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Figure S1 '"H NMR spectrum of compound 7 (CDCl;, 500 MHz)
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Figure S2 '3C NMR spectrum of compound 7 (CDCls, 125 MHz)
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Figure S3 '"H NMR spectrum of compound 8 (CDCl;, 500 MHz)
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Figure S4 '3C NMR spectrum of compound 8 (CDCls, 125 MHz)
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Figure S5 '"H NMR spectrum of compound 9 (CDCl;, 500 MHz)
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Figure S6 '*C NMR spectrum of compound 9 (CDCls, 125 MHz)
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Figure S7 '"H NMR spectrum of compound 5 (CDCl;, 500 MHz)
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Figure S8 '3C NMR spectrum of compound 5 (CDCls, 125 MHz)
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Figure S9 '"H NMR spectrum of compound 10 (CDCl;, 400 MHz)
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Figure S10 '3C NMR spectrum of compound 10 (CDCls, 100 MHz)
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Figure S11 'H NMR spectrum of compound 11 (CDCl3, 500 MHz)
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Figure S12 '3C NMR spectrum of compound 11 (CDCl;, 125 MHz)
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Figure S13 '"H NMR spectrum of compound 12 (CDCls, 400 MHz)
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Figure S14 '3C NMR spectrum of compound 12 (CDCls, 100 MHz)
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Figure S15 '"H NMR spectrum of compound 13 (CDCl3, 500 MHz)
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Figure S16 '3C NMR spectrum of compound 13 (CDCls, 125 MHz)
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Figure S17 '"H NMR spectrum of compound 4a (CDCls, 600 MHz)
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Figure S18 '3C NMR spectrum of compound 40, (CDCl;, 150 MHz)
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Figure S19 COSY spectrum of compound 4a (CDCl3, 600 MHz)
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Figure S20 HSQC spectrum of compound 4a (CDCI3, 600 MHz)
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Figure S21 'H NMR spectrum of compound 4p (CDCl3, 500 MHz)
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Figure S22 '3C NMR spectrum of compound 4p (CDCl3, 125 MHz)
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Figure S23 '"H NMR spectrum of compound 14 (CDCl3, 500 MHz)
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Figure S24 '3C NMR spectrum of compound 14 (CDCls, 125 MHz)
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Figure S25 '"H NMR spectrum of compound 16 (CDCl3, 400 MHz)
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Figure S26 '3C NMR spectrum of compound 16 (CDCls, 100 MHz)
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Figure S27 '"H NMR spectrum of compound 18 (CDCl3, 500 MHz)
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Figure S28 '3C NMR spectrum of compound 18 (CDCls, 125 MHz)
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Figure S29 '"H NMR spectrum of compound 3 (CDCl;, 500 MHz)
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Figure S30 '3C NMR spectrum of compound 3 (CDCls, 125 MHz)
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Figure S31 COSY spectrum of compound 3 (CDCl3, 500 MHz)

S32



I

L Ll

|

(] o6
(&) o
<K
e © O
0
e
(o]
(¢}
o]
60 00
0
{
71O 615 6T0 575 5T0 415 T 470~ 315 T 370 5 TO tT5 tT0 015 oT0 =05

2 (ppm)

Figure S32 HSQC spectrum of compound 3 (CDCls, 500 MHz)

S33

1 (ppm)



650

600

-50

880

LL'e

99°¢
99°¢
vo'v
19V

o
©
<

8888383
e O U T T T N N e

18'v
L8V
L6’V

©
@
<

96’V
96V

(23> Ne)Ne) M)
R R XX
W< <

6€°S
L8°S

~N
X
o)

88'G
€L

<
N
~

SL'L
SL'L
SL'L

©
N
~

62°L
0oe'L

-
0
~

Les
zeL
zeL
zeL
€eL
veL
6€°L
6€°L
ov'L
LvL
Ly
AR
S/
et/
evs ]
vy L]
66
66°L-
00°8-
00°8-

nn:o

A

5180
69°¢

¢80

060

00°¢
Fer'e
62'¢€

€0'¢c

ER RS ERRY SR K] STU LEs) TU LTTo IRV UTIo UITU =0. 5

oTU

OIU

OIS

[BRY

JIU SIO SIU rro

JIO

1 (ppm)

