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Table S1. 'H (500 MHz) and 13C (125 MHz) NMR data for compounds 3, 6 and 10.

N 3 6° 102 (tetrocarcin A)
posttion Jctype onmult. (J in Hz) oc type onmult. (J in Hz) dc type onmult. (J in Hz)
1 166.8, C 177.2, C 1773, C
2 100.9, C 98.9, C 98.8, C
3 206.6, C 1995, C 200.2, C
4 513, C 528, C 528, C
5 433, CH 2.0,m 455, CH 2.10,m 403, CH 2.04,m
6 31.3, CH 1.58, overlapped 32.6, CH 1.49, overlapped 326, CH 149, m
70, 41.7, CH2 1.52, overlapped 43.3, CHz2  1.49, overlapped 432, CH2 159, m
7B 1.56, overlapped 1.59, m 147, m
8 347, CH 220,m 36.2, CH 2.20,m 36.2, CH 2.20,m
9 844, CH 345m 86.6, CH 3.43,dd (10.1, 4.4) 86.7, CH 3.42,dd (10.9,5.2)
10 38.6, CH 2.08, overlapped 404, CH 2.04,m 455, CH 2.1,t(9.7)
11 126.5, CH 5.75,d (10.5) 127.0, CH 5.76,d (10.1) 129.0, CH z'jj’ddd (100,51,
12 126.1, CH 5.41,ddd (9.8,4.8,2.1) 1289, CH 5.40, m 126.9, CH 5.73,d (10.4)
13 543, CH 325 m 53.0, CH 3.64, overlapped 529, CH 3.64,m
14 136.1, C 1384, C 138.2, C
15 123.1, CH 5.15,d (9.1) 123.0, CH 5.21,d (5.3) 1232, CH 523, m
16 30.8, CH2 2.22,m; 231, m 321, CH2 2.23, m;2.32, m 322, CH2 2.22,m;2.29, m
17 78.0, CH 4.27,brs 80.0, CH 4.27,brs 79.9, CH 4.20,brs
18 1413, C 1394, C 139.2, C
19 118.7, CH 5.21,d (10.0) 122.3, CH 5.15,d(9.3) 122.0, CH 5.23,m
20 449, CH 3.0,t(9.7) 46.6, CH 2.80,1(9.5) 46.5, CH 2.81,t(9.5)
21 69.7, CH 4.72,dm (8.7) 722, CH 4.38,d(9.3) 714, CH 4.58,dm (9.3)
22 139.6, CH 6.35,s 1408, CH 6.3,s 151.9, CH 6.87,s
23 1309, C 1343, C 139.3, C
240, 323, CH, 2.43,d (17.7) 33.4, CHz 2.26, overlapped 30.7, CHz 2.24,d (18.5)
24p 2.88,d (17.7) 2.87,d (18.0) 2.75, dd (18.7, 2.6)
25 845, C 85.8, C 854, C
26 2019, C 200.5, C 200.8, C
27 156, CHs 1.63,s 155, CHs 1.49,;s 156, CHs 1.48,s
28 222, CHs 0.65,d (4.5) 232, CHs 0.66,d (3.9) 230, CHs 0.64,d (5.9)
29 14.1, CHs 1.08,d (7.0) 14.7, CHs 1.11,d (8.4) 14.7, CHs 1.10,d (7.0)
30 145, CHs 1.35,s 15.2,CHs 1.38,s 15.0, CHs 1.36,s
31 16.2, CHs 1.52;s 16.4, CHs 1.50,s 16.3, CHs 1.47,s
32 1438, CH 7.18,d (16.2) 146.3, CH 7.30,d (16.0) 1953, C  9.52,s
33 127.2, CH 6.07,d (16.2) 127.6, CH 6.22,d (16.1)
34 198.4, C 201.2, C
35 27.7, CHs 2.29,s 279, CHs 2.29,s
NS1 96.6, CH 4.44,dd (9.8, 1.6) 96.6, CH 4.79,d (10.0) 98.1, CH 4.63,dd (9.6, 2.0)
NS2 36.1, CH2 1.64,m;2.69,d (14.7) 378, CH2 1.79, m;1.92, m 36.7, CH2 1.74,m;2.72, m
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NS3

NS4

NS5

NS6

NS3-CHs
NS4-NHCO:2-
NS4-NHCO2CHs
DG1

DG2

DG3

DG4

DG5

DG6
DG4-02C-
DG4-02CCHs
AM/DG'1
AM/DG'2
AM/DG'3
AM/DG'4
AM/DG'5
AM/DG’'6
DG"1
DG"2
DG"3
DG"4
DG"5
DG"6
AM'1
AM'2
AM'3
AM'4
AM'5
AM'6

