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Fig. S1a. The IR spectrum of Delcarpum (1) in CHClIs.
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Fig. S1b. The EIMS spectrum of Delcarpum (1).

S2



pon

Fig. S1c. The 'H-NMR spectrum of Delcarpum (1) in CDCl3 Bruker 300 MHz.

!

VN

Fig. S1d. The 13C-NMR spectrum of Delcarpum (1) in CDCl; Bruker 300 MHz.
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Fig. S1f. The 13C/1H HMQC spectrum of Delcarpum (1) in CDCI3 Bruker 300 MHz.
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Fig. S1g. The 1H/'H DQF-COSY spectrum of Delcarpum (1) in CDClz Bruker 300 MHz.

Fig. S1a-g. Spectral characterization of Delcarpum (1)
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Fig. S2a. The IR spectrum of Delphitisine (3) in CHCls.
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Fig. S2b. The EIMS spectrum of Delphitisine (3).
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Fig. S2d. The 13C-NMR spectrum of Delphitisine (3) in CDCI; Bruker 300 MHz.

S7



ud

—109.621

—— T T T T T T T T T T T T T e e
ppm 200 175 150 125 100 5

75 50 25

Fig. S2e. The DEPT-135 spectrum of Delphitisine (3) in CDCI3 Bruker 300 MHz.
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Fig. S2f. The 13C/tH HMQC spectrum of Delphitisine (3) in CDCl; Bruker 300 MHz.
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Fig. S2g. The 1H/'H DQF-COSY spectrum of Delphitisine (3) in CDClz Bruker 300 MHz.

Fig. S2a-g. Spectral characterization of Delphitisine (3).
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Fig. S3a. The IR spectrum of Hydrodavisine (4) in MeOH.
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Fig. S3b. The EIMS spectrum of Hydrodavisine (4).
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Fig. S3d. The 13C-NMR spectrum of Hydrodavisine (4) in CD30D Bruker 300 MHz.
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Fig. S3e. The DEPT-135 spectrum of Hydrodavisine (4) in CD3;0D Bruker 300 MHz.
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Fig. S3f. The DEPT-90 spectrum of Hydrodavisine (4) in CD;0D Bruker 300 MHz.
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Fig. S3g. The 13C/1H HMQC spectrum of Hydrodavisine (4) in CD30D Bruker 300 MHz.
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Fig. S3h. The 1H/1H COSY spectrum of Hydrodavisine (4) in CD30D Bruker 300 MHz.

Fig. S3a-h. Spectral characterization of Hydrodavisine (4)
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Table S1. 'H, 'H COSY (Correlation Spectroscopy Homonuclear) and HMQC(Heteronuclear Multiple Quantum
Coherence) NMR data for Delcarpum (1).

Correlated atom

Proton HMQC COSY

1 322 m 82.3 d H-2a, H-28, H-12ax (vw)
2a 1.87 m oy H-26, H-3, H-1

28 2.15 - H-2a, H-3, H-1

3 125 m 288 t H-25, H-2a

5 1.50 s 54.0 d H-17(m), H-7, H-6a
6 529 d (7.53) 714 d H-7, H-5

7 3.17 - 3524 H-6a, H-5

9 335 - 406 d H-14, H-10

10 2.15 - 4434 H-9, H-12a, H-128 (w)
12a 1.97 - 28 H-128, H-13, H-10, H-1(0w)
128 250 dd (3.17,12.6) H-12a, H-10 (w)

13 232 t (5.54) 36.4d H-124, H-14

148 467 t (4.71) 75.1d H-13, H-9, H-16a (vw)
158 418 d (6.91) 74.1d H-16a
16a 3.11 - 91.4 d H-15a, H-14 (vw), H-16' (v.)
17 322 - 62.8 d H-5

18 0.85 s 2524 H-3, H-6"
19 2.08 d (5.78) 6 ¢ H-198

198 2.86 d (11.93) ‘ H-19a
20 2.63 m i85 H-208, H-21
208 2.72 m H-20a, H-21

21 114 t (6.99) 1194 H-20a, H-208

14" 1.97 - 20.2 -

6" 1.97 - 20.6 g H-18

8 317 - 48.6 g -

1 332 s 55.0 g .

16' 345 s 56.2 g H-16a (v.w)

Chemical shifts in 6 (ppm) down-field from TMS. Coupling constants in parentheses in Hz.
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Table S2. 'H, 'THCOSY(Correlation Spectroscopy Homonuclear) and HMQC(Heteronuclear Multiple Quantum

Coherence) NMR data for Peregrine (2).

