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Recently Seehadri et & reported the isolation’ of a new eeequiterpene 

enhydrln from the leaver of v (k. Ccmpoeitae) and formulated It 

a8 (Ij2. We wl8h to report 

to the groee etxucture (II) 

3 

here degradative and epectroecopic evidence which leade 

for enhydrin. 
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Bshsarin C23H2eOro, mrp. WO,[ti],, - 55’, Ir+ at m/e 464, exhibited Uv and 

IB epoch-a typical for the preeence of oc , ~-uneaturated- Il-lactoner. The most 

useful evidence came from the NMR tapectnun (Brig. 1). DDuble resonance experimcslte 

&owed that 5 PIdOn v88 coupled with H6’ He and t&e H,3 methylene protone. 

* Contribution lWo.240 from CIBA Research Centre 

t CIEA-QEIQY Limited, Baele, %iiteerland 
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FIG.1. 100 MC N M R Spectrum of cnhydrin (Il)in CDC13 

Irradiation of the I$ proton collapsed the J.-I8 proton triplet to a doublet. 

Similarly, irradiation of the H3 vinyl proton quartet at 7.2 6 affected the 

eignele in the methylene region. Hydrogenation of enhydrin with PW2 in acetic 

acid gave dihydroenhydrin (III), m.p. 198',b], - 38', M+ at m/e 466. The 

preeence of a methylene group conjugated with a 'Y-la&one was also shown by the 

formation of a pyrazoline, m.p. 245'. 
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VII 

On treatment with COW. IiCL In methanol, enhydrin gave the chlorohydrln (IV; 

X = Cl), m.p. 2190, o< P - Cl 480, k at m/e 501 b y opening of the epoxide ring in 

the aide chain. &nilarly the bromohydrin (IV; X = Br), m.p. 214', wae obtalned 

by reaction with 405 HBr In methanol. These formulations were taupported by their 

NMR spectra. The maes spectrum of (II) shows the peak8 at m/e 433 bLOCf&j), 405 

(M-OCOCi$), 349 (M-0-CC+cXL CIi3) and these are lncreaaed by two units in the 

maea spectrum of dihydro Ezydrln (III). The compound (III) on hydrolysis with 

sodium methoxide in methanol gave the dial (V), m.p. 210°, which was acetylated to 

the diacetate (VI), m.p. 255-2570. The ambiguity of assigning the acetyl and the 

O<-methyl- oc,)B-epoxybutyryl group at poeltions 5 and 6 had remained. 

Attempt8 were made to partially hydrolyae (II) or (III) without aucce88. 

-While this work was in progress, Here gt al reported3 the structure elucidation 

of uvedalin (VII) isolated from Polxnnia uvedalia (L.) 1. and preparation of 

dihydrouvedelin by aodium borohydride reduction. Both these compounds were con- 

verted to the correepondtng epoxldes m.p. 218-220' and m.p. 213-215', Cl o( p - 75.60 

formulated a8 (II) and (III) respectively. Prom the HHR data we euepected 

enhydrin to be identical with uvedalin epoxide although their m.pe were different. 

A comparison of the TLC, IR (KRr) and I?MR epectra of enhydrin with uvedalin 

epoxlde kindly carried out by Professor Hers showed that they are Identical. how- 

ever, dihydroenhydrin (III) differed from dlhydro uvedalln epoxide, prepared by 

sodium borohydride reduction of uvedelin end subsequent epoxidation. 
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