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The need for a simple method of synthesizing
a-acetoxymethylenecarbonylstilbenes (II), which
are distinguished by a corticosterone-, deoxycor-
ticosterone-, or cortisonelike chemotherapeutical
activity,> has led to direct preparation from a-
acetyl-cis-stilbenes (I). II and stilbene a-ketols
(IV) have been synthesized by Lettré et alld
from stilbene a-carbonyl chlorides by the action
of diazomethane, followed by treatment with
acetic acid. The present paper will deal with the
acetoxydation of I with lead tetraacetate in dry
benzene or acetic acid.

I (R=H), mp 55°C (lit.2> mp 55—56°C), was
treated with an equivalent amount of lead tetra-
acetate in a solution of dry benzene or acetic-acid
at 80°C for 8 hr. The distillation of the products
gave a fraction, 174—204°C/3 mmHg which crys-
tallized upon trituration with ethanol to give II
(R=H) in a 199, yield, needles, mp 94—94.5°C
(n-hexane); IR: 1737 (acetoxy vg—o), 1685 (con-
jugated vg.o), and 1620 cm-! (vg-¢). Found:
C, 77.12; H, 5.759%. Caled for C;3H,0;: C,
77.30; H, 5.939%. On the other hand, II (R=
OCHj;), prepared similarly from I (R=0CH;),%%
was easily separated from an ethereal solution of
the reaction products as a white leaflet in a 229,
yield; it melted at 127.5—128°C (lit.">’mp 128°C)
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I: R'=CHjs
II: R'=CH,;OCOCH;
III: R'=0H

IV: R'=CH:OH

(IR: 1740 (acetoxy vg-o) and 1683 cm~! (con-
jugated vg-o)). (Found: C, 73.53; H, 5.85%.
Calcd for C,gH;;O,: C, 73.31; H, 5.949%).

The structure of II was proved by its conversion
to a-phenyl-trans-cinnamic acid derivatives (III).
Thus, the hydrolysis of II (R=H) was carried out
by using 0.1 N potassium hydroxide in an aqueous
methanol solution at room temperature; it gave
III (R=H), mp 172.5°C (lit.»» mp 173—174°C).
Similarly, the hydrolysis of II(R=0OCH;) gave III
(R=0CH;), mp 187°C (lit. mp 188°CP and 191—
192°C®).

The acetoxy compounds (II), when treated with
0.5—1 ~ hydrogen chloride in an aqueous methanol
solution at room temperature, yielded IV in good
yields. IR: 1680—1690 (ketol vg-o) and
3500—3300 cm~! (vog)-

The ketol (IV, R=H) was oxidized with potas-
sium periodate®? and a few drops of dilute sulfuric
acid in an aqueous methanol solution at 20°C
overnight, thus affording III (R=H), mp 173°C;
mixed melting point, 172—173°C.
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