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S2. BC-NMR spectrum of compound 1
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S3. HSQC spectrum of compound 1
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S4. HMBC spectrum of compound 1
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S5. 'TH-"H COSY spectrum of compound 1
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S8. 3C-NMR spectrum of compound 2
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S9. HSQC spectrum of compound 2
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S11. 'H-'H COSY spectrum of compound 2
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S12. NOESY spectrum of compound 2
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S13. 'TH-NMR spectrum of compound 3
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S14. BC-NMR spectrum of compound 3
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S19. List of all compounds

Name Structure
0]
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o OH
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9 [-sitosterol
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S20. 'TH-NMR and '*C-NMR spectroscopic data of compounds 1 and reference (J in ppm, J in

Hz)
Reference: Strophanthidin- 3-0-B-D-
glucopyranosyl-(1—6)-O-p-D-glucopyranosyl-
(1—4)-0-p-D-diginopyranosyl-(1—4)-0O--D-
r oleandropyranosyl-(1—4)-O-§-D-
digitoxopyranosyl-(1—4)-p-D-
digitoxopyranoside®!
HMBC
Position oc Om oc Om
(H=0)
1 192 1.89,m 10 18.5 1.89,m
2.68, dd (13.8, 13.8) 2.57,ddd (14.6, 14.6, 3.2)
2 254 141, m 25.6 1.66.m
2.45,d(13.8) 2.18,dd (14.1, 2.6)
3 73.9 444, m 74.9 4.33,brs
4 355 1.84,m 5 36.2 1.70, m
2.12, m 2.17,
5 74.1 74.0
6 424 1.55,m 4,5 369 1.77,m
2.29,d (12.0) 2.29, m
7 23.1 1.37,m 5 248 1.42,m
1.56,d (5.4) 2.45, m
8 40.1 141, m 6 419 228,m
9 40.0 1.77,m 10,11,13  39.5 1.75,m
10 56.0 553
11 26.4 1.76,m 13 226 137, m
211, m 1.56, m
12 382 1.76, m 39.5 134, m
2.34,d(16.2) 141, m
13 50.4 49.8
14 84.9 84.4
15 327 1.84,m 13, 14 32.1 1.83,m
2.05, m 2.06, m
16 27.7 199, m 27.2

2.07, m



17

18

19

20

21

22

23

51.6 2.79,m

16.5 1.01,s

209.3 1041, s

176.3

74.3 5.04,d (18.0)

5.30, d (18.0)

1183 6.15, s

175.0

99.5 5.39,d(7.8)
742 3.96,d(7.8)
72.5 4.90, s
83.2 3.73,d(9.0)
69.5 4.46,m
18.8 1.41,d(5.4)
104.9 5.52, s
73.0 4.66, s
744 4.29,dd (9.0, 9.0)
73.1 4.58,d(9.0)
70.8 4.63,m
18.7 1.48,d (6.0)

8, 13, 14,

20, 21,22

8, 13,14

20, 22

17, 20, 21

4,2",5"
3

4", 5"
6"

3//

51.1 2.78,brd (8.7)

16.0 1.00,s

208.5 10.40, s

175.7

73.7 5.03, dd (18.0, 1.3)

5.29, dd (18.0, 1.3)

117.8 6.13,br s

174.5

100.8
72.4
72.9
83.9
69.2
18.6
104.0
72.4
72.2
73.7
70.3
18.4

a1H (600 MHz) and '3C (150 MHz) NMR spectroscopic data in pyridine-ds.

b 1H (500 MHz) and 13C (125 MHz) NMR spectroscopic data in pyridine-ds.



S21. "H-NMR and '3C-NMR spectroscopic data of compounds 2 and reference (6 in ppm, J in

