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Ve have isolated from the heartwoods of Cedrela glaziovii [Porest
Research Institute, Kepong, Selangor,] and C. mexicana [Porest Herbarium,Forestry
Division, Khumasi, Ghana] a new triterpencid, mexicanol (1}, C

235-37°, [aly - 50°.
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R'=H, aOH; R"=H.

R'=H, «OH; R"+n"=;c(cu3)2

R'=0; R"+a"=‘0(cn3)2

(4) R'=0; R"=H. {5)

(7) R'=0; R"=Ac ’ (6) a22(23)

The n.m.r, spectra of mexicanol and its derivatives indicate the presence of one
secondary and seven tertiary methyl groups, suggesting a euphane or lanostane
skeleton,

Three secondary hydroxyls attached at C-3, C=23 and C-24 can be
chemically differentiated in two ways., Rither (a) reaction of mexicanol with

acetons and anhydrous copper sulphate leads to the acetonide (2), 033H5404,
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m.p. 210-12°, convertible by Jones oxidation to the 3-ketone (3), C33H5,0,,

m,p. 208-10° or (b) brief Jones oxidation of mexicanol at 0° affords the ketone
(4), CyoH4g04s B-P- 230-32°, the dione (5), CyoHyg04r moP. 200-02°, and the
diosphenol (6) [see below]. Acetylation of the ketone (4) leads to the diacetate
(7), 034H5206’ m.,p. 219-21°, whose n.m,r. spectrum defines the functional sequence
in the side chain of mexicanols Thus the signals from H-22 (r 6-09; d, J = 6 Hz),
H-23 (r 5+01; %, J = 6 Hz) and H-24 (r 5-21; 4, J = 6 Hz), each collapse upon
double irradiation in accordance with expectation based on simple first-—order
treatment, Furthermore, double irradiation at H-20 (v 8-43) simultaneously
collapses the C-21 methyl doublet (T 9:09) to a singlet and sharpens the slightly
diffuse doublet (r 6°09) arising from H-22, This situation is seen even more
clearly in the n.m.r, spectrum of the previously mentioned dione (5), H-22

(t 6-20) and H-23 (r 5-87) now form essentially an AB quartet (J = 10 Hz) whose
higher field doublet is sharpened when H-20 (v 8:04) is irradiated; the C-21
methyl (7t 9¢03, d), simultaneously collapses to a singlet.

The diosphenol (6), C30H404¢ m-P. 232-34°, also obtained from Jones
oxidation of mexicanol, had A_ 292 nm (e, 8680 in EtOH) and 342 nm (e, 8830 in
Et0H/NaOH) ,

The isolated, trisubstituted, double bond [diffuse 1H singlet in (2)

(V% 10 Hz) at v 4-80] is placed at position 7(8) on the basis of its facile

isomerisation to the Ap(g)-position and its ready transformation into the 7, 9(11)-

diene.

(8) R'=H, aOH; R"=H,
{(9) R'=H, aOH; R"=H,

(10) R'=0; R"=k"=_C(Cl,),
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Thus mexicanol is converted in almost quantitative yield (a) into iso-
mexicanol (8), C30H5004» m.P. 211-14°, [a]n ~31°, vhen shaken in acetic acid
solution with hydrogen and Adams' catnly:tl and (b) into the diene (9), 03034804,

E,0, m.p, 255-60°, [a]j -174°, A 232; 239; 248 mm (e, 14,700; 16,1503

max .
10,600), when exposed to mercuric acetate in acetic acid solution at 20°.

Comparison of the positions of the triple maxima in the U,V, with
published v&luesz in the lanostane and euphane series, quite clearly places
mexicanol in the latter and this is supported by the ease of double bond iso-
merisation (y. ggn;g).3 Furthermore, the large negative al¢]) value (-674°) for
the change iso-mexicanol (8) to the A7’9(1{)—diene (9) accords with previous
obsorvutions4 which distinguish between the lanostane and euphane series.

The 0.R.D. curves (to be published in the full paper) of the 3-oxo-=
acetonides (3), C,;H;,0,, m.p. 208-10°, and (10), C,;H;,0,, m.p. 169-70°, [aly +7°,
help to place the isolated secondary hydroxyl group in mexicanol at C-3, In the
n.m,r. spectrum of (2) H-3 appears at T 6°57 as a broad singlet (V% 8 Hz) indicat-
ing the axial (a) nature of the hydroxyl group.

The Cedrela glaziovii extract also yielded 3-~-dehydromexicanol (4), 6-
hydroxyca.ra.pin5 and a second triol, m.p. 251-53°, [a]D -54° (BtOH), epimeric with
mexicanol at C-23 or, more probably, C-24 (comparison of n.m,r. signals for H-22,
H-23, H-24 witb corresponding signals in nexiéanol). This triol does not form
an acetonide but with the Jones reagent affords the diosphenol (6) also obtained
from mexicanol, In addition the previously reported compounds mexicgnolide,c

9

7-deucetoxy—7—oxo—gedunin,7 gedunin,8 methyl angolensate’ and carapinlo were

isolated,



3452

10

No.36

References.

D.S. Irvine, W. Lawrie, A.S, McNab and F.S., Spring, J. Chem, Soc., 2029
(1956); M,C. Dawson, T.G. Halsall, E,R.,H, Jones and P,A. Robins,

J, Chem, Soc., 586 (1953),

G, Ourisson, P, Crabbe and P.R., Rodig, Tetracyelic Triterpenes, p. 188.

Hermann Publishers Ltd.,, Paris (1964).

M.C., Dawson, T.G. Halsall, E,R.H, Jones, G.D, Meakins and P,C. Phillips,
Jd, Chem, Soc., 3172 (1956); R.E. Marker, E.L, Wittle and L.W. Mixon,

J, Amer, Chem., Soc., 59, 1368 (1937).
M.C., Dawson, T.G. Halsall and R.E.H. Swayne, J, Chem, Soc., 590 (1953).
J.D. Connolly and K.L. Handa to be published.

J.D. Connolly, R, McCrindle and K.H. Overton, Chem, Comm,, 162 (1965);
S.A. Adeoye and D.A. Bekoe, Chem, Comm., 301 (1965).

C.V.L. Bevan, J.W. Powell and D.A.H. Taylor, J, Chem, Soc., 980 (1963).

A. Akisanya, C.¥W.L, Bevan, T.G. Halsall, J.W. Powell and D.A.H. Taylor,
J, Chem. Soc., 3705 (1961).
c.v.L. Bevan, J.W, Powell, D,A.H, Taylor, T,G, Halsall, P, Toft and

M. Welford, J, Chem, Soc. (C), 163 (1967); W.R, Chan, K.E. Magnus and
B,.S. Mootoo, ibid., 171 (1967).

E.0. Arene, C,¥.L, Bevan, J.W, Powell and D.A.H, Taylor, Chem, Comm,,

302 (1965).



