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S2. 1H NMR (600 MHz, CDCL,) of 2
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S3. 13C NMR (125 MHz, CDCI,) of 2

0.0050 thiocoraline.009.esp

0.0045 o O|
H
C(%‘/N\:/\S/ NK\E/
o __ -

0.0040 o
\o

N
d S HN_O
0.0035 r - 0

0.0030

0.0025

Normalized Intensity

0.0020

0.0015

0.0010

0.0005

200 180 160 140 120 100 80 60 40 20 0
Chemical Shift (ppm)

S3



S4. gCOSY (600 MHz, CDCI.) of 2
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S5. gHSQC (600 MHz, CDCl,) of 2
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S6. gHMBC (600 MHz, CDCL.) of 2
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S7. HRMS of 2
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S8. 'H NMR (600 MHz, CDCI,) of 3 & 4
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S9. 3C NMR (125 MHz, CDCL,) 0f 3 & 4
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S10. gCOSY (600 MHz, CDCL.) of 3 & 4
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S11. gHSQC (600 MHz, CDCL.) of 3 & 4
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S12. gHMBC (600 MHz, CDCI,) of 3 & 4
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S13. ROESY (600 MHz, CDCL.) of 3 & 4 N
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S14. HRMS of Analog 3 & 4

RUS X
N
—
N \E/\S/
lo) O NH
(0] s~ )
/Nr o
3: _S O
. - \) H/ h
(@]
S<
4
~ O
NS
(¢]
i +
e S ‘
= % ) 5 - .

S14



Normalized Intensity

S15. 'H NMR (600 MHz, CDCI.) of 5
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Normalized Intensity

S16. 13C NMR (125 MHz, CDCL,) of 5
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S17.gCOSY (600 MHz, CDCI,) of 5
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S18. gHSQC (600 MHz, CDCl,) of 5
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S20. HRMS of 5
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S21. IH NMR (600 MHz, CDCI,) of 6
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$22. 13C NMR (125 MHz, CDCI,,) of 6
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$23. gCOSY (600 MHz, CDCI.) of 6 i A
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S24. gHSQC (600 MHz, CDCI,,) of 6
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$25. gHMBC (600 MHz, CDCI,) of 6
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S26. HRMS of 6
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S27. Cytotoxicity Data
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Thiochondrilline A

R (C-2)

S(C2)

Cis-trans R (C-2)

828 ) Ab i n itio Cal CU I ati OnS Observed Observed Calc Calc Calc Calc Calc Calc
Position H 3¢ H 13¢ H 3¢ H uC
1 169.8 172.4 167.0 169.7
2 511 56.4 571 55.6 327 62.8 337 67.8
. - 3 169.7 170.9 1707 1735
T h I 0 C h O n d rl I I I n e A 4 5.62 52.1 5.40 524 535 51.9 441 56.2
5 167.9 170.4 171.0 167.8
6 416 5 321 420 3.25 426 4.05 459
4.20 5.03 477 414
Using the DP4 Probability Method s il 750 740 536
8 169.4 1703 170.30 167.5
13C data 'H data Both 9 484 52.1 467 50.9 4.60 51.2 3.65 57.2
R 78.00% 100 100 10-NH 9.09 8.41 8.47 8.73
11 169.2 1703 1703 162.0
22.00% 0 0 12 3.08 326 3.23 38.4 351 37.4 412 450
2.88 261 245 245
13 210 15.2 197 19.1 210 232 187 20.4
14 2.93 325 272 30.3 2.80 353 328 39.7
15 291 33.2 3.02 39.5 307 39.3 313 405
13C data | Hdata | Both
283 227 224 254
R 100% 100 100 16 2.87 201 2,67 205 2.74 302 3.50 275
. 17 3.08 36.2 312 39.0 318 38.6 3.02 455
Cis-
trans S 0% 0 0 3.04 2.96 288 2.87
18 372 52.7 367 52.2 54.0 373 523
19 2.08 156 1.48 19.0 1.53 187 198 20.6
20 223 15.9 1.48 19.0 192 180 191 220
21 134.0 137.6 137.9 1437
22 1535 158.6 158.2 154.0
22-OH 1155 12,57 12.53 422
23 7.64 1205 7.47 1226 7.40 1222 6.89 1209
24 132.1 135.0 134.8 133.1
25 7.70 126.1 775 128.8 7.73 1287 7.65 127.2
26 7.52 128.7 7.66 130.9 7.57 131.0 7.65 130.4
27 7.54 127.3 7.67 128.4 7.67 1285 7.70 128.4
28 8.01 129.7 8.09 132.8 8.10 132.8 811 1326
29 141.4 1425 1425 142.8

S28




S29. Ab initio calculations

Thiochondrilline B

Using the DP4 Probability Method

1H and 13C 13C only
99.90% 100%
0.10% 0%
1H and 13C 13C only
R 100% 100%
Cis-Cis R 0% 0%
S29

