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The attempted synthesis of the oucurbitanr 8k*lef*n from the laaaetane skeleton 

by procemeem involving the migration of W-methyl group har either failed' or resulted 

in low yield.2 U* wish to report an efficient entry into the cuourbitane ~eri*8. 

Of the two isoaeric epoxidem /I/ prepared from 3P~cefoxglalroe~9/ll/-sn*-7-ono3 

the rearrangement of the epoxide /Ib /4 wan studied. 

Treatment of /Ib/ with BP3*Et20 in benzene resulted in the formation of 3p_acetoxy- 

p-laaoo~n-7,lldione.5 Rowever, the reaction carried out in aaetic anhydride with 

BP3*Et20 pv* ~,11/36iaceto~-1~aor/lO-c9~/abeo-lnno8t-4-sn*-7-on* /If/ and 3p-acetoxg- 

lanortan-‘J,ll-dione in 58 and 32% yield respectively. The structure of /II/, mp. 188- 

19@, follows from its spectral proPerties: PMR: 6.07 Aid/, 5.27 /Ii-II/, 4.86 /H-3/, 

2.05 and 2.00 /two CK,COO singl*tm/i IB: 1725, 1660, 1260; W:A,x 245 Al& & 73500; 

H+ 542? The stereochemistry of /II/ follows from the aesumption that SuprafaCial Shifts 

of the C-10 methyl group and of the 5-+hydrogen atom occured. Compound /II/ hgdrolysed 

in ethanollo KOH to monoacetoxy derivative /ffI/, ap. 274-216'. PMR: 6.Q /H-6/, 5.27 

/H--M/, 3.65 /H-3/, 2.06 /CH3COO/. Prolonged hydrolysis afforded /XV/ as the main 

product, mp, 230-233*, PMR: 6.11 /P-6/, 4.00 /R-II,', 3.67 /i+3/; IB: 3550, 3400, 1650, 

950; M+ 458. /Iv/ was eelectiv*ly l cetylated to /v/, mp. 252-254', PHR: 6.09 /H-6/, 4.82 

/H-3//, 3.98 /H-II/, 1.99 /CH3COO/i IR: 3635, 3480, 1730, 1655, 1250. /'J/ could be further 

transformed into /II/, thus indicating that no change of stereochemistry wae involved 

under hydrolytic conditione. Jones reagent oxidized /V/ to a cucurbitone /VI/, 

II R1 t OAc B2=&i+OAc R3= 0 

III R'm OX R2*-i-8~p-odc R3= 0 

IV R'= OR R2=,-H&-OH R3m 0 

V R' = OAC R23~+3-OH R3P 0 

VI R1= Ohc R2e 0 R3= 0 

VII R's OAc 2 
R=O 3 R+H 2 
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nP* 225-228’. PMR: 6.13 /R-6/, 4.83 /H-3/, 2.OC /CH3COO/: IR:‘q732, 1700, 1663, 1255; 

WtAmax 
243 nm, E 13300; CD: Pg -0.69 at 339 nm, +6.31 at 295 nm; M’ 49%. The high 

Positive Cotton effect associated with the n -x*transition of II-carbonyl chramcphore 

confirmed the 9@-configurrtion of compound /VI/ and its precursors. Oxydation of deoxy- 

brpogsaia acetate /VII/ vith CrOj in AcOH afforded a substance which was identical with 

compcund /VI/. This transformation provided the evidence that the rearranged compound 

/II/ and its derivativen were of cuourbitaain type. 

The role of acetic anhydride which serves both as the solvent and the reagent is 

worth af mentioning, stnce in benrene which is commonly Wed for epoxide rearrangements 

the methyl migration does not scour. On the basis of this and other results obtained 

it iu expected that BF34e2Cl system is a useful reegent in which efficient skeletal 

rearrangement8 induced by an epoxide cleavage may proceed. Par example cholesterol 

acetated-epuxide afforded 62% yield of completely backbone rearranged compound /VIII/ 

which haa not been formd in benzene. 7 

The significance of the 7-carbonyl group and of the configuration of 9,11-epoxide 

for methyl migration is under invertigation. 
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