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Table SI NMR spectral data of 1 in CDCl;

Position o J/Hz '"H-'"H cosy NOE e HMBC (C)’
1
2 88.7 ()
3 268 q 6.9 (16) 16 9,14,15,16 453 (d) 2,4,10,13,16
4 207.9 (s)
5 84.1 (s)
6 167.6 (s) 5
7 725  brs 19, 23, 8-OCH;,
8 91.6 (s)
9 415 d 12.6 (9-OH) 9-OH 3,19,23,9-OH 739 (d) 4,17
10 204.0 (s)
11 628 dd  6.2(12),2.0(13) 12 12, 16 131.7 (d) 2,10,12,13
12 7.78 dd 6.2 (11),2.0 (13) 11,13 11,13, 14, 15 164.1 (d) 2,10,11,13
13 310 ddt 12.8(14A),5.0 (14B),2.0(11,12) 11,12, 14 12,14, 15,9-OH 522 (d)
14A 141 ddq 14.0 (14B), 12.8 (13), 7.3 (15) 13, 15 3,12,13,15, 16 222 (t) 12,13,15
14B 191  dqd 14.0 (14A), 7.3 (15), 5.0 (14)

15 1.22 t 7.3 (14) 14 3,12,13, 14 122 (q) 13,14
16 1.09 d 6.9 (3) 3 3,11, 14 9.1 (@ 2,3,4

17 194.0 (s)
18 133.1 (s)
19 830 d 7.3 (20) 20 7,9, 20, 8-CH;, 9-OH 130.6 (d) 17,21
20 7.48 t 7.3 (19,21) 19, 21 19, 21 128.5 (d) 18,19,21
21 763  t 7.3 (20,22) 20,22 20,22 1344 (d) 19
22 748 t 7.3 (21,23) 21,23 21,23 1285 (d) 18,21,23
23 8.30 d 7.3 (22) 22 7,9, 22, 8-CH;, 9-OH 130.6 (d) 17,21
8-OCH, 324 s 7,19, 23 513 (q) 8
9-OH 353 d 12.6 (9) 9 9,13,19,23 9

a 'H chemical shift values (6 ppm from SiMes) followed by multiplicity and then the coupling constants (J/Hz). Figures in parentheses indicate the
proton coupling with that position. b Long range "H-"C correlations from H to C observed in the HMBC experiment.



Table S2 NMR spectral data of 2 in CDCL

Position o’ J/Hz 'H-'H cosy NOE & HMBC (C)°
1
2 87.2 (s)
3 287 q  6.9(16) 16 9,14, 16 458 (d) 2,4,10,13,16
4 206.7 (s)
5 87.2 (s)
6 168.7 (s)
7 6.65 brs
8 87.8 (s)
9 454 s 3,15, 19, 23, 8-OH,4 82.1 (d) 8

10 204.5 (s)

11 625 dd  6.2(12),2.0(13) 12,13 12,13 1315 (d) 2,10,13
12 776  dd  6.2(11),2.0(13) 11,13 11,13, 15 164.7 (d) 10,11,13
13 3.09  ddt  10.8(14A),6.2(14B),2.0 (11,12) 11,12, 14 12, 14,15 51.9 (d)

14A 145 ddq 14.0 (14B), 10.8 (13), 7.3 (15) 13,15 3,13,15, 16 24 (1) 13,15
14B 190 dgd 14.0 (14A), 7.3 (15), 6.2 (13)

15 121t 7.3 (14) 14 9,12,13, 14 122 (q 13,14
16 106 d  69(3) 3 3,11, 14 88 (q) 2,3,4
17 197.0 (s)

18 1343 (s)

19 807 d  73(20) 20 9,20, 8-OCH, 129.0 (d) 17,21
20 750 ot 7.3(19,21) 19,21 19,21 1289 (d) 18,19,21
21 763 t 7.3 (20, 22) 20,22 20,22 1340 (d) 19
22 750t 7.3 (21,23) 21,23 21,23 1289 (d) 18,21,23
23 807 d  73(22) 22 9,22, 8-OCH, 129.0 (d) 17,21
8-OCH, 343 s 9,19, 23 517 (q) 8
9-OH 505  brs

a, b As in Table S1



Table S3 NMR spectral data of 3 in CDCl;