916, C
53.8, CH
69.4, CH
179, CHs
254, CHs
1574, C
52.9, CHs
98.6, CH
31.6, CH2

66.8, CH
74.5, CH
62.2, CH
18.2, CHs
170.6, C
21.2, CHs
92.7, CH
29.7, CHz
26.4, CHz
81.3, CH
68.0, CH
17.6, CHs
99.5, CH
37.1, CHz
64.0, CH
75.3, CH
67.9, CH
19.0, CHs
92.0, CH
27.5, CH2
29.8, CH2
71.8, CH
704, CH
17.8, CHs

4.36,d (9.8)
3.48,m
1.16,d (6.1)
158,s

3.70, s
4.83,d (4.1)
1.77, m; 2.23, m

4.15, dt (3.0, 2.9)
458, dd (9.8, 2.8)
4.35,dd (9.8, 1.4)
1.13,d (6.3)

2.08,s

4.88,d (2.8)
1.75, m; 1.87, m
1.95, m; 2.0, m

3.20, ddd (10.4, 4.7)

3.70, m

1.13,d (6.3)
4.89, dd (9.8, 1.8)
1.67, m; 214, m
4.25,dt(3.1,2.7)
3.44, m

3.85,dq (9.5, 6.3)
1.31,d (6.2)
492, brs

1.72, m; 1.88, m
1.80, m; 1.87, m
3.28,dd (4.3, 10.5)
3.62,dq (9.1, 6.3)
1.23,d (6.2)

58.0, C
554, CH
68.9, CH
17.3, CHs
24.7, CHs
160.0, C
52.9, CHs
99.9, CH
32.1, CHz

67.8, CH
76.1, CH
63.5, CH
18.3, CHs
1721, C
21.1, CHs
93.7, CH
275, CH2
30.4, CH2
82.1, CH
69.3, CH
17.4, CHs
100.6, CH
39.2, CH2
64.0, CH
76.4, CH
69.5, CH
19.3, CHs
929, CH
28.3, CH2
30.4, CH:
72.6, CH
71.4, CH
18.4, CHs

3.62,brs
3.93,m
1.17,d (6.0)
1.35,s

3.68, s
4.83,d (3.7)
1.75, m; 2.30, m

4.16, m

4.54,dd (9.8, 2.3)
4.39, m

1.13, overlapped

2.09, s

4.93, overlapped
1.87, m; 1.99, m
1.86, m; 1.89, m
3.21,ddd (9.8,5.4)
3.66, overlapped
1.13, overlapped
4.93, overlapped
1.62, m; 2.01, m
4.26, overlapped
3.28,dd (9.5, 2.0)
3.91, m

1.29,d (6.2)
4.92,brs

1.73,m; 1.80, m
1.72, m; 1.75, m
3.13,dd (9.7, 4.9)
3.59, m

1.20,d (6.1)

922, C
55.2, CH
70.0, CH
179, CHs
26.0, CHs
160.1, C
53.0, CHs
99.9, CH
32.2, CHz

67.8, CH
76.1, CH
63.5, CH
18.2, CHs
1721, C
21.0, CHs
929, CH
28.3, CH2
304, CH:
82.1, CH
69.3, CH
17.3, CHs
100.6, CH
39.2, CH2
64.0, CH
76.4, CH
69.5, CH
19.3, CHs
93.7, CH
27.5, CH2
30.4, CH:
72.6, CH
71.4, CH
18.4, CHs

4,34, brs
3.57, m
1.12,d (6.1)
1.52,s

3.68, s
4.82,d (4.4)

1.75, m; 2.20, dd (15.1,

2.5)

4.16, dt (3.1, 3.0)
4.53,dd (9.6, 3.1)
4.39, dq (9.6, 6.4)
1.13,d (6.4)

2.08,s

4.92,d (3.5)

1.73, m; 1.80, m
1.86, m; 1.89, m
3.21,ddd (9.4, 4.5)
3.66, m

1.11,d (6.3)
4.93,d (9.0)

1.62, m; 2.01, m
4.26,dt (3.1, 2.9)
3.27,dd (9.5, 2.7)
3.91,dq (9.5, 6.2)
1.29,d (6.1)
4.93,brs

1.87, m; 1.99, m
1.72, m; 1.75, m
3.13, ddd (9.8, 4.5)
3.59, m

1.19,d (6.1)

aRecorded in CDCls; P recorded in CD3OD.
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HO-X

