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Abstract WStearyl- dt]d palmltyl glutmopdlldl new natural sesquiterpenoids 1soldted from Lactarius qluttnapallens

Lactarius glutinopallens Lange, Russulaceae. sesquiterpenotd esters. paimityl- and stearyl-

Lange, have structures 1 and 2: these compounds are responsibie for the green reaction of the fungus to the sulfovanillic’

mixtures.

INTRODUCTION

In the course of our researches about the nature of fungal
substances responsible for the positive reaction to the
sulfovanillin® [1], our attention was drawn towards
Lactarius glutinopallens Lange which offers the originality
to develop a green coloration with this reagent [2]. Thus,
we were able to solate two esters of the same sesquiter-
penotd hemicetal to which we assigned {formulae tand 2
and gave the names of palmityl- and stearvi-glutinopallal.

RESULTS AND DISCHSSION

Fatty acids were identified, after methanolysis, by GC
to palmitic and stearic acids. 'H NMR and mass spectra
corroborating this atiribution.

The structure of the ﬂcsquiurpcnoid moiety  was
determined, as previously [17], 1

natural products and methanolysis product 3.

The electron mmpact mass spectra gave. as ions of
highest mass with very weak intensities. 338 and 330
respectively, for each natural products. This indicated
that the terpenoid had M, 292, This result was corrobor-
ated by the presence of an intense ron (base peak) at m
275 (in each spectrum).

The mass and "H NMR spectra of 1 and 2 are identical
with the exception of molecular ions and CH, integration.
The '"HNMR decoupling cxpu‘lmcnls carried out on 1
and 3, showed the configuration of the hvdrocarbonated
links A B and C (continuous lines) that led to the
determination of the glutinopallal skeleton.

The 3-position of LOOML {function detected by IR
and "*C NMR} was given by the absence of coupling of
cyclopropanic protons with other protons as observed
with stearvi-velutinal [1]. The "¢ NMR spectrum of 3
compared to that of 8 {see Table 1) agreed perfectly with
the proposed structure

EXPERIMENTAL

Fungal material. Fungi were collected near Monlet (F-43). in
October 1983 and identified by Pr R, Kuhner. mveologist at
University Lyon L
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from the spectral study of

Isolation procedure. The {rozen runtbodics were extracted
twice with CH,Cl,. The extract fromowhich H; O was removed
after freezing, was coned to drvness and taken up o acctone
Prep. TLC isilica gel, hexane- E1OAC 10111 gave a single green
band (1 + 23 after spraving with vanillin (2.5 21 in H,50, H,O
P80 ml). The two esters were separated by prop HPLC on g
RP-18 column MeUH H.O it mbminn clutien
volumes (mly 14,5 (1 and 20.5¢2 iR}
Methanofysis. The 1 +2 nuxture from prep. TLO was sub-
mitted to methanolysis 117 hrat 601 ) 3aas puritied by prep. TLC
on alumina twith hexane-CHOL, BioOAcH D Dirhen
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Table 1. T3CNMR spectra of methylated velutinal 5 and glutinopallal 3
(CAMECA 350 MHz, CDCl,, 5 ppm/TMS)

C 5 s 3 s J
t CH, 46.4* CH, 424  tm 127
2 CH 38.6 CH 373 dm 133
3 C 234 C 372 s
4 CH, 172 CH, 188 ¢ 167
5 CH 105.4 CH 1052 dm 184
6 C 313 c 310 s
7 C 65.8 C 648 sl
8 CH 58.3 CH 54 di 184
9 CH 432 CH 474  dl 136

10 CH, 458+ C= 1338 s

11 C 36.7 131 s

12 Me 20.6 C=0 1732 s

13 CH, 68.3 CH, 617 150°

14 Me 318 Me 138 ¢ 124

15 Me 318 Me 124 ¢ 124

16 OMe 543 OMe 517  qd 142¢

17 OMe 55 q 147

*These values can be exchanged, “and 6.8 Hz, ®and 3.6 Hz, J: Hz,
undecoupled spectrum.

ppm/TMS) 1.12 (1H, d, J = 52 Hz, H-4a), 142 (1H, d, J  Acknowledgements—We thank H. Waton (CNRS, Solaize) for
= 5.2 Hz, H-4b), 1.63 (3H, br s, Me-14), 1.71 (3H, br s, Me-15), recording the NMR spectra.

209(tH, brt, J,,,, = 16 Hz, J,,_, =11 Hz, J, 4 with Me-14, H-
la), 230 (1H, br d, J4_, = 7.3 Hz, J,  with H-8, Me-14 and Me-
15, H-9), 2.60 (1H, br dd, J ., = 16 Hz, J,,_ ;= 7.3 Hz, J ;1 with
Me-14, H-1b), 2.67 (1H, br s, J  with H-9, H-8), 2.75 (1H, ddd,
Jy_w=11Hz, J, ,=73Hz, J, ,=73Hz H-2), 342 3H, s,
OMe-5), 3.70 (3H, s, OMe-12), 4.16 (1H, d, J = 103 Hz, H-13a), 1. Favre-Bonvin, J., Gluchoff-Fiasson, K. and Bernillon, J.
4.22(1H, d,J = 10.3 Hz, H-13b) 5, 32 (1H, 5, H-5); *C NMR: see (1982) Tetrahedron Letters 23, 1907.

Table 1. : 2. Kuhner, R. (1957) Publ. Mus. Nat. Hist. Nat. Paris 17, 49.
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