i)

moX DN E O E

am SCRE H 1-C-AFIVY w1 51 KOS

K 4 mMH F4T

R - DUERBURRFEE (R RRFEET) Tk, BEMFEO—RE U TIGEREOE WS U a2 )k
RISDOBRFEZITD &30, FHAZV I MEEMOERRE2FT>TE, TL T, MO TEBIT b RE
-7V AT REERT B HEEREFE L/ (Scheme 1), exo-AF L UEila-c 27V )V RF—& UT, Eifihigt
ERAWTTINA=I2 ERINER D E, 1-C-AF)-0-7 1 T R 3 NEOIAEBRETERT 5. £k, 1-C-
AFIVHE da-c DI IC K 57U O MERIGDOBFE BTV, FRIC 1-C-AF)-a-Z7U AT FI3 25X D
ZEEAHMLUTWS, MKINICE 2 THLND 1-C-AFIN-a-PHw 514 RET /XM AFINEEE
TH5NRBOTUITRTHD, BEOTIVEY REGEEIER>TWS, LMALARRS, EEITEN
ONIBIRENEFRINS CEMD, ERRa- 7)) IV REREKDOBERFRERD S5, TI T AREZ
FALE 1-C-AF)N-a-7 0 a2 REHEAROREEEZHR DR, RHFEERT L,

6 BnO 0 1
BnO CH
BnO o HO o TfOH (Cat.) BnO < 3
BnO 1 . Bno _ MS4A BnO

BnO BnO e
BnO “CH, BO o CHCl, BRO o
e 90-98% no
glycosyl donor glycosyl acceptor BnO,
1-exo-methylenesugar 1-C-methyl-a-disaccharide
1a (Glc) 2 (Gle) 3
1b (Gal)
1c (Man)
BnO o
BnO CH
8O o . g o o TMS'&J;Z /(\cat.) Bho 6 3
B0 O+ Bro S0
BnOJ,, BnO e c:Hch2 Ae)
glycosyl donor glycosyl acceptor 87-90% _ BnOgye
1-C-methylsugar 1-C-methyl-a-disaccharide
4a (Glc) 2(Gl 3
4b (Gal) (Gle)
4¢ (Man)

Scheme 1. Acid-catalyzed glycosidation of exo-methylenesugars and 1-C-methylsugars
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Scheme 3. Removal of benzyl groups.
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Scheme 4. Synthesis of pentasaccharide. Reagents and Conditions: a) 12 (1.5 eq), MsOH, MS4A, CH,Cl,, —78°C;
b) DDQ, CH,Cl,, H,0, 0°C; ¢) 19 (1.5 eq), MsOH, MS4A, CH,Cl,, —78°C.
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Figure 2. Structure of trehalose and its 1-C-methyl analogs
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Scheme 5. Stereoselective synthesis of 1-C-methyl-trehalose analogs
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Scheme 6. Synthesis of 1-C-iodomethyl-a-disaccharide





