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The boron trifluoride catalyzed acetylation of methyl 6-methoxycoumarilate,
with concomitant cleavage of the methoxyl group, enabled the separation of
the isomeric methyl 5- and 7—acetyl-6-hydroxycomua.rilatesl.

We have now converted methyl 5-acetyl-6-hydroxycoumarilate (I) to
5-acetyl-6-hydroxy-2-isopropenylbenzofuran, euparin, a compound isolated

from Eupatorium purpureum®, E. cannabimm® and E. japonica*. The O-acetate

of I was submitted to ketalization with ethylene glycol, with the loss of
the O-acetyl group. Excess methylmegnesium iodide gave an adduct which, on
chromatography on acid washed alumina gave euparin m.p. 121-122° (Found: C,

72.08; H, 5.95. Caled. for CigHizOs: C, 72.21; H, 5.60). xg;ng 263,
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908 Synthesis of eupariniand dehydrotremetone No. 14

358 mu (2, 34400, 5900). "gilf 6.10, 6.95, 7.20, 7.35, 7.55, 8.60, 8.80,
9.60, 11.18 p. Its melbing point and the melting points of its semicarba-
zone, 254-255°, dinitrophenylhydrazone, 254-255°, and maleic anhydride
adduct, 244-245° agreed with those reported®s3, The green color with ferric
chloride and the orange to red, brown and then green color with concentrated
sulfuric acid agreed with the original report®.

The aluminum chloride catalyzed acetylation of methyl coumarilate gave
methyl S-acetylcoumarilate (II). Attack at the S-position is consistent
with that of other electrophilic reagents® and confirmed by the Beckmann
rearrangement of the oxime of II to give the 5-amino compound which was
converted to methyl 5-chlorocoumarilate m.p. 94%-96°; reported 96-97°%. In
further support of this structure assigmment, II was catalytically reduced
to methyl 5-ethylcoumarilate which was identical to material prepared from
5-ethyl-2-hydroxybenzaldehyde according to Tanaka's method”.

Formation of the ethylene glycol ketal of IT followed by the addition

of methylmagnesium iodide gave the ketal of a tertiary alcohol which was

dehydrated and cleaved by acid to dehydrotremetone m.p. 84.0-85.5° "EE?;H

253, 28C.5, 292.5 mu (e, 39100, 19150, 14900); oxime m.p. 131.5-133.5°;

reported m.p. 87.5-88.5°8 xiZiH 252, 280, 292 mu (€, 39000, 19000, 15500)8;
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oxime m.p. 131-132°8%. The maleic anhydride adduct melted at 205-210° (dec.)
(Found: C, 68.72; H, 4.23. Caled. for Cy-Hy40s: C, 68.45; H, L4.73).

Debydrotremetone has been isolated from Eupstorium urticaefolium® and

from Aploppus heterogglluss. A mixture of synthetic material m.p. 84.0-

85.5° with dehydrotremetone from A. heterophyllus m.p. 80-82° (cor.) gave
no depression on melting and the infrared curves were identical in gl1
details. The chief bands were at 5.98, 7.00, 7.41, 7.74, 8.68 and 11.14 u
(all in carbon tetrachloride) which confirms the values previously reported®.
A sample of dehydrotremetone from E. urticaefolium® melted at 83.5-85.5° and
was unchanged in melting point on mixing with our synthetic sample. This
sample in carbon tetrachloride exhibited absorption bands in the infrared
region identical in all details to the other samples above. A mixture of
the oxime of dehydrotremetone m.p. 131-132°® and the oxime of synthetic
dehydrotremetone melted at 132-133°.
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