Position S J/Hz '"H-'"H COSY NOE dc HMBC (C)’
1
2 89.2 (s)
3 291 q 6.9 (16) 16 14,15, 16 46.2 (d) 2,4,10,13,16
4 203.4 (s)
5 89.1 (s)
6 168.6 (s)
7 7.14  brs 9,19, 23, 8-OCHj;
8 90.8 (s)
9 436 d 3.2 (9-OH) 9-OH 7,19, 23, 8-OCH,, 9-OH 76.1 (d) 4,17
10 211.0 (s)
11 623 dd  6.2(12),2.0(13) 12 12,16 131.0 (d 2,10,12,13
12 7.83 dd 6.2 (11),2.0 (13) 11,13 11,13, 15, 16 168.0 (d) 2,10,11,13
13 3.12  ddt 11.8(14A), 6.5 (14B), 2.0 (11, 12) 11,12, 14 12,14, 15 5L (d) 2,14
14A 152 ddq 14.0 (14B), 11.8 (13), 7.3 (15) 13, 15 3,12, 13,15, 16 213 (1) 12,13,15
14B 197 dqd  14.0 (14A), 7.3 (15), 6.5 (13)
15 1.25 t 7.3 (14) 14 3,12,13,14, 16 12.1 (@) 13,14
16 1.00 d 6.9 (3) 3 3,11, 12, 14, 15,9-OH 92 (@ 2,3,4
17 194.9 (s)
18 1324 (s)
19 8.49 d 7.3 (20) 20 7,9, 20, 8-OCHj;, 9-OH 1312 (d) 17,21
20 7.47 t 7.3 (19,21) 19,21 19,21 1284 (d) 19,21,23
21 7.62 t 7.3 (20, 22) 20, 22 20, 22 1344 (d) 19
22 747 ot 7.3 (21,23) 21,23 21,23 1284 (d) 19,21,23
23 8.49 d 7.3 (22) 22 7,9, 22, 8-OCH;, 9-OH 1312 (d) 17,21
8-OCHj; 3.37 s 7,9,19,23,9-OH 51.7 (@) 8
9-OH 5.51 d 3209) 9 9,16, 19, 23, 8-OCH; 8,9

a, b As in Table S1



Table S4 NMR spectral data of 4 in CDCl;

Position it J/Hz 'H-'H cosy NOE & HMBC (0’
1
2 89.8 (s)
3 303 q 6.9 (16) 16 14,15, 16 46.1 (d) 2,4,10,13,16
4 204.8 (s)
5 86.1 (s)
6 169.8 (s)
7 712 brs 8-OCH, 5,9
8 94.8 (s)
9 4.95 d 1.8 (9-OH) 9-OH 16, 19, 23, 8-OCH;, 9-OH 76.4 (d) 4,6,8
10 209.0 (s)
11 6.20 dd 6.2 (12),2.0(13) 12,13 12,16 1309 (d) 2,10,12,13
12 7.81 dd 6.2 (11),2.0(13) 11,13 11,13, 14,15 167.1 (d) 2,10,11,13
13 3.16  ddt 10.0 (14A), 7.3 (14B), 2.0 (11,12) 11,12, 14 12, 14,15 502 (d) 14
14A 1.56  ddq 14.0 (14B), 10.0 (13), 7.3 (15) 13,15 3,12,13,15,16 213 (1) 2,12,13,15
14B 2.00 dquint 14.0 (14A),7.3 (13, 15)
15 1.26 t 7.3 (14) 14 3,12,13, 14 12.1 (@) 13,14
16 1.00 d 6.9 (3) 3 3,9,11, 14 9.1 () 2,3,4
17 193.5 (s)
18 133.9 (s)
19 827 d 7.3 (20) 20 9,20, 8-OCH, 129.8 (d) 17,21
20 7.49 t 7.3(19,21) 19,21 19,21 128.6 (d) 18,19,21
21 7.61 t 7.3 (20, 22) 20,22 20, 22 133.8 (d) 19
22 7.49 t 7.3 (21,23) 21,23 21,23 128.6 (d) 18,21,23
23 8.27 d 7.3 (22) 22 9,22, 8-CH; 129.8 (d) 17,21
8-OCH,4 325 s 7,9,19,23 512 (q) 8
9-OH 2.62 d 1.8 (9) 9 9 58,9

a, b As in Table S1



Table S5 NMR spectral data of 5 in CDCl;

Position o’ J/Hz 'H-'"H cosy NOE o HMBC (C)’
1
2 87.0 (s)

3 288 q  69(16) 16 9, 14,15, 16 440 (d) 2,4,10,13,16
4 202.7 (s)

5 85.1 (s)

6 168.7 (s)

7 732 brs 8-OCH,

8 92.8 (s)

9 444 s 3,14, 19, 23, 8-OH,, 9-OH 782 (d) 4,5,6,8
10 203.4 (s)

