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'H- and *C-NMR Spectra
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Two types of *H-NMR for 1'-hydrogens of compound 1

OAC 1'-hydrogens OAc 1';hydrogens
AcO O AcO O

?\coﬁﬁ HH AcO H HOD

AcO § OH . N A0 o /]

c c
AcO 1 AcO
1 OAc OAc
Type 2 Type 1

Type 1 (signal of 1'-hydrogens: 3.5-3.8 ppm)
6 3.70(d,J=12.5Hz, 1H)
6 3.58(d,J=12.5Hz, 1H)

~
]
-

____AA__M______M

60 59 58 57 56 55 54 53 £2 51 50 49 48 47 46 45 44 43 42 41 40 3% 38 A7 36 LE 34 33 32 3 0

368
—3.60
~—3.55

Type 2 (signal of 1'-hydrogens: 3.5-3.8 ppm)
§ 3.71(dd,J=12.5,8.0 Hz, 1H)
6 3.59(dd,J=12.5,8.0 Hz, 1H)

Eheee®9N

nnnnnnnn

60 59 58 57 56 55 54 53 52 51 50 4% 48 47 46 45 44 43 42 41 40 3P 38 37 36 35 34 33 32 3

(*H-NMR of compound 1. Chemical shift: 3-6 ppm. Measured in CDCly)

Previous report (Carbohydr. Res. 1991, 222, 121-129) provided the same *H-NMR data as type 1. While, type 2
was always obtained during the measurement by CDClI; in this study. The difference between type 1 and 2
should be possibly derived from the deuterium exchange occurred at 1'-hydroxyl in the presence of some active
proton containing reagents (D,0O, etc) existed in CDCI; or introduced during the measurement. (With the

addition of one drop of D,0, type 2 can be converted to type 1)
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Kinetic investigation of benzylation of 1 by Ag,O in CD,Cl; and deuterated cosolvent

CF3

OAc
AcO 0 OH
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OAc CF,4 CF
OAc 3
O _OH /—©—0F3 CF.
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Mass spectra of 6n after irradiation for 10 min in CH3;OH or CD;0OD

N,
HO o 0 CF
HO/% p suv
Ho o-yiQ CH3OH
OH 2

6N Molecular Weight: 540

N

OH < > oN
HO o 0O CF.
H&ﬁ o s_uv
HO —{HO
OH
OH

CD;0D

6N Molecular Weight: 540

OH
OH

6n  Molecular Weight: 540

OCH;
OH <:> H
HO o .0 CF3
o o
0

OH
OH

6n1 Molecular Weight: 544

OH
OH

6n2 Molecular Weight: 548
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100 563.1454 [M+Na]

564,1560
5622135

565,2185

100 567.

5662276

1659 [M+Na]*

568.1680
569,1258

570.1680

100,

o
560 561 562 563 564 565 566

571,

570.1955

567 568 569 570 57

1035 [M+Na]*
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HPLC analysis data for compounds 8k and 8l

g

bbbl

0 5 10 15 20 25 30
(min)
E RT Area
3 Br 15.08 415446
E 19.45 21272112
3 Me
E 8k
T T T T T T T T T T T T T T T T T T T T T T
0 5 10 15 20 25 30
(min)
3 RT Area
E Br 14.99 11233147
- 19.45 273413
3 Me
3 o
3 8l
3 2
3 /\ =
0 5 10 15 20 25 30

HPLC (Chiralcel OJ column, n-hexane/i-PrOH=85:15, 0.5 mL/min, 210 nm),

8k: tr(major) =19.45 min, tg (Minor)=15.08 min; ee = 96%

8l: tr(major) =14.99 min, tg (minor)=19.45 min; ee = 95%
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