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Abstract-Several new trlterpenoids were Isolated from Ptsohthus trnctonus. Their molecular structures were 
established from spectroscopic studies, X-ray analysis and chemical correlation. 

INTRODUCTION 

Ptsolithus tinctorius (Mich. ex Pers.) 1s a fungus of great 
economic interest, since its basidlospore moculum forms 
specific ectomycorrhlzae important for the development 
of pine seedlings, thus enabhng the creation of artlficlal 
forestation zones [1] This fungus occurs widely m 
Portugal, in two varieties, crasszpes and tuberosus [2] 

Previous work established the structure of three bio- 
synthetically interesting triterpenes, plsolactone [3] (I), 
24-methyllanosta-8,24(28)-dlene-3B,22<,23~-triol 22-ace- 
tate (2) and 24-ethyllanosta-8,24(28)E-diene-38,22&23<- 
trio1 22-acetate [4] (3) We report here details concerning 
other new trlterpenes, as well as on the absolute 
stereochemistry of 2 and 3 

RESULTS AND DISCUSSION 

Powdered fruiting bodies of the tuberosus variety of P. 
tinctorius were exhaustively extracted with diethyl ether 
and the resulting brown 011 was purdied by chromato- 
graphy on a column of silica gel, to afford three major 
triterpenoid fractions. 

From the first fraction, a new crystalline compound, 
mp 248-250”, C,lH,sO, (M+ 468), was Isolated and 
found to be identical (mmp, TLC, IR) with the product 
obtamed by Jones’ oxidation of plsolactone (1) and thus 
assigned structure 4 

The second fraction was found to contam ergosterol 
and pisolactone, plus a complex mixture which upon 
acetylatlon yielded the acetates of 5,6-dihydroergosterol 
and 5,6,22,23-tetrahydroergosterol in a ratlo of 19.6 (by 
GLC analysis), as well as a minor triterpene (5), M+ at 
m/z 540, consistent with the molecular formula 
C,,H,,04, mp 165-170”, having the lanosterol nucleus, 
two secondary acetate groups (by ‘HNMR) and an 
exocychc methylene [v,,,900 cm-‘, 64.78 (s, lH), 4.85 

* Part 3 m the series ‘Terpenolds from Baslchomycetes’, Ref. 

[4] constitutes Part 2 m this series. 

(s, tH)]. Mdd basic hydrolysis of 5 afforded dlol 6 (no 
carbonyl by IR), the mass spectrum of which showed a 
diagnostic peak at m/z 314, correspondmg to the loss of 
the side cham to give the basic lanosterol nucleus [S] 
This suggests that, apart from the ubiquitous 3-hydroxy 
function, the second hydroxyl group was part of an 
alkylated side cham 

The 13C NMR spectrum of 6 exhIbIted four sp’ carbon 
resonances at 6 128 6, 153 9, 134.8 and 135.0, the first pair 
corresponding to the carbon atoms of an exocychc methy- 
lene, and the other to the lanosterol As-double bond 
[6]. Also two peaks at 678.3 and 71 0 confirmed the 
presence of two oxygenated carbons, the first one corre- 
sponding to C-3 and the other to a carbon of the side 
chain [7]. 

Silylation of 6 with bis-tnmethylsdylacetamlde [S] 
gave a bis-sdylated derivative 7 Its mass spectrum con- 
tamed the Ion m/z 185 (50%) resultmg from fragmen- 
tation between C-20 and C-22, which by analogy with the 
fragmentation obtained for the silylated derivative of 22- 
hydroxyergosterol [9], is characterlstlc of an oxygenated 
function at C-22. The values for the optlcal rotation of 6 
and those of lanosterol, ebuncol, motodlol and its 22- 
epimer are listed in Table 1. 

While mtroductlon of a (22R)-choral centre m the side 
chain of lanosterol, as m motodiol, does not affect the 
rotation, introduction of a (22S)-centre lowers the value, 
in agreement with empirical findings [ 11,141 Smce the 
value of the rotation of eburlcol is very close to that of 
lanosterol, it is conceivable that introduction of R or S- 
chirality at C-22 in the former has a similar effect. Thus 
the rotation of 6 and the value ACM] (- 158) observed in 
relation to eburicol as well as the value of ACM] of (- 53) 
relating 22-epl-inotodiol to lanosterol, both suggest the 
(22S)-configuration as the more probable one for 6 
However, this conclusion IS to be taken with caution 
given the fact that considerable discrepancies are found m 
the literature for the optical rotations recorded [15, 163 

Based on the previous discussion we suggest that 6 IS 
(22S)-lanost-8,24(28)-dlene-3&22-diol. The scarcity of the 
matenal precluded any further characterization. 
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b 

33-Me 

Ftg 2 NOE obtamed for the srde cham of compound 13 

NaOH (2.01 ml) m the presence of phenolphthalem. The aq 

phase was extracted with C,H, (2 x 2ml), acrdrfied wtth 0.05 

HCl (1 ml) and extracted agam with C,H, The orgamc phase 

was dned (MgSO,) and the solvent evapd to yteld the pure 

phenylbutyrtc acrd (32 8 mg, esterrficatron yteld 13%), [cl]p” 
- 0 175” (C6HSr c 0 34) (opttcal yteld 17%) 
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