mmol) was dissolved in hexamethyl-
phosphoric triamide (30 ml) under a nitrogen atmosphere and the
solution was cooled to 5° by means of an ice bath. Potassium
t-butoxide (1.7 g, 14.2 mmol) was added and the mixture was
stirred 4 min. Methyl fluorosulfonate (1.8 g, 13 mmol) was added,
the mixture was stirred 3 min, and then quenched by pouring
into water (100 ml). The water solution was cxtracted with cther
(3 x 50 ml). The combined cther layers were dried over magne-
sium sulfate, and the solvent was removed to afford an oil which
solidificd upon addition of a few ml of methanol. Recrystallization
from methanol afforded rrans-a-mcthoxystilbene; yicld: 0.75 g
{70%): m.p. 54.5 55" (lie.}, 51.5-527).

4,4 u-Trimethoxystilbene 2b:

The gencral procedure utilizing deoxyanisoin® 1b (1.0 g) afforded
white crystals of 2b: yield: 0.8 g (77%); m.p. 114-115" (from
methanol).

Ci:Hys03  cale. C7553 He6M

(270.3) found 7547 - 6.48

GV (CHLOH): Ayye= 297 nm (log e =4.48).
3,4-Methylenedioxy-2-3 .45 -tetramethoxystilbene 2¢:

‘The general procedure utilizing le*(0.55 g) afforded yellow crystals
of 2¢; yicld: 0.4 g (70%): m.p. 130.5--131" (from methanol).

C1oH 00, calec. C66.27 1585

(344.4) found 6597 5.59

U.V.(CH30H): A =314 mm (log £ =4.28), 222 nm (log £¢=4.51).
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