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Source. Ahres alha Mill needles (fir, formerly A. pect~~~a D.C ). Collected m Spring 1972 
on Mont Prlat (France). Previous related work. Abieslactone 7 from Ables mariesii M. bark 
and leaves, 1 s2 and from Abzes amabllzs D.3 Cyclograndisolide 6 and epicyclograndisohde 
from Abzes grandis (Dougl.) Lindl. bark.4 Extructzon. Acetone extract of dried needles. 
Column chromatography of the crude extract (20 g) over silica gel gave sitosterol, campes- 
terol and the alcohol l(ll0 mg) as a white sohd. Characteristics. Alcohol 1; m.p. 239-280”; 
[ax* = + 47” (c = 0.085, CHCl,); IR: $,f_j : 3480 and 1764 cm- i ; NMR. see Table 1; 
MS: M+ = 456.3603 (Calc. for C30H4803: M+ = 456.3594). . 

Acetate 2 (Ac,O, Py): m.p. 249-250”; [@]A” = +36” (c = 0112, CHCl,); IR: vtz:: 1762 
and 1720cm-‘; NMR: see table; MS: M+ = 498.3703 (Calc. for C32HS004: M+ = 
498.3709). 

Ketone 3 (CrO,, Py): m.p. 199-201”; [a];” = + 78” (c = 0128, CHCl,); IR v$,f;: 1775 
and 1723 cm-‘; MS: M+ = 454.3447 (Calc. for C,,,H,,O,: M+ = 454.3443). 

Structural determinutlon. The hypothetical structure 1 (or a A7 isomer) was deduced from 
a cursory examination of the IR, NMR and MS spectra. It is confirmed by a precise com- 
parison of observed NMR and MS spectral values with values obtained by assummg an 
additivity of the three structural units: (a) 3cr_hydroxytrnerpene, (b) A9(r1) (but not A’) 
double bond m a lanostane system and (c) side chain correspondmg to dihydrograndis- 
olide 4.5 Thus the fragmentation patterns, in the mass spectra of 1 and 2, are very similar 
to the ones observed for 24,25-dihydrograndisolide 4 and parkeyl acetate. 

In the NMR spectra of compounds 1, 2 and 3, the olefimc signals are at the expected 
field for a 9( 11) unsaturated triterpene. The chemical shifts of the C-Me groups for com- 
pounds 1 and 2 (1.08-O-69) are also in the range for a lanost-9(1 I)-en-3a-ol skeleton6 (see 
Table l), but not for a A7 isomer. 
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For 1 and 2, the slgnal of 3-H IS the triplet (J 3 Hz) expected for an equatorial proton. 
the hydroxyl is therefore 32, like the methoxy group of the other ilhr~s trlterpenes. 

The structures used for this comparison are unambiguous: grandlsohde 5 has been 
obtained by unambiguous chemical transformations from cycle-grandlsohde e4” and 
abieslactone 7,’ the structures of which have been proved by radlocrystallography 2b*‘d A 

A9(l I’ structure 1s further indicated by the stability of the acetate 2 m CF,CO,H./CHCl, . 
ableslactone 7, m these conditions, IS easily lsomerized to grandlsollde 5 

TABLE 1 NMR DATA ON TRITEKPENOIIX (6 VALL IS) 

18 
C-Methyl peaks . 

32 30 31 I9 Olefinic peaks 

A’“’ ‘) Lanost-9( I I)-en-3a-ol 
c&+ 

Grandlsohde 5 
Alcohol 1 
Acetate 2 

A’ Ablesldctone 7 

066 0 16 0 89 09x 1 11 
064 0 74 0 88 098 1 OS 5 20 
o-67 0 76 090 097 I 07 5 26 
0 69 079 0 87 0 98 I ox 5 170 

(0 92- I 10) SIX C-Me’s 5 52 

Because of the limited amount of alcohol 1 isolated further chemical work was not poss- 
ible. We asslgn to lactone 1 the structure of 3a-hydroxylanost-9( 11 )-en-26.23 ohde. 
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