Hz)
Reference: Reference:
2 oleandrigenin b2 acoschimperoside P, 2'-
acetate &3
HMBC
Position dc On oc oc OH
(H—-C)
1 30.3 1.44, m 29.5 30.8 1.53, m
1.51, m 1.57, m
2 267  1.26,m 27.8 26.5 1.20, m
1.50, m 1.56, m
3 73.1 4.06, br s 66.6 73.3 4.15,brs
4 29.6  1.26,m 332 30.1 1.74, m
1.73, m 1.98, m
5 36.3 1.72, m 35.8 35.6 1.51,m
6 26.6 1.25,m 26.2 24.0 1.32, m
1.88, m 143, m
7 212 1.69,m 20.8 21.4 1.30, m
1.74, m 1.66, m
8 419 1.57,m 41.7 42.0 1.78, m
9 359  1.58,m 354 371 1.81,m
10 35.2 35.2 351
11 209 1.20,m 21.0 21.0 1.30, m
1.48, m 1.66, m
12 394 132,m 41.2 38.7 1.32, m
1.54, m 143, m
13 50.1 49.9 50.4
14 84.4 84.1 83.2
15 413 1.77,dd (15.6,2.4) 13 39.2 41.2 2.12,brs
2.73,dd (15.6, 9.6) 2.78,dd (9.7, 5.5)
16 74.1  547,td (9.2,2.4) 16-OCOCH; 73.8 74.8 5.68,dd (9.7, 8.9)
20
17 562  3.20,m 13, 20, 21 56.0 56.7 3.38,d (8.9)
18 16.1  0.93,s 12,13, 14 15.9 16.3 1.07,s



19

20

21

22

23

16-OCOCH;

2'-OCH3
3'-OCH3

239

168.0

75.8

121.5

174.3

21.2
170.6
101.1
80.5
83.2
68.7
70.0
16.6
61.1
58.0

0.92,s

4.85,dd (18.4, 1.6)

4.97,dd (18.4, 1.6)

5.96, s

1.97,s

4.27,d (7.6)
3.19,d (7.6)
3.13,dd (9.6, 3.2)
3.80,d (3.2)
3.50,m
1.33,d(6.8)
3.59,s

3.50, s

1,5

20

20

21

3
1!9 3!
4'

1',4,6
5

1,2
3

23.6

170.1

75.6

121.2

173.8

21.0
167.5

23.8

170.5

76.4

121.6

174.5

21.6
170.5

0.85,s

5.41,dd (18.1, 1.7)

5.54,dd (18.1, 1.7)

6.35,s

2.04,s

alH (400 MHz) and 3C (100 MHz) NMR spectroscopic data in chloroform-d.
b13C (100 MHz) NMR spectroscopic data in chloroform-d.

¢1H (400 MHz) and 3C (100 MHz) NMR spectroscopic data in pyridine-ds.



S22. "H-NMR and '3C-NMR spectroscopic data of compounds 3 and reference (6 in ppm, J in
Hz)

3 Reference: reevesioside D**
Position oc oy HMBC oc ou
(H—C)
1 21.4 1.44, m 19 21.3 1.46, m
2.39, m 2.36, m
2 25.6 1.57, m 25.7 1.59, m
1.93, m 1.94, m
3 73.5 4.25,brs 72.2 4.25,brs
4 33.7 1.81, m 33.2 1.79, m
2.12, m 2.08, m
5 75.1 74.6
6 36.5 1.65, m 36.5 1.72, m
1.76, m 2.07, m
7 24.1 1.17, m 23.9 1.25, m
2.07, m 2.09, m
8 40.9 1.24, m 40.7 1.52, m
9 40.1 1.96, m 394 1.92, m
10 53.4 533
11 21.9 1.86, m 21.8 1.31, m
2.25, m 1.54, m
12 39.6 1.34, m 40.0 1.33, m
1.56, m 1.52, m
13 49.9 49.8
14 85.4 85.3
15 32.5 1.73, m 323 1.68, m
1.93, m 201, m
16 26.9 2.09, m 26.8 1.85, m
2.20, m 2.01, m
17 50.5 2.75, m 16 50.4 2.75,dd (9.6, 5.2)
18 15.8 0.96, s 12,13, 14, 15.7 0.86, s

17



19

20

21

22

23

2'-OCH3
3'-OCH3

176.5

174.9

73.7

117.8

174.8

100.0
83.7
86.4
74.8
72.0
17.8
61.1
60.9

4.81,d (18.0)

4.98, d (18.0)

5.88, s

4.37,d(7.6)
3.02,dd (8.4, 8.0)
3.12,dd (8.8, 8.8)
3.18,dd (8.4, 8.0)
333, m

1.29,d (5.6)
3.63,s

3.57,s

17,21, 23

3

1,2
2, 4
3,56

4,5
2!
3!

176.6

174.7

73.6

117.6

174.6

4.79, dd (18.2,1.6)

4.95,dd (18.2,1.6)

5.88,s

alH (400 MHz) and 3C (100 MHz) NMR spectroscopic data in chloroform-d.

®IH (400 MHz) and '3C (150 MHz) NMR spectroscopic data in chloroform-d.
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