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Figure S 126: 'H NMR (600 MHz, CDCls) of (5R)-5-[(2-0-(4-methoxybenzyloxy)-3,6-dideoxy-a-L-arabino-hexopyranosyl)oxy]-2-hexanone (134).
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Figure S 130: 'H NMR (600 MHz, CDCls) of (5R)-5-[(2-O-(4-methoxybenzyloxy)-4-O-((E)-3-(1-(tert-butoxycarbonyl)-1H-imidazol-4-yl)-propenoate)-3,6-

dideoxy-a-L-arabino-hexopyranosyl)oxy]-2-hexanone (135).
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Figure S 134: *H NMR (600 MHz, CDCl;s) of (5R)-5-[4-0-((E)-3-(1H-imidazol-4-yl)-propenoate)-3,6-dideoxy-a-L-arabino-hexopyranosyl)oxy]-2-hexanone (35).
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Figure S 138: *H NMR (600 MHz, CDCls) of (5R)-5-[4-0-((2)-3-(1H-imidazol-4-yl)-propenoate)3,6-dideoxy-a-L-arabino-hexopyranosyl)oxy]-2-hexanone (36).

LT'T
8T'T
6T'T
0c't
SL'T
LLT
84T
64T
08'T
18°T
e8'T
8'T
€8'T
¥8'T
¥8'T
S8'T
S8'T
68T
68T

o1
€6'T
€6'T
€1°¢
ST°C
LT°C
LT°¢C
LT°¢C
61°C
oc'e
¥C'C

€9°C
¥9'¢C
99'¢
9/°€
LL°€E
LLE
8¢
¢8'€
€8¢
#8°€ 1
S8°€ 1
98°€ 1
L8°E ]
88°€ 1
68°€ 1
LY
€LY ]
¢0°S 1
LL°S

64'S

00z

0L

v L

(8L

- —— e e

L6'C
i<18'2 F

EO'Z [
T

Free

60 [
20°C

Fe60

}LL'O

f1 (ppm)

328



143

(wdd) 23
ov Sv 0§ S'S 09 59 0z Sz
1 " " 1 " 1 " 1 " 1 " 1

Il L Il

(wdd) 13

W
-

v (

‘(9€)

auouexay-g-[Axo(|AsoueiAdoxay-oulqu.ip-1-0-Axoapip-9‘¢(a1eouadoid-(|A-p-|0zepiwi-HT)-€-(Z))-0-v]-S-(¥S) 30 (£12AD ‘ZHIN 009) ASOD-/bp :6€T S @4n3i4



0139

(wdd) 23
S0 0'T S'T 0'¢ ST 0'€ S'E oY S'v 0's S'S 0’9 59 (/W4 S'L 0's S'§
1

L Il L Il L Il L Il L Il L Il L Il L Il L

omﬂ_
o¢ﬂ_
OMH_
ozt
OﬂH_
OOﬂw 0
06

08

(wdd) 13

0L 0o
09 -
0S - L §

ob -]

©
o @

0€ -

ONx‘ 9

T

*(9€) suouexay-g-[Axo(|AsouelAdoxay-oulqp.in-1-0-Axoapip-9‘g(ar1eouadoid-(|A-p-|ozepiwi-HT)-€-(Z))-0-v]-S-(¥S) 0 (£12AD ‘ZHIN 009) DDSH :0vT S 34n314

OT -

°1




T€C

(wdd) 7y
0’1 ST 0'C Sz 0'€ S'€ 0t St 0'S S'S 09 59 0L Sz 0
1

08T -
0T+ .
09T -
0ST -

0vT "

v

00T

(wdd) 14

AW9D-dse-yN-Z
19S"ZT°ZOSY VN~ Z dDUAS

(iR A

*(9€) auouexay-z-[Axo(jAsoueiAdoxay-ouiqo.p-1-0-Axoapip-9‘¢(a1e0uadoud-(|A-p-|ozepiwi-HT)-€-(2))-0-]-S-(¥S 30 (12AD ‘ZHIN 009) JGIAH ‘THT S 34n314




