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The supporting information includes data on the NMR correlation signals from the HMBC and
NOESY experiments of O-acetylcalopin (1a), O-acetylcyclocalopin A (6a) and of the
cyclocalopins B (7), D (10a), E (11) and F (12).



O-Acetylcalopin

Table 1. 'H and *C NMR data of O-Acetylcalopin (1a),
recorded in CDCl; at 600 MHz and 150.9 MHz.

O-Acetylcalopin (1a)

Proton correlation partner from 2D NMR

Pos. | de[ppm]  ch [ppm] Jnn [HZ] HMBC NOESY
1 170.1
2 67.7 566 d 9.3 C-1,C-6,C-12 3-H, 5a-H
3 45.6 360 dd 93,93 |C-1,C4,C-7,C-11,C14 |2-H,5a-H, 11-H, 14-CH,
4 34.1 258 m 5b-H, 11- H
5a 71.7 415 dd 115,115 2-H, 3-H
5b 435 dd 11544 |C1 4-H
6 122.1
7 142.9
8 142.0
124.2
10 121.8 660 d 7.8 C-6,C-8, C-15 11-H, 15-CHs
11 122.4 649 d 7.8 C-7,C9 3-H, 4-H, 10-H
12 169.9
13 20.3 177 S C-12
14 15.84 1.02 d 67 C-4,C-5 3-H
15 15.649 222 s C-8, C-9, C-10 10-H

4 Assignments may be interchanged.




O-Acetylcyclocalopin A

Table 2. 'H and *C NMR data of O-Acetylcyclocalopin A (6a),
recorded in CDCl; at 600 MHz and 150.9 MHz.

15 CH3

O-Acetylcyclocalopin A (6a)

Proton correlation partner from 2D NMR

Pos. de [ppm] Oy [ppm] Jnn [HZ] HMBC NOESY
1 172.4

2 73.7 465 d 105 C-1,C-12 3-H, 5a-H, 13-CH;
3 47.4 243 dd 105,105 |C-1,C-4,C-6,C-7,C-12, C-14 | 2-H, 5a-H, 14-CHj
4 30.8 228 m 11a-H

5a 72.2 386 dd 11.2,11.2 |C4 2-H, 3-H

5b 410 dd 11.2,35 C-1,C3 11a-H

6 55.1

7 77.2 547 s C-3,C-6,C-12, C-16 11b-H, 13-CHs
8 193.2

9 134.3

10 143.1 668 m C-6,C-8 15-CH,

1la 28.0 276 ddg 20.8,4.3,15|C6 4-H, 5b-H

11b 258 dd 208,26 C-6,C-7,C-15 7-H, 13-CHjs
12 107.2

12-OH 2677 s br.

13 21.3 147 s C-6,C-12 7-H, 11b-H

14 16.2 081 d 64 C-4 3-H

15 15.2 1.84 m C-8, C-9, C-10 10-H

16 169.9

17 20.8 221 s C-16

@ g, depends on sample concentration.




Cyclocalopin B

Table 3. 'H and *C NMR data of Cyclocalopin B (7),
recorded in CDCl; at 600 MHz and 150.9 MHz.

Cyclocalopin B (7)

Proton correlation partner from 2D NMR

Pos. dc [ppm]  dy [ppm] Jun [HZ] HMBC NOESY

1 172.8

2 739 461 d 106 C-1, C-3, C-4, C-6, C-12 |3-H, 5a-H

3 481 269 dd 10.6,10.6 |C-1, C-2, C-4,C-6, C-7, |2-H, 5a-H, 8-H, 14-CHj

C-12, C-14

4 310 232 m 5b-H, 14-CH,

5a 723  3.94 dd 11.1,11.1 |C-3,C4 2-H, 3-H, 5b-H, 14-CH,

5h 4.14 dd 11.1,4.3 |C-1,C-3,C-4,C-14 4-H, 5a-H, 14-CHj

6 52.9

7 740 527 d 87 C-3, C-6, C-8, C-12, 11b-H, 13-CHj

7-CH5CO0

8 735 556 s, br. 3-H, 14-CHs, 15-CH3,
8-CH5COO0

9 130.8

10 1246 556 s, br. 11a-H, 11b-H, 15-CH,

11a 273 241 dn 19.9 10-H,11b-H, 14-CHj

11b 2.20 dm 19.9 7-H, 10-H, 11a-H, 13-CH,

12 108.3

13 21.0  1.46 s C-6, C-12 7-H, 11b-H

14 156 095 d 66 C-3,C-4,C5 3-H, 4-H, 5a-H, 5b-H,
8H, 11a-H

15 180  1.63 s, br. C-9, C-10 8-H, 10-H

7-CH,COO | 170.1

7-CH,COO | 21.2 2.01 s C-7™ 7-CH,CO0

8-CH,COO | 171.0

8-CH,COO | 20.7 2.07 s Cc-8™ 8-CH,CO0 8H

™ weak: Correlation signal of low intensity.




Cyclocalopin D

Table 4. *H and *C NMR data of Cyclocalopin D (10a),

recorded in CD;OD at 600 MHz and 150.9 MHz.

