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Summary: Lansioside A, a novel triterpene amino-sugar glycoside, 1s 1isolated
from Lansium domesticum and 1its full structure including absolute configuration

1s established by the chemical derivation and spectral study.

The fruit peel of Lansium domesticum Jack v. duku (Meliaceae) contains a
large quantaity of latex, and 1ts major constituent has already been shown to be
lansic acid (3) through the correlation with u—onocerln?) Described herein are

the isolation and structure determination of a more polar component named

lansioside A, which 1s a novel example of an amino-sugar glyc051de§)

CO,R




1350

Lansioside A (1, mp 174-175 °C, [a]}> +26.2° (¢ 1.06, C,H.OH), IR (KBr) 3400,
1705, 1640, 1560, 890 cm
means of silica gel column chromatography in 0.2% yield. On esterification (CH2N2)

) was obtained from ethanol extract of the dried peel by

and following acetylation (Aczo/pyrldlne), 1 afforded a methyl ester triacetate i
(mp 149-150 °c, [a]%4 +15.1° (c 1.10, CHCl,)). lgethanolys1s of 1 (H,S0,/CH,OH,
reflux) provided an aglycon methyl ester 5 ([a]D +34.9° (c 1.36, CHC13)) and an
anomeric mixture of methylated sugar derivatives. The latter mixture was acetylated
and then fractionated through silica gel column. These were identified with methyl
2-acetamido-2-deoxy-a-D-glucopyranoside triacetate and i1ts R-anomer by the compari-
son with authentic samples. Lansioside A originally contains an acetyl moiety on
the sole nitrogen atom. Therefore, the sugar part was rigidly confirmed to be N-
acetyl-D-glucosamine, which 1s connected to the single hydroxyl group of the
triterpene at anomeric position. The stereochemistry of the anomeric carbon of
lansioside A was easlly established to be B-glycosidyl based on the lH and 13C NMR
data of 2 (4.67 ppm, d, J = 8 Hz and 104.6 ppm, d respectlvely)?)

The structure of the aglycon methyl ester 5 was deduced from the spectral
data. The position of double bonds was assigned by the careful examination of LIS-
NMR (Eu(fod)3),
downfield faster than that of the C-15 proton. The stereochemistry at C-3 was
established to be B-hydroxyl based on the coupling pattern of carbinyl proton (3.28
ppm, dd, J = 11 and 4 Hz).

The confirmation of the basic carbon skeleton and the absolute configuration
was carried out by the deraivation of 5 to lansic acid dimethyl ester (i)?'S)
Jones oxidation of 5 afforded a ketone 6 (77% yield, [u]]]D'8 +35.2° (¢ 0.81, CHCl3)).
Baeyer-Villiger oxidation of 6 (agq NaOH/30%—H202/CH3OH) followed by esterification

in which the signals due to the C-26 methylene protons moved to

provided i (7% y1eld), which was i1dentical with authentic sample derived from
lansic acid in all respect including optical rotation.
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