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Abdrad : The total synthec~ia of ep+mnonoids, (A)-methyl cucurbte nad (+)_methyl 
ep&tmmnata ia tzbdbad starting fmm aidehyde 14 where the key catup ia a hiily 
+eocontdld S- (3,4) ena cycliition 17 - 18. 

The epijasmonoid family of natural products feature a. cis .-1, _2- di+ubstitute$ 
cyclopentane ring syspm mcludee methyl epUasmon$e 
methyl tuberonate (61, g-D-glucopyranosyltuberonic ayd 

(41 an+ ate .hlgher hyologa 2-4, 
(f) and its methyb eater 7 as well aa 

some of their reduction producta namely, cucurbnz aud (8) and lactone l3. pese substances 
display a pversity of biological activities, such as strong jasmp note,la* c plant growth 
regulation, pheromone synergestl~c and/ r t&o-tuber induction and have been targetr of 
intense synthetic interest in recent years. ’ Early th e t uming point in jaemonoid reaearch has 
been the +iscovery that the characteristic odour of j&mine 1@ ~EI due to methyl epijaamonate (11 
rather than the po alarly known methyl jaamonate (101, 
jasmonoid biaeyn tE eais 

and that the real metabolite in 
is epijasmonic acid (111 rather than jasmonid acid (121. 

In this communication, we describe straightforward syntheses of the methyl ester gtiVb 

1 :n= l:Rs Me 
2 :n= 3;Rz H 
3 :n= 5;R= H 
4 :n= 7:R= H 
11: n= 1 ;R= H 

5:R’ = H; R2 = Me 
6 : R’ = fi-D-Glu: R2 = H 
7 : R’ = t3-D-Glu; R2 I Me 

13 

lO:R=Me 8:R=H 
12:R=H 9:R=Me 

of (*I-cucurbic acid (8)‘, a potent plant growth inhibiter and (&methyl epijasmonate (1),‘S6 the 
queen of aroma, wherein a suitable building block for e ijasmonoid synthesis, e.g. 20, was 
efficiently prepared in nine steps from 14 via a highly &astereoseAective and diestereoface 
selective 5-(3,4) ene cyclization of a functionalized 1.6-diene 17 (8cheme). 
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Scheme ’ 

14 
I 

IS.“: Rl=H;R’=lHP 
=*d 16. : 

17 18 
R’tlBDPS:R2=H 

TBDPSO 

4 19 : R = CHr 21 
20:R=O 

96% W Huba, 79% 61 08,85% (i) FWPrFBMWW3ii~ -7e” * r.t, 6V% 0 a-BudIF, 8fFN 0 IiSddhr, 7Q%. 

Tk~alde+$e 14’waa cx+wrkd” the a00 duct 17 (31% oven& followiq our eerlk developed 
protocel. He$ngn.6j+,qohtionofl7m fae+d~tubeunderar 
carbo&izaticWto 18. 111 almoet quantxtetwe yAd. It ehoul N-F 

at@6? for 18 h m.+hly etfecbd 

nec&saty s@reochemwal featuh of cucurbic acid (8). 
be noted #et 18 -tame meet of the 

@t&miiki.ir$ of Xl3 wae lx& carried out 
in the presellce of HI ti *ve 1S (79%) which was oxid8tw&1~~~Bti~S0 
(69%) ~und&r#&&ee tiditiona followed by w NJ@ 

%I. witkigolefhleti~ 
gave Wcwgbic acid 

m$hyl e$kr.c8) (8Q%) ?oo? spectral prdpertles me & accorda& with thaw reporhd. 
~~~rtif9flrltth~lcacldunq~BrOlP1Cn’s~~llos 

m, 
(70%) 

identifbtl by spectral ot@arieoxi ( H- & C-_J@lIQ with tz: 
‘elded (*)- methy aaemonate (1) 
oee ofthe au’thentic sainple. Overall yielda 

of 9 and 1 from 14’kere 12.6% in 11 steps and,8.8% in’ 12 stepa, rkqwctively. 
Achmwbdgum~:We&nnk(=ERRmdBt3T,~oE~ hhn&ng~~~~~&~nb~ 
theCSt&NewD&@oraSBF.Wea thanbMtoFmf.G.~amIRufsT.K&&am 
dautbentic m&yl egeem0nete.Mr.P. Pmdhana3.A.R.C.,Bombqv)iethenkedforhi6h&ldNMB~. 
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