Cyclocalopin D (10a)

Proton correlation partner from 2D NMR

Pos. de [ppm]  dy [ppm] Jun [HZ] HMBC! NOESY!"!
1 176.0
2 746 477 d 107 C-1, C-3,C-6, C-12 3-H, 5a-H,
13-CH3", 14-CH,™
3 50.7 281 dd 107 C-1, C-2, C-4, C-6, C-7, | 2-H, 7-H, 13-CHs,
C-14 14-CHj
4 324 205 m C-3,C-14 5b-H, 14-CH,
5a 726  4.03 dd 115,115 |C-3, C-4, C-14 2-H, 5b-H, 14-CH,
5b 4.15 dd 115,44 |C-1,C-3,C-4,C-14 4-H, 5a-H, 14-CHj
6 61.9
7 69.4 440 s br. C-3, C-6, C-8, C-9, C-11 | 3-H, 13-CHs
8 152.4
9 118.6
10 779 462 d 51 C-6, C-8, C-11, C-12 11b-H
11a 331 209 d 113 C-6, C-7,C-12 11b-H
11b 1.68 dd 11.3,5.1 |C-3,C-6, C-7,C-9, C-10|10-H, 11a-H
12 117.8
13 24.4 1.35 S C-6, C-7, C-12 2-HM 3-H, 7-H
14 17.2 1.26 d 6.6 C-3,C-4,C-5 2-H" 3-H, 4-H,
5a-H, 5b-H
15, 611  4.70 d 123 C-8, C-9, C-10,
15-CH,COO
15, 4.80 d 123 c-7™ c -8, C-9, C-10,

15-CH;COO




Cyclocalopin D
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Table 4. *H and *C NMR data of Cyclocalopin D (10a),

localopin D (1
(cont.)  recorded in CDsOD at 600 MHz and 150.9 MHz. Cyclocalopin D (10a)

Proton correlation partner from 2D NMR
Pos. de [ppm] Gy [ppm] Jun [HZ] HMBCH! NOESY!!
15-CH;COO | 172.9
15-CH;COO | 20.8 2.02 s C-15, 15-CH;COO
1 97.0 5.75 d 35 C-8, C-5 2-H
2 73.1 353 dd 93,35 |C-3,C4 1-H
3 74.6 3.78 dd 93,93 |C-2,C4
4 71.1 3.44 dd 93,93 |C-5,C-6
5 75.0 3.72 m
6's 62.0 3.73 m
6'y 3.75 m

[l From the hexose moiety only selected correlation signals are given.

™ weak: correlation signal of low intensity



Cyclocalopin E

Table5. 'H and *C NMR data of Cyclocalopin E (11),
recorded in CDCl; at 600 MHz and 150.9 MHz.

Cyclocalopin E (11)

Proton correlation partner from 2D NMR

Pos.  dc[ppm] dy [ppm] Jnn [HZ] HMBC NOESY

1 171.8

2 71.0 4.50 d 112 C-1,C-3,C-6,C-12 3-H, 5a-H, 13-CH;

3 43.0 3.09 dd 11.2,10.6 |C-1, C-2, C-4, C-6, C-7, 2-H, 5a-H, 13-CH,
C-11,C-14 14-CHj;

4 32.0 2.05 m 5a-H, 5b-H

ba 717 3.96 dd 11.3,11.2 |C-1,C-3,C4,C-14 2-H, 3-H, 4-H, 5b-H

5b 419  dd 112,38 [C-1,C-3, C4, C-14 4-H, 5a-H

6 58.8

7 76.2 4.29 S C-6, C-8, C-10, C-11, C-12 | 9-H, 11a-H, 14-CH;

7-OH 3.70 s, br.

8 209.3

9 50.6 2.49 m C-8, C-15 7-H, 10-H, 11a-H

10 81.8 4.45 br.d 6.1 C-8, C-12, C-15 9-H, 11a-H, 11b-H,

15-CH,

1la 374 1.89 d 122 C-6,C-7,C-9 7-H, 9-H, 10-H, 11b-H

11b 2.40 dd 122,61 |C-3,C-6,C-7,C-9,C-10 |10-H, 11a-H

12 116.2

13 21.6 1.26 S C-6, C-12 2-H, 3-H

14 15.8 1.20 d 6.8 C-3,C-4,C-5 3-H, 7-H

15 11.2 1.25 d 70 C-8,C-9, C-10 10-H




Cyclocalopin F

Table 6. H and *C NMR data of Cyclocalopin F (12) as 1:3 admixture Hy™ 15" Hp

with 11, recorded in CDCl3; at 600 MHz and 150.9 MHz. Cyclocalopin F (12)
Proton correlation partner from 2D NMR

Pos. | dc[ppm] Ok [ppml Jun [HZ] HMBC NOESY

1 171.84

2 715 456 d 114 C-1,C-3 3-H

3 431 318 dd  11.4,10.0 C-2, C-4,C-6,C-14 2-H, 14-CH;

4 319 2.069 m

5a 71.6  3.98 dd  11.4,11.2 [ [

5b 4.20 dd  11.29 (A

6 58.84

7 765  4.25 s C-6, C-8, C-11, C-12 11a-H, 14-CH;

7-OH 3.59 s, br.

8 199.6"

9 144.7

10 80.5 4.93 d 61 C-6,C-8,C-12,C-15  |15:H

11a 369 184 d 123 C-6,C-7,C-12 7-H

11b 2.46 dd 123,6.1 C-6,C-7,C-9, C-10

12 116.21

13 229 138 s C-6,C-12

14 158 1.19 d 68 3-H, 7-H

15, 1222 542 s C-8,C-10 10-H, 15,-H

15, 5.98 C-8,C-9,C-10 15.H

[ overlapping with signals from 11

™ from HMBC experiment




