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Table 1 'H NMR data of compounds 1-5.

No. 1¢ 2¢ 3t 4° 54
1 4.52d (12.6) 4.12dd (11.6, 7.9) 2.14 overlap 1.82 overlap 1.76 dd (6.9, 1.2)
2.03 overlap 1.20 overlap 1.10 overlap
2 1.86 d (11.8) 1.74 overlap 6.74 s 4.32brs 4.14 m
4 1.46 m 1.76 m 2.49dt(12.5,3.9) 243 m
1.92m 1.87m
5 1.60 m 1.55m 1.98 m 1.86 m 1.50 m
1.89 m 1.7l m 2.63 dd (16.9, 6.8) 1.93m 1.96 dt (12.7,4.1)
6 3.17 dd (12.0, 4.0) 3.18 dd (12.0, 3.8) 3.32dd (10.7,5.9)  3.13dd (11.5,3.9) 3.20 overlap
8 1.78 m 14l m 1.35m 1.22m 1.3l m
2.03m 2.67m 1.72m 1.58 m 1.60 m
9 145 m 1.47m 1.49m 1.40 m 147 m
1.70 m 1.68 m 1.62 m 1.67m 1.60 m
10 3.29dd (12.0,3.2) 3.25dd (11.8,2.7) 3.20 dd (8.0, 1.6) 3.21dd (11.9,2.9) 3.23 overlap
12 1.18s3H 1.17 s 3H 1.18 s 3H 1.18 s 3H 1.16 s 3H
13 1.17s3H 1.16 s 3H 1.17 s 3H 1.18 s 3H 1.14 s 3H
14 1.02s3H 1.06 s 3H 0.85s3H 1.15s 3H 091 s3H
15 143s3H 1.45 s 3H 230s3H 221s3H 2.19s3H
16 3.94d(7.9)

@ Recorded at 400 MHz, (6, CDCls, J in Hz); ? Recorded at 600 MHz, (5, CDCls, J in Hz); ¢ Recorded at 600 MHz,
(6, CDs0D, J in Hz).



Table 2 'H NMR data of compounds 6-10.

No. 6° 7° 8 9 10°
1 10.01d 2.30 overlap 2H 0.84 s 3H
2 2.07s
4 22l m 1.4l m 2.50 m 2.56 m 2H 247 m

225m 1.75dt(14.3,3.1) 2.63m 2.59m
5 1.73t(6.3) 2H 1.45m 1.69 m 2H 1.59 m 1.55m

1.66 m 1.85m 1.81 m

6 3.29dd (10.6,2.7) 3.16dd (11.9,3.5)  3.65dd (9.0, 3.6) 3.23d(10.5) 2.98dd (10.9, 1.9)
8 1.46 m 1.57dd (12.6,3.9) 1.86dt(13.1,3.2) 1.72 m 2H 1.35m

1.95d (11.6) 191 m 1.98 m 1.50 m
9 1.49 m 1.50 m 1.52m2H 1.47 m 1.40 m

1.62m 1.84 m 1.57m 1.51m
10 3.22dd(11.6,2.5) 3.25dd(11.7,2.8) 3.18dd (11.0,3.4)  3.09dd (11.5,2.2) 3.06dd (11.0,2.2)
12 1.19s3H 1.18 s 3H 1.16 s 3H 1.18 s 3H 1.17 s 3H
13 1.18s3H 1.17 s 3H 1.20 s 3H 1.14 s 3H 1.13s3H
14 120s3H 1.23 s 3H 1.19 s 3H 1.03 s 3H 0.87 s 3H
15  1.79s3H 1.21s3H 2.15s3H 2.15s3H 2.15s3H

« Recorded at 400 MHz, (5, CDCls, J in Hz); ® Recorded at 600 MHz, (5, CDCls, J in Hz).



Table 3 13C NMR data of compounds 1-10.

