C~GLYCOSIDES FROM HEXA-O-ACETYL~-D-LACTAL

A. G. Tolstikov, O. F. Prokopenko, UDC 542.97:547.245:547.917+547 .45
L. V. Spirikhin, V. R. Sultanmuratova,
A. A. Berg, and G. A. Tolstikov

The reaction of allyltrlmethylSllane and l-trimethylsiloxystyrene catalyzed by Lewis
acids has been described only for monosaccharides glycals [1, 2].

In a continuation of a study of the transformations of glycals from oligosaccharides
[3, 4], we are the first to report that the reaction of hexa-0O-acetyl~D-lactal (I) with a
1.5-molar excess of allyltrimethylsilane or l-trimethylsiloxystyrene catalyzed by BF,-OEt,
leads to the corresponding C,~glycosides (II) (88%) and (III) (80%) in a mixture of a/ﬁ~
anomers. High—-efficiency liquid chromatography gave the C,-glycoside ratios: (Ila):(I18) =
20:1 and (Illa):(I1I8) = 5:1:
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In pathway a, allyltrimethylsilane was used with BF; OEt, in CH,Cl, upon warming from -50 to
0°C over 0.5 h. In pathway b, l-trimethylsiloxystyrene was used with BF,-0Et, in CH,Cl,
upon warming from -30 to 0°C over 1 h. The physical constants of the three pure isomers
are given below.

(11a): [a],?® +20.96° (c 2.29 CHCl,). 3C NMR spectrum (6, ppm): 20.51, 20.71 g
(5CH,C0), 37.44 t (C7), 61.33 t (C%), 63.35 t (C%, 67.0 d (C*), 68.86 d (C¥), 69.2 d (C),
70.83 d (C¥), 70.87 d (C%), 72.27 d, 73.02 d (¢!, C*), 101.99 d (CY), 117.44 t (C%), 126.66

d, 131.36 d (C?, C), 134:14 d (C°) 169 36, 169.91, 170.10, 170.22, 170.65 s (5CH,C0).

(I1la): [a@],?® +9.24°C (c 2.26 CHCl,). '3C NMR spectrum (6§, ppm): 20.50, 20.57, 20.95
q (5CH,C0), 41.44 t (C7), 61.62 t (C%), 63 19 ¢ (C®), 66.96 d (C*'), 68.86 d (C¥), 69.8 d
(CY), 69.39 d (C3%), 70.83 d (C¥, C¢¥), 72.91 d (C%), 102.14 4 (C¥), 127.03 d, 131.19 d (c?,
c%), 128.14 d (C°, c!*), 128.68 d (C**, C*), 133.34 d (C'?), 136.99 s (€%, 169.35, 169.49,
169.96, 170.30, 170.68 s (5CH,CO), 197.15 s (C%).

(1118): [a]D2°-+6a 6° (c 0.46 CHCly). !°C NMR spectrum (&, ppm): 20.69, 20.89 q
(5CH,C0), 44.0 t (C7), 61.43 t (C¥), 63.58 t (C®), 67.06 d (C*), 69.01 (C¥), 70.92 d (C*),
71.01 d (c%¥), 71.76 4 (C%), 73.64 d (C'), 75.20 d (C*), 102.38 d (¢*), 127.72, 131.71 d
(C2, €3), 128.28 d (c10, ¢1%), 128.66 4 (C*, ¢¥%), 133.34 d (C*2), 137.14 s (C%, 169.46,
170.11, 170.27, 170.39, 170.83 s (5CH,;C0), 197.28 s (C%).

LITERATURE CITED

S. Danishefsky and J. F. Kerwin, J. Org. Chem., 47, No. 19, 3803 (1982).

R. D. Dawe and B. Fraser~Reid, J. Chem. Soc., Chem. Commun., No. 22, 1180 (1981).

G. A. Tolstikov, A. G. Tolstikov, and O. F. Prokopenko, Synthesis, No. 6, 533 (1990).
A. G. Tolstikov, O. F. Prokopenko, L. M, Khalilov, et al., Zh. Org. Khim., 24, No. 6,
1341 (1988). o

W

Institute of Chemistry, Bashkir Sciehce Center, Urals Branch, Academy of Sciences of
the USSR, Ufa. Translated from Izvestiya Akademii Nauk SSSR, Seriya Khimicheskaya, No. 8,
pp. 1939-1940, August, 1991. Original article submitted April 28, 1991.

1726 0568-5230/91/4008-1726$12.50 ©1992 Plenum Publishing Corporation