Figure S 142:'H NMR (400 MHz, CDCls) of (4R)-4-[(2-O-benzyl-4-O-tert-butyldiphenylsilyl-3,6-dideoxy-L-arabino-hexopyranosyl)oxy]-pentanoic acid (142).
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Figure S 144:'H NMR (400 MHz, CDCls) of (4R)-4-[(4-O-tert-butyldiphenylsilyl-3,6-dideoxy-L-arabino-hexopyranosyl)oxy]-pentanoic acid (143).
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Figure S 145: 'H NMR (400 MHz, CDCls) of Benzyl-(4R)-4-[(2-O-benzyl-4-O-tert-butyldiphenylsilyl-3,6-dideoxy-L-arabino-hexopyranosyl)oxy]-pentanoate

(144).
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13C NMR (100 MHz, CDCls) of Benzyl-(4R)-4-[(2-O-benzyl-4-O-tert-butyldiphenylsilyl-3,6-dideoxy-L-arabino-hexopyranosyl)oxy]-

Figure S 146:

pentanoate(144).
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Figure S 147: 'H NMR (400 MHz, CDCls) of Benzyl-(4R)-4-[(2-O-benzyl-4-O-tert-butyldiphenylsilyl-3,6-dideoxy-L-arabino-hexopyranosyl)oxy]-pentanoate

(145).
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Figure S 148: 'H NMR (400 MHz, CDCls) of Benzyl-(4R)-4-[(2-O-benzyl-4-((benzyloxy)carbonyl)amino)benzoyl-3,6-dideoxy-a-L-arabino-hexopyranosyl)oxy]-

2-pentanoate (146).

CT'T
0C'T 1
TZ'T}
G811
88T 1
88T 1
68'T 1[
621

1571
VAR 4
owﬂ
89V 1

8’V 1
8V 1
€1°S 1
€1°9 1
€75 1
00°Z 1

[4WA
[43WA
€€ L1
€€ L1
€€ L1
YE LA
YE LA
PEL
SeL

QgL

QgL

9eL

9eL

9eL

LE'LW
LE'LW
LEL
LE°L
8E'/ 1
8€"/L 1
6€°/L 1
6E°/L 1
6¢°/
(VA
(A |
v LA

s
VL

b/
oL
bbs ]
SbL |
vS'L

96'1/
96°¢

9’8

Fee

Esgee |

Foeee

st

Tz

00T [

€T'T

PTT L

B 01

Fro1 |

F 00T

et [

= €0C

Foyeet

Fort

ljts'st
veT

Foet

o1

Fzo1

0.5

1.0

1.5

2.0

T

2.5

3.5

4.0

4.5

5.0

6.0

6.5

7.5

8.0

8.5

f1 (ppm)

338



Figure S 149:3C NMR (100 MHz, CDCls) of Benzyl-(4R)-4-[(2-O-benzyl-4-((benzyloxy)carbonyl)amino)benzoyl-3,6-dideoxy-a-L-arabino-hexopyranosyl)oxy]-

2-pentanoate (146).
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Figure S 152: 'H NMR (400 MHz, CDCls) of (3R)-3-[(2-O-benzoyl-4-O-tert-butyldiphenylsilyl-3,6-dideoxy-a-L-arabino-hexopyranosyl)oxy]-1-butyne (151).