Figure S1. COSY (bold) and selected HMBC (arrow) correlations for microsporanates B, E—-F, and

tetrocarcin P (4, 7-8, and 9, respectively).
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Figure S2.'H NMR (500 MHz) spectrum of compound 1 in CDCls.
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Figure S3.13C NMR (125 MHz) spectrum of compound 1 in CDCls.
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Figure S4. 13C DEPT spectrum of compound 1 in CDCls.
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Figure S5. *H-'H COSY spectrum of compound 1 in CDCls.
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Figure S6. HSQC spectrum of compound 1 in CDCla.
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Figure S7. HMBC spectrum of compound 1 in CDCla.
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Figure S8. NOESY spectrum of compound 1 in CDCls.
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Figure S9.'H NMR (500 MHz) spectrum of compound 2 in CDCl3/ CD3OD.
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Figure S10.2*C NMR (125 MHz) spectrum of compound 2 in CDCls/CDsOD.
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Figure S11. 13C DEPT spectrum of compound 2 in CDCI3/CD3OD.
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Figure S12. *H-'H COSY spectrum of compound 2 in CDCls/CD30D.
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Figure S13. HSQC spectrum of compound 2 in CDCl3/CD30D.
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Figure S14. HMBC spectrum of compound 2 in CDCI3/CD30D.
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Figure S15. NOESY spectrum of compound 2 in CDCIs/CD30OD.
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Figure S16."H NMR (500 MHz) spectrum of compound 3 in CDCls.
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Figure S17.13C NMR (125 MHz) spectrum of compound 3 in CDCls.
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Figure S18. 13C DEPT spectrum of compound 3 in CDCls.
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Figure S19. 'H-'H COSY spectrum of compound 3 in CDCls.
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Figure S20. HSQC spectrum of compound 3 in CDCls.
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Figure S21. HMBC spectrum of compound 3 in CDCls.
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Figure S22. NOESY spectrum of compound 3 in CDCla.
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Figure S23.'H NMR (500 MHz) spectrum of compound 4 in CDCls.
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Figure S24.13C NMR (125 MHz) spectrum of compound 4 in CDCls.
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Figure S25. 13C DEPT spectrum of compound 4 in CDCls.
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Figure S26. *H-'H COSY spectrum of compound 4 in CDCls.
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Figure S27. HSQC spectrum of compound 4 in CDCls.
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Figure S28. HMBC spectrum of compound 4 in CDCls.
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Figure S29. NOESY spectrum of compound 4 in CDCls.
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Figure S30.'H NMR (500 MHz) spectrum of compound 5 in CDCls.
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Figure S31.13C NMR (125 MHz) spectrum of compound 5 in CDCls.
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Figure S32. 13C DEPT spectrum of compound 5 in CDCls.
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Figure S33. H-'H COSY spectrum of compound 5 in CDCls.
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Figure S34. HSQC spectrum of compound 5 in CDCls.
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Figure S35. HMBC spectrum of compound 5 in CDCls.
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Figure S36. NOESY spectrum of compound 5 in CDCla.
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Figure S37.1H NMR (500 MHz) spectrum of compound 6 in CD3OD.
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Figure S38.1*C NMR (125 MHz) spectrum of compound 6 in CD3s0D.
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Figure S39. 13C DEPT spectrum of compound 6 in CD3sOD.
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Figure S40. H-'H COSY spectrum of compound 6 in CD3zOD.
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Figure S41. HSQC spectrum of compound 6 in CD30D.
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Figure S42. HMBC spectrum of compound 6 in CD30OD.
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Figure S43.'H NMR (500 MHz) spectrum of compound 7 in CD3OD.
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Figure S44.13C NMR (125 MHz) spectrum of compound 7 in CD3OD.
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Figure S45. 13C DEPT spectrum of compound 7 in CD3sOD.
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Figure S46. H-'H COSY spectrum of compound 7 in CD3OD.
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Figure S47. HSQC spectrum of compound 7 in CD30D.
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Figure S48. HMBC spectrum of compound 7 in CD30D.
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Figure S49. NOESY spectrum of compound 7 in CD3OD.
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Figure S50.'H NMR (700 MHz) spectrum of compound 8 in CD30D.
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Figure S51.1*°C NMR (176 MHz) spectrum of compound 8 in CD3OD.
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Figure S52. 13C DEPT spectrum of compound 8 in CD3OD.
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Figure S53. H-'H COSY spectrum of compound 8 in CD3OD.
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Figure S54. HSQC spectrum of compound 8 in CD30D.
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Figure S55. HMBC spectrum of compound 8 in CD30D.
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Figure S56. NOESY spectrum of compound 8 in CD3OD.
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Figure S57.'H NMR (700 MHz) spectrum of compound 9 in CD3OD.
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Figure S58.1*C NMR (176 MHz) spectrum of compound 9 in CD3OD.
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Figure S59. 13C DEPT spectrum of compound 9 in CD3sOD.
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Figure S60. H-'H COSY spectrum of compound 9 in CD3OD.
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Figure S61. HSQC spectrum of compound 9 in CD30D.
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Figure S62. HMBC spectrum of compound 9 in CD30D.
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Figure S63. NOESY spectrum of compound 9 in CD3OD.
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Figure S64. The CD spectra of compounds 1-12.
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