Proton Correlated atom
HMQC COSY
1 3.11- 84.1 H-2a, H-28, H-1'
20 2.01 - 25.9 H-2 H-1
28 2.08 - H-2a H-1
3a 1.25 - .365 H-38
3p 1.57 - H-3a
5 148 s 55.7 H-17
6 5.25d (7.28) 72.8 H-7
7 2.75d (7.29) 41.7 H-6
9 3.05 - 44.0 H-14, H-10
10 2.01 - 45.6 H-9
12a 1.88 m 28.0 H-128, H-13, H-10 H-17(v.w)
128 2.25dd (5.31) H-12a, H-10(w)
13 2.35t(5.67) 37.9 H-12a (w)
H-128(m), H-14
14 4.02 ¢ (10.59) 74.8 H-13, H-9, H-14' (OH)(w)
15 2.08 - 32,5 H-16
16 3.39 - 81.9 H-15
17 3.16 4 (2.07) 64.3 H-5(m), H-1' (v.w)
18 0.85s 25.3 -
19« 2.08 - .569 H-198
198 2.61d (11.90) H-19a
20 2.47 m 48.7 H-21
21 1.07 £ (7.12) 13.1 H-20
1 3.28s 55.6 H-1(v.w)
H-17(v.w)
6" 2.08 - 21.2 -
8' 3.11 - 47.7 -
16' 3.39 - .559 -
14' (OH) 3.70 d (6.48) - -

Chemical shifts in 6 (ppm) down-field from TMS. Coupling constants in parentheses in Hz.
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Table S3. 'H, 'THCOSY(Correlation Spectroscopy Homonuclear) and HMQC(Heteronuclear Multiple Quantum
Coherence) NMR data. for Delphitisine (3).

Proton Correlated atom
HMQC COSY

la 2.67 s 73.3 H-20

2u 1.79m 25.1 H-2 H-3
28 1.94m H-2 o

3 1.29m 28.1 H-2 a, H-18(w)
4 - 35.7 -

5 1.99 m 54.1 H-78 (w)

6 423 m 64.2 H-7«a

7a 1.29 m 2.0 H-7b, H-6
7B 1.79 m H-7a

8 - 44.1 -

9 2.26 d (2.29) 31.8 H-11a, H-138
10 - 53.4 -
11 1.10 m 313 H-118, H-12(w)
118 1.79 m H-11a , H-12
12 2.07 m 39.8 H-118, H-11a (w)
13a 1.79 m 5.4 H-13p5, H-14
138 1.94 m H-13a, H-9
14 2.07 m 41.1 H-13a
150 4.05s 69.4 H-17

16 - 154.1 -

17 4.99 d (7.60) 107.6 H-15a

18 1.08 s 26.7 H-3(w)
19a 2.50 d (12.45) 60.1 H-198
198 2.69 d (12.44) H-19«

20 3.56 m 64.4 H-1, H-21a, H-218
21a 1.79 m 30.4 H-218, H-20
218 2.07 m H-21a, H-20
1'-OH 1.77 m -
15'-OH 1.77 m -

Chemical shifts in 6 (ppm) down-field from TMS. Coupling constants in parentheses in Hz.
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Table S4. 'H, 'HCOSY (Correlation Spectroscopy Homonuclear) and HMQC(Heteronuclear Multiple Quantum

Coherence)NMR data for Hydrodavisine 4.

Proton Correlated atom
HMQC COSY
la 3.10s 72.9 H-20
2 1.38 m 31.5 H-3a, H3p
3a 1.84 m 25.9 H-38 H-2
3p 1.90 m H-3a
4 - 35.4 -
5 221m 54.0 H-20, H-11
6 4.20s 63.6 H-7
7 1.84 m 25.9 H-6, H-9
8 - 36.3 -
9 2.25m 33.1 H-14, H-20, H-7, H-13p
10 - 54.2 -
11 1.70 m 30.9 H-5, H-138, H-20
12 211 m 42.3 H-9, H-138
13a 1.38 m 26.6 H-13g, H-9
138 1.84 m H-13a, H-12, H-11, H-9, H-14
14 211 m 414 H-9, H-138
15a 3.99s 69.5 H-17
16 - 154.2 -
17 5.014 (7.21) 108.1 H-15«
18 1.16 s 26.6 -
19 2.86 q (12.29) 59.4 -
20 3.93s 66.3 H-1a, H9, H-5, H-11
-*NH 3.74 m (*NH) - -
1'-OH 4.89 br. s - -
15'-OH 4.89 br. s - -
2H-0 4.89 br. s - -

Chemical shifts in d (ppm) down-field from TMS. Coupling constants in parentheses in Hz.
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