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Summary The structures of two triterpenes, possessing novel side chains, were elucidated 

by chemical correlations with known compounds and physical methods involving in 

particular nuclear Overhauser effect difference spectroscopy. 

Amongst various compounds present in the fruits and bodies of Pisolithus tinctorius' (var. 

crassipes (VITTADINI G PINTO LOPES) two new closely related lanostene derivatives (I) and 

(II) were isolated by extraction with dichloromethane and chromatographic purification. The 

crude mixture (I) and (II) (present in I:4 ratio by 'H n.m.r.*, i.r. absorption band at 

1735 cm-') upon mild hydrolysis yielded (III) and (IV) (no carbonyl absorption, broad OH band) 

that were separated by preparative t.1.c. 

m.p. 192-196 OC, [ a 1;' +39 0 (c 1.1 

The alcohol (III), C32H5403 (by mass spectrum), 

, CHC13) showed in its 'H n.m.r. spectrum five singlets 

at 6 0.745, 0.819, 0.921, 0.990-and 1.005 that were attributed respectively to C(18), C(30), 

C(31), C(32) ana C(19) tertiary methyl groups. Signals at 6 0.936 (3H, d, J 6 Hz) and 

1.078 (3H, d, J 6 Hz), 1.152 (3H, d, J 6 Hz), 2.833 (IH, h, J 6 Hz) were assigned to the 

secondary methyl group at C(21) and the isopr pyl 

1.470 (3H, d, J 6 Hz) and 5.636 (IH, q, J 6 H 3 

group attached to C(24). Resonances at 6 

) suggested the presence of a CH3-CHZR2group. A 

multiplet at 6 3.225 (IH, 3a-H) as well as two doublets at 3.984 (IH, J 9 Hz) and 3.627 

(IH, J 9 Hz) were attributed to protons attached to carbons bearing the three secondary OH 

groups. (III) formed a crystalline triacetate (V), m.p. 160-165 gC, [ a 1:' +30 0 (5 0.9 , 

CHC13). 

I: cl Ii0 

That the closely related trio1 (IV), C3,H5203 (by mass spectrum), m.p. 193-195 OC, 

+38 g(c 1.1 , _ CHC13) contained a CH2-CR2 function was suggested by the presence of 

characteristic singlets at 6 5.146 and 5.096. The occurrence of a common ion at 

3'4 in the mass spectrum of both (III) and (IV) (M+ - side chain - H) indicated that these 

compounds differ only in the degree of substitution in the steroid side chain. 
2 

The provisional 

structures that (III) and (IV) were 3 I3 - hydroxy-lanost- 8 (9) - ene derivatives, with a 

vicinal diol and dR group (R = CH3 , H) in the side chain, were confirmed by the following 

chemical reactions (Scheme 1). Thus (IV) on oxidation with NaI04 yielded the aldehyde (VII), 

m.p. 177-180 OC, [ a 1;' +38 (2 1.4 , CHC13) and 3-methyl-2-methylene-butanal (IX), isolated 
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(I) and (II) as the Z-acetates derivatives.§ 
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