No. 1¢ 2¢ 3 4¢ 5¢ 6° 7° 8¢ 9¢ 10°
1 68.7 72.8 40.6 43.5 44.6 173.8 2072 181.0 445 27.2
2 59.3 54.2 138.5  66.7 66.5 133.6  64.8 176.4

3 82.5 84.3 137.8 2122 2115 1376 714 209.0 209.8  209.6
4 36.4 394 198.5 542 57.3 31.3 39.1 41.0 41.0 413
5 26.0 26.1 26.9 254 29.0 23.7 21.4 25.8 24.0 24.2
6 84.4 85.5 79.0 83.7 82.1 80.6 83.7 80.1 82.8 85.1
7 352 382 31.6 332 33.7 354 37.6 44.9 354 32.7
8 36.6 40.0 37.9 39.0 38.5 33.7 37.6 34.9 354 394
9 20.7 22.5 223 21.8 21.6 21.9 24.0 20.5 22.1 22.6
10 85.6 86.6 84.6 85.4 85.4 84.7 85.1 84.5 84.6 84.8
11 72.1 72.8 72.0 72.1 72.0 72.4 72.0 72.0 72.3 72.2
12 26.0 25.5 26.1 26.1 26.1 26.0 26.1 26.0 26.2 26.3
13 23.8 255 23.9 23.9 23.9 23.8 24.0 24.0 24.1 24.2
14 12.2 12.8 16.5 17.4 16.5 19.2 13.8 13.8 17.9 19.1
15 23.5 254 25.5 28.8 29.1 21.2 31.1 29.7 30.0 30.0
16 1785 771

17 1754

@ Recorded at 100 MHz, (5, CDCI3); ? Recorded at 150 MHz, (6, CDCls); ¢ Recorded at 150 MHz, (5, CD30D).
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Fig. S1. 'H NMR spectrum (CDCls, 400 MHz) of 1
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Fig. S9. **C and DEPT spectra (MeOD, 150 MHz) of 2
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Fig. S10. H-'H COSY spectrum (MeOD, 600 MHz) of 2
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Fig. S20. NOESY spectrum (CDCls, 600 MHz) of 3
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Fig. S27. NOESY spectrum (CDCls, 400 MHz) of 4
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Fig. S52. H-'H COSY spectrum (CDCls, 600 MHz) of 8
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Fig. S60. HMBC spectrum (CDClIs, 600 MHz) of 9
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Fig. S66. *H-'H COSY spectrum (CDCls, 600 MHz) of 10
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Fig. S69. NOESY spectrum (CDCls, 600 MHz) of 10
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21 [ 38 39.6 345
22 C 37.9 42.3 40. 8
23 C 22.3 25.2 25.5
24 C 84.8 87.8 87.6
25 C T2 T4 1 4.3
26 C 26.1 27.12 27. 47
27 C 23.9 24,27 24,45
28 C 16.5 17. 85 17. 60
29 C 25.5 24,54 28,12
30

31 H 2,14 2.19 2,22
32 H 2.03 2.09 2.16
33 H x 6. 74 6. 62 737
34 H 1,98 2. 85 2,038
35 H 2.63 2,88 2.70
38 H 3.32 3,48 3.35
ar H 1,35 1. 40 1.38
38 H 1.72 1.EE 1.72
39 H 1,45 1.38 1.43
40 H 1. 62 1.62 1.74
41 H 3.2 3.19 3.22
42 H 1. 18 1.14 1.18
43 H 1. 17 1.11 1.11
44 H 0. 85 1.1 0,91
45| H 2.3 1.9 2.34
45

A B € il 13 F 4] H
T e T
nPY1P¥01 PCE 6-31+6 (d, p) Shielding Tensors
Isomer 1| Isomer 2 [ Isomer 3 | Isomer 4 | Isomer 5 | Isomer 6

1

2

2

4

5 sDP4+ (H data) |dl 0. 00% [4l00. 00% = = = =
&

7

g

sDP4+ (C data) |4l 0.00% |afi00. 00% - - - -
_sDP4+ (all data) [ufl 0.00% [ail00. 00% = = = =
uDPA+ (H data) [il46. 40% |4fl53. 60% - - - -

9  uDP4+ (C data) |all75.32% |[d]24.68% - - - -
10 uDP4+ (all data) |all72.54% [iil27. 46% - - - -
DP4+ (H data) [HIFNNEEEM GO - - - -

DP4+ (C data) HIRNITEEE LORLG] - - - -

DP4+ (all data) [FIEECEEE DLROG] - - - -

Fig. S73. DP4+ analysis of 3a (Isomer 1) and 3b (Isomer 2).
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Fig. 74. View of the pack drawing of bipodonine A (1).
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