Figure S33 '"H NMR spectrum of compound 20 (CDCl3, 600 MHz)
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Figure S34 '3C NMR spectrum of compound 20 (CDCls, 150 MHz)
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Figure S36 HSQC spectrum of compound 20 (CDCl3, 600 MHz)
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Figure S37 '"H NMR spectrum of compound 2 (CDCl;, 400 MHz)
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Figure S38 '3C NMR spectrum of compound 2 (CDCls, 150 MHz)
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Figure S41 '"H NMR spectrum of compound 22 (CDCl3, 500 MHz)

S42



18

16

14

12

10

© NOW—Q®LWN
o} BNNO DD D 0 °© NNOAN 0 SCe)
© NMOHNHANNNN N DO ®® © - ©
— R onli ol ol ol i i el 0 NINOO 0 N —
STol
0
Ohde
HO OBz
22
|
|
KBTI IS TR PAYTp ryhoii iy P AN o . MWWWM
TYU T IRV T I'TU T 1§01 T I DU T 140 T T HpU TZU I'TU TOU 0 ST M Ol 1)
1 (ppm)

Figure S42 '3C NMR spectrum of compound 22 (CDCls, 125 MHz)
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Figure S47 '"H NMR spectrum of compound 25 (CDCl3, 500 MHz)
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Figure S50 '3C NMR spectrum of compound 26 (CDCls, 125 MHz)
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Figure S51 '"H NMR spectrum of compound 28 (CDCl3, 400 MHz)
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Figure S52 '3C NMR spectrum of compound 28 (CDCls, 150 MHz)
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Figure S55 '"H NMR spectrum of compound 1 (CsDsN, 400 MHz)
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Figure S56 '3C NMR spectrum of compound 1 (CsDsN, 150 MHz)
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Comparison of '*C NMR data of the synthetic 1 and 2 with those reported for the natural products
Table S1 Comparison of the Spectroscopic Data of Natural and Synthetic Acovenoside B (2)

e Natural Synthetic
positon (125MHzCDCI) 1] (I50MHz CDCL) 0
1 74.2 74.2 0.0
2 29.9 299 0.0
3 68.7 68.7 0.0
4 27.8 278 0.0
5 31.1 31.1 0.0
6 25.8 258 0.0
7 20.6 20.6 0.0
8 41.6 417 01
9 35.9 36.9 1.0
10 38.7 38.8 0.1
11 21.6 21.6 0.0
12 39.7 39.8 0.1
13 49.5 49.5 0.0
14 85.3 85.4 0.1
15 33.1 31.1 0.0
16 26.9 26.9 0.0
17 50.8 50.8 0.0
18 15.8 15.8 0.0
19 18.4 18.5 0.1
20 174.5 174.5 0.0
21 73.5 73.5 0.0
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22
23
1-OAc
1-OAc
I
o

4V
SV

3'-OMe

117.8
174.4
170.7
21.4
97.4
68.6
75.4
70.0
66.2
16.5
55.5

117.9
174.3
170.8
21.5
97.4
68.6
75.4
70.1
66.2
16.6
55.6

-0.1
0.1
-0.1
-0.1
0.0
0.0
0.0
-0.1
0.0
-0.1
-0.1
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Table S2 Comparison of the Spectroscopic Data of Natural and Synthetic Acospectoside A (1)

Ne Natural Synthetic
position (125MHz, CsDsN) [1] (150 MHz, CsDsN) 49 (ppm)
1 74.5 74.3 0.2
2 30.0 299 01
3 69.6 69.4 0.2
4 28.2 28.1 0.1
5 31.5 31.4 0.1
6 26.2 26.1 0.1
7 21.0 21.0 0
8 41.5 415 0
9 36.7 36.7 0
10 38.9 38.9 0
11 21.8 21.7 0.1
12 39.5 39 4 01
13 49.9 49.8 0.1
14 84.4 84.3 0.1
15 32.9 32.9 0
16 27.2 27.1 0.1
17 51.2 51.1 0.1
18 16.1 16.0 01
19 18.4 18.3 0.1
20 176.0 175.7 03

21 73.7 73.5 0.2
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22
23
1-OAc
1-OAc
I
o

117.6
174.7
170.9
21.4
99.1
69.9
76.4
76.4
67.4
17.2
55.9
105.1
75.3
78.2
71.4
78.5
62.7

117.6
174.4
170.6
21.3
99.0
69.8
76.4
76.5
67.3
17.2
55.9
105.1
75.3
78.3
71.3
78.4
62.6

-0.3
-0.3
-0.1
-0.1
-0.1

0.1
-0.1

(=R =)

0.1
-0.1
-0.1
-0.1
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