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1 H- and '3C-NMR spectra of compound 4
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1H- and 3C-NMR spectra of compound 5
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1H- and 3C-NMR spectra of compound 6
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TH-TH COSY and 'H-'H NOESY NMR spectra of compound 6

C-5Hb
C-1H OH C-2H C-3H / j—iHa .
\%g—‘_‘jg
CH,0H il
& - (C.1H
AcO N3
c-sHab A |#|-O /
CH,0Hew
O
Ho | / O
- C-3H C22H
LI
-
Evi
T LY
£
g
3
£s
£
>
60 5.0 40 3.0 20 10 20 40 60 84
X : parts per Milhon : 1H
“JC-1H OH C-2H C-3H ¢ _spqp )
i\ EI N VY
] ‘7"‘5{?’ CH,0H AcO._ N St
c-stab A | _|-O /
<] CH,OH
] T g™ 0O | A
R0 [ JOX |
o " C-3H C-2H .
s_
2
1
2 3 =
£
£
>
60 5.0 40 3.0 20 10 0 10 |[1:03.0 50 7.0 9.0 11.¢
X : parts per Mulhon - |H hbundance

SS



TsO

1H- and 3C-NMR spectra of compound 7
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1H- and 3C-NMR spectra of compound 8a-8b
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TH- and 3C-NMR spectra of compound 9a
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TH- and 3C-NMR spectra of compound 9b
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1H- and BC-NMR spectra of compound 9¢
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TH- and 3C- NMR spectra of compound 9d
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TH- and 3C-NMR spectra of compound 1a
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TH-H COSY and 'H-13C HMQC NMR spectra of compound 1a

-

C-1'H

C-2H C-

V &

3 C-5CH;

«

kundm
0 1.0
—

L

R, C-5'CH; &

1 1 1 1 1

Million : 13C

170.060.0 150.0 140.0 130.0 1200 110.0 100.0 9!?.0 800 700 600 50.0 40.0 300 20.0 10.

Y : parts
70460

o OH C-1"CH;
0
B 54/ 3 -
. e a
% ° N’I\%o
o oSN 5 ZK
< 2 3 > 3
a3 i 3 2 b’
E o) .
=53
Be
g_
ol
xw:luomlt:g 90 80 70 60 50 40 30 20 10 0 IE 10 20 30
=] 3 "HH will
- C-THe-y ; -
§ T* : GH\ \ ol C-5CH,; F-
; C-5CH,

X : parts per Malbion : 1H

C-5'CH, &
C-1"CH,
- il
L g
| I
B S S A VR

P c-5
cy
‘._- (:‘._‘lfl
(.2
C-4'
(o3
(.5

S13



IL8'3E
080° 68
06T 6E
00§68
O1L°6E
0T6'6E
6zl 0F

R

[8 &t

ES _eore
E o eoriL

E o icoss
E2 —orres

S __woes

ES —19z0f1

€50 ES

f A 1 —HET

Es 96105

:

—TI¥FE91

X : paris

01 0 90 S0 o £0

1H- and BC-NMR spectra of compound 1b

S14




TH-'H COSY and 'H-3C HSQC NMR spectra of compound 1b
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TH- and 3C-NMR spectra of compound 1c¢
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1H- and 3C-NMR spectra of compound 1d
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1H- and 3C-NMR spectra of compound 2

e

Fe

10

— el

20

BIFT

Wy

10z

~<z6vT

e LOE'E
F Ihn_ £E
TN

= __rI8t
ES "R EF8E
[ = "

E LS'E
EN6sTr

0

£S _si0s
—_ELES

j o op
L=
(--

r_rrIJ. nA L5 e

soumpuNge

X : parts per Milhon : 1H

80 700 60 00 400 300 0 100 O

“Wo

1600 1500 1400 1300 1200 1100 1000

I 100

—Iir gl

0838t
06l 68
DOE 6
005 6
DIL 68

LA

—5LE 500

—S0GLE

—SETDSI

13C

—CIT¥Y

X : parts per

S18



Figure S1. ORTEP diagram of tosylated sugar derivative 7
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Figure S2. (A) ORTEP diagram of compound 3'-azido-xylobicyclouridine 1b; (B) Preferred
N-type sugar puckering in compound 1b
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Table S1. Single crystal X-ray diffraction data of tosylated sugar derivative 7 and 3'-azido-

3’-deoxy-2'-0,4'-C-methylene-xylouridine (1b).

Compound 7 Compound 1b
Empirical formula C;sHa3N;304S C1oH11N5Os
Formula weight 441.45 281.24
Temperature 293(2) K 293(2) K
Crystal system Monoclinic Monoclinic
Space group P21 P21
a=19.9041 (10) A a=6.5121(16)A
o =90° a=90°
Unit cell dimensions b :_10'0867(9) A b=06.8206(14) A
B=94.617(8)° £=93.72(3)°
¢ =10.6948(9) A c=13.045(4) A
y=90° y=90°
Volume 1064.94(17) A3 578.2(3) A
Z 2 2
Density 1.377 mg/m? 1.615 mg/m?
Absorption coefficient 0.201 mm! 0.132 mm'!
F(000) 464 292
-12<=h<=12, -6<=h<=7,
Index ranges -13<=k<=13, -7<=k<=8,
-la==l==l14 -15<=1<=15
R(int) 0.0307 0.0518
GOF on F2 0.839 0.911
Final R indices R1=10.0496 R1=0.0652
I>2sigma(I) wR2 =0.1339 wR2 =0.1776
R indices R1=0.0711 R1=10.0867
All data wR2 =0.1647 wR2 =0.2016
CCDC 1414989 1420474
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