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the signal of the proton under the methoxyl group was 
a sharp singlet at 3.80 ppm and the signal at 7.01 ppm 
of the proton B to the aldehyde remained coupled to 
the protons of a methylene group found at 2.72 and 
2.49 ppm. Consequently we can dismiss the possibiltity 
considered in our orientalide paper [l] that in this 
series solvolysis of the group attached to C-9 may be 
accompanied by allylic rearrangement. The product 
from methanolysis of la is therefore 2c, not 5. 

The second lactone 48, mp 208”, CZOH2.,07, was an 
analog of orientalide containing a methoxyl group on 
C-9 (upfield shift of H-9 from 5.3 to 3.8 ppm). Acety- 
lation gave 4b; hydrolysis with KOH-MeOH yielded 
2c identical with material previously [l] obtained by 
methanolysis of la. MnO, oxidation of 2c gave the 
known h [l] which was further oxidized (DMSO- 
Ac,O) to 6b. The ‘H NMR spectrum of the latter 
confirmed the location of the methoxyl on C-9 and 
hence the absence of a rearrangement in the 
methanolysis of la. Exposure of 4a to BF,-Ac,O gave 
a triacetate which is formulated as the enol acetate 7. 

Darutigenol (&), which has not been isolated previ- 
ously from S. orientalis [2,3], was identified through 
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conversion to the triacetate (8b), tribenzoate (Be) and 
the aldehyde 9. Its stereochemistry at C-15 has been 
established recently [5]. 

The extraction of S. orientalis has been described [l]. Since 
fractions 41-90 of the original chromatogram showed several 

spots on TLC, they were combined (10.9 g) and re- 
chromatographed over 400 g Si gel, fractions being collected as 

follows: l-10 (C,&-EtOAc, 1:4), 1 l-20 (EtOAc), 21-30 
(EtOAc-MeOH, 19:l) and 31-40 (EtOAc-MeOH, 9:l) 

Fractions 4-12 (2.18 g) contained three substances which 

were separated by PLC (C,H,-EtOAc, 1: 2). The least polar 

substance. lb was a gum (0.55 g) which was not completely 
pure (uide infra) and had IR bands (CHCI,) at 2700 (-CHO), 

1775 (lactone), 1730 (esters), 1690 (a. p-unsaturated al- 

dehyde), 1650 and 1140 cm-‘: UV strong end absorption 
(eZ3” 18 600). ‘H NMR (270 MHz CDCI,): S 9.48 (/ = 2 Hz, 
H-14), 6.75 (m, H-l), 6.75 (dd, J = 9, 1.5 Hz, H-8). 6.29 and 
5.85(d, J= 3 Hz, H-13), 6.04 and 5.60 (br, H-3’). 5.33 (dd, 

J=9, 2 Hz, H-9), 5.10 (1. .I= lOHz, H-6). 4.92 (br. J= 
10 Hz, H-5). 2.84 and 2.48 (m, H-2), 2.65 (m, H-7). 2.04 (br, 