L0°'T

8¢'T
6C'T
8t'T

05T \
86T 1

6v°C 1
08'% 1

92/ 1
6C°L 1
6C°L 1
0€L 1
TE€ L
TE€ L
TE€ L]
€L
(45
e L
XA
€€/
€€/
€€/
€€/
PELA
SEL
Qe
Qe
9eL
9eL
LEL
LE°L
LE°L
8€°/ 1
8¢/ 1
6E°L 1
6E°L 1
oL
L
9%/
99/
99/
L9°L
897/ 1
89/
89/
89/
0LL
0L,
| VAVA
[dAVA
[AVA
| ZAVA
| 7AVA

I T

“

= 99'8

=6Tg|

= 96°CH

F vor )
o
Fert

N~ 5 690

= T 61|

4.0

=== [ co1|

= = Foor|

4.5

- = /60|
- /60

5.0

f1 (ppm)

342



Eve

(wdd) 14
0T (14 0€ o 0s 09 0L 08 06 00T 01T
" " " " " " " 1 " 1 " 1 " 1

sgii.siéj v E?j Eiiszziaéig _sj

ozt 0€T ovT 0ST 091 0L
I R R I R R I R

1 1

AV f I S f f — 7 AS—— f
=N NN W o N NN @ © R e e e e
® LN NN W W oom N x NNNNWWWWW o
RN R W 0 Wwww N o) NN®OWWhRONON «
naohr © 2 WON w N oNworwihoo N

WOWOWORRO o

"(15T) @uAing-1-[Axo(jAsouesAdoxay-ouiqu.ip-1-0-Axoapip-9c-|Ajis|AuaydipjAing-1131-0-1-|Aozuaq-0-2)]-€-(¥€) 40 (£12aD ‘ZHIN 00T) HIAIN Jg; *€ST S 24n314



1443

(wdd) z3
S0 OT ST O0C ST O0O€E S€ OV SVvY 0SS 6S 09 S9
" 1 " 1 " " "

Il L Il L Il L Il L Il L Il L Il

0°Z ‘

S'9

09

(wdd) 13
%

0t , w /
— ° ~
1 : 8 =

'€ ! N

0°€

S'C : %

"(1ST) duAing-T-[Axo(|AsouesAdoxay-ouqu.ip-1-0-Axoapip-9°€-|Ajis|AuaydipjAing-14133-0-p-|Aozuaq-0-2)]-€-(¥€) 40 (£12AD ‘ZHIN 00¥) ASOD-fbp ST S 24n314



0LT
owﬁ_
omﬂ_
o¢ﬂ_
OMﬂ_
ONﬂ_
Oﬂﬁ_
OOﬂ_

06 -

(wdd) 13

08+
oz
ow_
om_
ov
om_

0T+

OT -

5143

(wdd) zj
S'’€ OV
" 1

Il L Il L Il L Il L Il L Il L Il L Il

S'v

0's S'S 0’9 S'9 0L SL 0’8

Il L Il L Il L Il L Il L Il L Il L J

0

]

0

oW W

T

%

"(1ST) auAing-1-[Axo(|AsouesAdoxay-ouiqnip-1-0-Axoapip-9“€-|AjisjAuaydipjAing-1431-0--|Aozuaq-0-z)]-€-(¥€) 40 (£12AD ‘ZHIN 00t) DDSH :SST S d4n3id



Figure S 156: 'H NMR (400 MHz, CDCls) of (3R)-3-[(2-O-benzoyl-4-O-tert-butyldiphenylsilyl-3,6-dideoxy-L-arabino-hexopyranosyl)oxy]-1-butene (148).
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Figure S 160: 'H NMR (400 MHz, CDCls) of (3R)-3-[(4-O-tert-butyldiphenylsilyl-3,6-dideoxy-L-arabino-hexopyranosyl)oxy]-1-butene (150).
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Figure S 164: 'H NMR (400 MHz, CDCls) of (3R)-3-[(2-O-benzyl-4-O-tert-butyldiphenylsilyl-3,6-dideoxy-L-arabino-hexopyranosyl)oxy]-1-butene (152).
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Figure S 168: 'H NMR (400 MHz, CDCls) of (3R)-3-[(2-O-benzoyl-3,6-dideoxy-L-arabino-hexopyranosyl)oxy]-1-butene (149).
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Figure S 172:'H NMR (400 MHz, CDCls) of Benzyl-(4R)-4-[(2-O-benzyl-3,6-dideoxy-L-arabino-hexopyranosyl)oxy]-2-pentenoate (153).
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CDCl;) of Benzyl-(2E, 4R)-4-[(2-O-benzyl-4-((benzyloxy)carbonyl)amino)benzoyl-3,6-dideoxy-a-L-arabino-

H NMR (400 MHz,

hexopyranosyl)oxy]-2-pentenoate (154).

