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Itiro Yosioka and Yasuhiro Yamada : Isolation of Dammaradienyl
Acetate from Inula helenium L.

(School of Pharmacy, Osaka University*!)

Extraction of the root of Inula helenium L. afforded, besides the known alantolactone—
series compound, dammaradienyl acetate.

(Received April 27, 1963)
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WA 1z EtOH 7 55N LEGASHR S mp. 148~149° %15, v —< 1 <~ vRIE: KEA, S+ 7 =1
w2 xv: B, (@) +38.8° (CHCL). CyoH:205 Anal. Caled. : C, 81.99; H, 11.18. Found : C, 81.76;
H, 11.22. IR vl cm-1: 1721, 1631, 1244, 884.2. dammaradienyl acetate o (m.p. 1561~153°) tiE
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Dammaradiensl 34 A (dammaradienyl acetate) 50 mg. % 5% KOH-EtOH 20 ml. & 7 min. &
LB KE ML EF 5@ s EtOH X v iR, b7 v 3 72l L OB, EEPRE, mp. 1345~
135.5°. (@)% +50.6° (CHCls). CsHs0 Anal. Caled. : C. 84.44; H, 11.81. Found : C, 84.08; H, 11.78.
IR yYud em~!: 3333, 1634, 885.
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JRE, mep. 171~172° %5, Cy;HasO, (dihydroisoalantolactone) Anal. Calcd. : C, 76.88; H, 9.46. Found :
C, 76.42; H, 9.40. IR v}uel cm™': 1742, 1634, 879.5.
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Shin-ichi Ueda : Studies on the Dibenzo-p-dioxin (Diphenylene Dioxide)
Derivatives. XXXVL.*! The Metalation Product of Dibenzo-p-dioxin.

(Faculty of Pharmaceutical Sciences, Kyoto University*?)

Gilman and his coworkers® reported the metalation reaction of dibenzo-p-dioxin
(I). By using methyllithium or phenyllithium as the metalating agent, they obtained
a monometalation product, which, after carbonation followed by hydrolysis, yielded
dibenzo-p-dioxin-monocarboxylic acid (m.p. 210°). As the monocarboxylic acid obtained
was different from dibenzo-p-dioxin-2-carboxylic acid® (m.p. 236°), it was supposed to
be dibenzo-p-dioxin-l-carboxylic acid. This consideration is in agreement with the
generalizations® that metalation takes place in the position ortho to oxygen in a hetero-
cycle. Therefore, they assumed that the metalation took place in the 1-position of
dibenzo-p-dioxin (I). When butyllithium, a more intensive metalating agent, was used
for the metalation of dibenzo-p-dioxin (I), a dimetalation product was formed. The
carboxylic acid obtained from this reaction, upon carbonation and hydrolysis, was led
to dibenzo-p-dioxindicarboxylic acid (m.p. over 335°). On the basis of o-metalation of
an oxygen heterocycle, Gilman and Stuckwisch® proposed three structures for the acid.

*#1 This paper constitutes Part XXXVI of the series entitled “ M. Tomita : Studies on the Dibenzo-p—
dioxin Derivatives’’; Part XXxv : S. Ueda : This Journal, 83, 657 (1963).
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