11 629 dd  62(12),2.0(13) 12,13 12,16 131.6 (d) 2,10,12, 13
12 774 dd 62(11),2.0(13) 11,13 11,13, 14,15 1644 (d) 2,10,11,13
13 295  ddt  10.8 (14A), 6.2 (14B), 2.0 (11, 12) 11,12, 14 12, 14, 15 517 (d)

14A 1.54  ddq  14.0 (14B), 10.8 (13), 7.3 (15) 13,15 3,9,12, 13,15, 16 23 (1) 2,12,13,15
14B 193 dqd  14.0 (14A), 7.3 (15), 6.2 (13)

15 14t 73(14) 14 3,12, 13, 14,9-OH 123 (q) 13,14

16 110 d  69(3) 3 5,11, 14 8.7 (q) 23,4

17 1922 (s)

18 1339 (s)

19 820 d  7.3(20) 20 9,20, 8-OCH, 129.5 (d) 17,21
20 749 t  73(19,21) 19,21 19,21 128.7 (d) 18,19,21
21 762t 73(20,22) 20,22 20,22 1340 (d) 19
22 749 t  73(21,23) 21,23 21,23 128.7 (d) 18,21,23
23 820 d  73(22) 2 9,22, 8-OCH, 1295 (d) 17,21
8-OCH, 325 s 7,9, 19,23 509 (q) 8

9-OH 296  brs 9,15

a,b As in Table S1



Table S6 NMR spectral data of 6 n CDCL

Position o’ J/Hz 'H-'"H cosy NOE o HMBC (C)’
1
2 86.3 (s)
3 290 q 6.9 (16) 16 14, 15, 16, 9-OH 456 (d) 4,5,13,16
4 205.0 (s)
5 88.9 (s)
6 167.7 (s)
7 728  brs 9, 8-OCH, 5
8 88.0 (s)
9 419 d 11.0 (9-OH) 9-OH 7,15, 19,23,9-OH 76.5 (d) 4,5,17
10 204.7 (s)
11 627 dd  6.4(12),2.0(13) 12 12,16 131.5 (d) 2,10,12,13
12 7.74 dd 6.4 (11),2.0 (13) 11,13 11,13, 14, 15 1649 (d) 2,10,11,13
13 297 ddt 122(14A), 6.6 (14B),2.0 (11,12) 11,12, 14 12,14, 15 51.8 (d)

14A 143 ddq 14.0 (14B), 12.2 (13), 7.3 (15) 13,15 3,12,13,15, 16 224 (1) 2,12,13,15
14B 1.89  dqd 14.0 (14A), 7.3 (15), 6.6 (13)

15 1.15 t 7.3 (14) 14 3,9,12,13, 14 122 (@) 13,14

16 106 d  69(3) 3 5,11, 14 8.6 (qQ) 2.3.4

17 194.1 (s)

18 132.9 (s)

19 8.18 d 7.3 (20) 20 9, 20, 8-OCH;, 9-OH 1302 (d) 17,20,21
20 7.48 t 7.3(19,21) 19,21 19, 21 128.7 (d) 18,19,21,22
21 763t 7.3 (20, 22) 20,22 20,22 1343 (d) 19,23
22 748 t 7.3 (21,23) 21,23 21,23 128.7 (d) 18,20,21,23
23 8.18 d 7.3 (22) 22 9,22, 8-OCH;, 9-OH 1302 (d) 17,21,22
8-OCH; 338 s 7,19,23 512 (q) 8
9-OH 355 d 11.0 (9) 9 3,9, 19,23 5,9, 8-OCH,

a, b As in Table 1



Table S7 NMR spectral data of 7 in CDCL

Position o’ J/Hz 'H-'H cosy NOE & HMBC (C)°
1

2 88.5 (s)

3 309 q  6.9(16) 16 14,15,16 472 (d) 2,4,10,13,16
4 209.4 (s)

5 83.0 (s)

6 1705 (s)

7 714 brs 19,23, 8-OCH,

8 96.7 (s)

9 499 d  2.6(9-OH) 9-OH 19, 23, 9-OH 81.8 (d) 4,17

10 209.0 (s)

11 625 dd  6.2(12),2.0(13) 12 12,16 131.1 @) 2,10,12,13
12 784 dd  6.2(11),2.0(13) 11,13 11,13, 14, 15 167.4 (d) 2,10,11,13
13 314 ddt  10.8 (14A), 6.2 (14B), 2.0 (11,12) 11,12, 14 12, 14,15 50.1 (d)