Figure S 176:
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13C NMR (100 MHz, CDCls) of Benzyl-(2E, 4R)-4-[(2-O-benzyl-4-((benzyloxy)carbonyl)amino)benzoyl-3,6-dideoxy-a-L-arabino-

hexopyranosyl)oxy]-2-pentenoate (154).

Figure S 177:
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Figure S 180: 'H NMR (400 MHz, CDCls) of (4R)-4-[(4-0-(2-amino-benzoyl)-3,6-dideoxy-a-L-arabino-hexopyranosyl)oxy]-2-pentanoic acid (34).
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Figure S 184:'H NMR (400 MHz, CDCls) of (4R)-4-[(4-0-(2-methylamino-benzoyl)-3,6-dideoxy-a-L-arabino-hexopyranosyl)oxy]-2-pentanoic acid (147).
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13C NMR (100 MHz, CDCls) of (7R,8R,2E)-threo-ethyl 7-benzoyloxy-8-[(2,4-di-O-benzoyl-3,6-dideoxy-a-L-lyxo-hexopyranosyl)oxy]-2-

nonenoate (181).

Figure S 207:
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Figure S 215: 'H NMR (600 MHz, CDCls) of (5R)-5-[(2,4-di-O-benzoyl-3,6-dideoxy-L-arabino-hexopyranosyl)oxy]-1-hexene (200).
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Figure S 217:'H NMR (600 MHz, CDCls) of (5R)-5-[(3,6-dideoxy-a-L-arabino-hexopyranosyl)oxy]-1-hexene (201).
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Figure S 218:3C NMR (150 MHz, CDCls) of (5R)-5-[(3,6-dideoxy-a-L-arabino-hexopyranosyl)oxy]-1-hexene (201).
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Figure S 221:'H NMR (600 MHz, CDCls) of (5R)-5-[(2,4-di-O-tert-butyldimethylsilyl-3,6-dideoxy-a-L-arabino-hexopyranosyl)oxy]-1-hexene (202).
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Figure S 225:'H NMR (600 MHz, CDCls) of (4R)-4-[(2,4-di-O-tert-butyldimethylsilyl-3,6-dideoxy-a-L-arabino-hexopyranosyl)oxy]-1-pentanoic acid (203).
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Figure S 231:'H NMR (600 MHz, CDCls) of 205.
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Figure S 232:13C NMR (150 MHz, CDCl;) of 205.
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Figure S 235:'H NMR (600 MHz, CDCls) of 228.
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Figure S 236: 3C NMR (150 MHz, CDCl;) of 228.
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Figure S 240: 'H NMR (600 MHz, CDCls) of 40.
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Figure S 244:'H NMR (600 MHz, CDCls) of 224.

VAV
900
900
£0°0

£0°0
£0°0
880
88'0\

0N

:o-n/

68'0J
68°0
06°0
06°0 1
$0'T |
50T
SO'T
L0°T
80T
21T
€17
811 ]
6I'Ij
€T

ar
TR

9/'€—

I UL JL

Feovt |

Fsoz

T

T0°€

aT

o 960
F 960

L6°0

66'€

16T |

Feee

-C

0.0

0.5

1.0

1.5

2.0

2.5

3.0

3.5

4.0

4.5

5.0

5.5

6.0

6.5

7.0

7.5

f1 (ppm)