Thiochondrilline B R (C-2) S(C-2) Cis-Cis R (C-2)
Observed Observed Calc Calc Calc Calc Calc Calc
Position H 13C H 13C H 3C H 13C
1 169.8 170.8 166.8 170.1
2 4.76 58.8 6.04 62.3 3.91 64.4 4.30 61.2
3 169.6 169.2 172.4 171.2
4 5.63 51.7 5.62 53.2 5.92 53.0 3.92 56.7
5| 167.9 168.3 170.0 165.5
6 4.06 41.3 3.61 44.6 3.77 45.0 3.39 433
4.12 4.04 3.92 3.77
7-NH 7.20 8.00 7.48 8.03
8 169.4 167.7 166.5 169.2
9 4.81 52.2 4.63 50.8 4.66 50.7 4.89 53.0
10-NH 9.07 8.27 8.38 8.41
11 169.2 169.5 168.7 161.1
12 2.84 33.3 2.59 40.5 2.59 39.0 2.85 40.5
2.99 3.14 3.31 3.05
13 2.05 15.4 2.39 20.4 2.69 24.4 1.95 26.3
14 2.78 29.3 2.71 33.0 2.93 36.1 3.02 26.3
15 291 33.2 3.28 40.7 3.21 43.9 3.12 40.9
2.83 2.50 3.00 2.73
16 2.80 29.0 2.94 28.4 2.77 28.4 3.50 27.9
17 3.08 36.2 3.06 39.1 3.30 38.7 3.39 41.0
3.03 2.95 2.79 252
18 3.71 52.7 3.76 52.2 3.71 54.6 3.67 54.3
19 2.14 15.8 1.79 20.1 1.78 20.6 1.96 20.3
20 2.22 15.9 1.99 18.0 1.90 20.6 1.92 20.7
21 134.0 137.2 137.5 142.5
22 153.5 158.5 158.6 153.8
22-OH 11.53 12.68 12.70 4.32
23 7.64 120.5 7.45 122.8 7.42 122.5 6.94 121.2
24 132.1 135.1 135.0 133.3
25 7.70 126.1 7.76 128.9 7.74 128.8 7.69 127.4
26 7.52 128.7 7.66 131.0 7.64 130.6 7.69 130.6
27 7.54 127.3 7.65 128.5 7.64 128.1 7.72 128.7
28 8.01 129.7 8.07 132.7 8.09 132.8 8.13 133.0
29 141.4 142.5 142.4 137.2




S30. Ab initio calculations

Thiochondrilline C

Using the DP4 Probability Method

13C data
R 97.50%
SH-R 2.50%

S30

Thiochondrilline C SH-trans-R SH-trans-S
Position Observed Observed Calc Calc Calc Calc Calc Calc Calc Calc
1H 1C H 1C H 13C H 13C H 13C
1 170.1 174.4 170.2 172.2 166.8
2 5.04 58.0 4.17 64.4 5.31 61.0 5.68 55.7 3.28 62.8
3 169.0 172.5 166.5 170.4 170.5
4 5.13 58.1 4.33 60.5 4.68 55.7 5.34 56.3 5.28 56.1
5 168.8 171.3 165.6 170.5 171.3
6 5.20 44.6 4.59 45.1 5.32 46.2 5.02 42.1 4.95 42.2
3.79 3.49 3.49 3.25 3.20
7-NH 7.01 4.46 5.07 7.63 7.53
8 169.2 169.5 169.3 169.2 169.5
9 4.80 54.4 4.47 55.5 4.61 56.4 4.31 57.4 4.30 63.4
10-NH 8.86 9.39 9.13 8.49 8.48
11 168.1 166.0 168.8 170.2 170.3
12 2.92 33.9 3.46 42.0 2.68 41.8 2.60 384 2.43 37.5
3.12 3.76 3.05 2.66 3.51
13 2.12 15.9 1.94 18.1 2.47 23.0 1.97 19.0 2.07 22.9
14 3.20 33.2 3.13 39.8 3.19 38.6 2.72 30.3 2.83 35.2
15 4.00 43.2 3.65 41.6 3.48 42.8 2.83 323 2.87 32.3
2.70 2.23 2.25 2.60 2.54
16 2.86 30.7 2.75 32.8 2.80 31.1 2.74 34.8 2.80 29.9
17 3.66 43.6 4.33 46.4 4.30 47.2 3.23 32.0 3.18 31.8
3.13 1.80 1.94 1.91 2.92
18 3.75 52.9 3.67 51.3 4.20 55.3 1.97 52.2 3.50 54.1
21 134.0 139.4 136.8 137.4 137.6
22 153.7 153.7 158.4 158.5 158.4
22-OH 11.31 10.20 12.21 12.50 12.52
23 7.64 120.9 7.59 126.9 7.50 123.0 7.48 122.7 7.45 122.5
24 132.4 129.2 135.0 135.1 135.0
25 7.70 126.6 7.80 128.9 7.79 129.0 7.78 128.9 7.75 128.7
26 7.54 129.1 7.70 130.1 7.69 131.4 7.68 131.0 7.67 131.0
27 7.56 127.7 7.80 128.8 7.73 128.9 7.69 128.6 7.70 128.6
28 7.97 129.8 8.22 131.3 8.18 132.9 8.10 132.8 8.12 132.9
29 141.7 138.7 142.8 142.6 142.5




S31. Molecular Modeling

Thiochondrilline A Thiochondrilline B Thiochondrilline C
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