14A 154  ddq 14.0 (14B), 10.8 (13), 7.3 (15) 13,15 3,12,13,15, 16 212 (1) 2,12,13,15
14B 193 dgd 14.0 (14A), 7.3 (15), 6.2 (13)

15 122t 7.3 (14) 14 3,12,13, 14 122 (q 13,14

16 097 d 690 3 3,11, 14 8.6 (q) 2,3,4

17 192.7 (s)

18 133.9 (s)

19 825 d  73(20) 20 7,9, 20, 8-OCHj, 9-OH 129.7 (d) 17,21

20 748 t 7.3(19,21) 19,21 19,21 1286 (d) 18,19,21
21 761 t 7.3 (20, 22) 20,22 20,22 133.8 (d) 19

22 748 t 7.3 (21,23) 21,23 21,23 1286 (d) 18,21,23
23 825 d  73(22) 22 7,9, 22, 8-OCH,, 9-OH 129.7 (d) 17,21
8-OCH, 320 s 7,19, 23 512 (q) 8

9-OH 444 4 2609 9 9,19,23 9

a, b As in Table S1



Table S8 NMR spectral data of 8 in CDCl;

Position S J/Hz '"H-'H cosY NOE o HMBC (C)’
1
2 89.4 (s)
3 3.19 q 7.1 (16) 16 14,15, 16 46.2 (d) 2,4,10,16
4 205.8 (s)
5 85.0 (s)
6 169.4 (s)
7 6.98 brs 8,9, 8-CH; 5,8,9
8 93.5 (s)
9 462 d 2.3 (9-OH) 9-OH 7, 16, 19, 23, 8-OCH;, 9-OH 70.1 (d) 4,17
10 211.9 (s)
11 6.27 dd 6.2 (12),2.0 (13) 12 12, 16 131.1 (d) 2,10,12,13
12 7.84 dd 6.2 (11),2.0 (13) 11,13 11,13, 14, 15 167.7 (d) 2,10,13
13 320  ddt  12.0 (14A), 6.8 (14B),2.0 (11,12) 11,12, 14 12,14, 15 50.5 (d) 2,10,12, 14
14A 1.56 ddq 14.0(14B), 12.0 (13), 7.3 (15) 13, 15 3,12,13,15,16 21.0 (t) 2,12,13,15
14B 1.96 dqd 14.0 (14A), 7.3 (15), 6.8 (13)
15 1.25 t 7.3 (14) 14 3,12, 13, 14 12.1 (@ 13,14
16 0.96 d 7.1 (3) 3 3,9,11, 14 8.8 (@) 2,3,4
17 194.1 (s)
18 132.7 (s)
19 8.48 d 7.3 (20) 20 9, 20, 8-OCHj3;, 9-OH 1312 (d) 17,21,23
20 7.49 t 7.3 (19,21) 19,21 19,21 1284 (d) 18,19,21,22
21 7.63 t 7.3 (20, 22) 20, 22 20, 22 1344 (d) 19,20,22,23
22 749  t 7.3 (21, 23) 21,23 21,23 128.4 (d) 18,21,23
23 8.48 d 7.3 (22) 22 9,22, 8-OCH;, 9-OH 1312 (d) 17,19,21
8-OCH; 3.33 s 7,9, 19,23, 9-OH 51.8 (@) 8
9-OH 4.52 d 2309 9 9, 19, 23, 8-OCH; 8,9

a, b As in Table S1

10



Figure S1 'H and '*C NMR spectra of 1 in CDCls
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Figure S2 'H-'"H COSY of 1
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Figure S3 NOESY of 1
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Figure S4 HMQC of 1
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Figure S5 HMBC of 1
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Figure S6 IR spectrum of 1

00

nyewiys Sl =
XX-G-9901-¢¢¥060 FULAH
A Jowsp FAa)LC
epel iy B2 it
9¥:G1 22/¥0/600C E2=E Y]
¢v:§1 2¢/¥0/600C ES=EY
(99s/uw g) oiny d—AY " &%Y
(ww | °f) ony L e
(¢) oy Tl
aulsoy TEA—FLLL
NO I2e3 (R4 na_mu,@
|-wo #
ofhowop 0¢ Yool s
[1-wo] Jaquinuanepp

000} 000¢ 000¥

] T T T 0c

““““““““ —{ov

vy 1
mmrﬁc
; ,h | Thes 599
%08 | 1 1%

—08

“““““““““““““““““““““““ —{oo}

(114}

XX-G-8901

17



Figure S7 FABMS of 1
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Figure S8 'H and '*C NMR spectra of 2 in CDCls
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Figure S9 H-'H COSY of 2
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Figure S10 NOESY of 2
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Figure S11 HMQC of 2
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Figure S12 HMBC of 2
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Figure S13 IR spectrum of 2
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Figure S14 FABMS of 2
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()

