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The isolation of ¢,.p- ant v -2lausenans 2nd diclausensn from [lzmugens
willdenovii was reported earlier1. Juring a reexamination of ftre :zfeam-volstile
constituents of the dried leaves, we have isclated v-clausenan (0,5%) =znd Ai-
clausenan (0.1%), y -Clausenan, C,,H,,0, b.p.102°/50 mm, was identified as rose-
furen (I)2 from its spectral dats and by comparison with authentic sample.

Diclausenan, C (K296, ©.p.140°/5 mm, was aeparated into two

H,.0
2072472
isomeric compounds, diclausenan-i and diclausenszn-B, by prepsrativs GLC (3:2),

The PMR spectrum of diclaysenan-b showed the presence of & tertiary methyl

group at 51.,2(s,3H), a vinylic methyl a% 1.74(s,35), two P- znd two @ -protons

of the fursn rings at 56.15 and 7,15 respectively and signals due to protons on

a trans disubstituted double bond (AB pattern centred around 6.0, J=14Hz), 8
vinylic proton (#5.35,m} and = doubly allylic proton (63.30.m). The data clesrly
indicated that the compound is a dimer of an isoprenyl-substituted methylfuran.
probably formed by an oxidetive dimerisation of rosefuran. The inference was
supported by the mass spectrum which showed the bsse peak =zt mle 148, OFf the twe
possible structures for the dimer, (II, R=H) was praferred for diclausensn-A
since, in its PMR spectrum, the doubly allylic proton (H¥) appeared ms 2 multiplet
atd 3.30 and not a doublet. Further, irradiation at6 5.35 collapsed the siomsl
at 3,30 to a doublet of doublets thus confirming the presence cf two methylene
protons on the adjacent carbon.

The spectral dats of diclausenan-B were very similar to those of Ji-
clausenen-A, except that in the PMR spectrum, the tertiary methyl signal syppesred
atf 0,9 compared to 1.2 in the latter; the two compounds are thus e-nsidered
diastereomers. The above conclusions have been confirmed by chemicesl evidence.

In view of the difficulty in the separation of the two isomers, chemical
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reactions have been carried out us ing the mixture,

Reduction of the diclausenan mixture with sodium in liguid smmonia

gave the dihydroderivative, C20H2602 (M+298), indiceting a double bond conjugated
to the furan ring. The presence of a double bond in the carbocyclic ring was
proved by hydroboration and oxidation to give a six-membered ketone (J)max1 710 cm"1)
5e0, oxidation gave two c¢ompounds, one of which was identified as (1T,R=0H) from
its spectral data; its PMR spectruw showed 2 singlet ats 4.0 for the proton

E-(:}-OH indieating that the adjacent carbons do not bear a proton. The other
product, CZOHZOOS' was sssigned the epoxide structure (III), based on its PMR
spectral data, which showed the absence of the trans disubatituted olefinic

proton and, instead, showed the epoxide protams ats 2,.6(d,J=1Hz,1H) and 3.4(br-ad,
1H). The doubly allylic proton (H*) in thie case appeared as a triplet of doublets
(83.64) supporting our preference of structure (II,R=H) over the alternative.
Further, the PMR spectrum of (ITI) showed only one signal (at& 1.1) for the
tertiary methyl group indicating that equilidbration of methine proton at the
activated allylic position occurred during oxidation, confirming our postulation
that diclausenans A and B are disstereomers.
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