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WE wlah to report an unamblguoue oonrerelon of natural (-I- 

oryptone (I) to the oryetalllne dloyollo dlketone, II, whloh 

le obtained ln Its dextrorotatory form and la shown to be the 

enantlomer of the known otonlzatlon produot' of the native 

eesqulterpene, c-oadlnene (III). The oanflguratlon ot (-)- 

oryptone har been oorrelated prerlouely with that of the 

natural monoterpenoldr (-)-a-phellandrene', (-)-plperltol', 

(-)-plperltone4, (-)-&phellandrenes, and (-)-phellandra16, 

and the same oorrelatlone have been eetabllehed Independently 
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among the oorreepondlng enantlomare 416 . 8lmllarly, the oon- 

figuration oi C-aadlnene har been oorrelated, through (-)- 

oadlnene dlhydroohlorlde (IV), with that or the p-, Y-, r,-, 

and $-oadlnsnes 6,7 8 , and alao with oopae~ne~, oubeb oamphor , 

and a- and &-oadlnol 6,9 , and the oontlguratlon of (+)-oadl- 

nene dlhydroahlorlde hae been oorrelated with that of aerqui- 

6OYOl 
10 and with other natural seeqtiterpenolde 11 . The 

present work llnke these monoterpenold and eeequlterpenold 

eerlee dlreotly. The reeulte are in aooord with the prevloue 

determlnatlone of absolute oonilguratlon oarrled out lndepend- 

ently on oryptone 6,12,13 and the oadinener'*. 
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(-burYptone12 (AZ 6.94 a,~, My -116.60) in the 

Dlelr-Alder reaotlon with Zethoxybutadlene-1,3 gave the m- 

u enol ether, V (b.p. X34-1360/0.2 mm.; he2 6.83 mp. 

Found: 0, 76.9; B, 9.9; OCe&, 193. Cl.S&~Oe requlrer: 

C, 76.2; Ii, 10.2; OCeH., lQ.l$), whioh upon raid hydrolymlr 
15 

and eplmerlurtlon in alkali 
15 

Afforded a0 the maIn produot 

isolated the u---dIketone, II (m.p. 103-104°, [&* 

+SS.b* (CHCl,). Found: C, 74.9; H, 9.9. ClJ&eOe requlrer: 

a, 76.0; R, 9.7$). The rterlo oourae of the.96 reaotlonr lr 

oritloally determined in the rlret atop, where the dlenophlle 

10 attaoked nmlnly from the side of the moleoule opposite the 

bulky (equatorial) lropropyl group. The Infrared absorption 

epeotrum is ldentloal in every reepeot with that of the degra- 

dation prodnot’ tram c-oadlnene, m.p. 103-104g~,cclc 6.82 mp, 

CUl;* -64.60 (CHCl. 1. This produot hasl the oo8plete rtereo- 

ohemlrtry of all the natural oedlnenee. 

A total ryntherle or the raoemlo form or this diketone, 

by a quite different path, har been reported reoently 
16 

. The 

(?)-dlketone WAI oonverted rurther with exoeea aethylllthlum 

to the dltertlary oorblnol, which with hydrogen ohlorlde 

readlly gave raoemlo oadlnene dlhydroohlorlde 
16 

. It might be 

expeoted that the overall reaotlon rrom the dlketone stage 

would be highly etereoepeclflo rlnoe It prooeeda through the 

same oarbonlum ion lntermedlate ae that intolved in the aotlon 

15 I. H. llatarov and L. D. Bergel’ron, Jh. Obehoh. Khlm, a, 
449 (1962). 
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of hydrogen ohlorlde on the varloue natural oadlnanea, whloh 

always giver the dltertlary halide of the same relative 

oontiguration. The present aonrereion therefore oonstltutee 

fn prlnolple a rynthetair of (+)-oadlnene dlhydroohlorlde, and 

opens a relatlrely rhort and rirple route through II and V 

for the rtereorpeoiila ryntheaer of reteral naturally ooour- 

ring membere oi the oadinane rerler 
17 

. We hope to desorlbe in 

detail later the rerulte af rueh experIment6 whloh are now in 

progreee. 

" Both enantlomerr f oryptone are available from dliterent 
botanlaal 6ouroee . A reeolutlon of rynthetlo (?)-oryptone 
CM. D. Bolter and I. JemIk, &_&&r. Cho . S 9 22, 1003 
(19SS)], whIoh 16 requlr+ for a fOrma tkl"&Ae#Ia, 
I8 underway. 
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