Figure S15 'H and '3C NMR spectra of 3 in CDCls
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Figure S16 'H-'H COSY of 3
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Figure S17 NOESY of 3
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Figure S18 HMQC of 3
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Figure S19 HMBC of 3
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Figure S20 IR spectrum of 3
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Figure S21 FABMS of 3
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Figure S22 'H and '*C NMR spectra of 4 in CDCls
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Figure S23 'H-'H COSY of 4
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Figure S24 NOESY of 4
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Figure S25 HMQC of 4
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Figure S26 HMBC of 4
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Figure S27 IR spectrum of 4
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Figure S28 FABMS of 4
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Figure S29 'H and '*C NMR spectra of 5 in CDCls
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(wdd) T1a

Figure S30 'H-'"H COSY of 5
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Figure S31 NOESY of §
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Figure S32 HMQC of 5
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Figure S33 HMBC of 5
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Figure S34 IR spectrum of §
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Figure S35 FABMS of §
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Figure S36 'H and '*C NMR spectra of 6 in CDCls
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Figure S37 'H-'"H COSY of 6
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Figure S38 NOESY of 6
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Figure S39 HMQC of 6
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Figure S40 HMBC of 6
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Figure S41 IR spectrum of 6
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Figure S42 FABMS of 6
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Figure S43 H and '*C NMR spectra of 7 in CDCl3
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Figure S44 'H-'H COSY of 7
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Figure S45 NOESY of 7
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Figure S46 HMQC of 7
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Figure S47 HMBC of 7
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Figure S48 IR spectrum of 7
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Figure S49 FABMS of 7
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Figure S50'H and '*C NMR spectra of 8 in CDCl3
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Figure S51 'H-'"H COSY of 8
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Figure S52 NOESY of 8
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Figure S53 HMQC of 8
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Figure S54 HMBC of 8
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Figure S55 IR spectrum of 8
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Figure S56 FABMS of 8
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Figure S57 'H NMR spectrum of 1°

Figure S58 'H NMR spectrum of 2’
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Figure S59 'H NMR spectrum of 3’
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Figure S60 'H NMR spectrum of 4’
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Figure S61 'H NMR spectrum of 5’
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Figure S62 'H NMR spectrum of 6’
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Figure S63 'H NMR spectrum of 7’

Figure S64 'H NMR spectrum of 8’

— T — — T T —
9 8 7 6 5 4 3 2 1 ppm

72



Figure S65

cephalimysin E (1)
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Moble phase CH3CN / H,O = 40/ 60, 4ml/min
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Figure S66

cephalimysin F (2)
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Moble phase CH3CN / H>O = 30/ 70, 4ml/min
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Figure S67

cephalimysin G (3)
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Moble phase CH3CN / H,O = 40 / 60, 4ml/min
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Figure S68

cephalimysin H (4)
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Moble phase CH3CN / H,O =43 / 57, 4ml/min
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Figure S69

cephalimysin I (5)
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Moble phase CH3CN / H,O =40/ 60, 4ml/min
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Figure S70

cephalimysin J(6)

Moble phase CH3CN / HyO =38/ 62, 4ml/min
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Figure S71

cephalimysin K (7)
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Moble phase CH3CN / H,O =43 /57, 4ml/min
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Figure S72

cephalimysin L (8)
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Moble phase CH3CN / H,O = 40/ 60, 4ml/min
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Figure S73

Acid treatment of 1
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Moble phase CH3CN / H,O =38 / 62, 4ml/min
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Figure S74

Acid treatment of 2
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Moble phase CH3CN / H,O =35/ 65, 4ml/min



Figure S75

Acid treatment of 3
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Moble phase CH3CN / H,O = 43 / 57, 4ml/min
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Figure S76

Acid treatment of 4
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Moble phase CH3CN / HoO =43 / 57, 4ml/min
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Figure S77

Acid treatment of 5
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Moble phase CH3CN / H,O = 40 / 60, 4ml/min
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Figure S78

Acid treatment of 6
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Moble phase CH3CN / H,O = 36 / 64, 4ml/min
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Figure S79

Acid treatment of 7
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Moble phase CH3CN / H,O =43 / 57, 4ml/min
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Figure S80

Acid treatment of 8

Moble phase CH3CN / H,O =45/ 55, 4ml/min
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Figure S81 the CD spectra of the 16 stereoisomers 1-8 and 1'-8’, symmetrical Cotton effects between enantiomers
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