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hioglycosides were first prepared as the glycosyl donors by using

odorless p-octyloxybenzenethiol and peracetates of monosaccharides in the presence of BF3 Et20. And
then, the thioglycosides were activated with diverse hypervalent iodines in the presence of some
protic or Lewis acids to investigate the best condition to obtain desired glycosides. Finally, we
could found that reactions with phenyliodine bis(trifluoroacetate) (1 eq.) in the presence of
trifluoromethanesulfonic acid (2 eq.) afforded satisfactory results. Especially, when thioglycosides

of N-phthaloyl-3,4,6-tri-0-acetyl-D-glucosamine or N-phthaloyl-3,4,6-tri-O-acetylD-galactosamine
were employed as the glycosyl donors, the reactions proceeded in excellent chemical yields with high

beta-selectivities. By using the present method, we could succeeded in the preparation of terpene
glycoside as well as disaccharide derivatives even in the case that the acceptor alcohols were
sterically hindered.
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Scheme 2

phenyliodine diacetate (PIDA)
phenyliodine bis(trifluoroacetate) (PIFA)
(2]

[2] Hypervalent lodine Reagents as a New Entrance
to Organocataysts, T. Dohi, Y. Kita, Chem.
Commun., 2009, 2073-2085 (2009).
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2,3,4,6-tetra

-O-acetyl-1-methyl-thio-p-D-glucose 5a
3,4,6-tri-O-acetyl-2-deoxy-2-phthal-
imido-1-methyl-thio-pB-D-glucose 5b

methyl 2,3,4-
tri-O-benzyl-a-D-glucoside 6
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Reactions were conducted with 1.5 eq of acceptor substrate in

the presence of PIFA (1.0 eq) and TfOH (2.0 eqg)at 0 °C.

PIFA 1eq

[ TfFOH 2eq
6
19, 20
4
21
Figure 2, Table 3
OH o OH HO OBz
sl ISR :
BzO BZOOM o] —E)K % BzO BZOOM
e e
19 20 21
Figure 2 19 21
Table 3
En Do Ac Product Yield
try nor -ce (%)
_pt
-or
1 sb 19 80| 87
Z
OAc BEZOO?/J
Ao
AcO
AcO N
o%
2 5b 20 59

5 10 6 63
B oOMe
n
BnO
AcO_OAc an
AcO O
o

Reactions were conducted with 1.5 eq of acceptor substrate in
the presence of PIFA (1.0 eq) and TfOH (2.0 eg)at -78 °C.
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