434



Figure S 245:3C NMR (150 MHz, CDCl;) of 224.
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Figure S 248:'H NMR (600 MHz, CDCls) of 206.
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Figure S 249: 3C NMR (150 MHz, CDCl;) of 206.
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Figure S 252: 'H NMR (600 MHz, CDCI3) of 229.
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Figure S 253: 13C NMR (150 MHz, CDCI3) of 229.
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Figure S 257: 'H NMR (600 MHz, CDCls) of 41.
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Figure S 261: 'H NMR (600 MHz, CDCls) of 225.
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Figure S 262: 3C NMR (150 MHz, CDCls) of 225.
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Figure S 265: 'H NMR (600 MHz, CDCls) of 207.
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Figure S 266: 3C NMR (150 MHz, CDCls) of 207.

18-
€Ly
0S'b-
90'p-
91°81
zT8t
8€'8T |
€587
78'81
£8'8T
S8'81
LT61

Lb'6T
z6's
66'57 1
ZrLe ]
(112
9b°0€ 1
85°0¢ |
16°T€ 1
90°2€
T2 EE
171'187
$5'99
68'89

L
—

S0 0Z
0T°0L
0z°0L
8v°0/ |
96'0Z 1
TT°1Z
1L
bETL
651L

-

69°€6

6E° 6

179'96%
68'611
99°/21
Yras
Sb'8CT
05°82T 1
5£'821 ]
28'62T
€6°6CT |
8 EET
YT HET |
00°9€T -
€T°9€T
€8°64T
05991
6b°2LT
29°2LT

—

e

-10

T T T T T T T
170 160 150 140 130 120 110

‘ ,
180

90

f1 (ppm)

456



10
<)

LSY

. I <]

(wdd) 13

0'¢H

S'T

0T+

S0

00

(wdd) 73
o._H m._ﬂ o._N m._N o._m m._m o._v m._v o._m m._m o.__w m._w o._h m._h o._w
“ I
,._“ ' w ,r
| p ' £
|
) K
m b ' R—
r ? 3
(]
N ! |
j T i i
_ { _ g ! p
*.i. & "o " +
N o Al
) ]
Lo
. \ yy
e

*£0Z 30 (£10AD ‘ZHIN 009) ASOD-$bp :£9T S 34n314



(wdd) 13

85

(wdd) 7
00 S0 0T ST 0'¢ S'¢ 0°€ S'€ (Va4 St 0's S'S 09 S'9 0L S'L 0’8 S'8
! !

1 L 1 L 1 L 1 L 1 L 1 L 1 L 1 L L 1 L 1 L 1 L 1 L 1 L 1 L 1 L 1

0ST
obT
J R o)
0€T e .
0¢CT (]
01T+
00T
] o@e
06
08

0L+ tn o e 8
09+
05 -
Ot

- q ()] A
0€ ® &P @

0T+

*£0Z 40 (£12aD ‘ZHIN 009) DDSH :89¢ S 24314



Figure S 269: 'H NMR (600 MHz, CDCls) of 230.
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Figure S 273: 'H NMR (600 MHz, CDCls) of 42.
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14 NMR (600 MHz, CDCl;) of 226).

Figure S 277
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13C NMR (150 MHz, CDCl;) of 226.

Figure S 278
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14 NMR (600 MHz, CDCl;) of 222.

Figure S 282
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Figure S 286: 'H NMR (600 MHz, CDCls) of 231.
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4 NMR (600 MHz, CDCls) of 43.

Figure S 290
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'H NMR (600 MHz, CDCl;) of 220.

Figure S 320
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Figure S 321: *C NMR (150 MHz, CDCls) of 220.
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'H NMR (600 MHz, CDCl;) of 227.

Figure S 325
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Figure S 326: 3C NMR (150 MHz, CDCl3) of 227.
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'H NMR (600 MHz, CDCl;) of 223.

Figure S 330
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'H NMR (600 MHz, CDCl;) of 221.

Figure S 334
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