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We earlier repor’ced2 the isolation of three uncharacterised ninor

triterpene alcohols from the leaves of Alangium lamarckii Thw. (Alangiaceae).,

The present communication deals with the structure elucidation of triterpenes

B and C, now redesignated as isoalangidiol (I) and alangidiol (II) respectively,
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YR=0 X R=4aH, FOH

Both the compounds, molecular formula CBOHSZOZ (M+ 444 ), showed
negative TNM test and with acetic anhydride-pyridine at 100° formed the
respective mono-acetates (032H54O3; m* 486) III and IV which still exhibited
the hydroxyl band in the IR spectrum. The NMR spectra (100 MHz; CD013)
revealed the acetoxy function in III to be axial, adjacent to & methylene
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(c3-n at 6§ 4,63, t, Wy = 6 Hz), while that in IV to be equatorial in a similar
environment (03-H at 8 4.48, g, ﬂ1/2 = 16 Hz). No signal for CHOH was however
observed, Therefore the second hydroxy group, resistant to acetylation, was
inferred to be tertiary in nature in both the triterpenes,

Jones oxidation of I formed the hydroxy-ketone V, CxqHzq0, Mt 442),
§§2i01 3500, 3450<3200 (br), 1710 cm-1. The presence of a 3-keto group in it
was indicated by a positive Zimmermamn test and supported by an M-86 peak in
the mass spectrum analogous to some 4,4-dimethyl-3-keto steroids3. The smooth
reduction of V with KBH4 in ethanol at room temperature to a mixture of II
(88%) and I (12%) confirmed the triterpene alcohols to be epimeric at C-3 with
the more stable equatorial hydroxyl in II,

The presence of an isopropyl group in I-V was indicated by the prominent
loss of 43 mass units from the molecular ion, M-18 or M-60 in the mass spectra
of the compounds., The peaks at m/e 207 and 189 in the spectrum of I or at
m/e 205 in that of V, known to involve A/B rirngs, however ruled out the
nmigrated hopane systems like arborane, Again base peak(s) at m/e 140 and/or 97
with respective compositions of 09H160 and 06B90 (nigh resolution) which
characterised all the spectra indicated the most probable location of the
hydroxy group to be at C-18 in a lupane/nechopane or at C-17 in a hopane/
isohopane skeleton., The genesis of the two lons could be rationalised as

follows (for neohopane system):

_m*
67 2
d HO
+
m /e 140 m/e 97

Phosphorus oxychloride~pyridine (at 100° for 3 hr) smoothly dehydrated
III, IV and V to two products each, resolved by chromatography over argentised
silica gel. Only the majcr components (90%) vere obtained in sufficient
quantities and characterised respectively as VI, VII and VIITI, Hydrolysis of
VI and VII yielded the correspcending alcohols IX and X, Physical constants of
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all the compounds are given in Table 1, The mass spectrum of the major product
(VI) from III showed prominent peaks at m/e 205 and 218 indicative of & 13(18)
double bond4, while the dehydroketone was proved to be identical with hopenome-II
(VIII)5 containing gca., 2% of hopenone-IG. These results eviderntly locate the
tertiary hydroxy group in the triterpenes at C-18 in the neohopane system, the
small amount of hopenone-I being conveivably formed by isomerisation., The a
configuration of the hydroxy group could be deduced from the ease of dehydration
and the 1:3 diaxiael relationship between this function and the 14-methyl group
was revealed by the pyridine induced downfield shift7 (at least 0,27 ppm) of a
methyl sig..el in the NMR spectrum8 of IIT,

Table 1: Physical constants of the triterpenes and their derivatives

b 6 b b

b X

Str.no. I II IIT IV v VI
M.p.(°C) 226 228 215 262 216 176 231 170 224 220
Lo Tp(deg.)® 436.5 +49.6 $0  +39.4 +465.6 =  +27.9 +48.1 =16.3 -

VIiI ViII X

8Tn cHC1 bPerhaps contaiming ca. 2% of an isomers.

3
Alangidiol and isoalangidiol were therefore concluded to be the
hitherto unreported 18u-B':A'~neogamracerane~38,18-diol (II) and its 3a-epimer

(I) respectively. They thus appear to represent the first examples of the

naturally occurring D:E-cis neohopane derivatives and belong tc the rare
group of pentacyclic trite enes with a free hydroxyl group at the ring
Juncture. They could conceivably arise through hydroxylation at the C~18
carbonium ion of the biogenetic intermediate from which neomotiol (B':A'-
neogammacer-12-en~38~cl) and other migrated hopanes may also be derived,
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