Supplementary Information

Table S1. 600 MHz *H and 150 MHz *C NMR data of 1 in DMSO-ds®.

Position  dc"* on (Jin Hz)"® cosy ¢ HMBC*®
1 _ _ I _
2 77.2d 5.07 dt (9.2, 6.9) Ha-3, Hb-3, H-7 (NH) C-3,4,1
3 433t Ha1.48dt (13.8,6.9)  H-2,4 C-2,4,5,6
Hb 1.40-1.33 m H-2, H-4 C-2,4,5,6
4 24.0d 1.65-1.57 m Ha-3, Hb-3, H-5, 6 C-2,3,5,6
5 223 0.83d (6.8) H-4, 6 C-3,4
6 22.4 0.86 d (6.7) H-4,5 C-3,4
7(NH) — 8.02d (9.2) H-2 C-3
8 1715s — —
9 52.6 d 4.13d (7.8, 4.6) Ha-10, Hb-10, H-14 (NH)  C-8,11
10 276t Ha 1.99-1.89 m H-9, 11 C-8,9,11, 12
Hb 1.78-1.68 m H-9, 11 C-8,9,11, 12
11 314t 2.12-2.04m Ha-10, Hb-10 C-9, 10, 12
12 1737s — —
13 (NH) — Ha7.21brs Hb-13 (NH) C-12
Hb 6.75 br s Ha-13 (NH) C-11, 12
14 (NH) — 7.94d (7.8) H-9 C-9,10, 15
15 171.0s — —
16 49.9d 4.49 q (7.0) Ha-17, Hb-17, H-20 (NH)  C-15, 17, 18
17 369t Ha 2.54 dd (15.6,7.0)  H-16, Hb-17 C-15, 16, 18
Hb 2.43 dd (15.6, 7.0)  H-16, Ha-17 C-15, 16, 18
18 1716s — —
19 (NH) — Ha 7.37 brs Hb-19 (NH) C-18
Hb 6.90 br s Ha-19 (NH) C-17,C-18
20 (NH) — 8.08 d (7.0) H-16 C-16, 17, 21
21 1712s — —
22 434t 2.26-2.16 m H-23 C-23, 24
23 67.4d 3.82-3.75m H-22, 24, 23-OH C-25
24 36.8t 1.40-1.33m H-23, Ha-25, Hb-25 C-25, 26
25 251t Ha 1.40-1.33 m H-24, Hb-25, H-26 C-23, C-24, C-26
Hb 1.30-1.18 m H-24, Ha-25, H-26
26 29.1t 1.30-1.18 m
27 29.1t 1.30-1.18 m
28 290t 1.30-1.18 m
29 28.7t 1.30-1.18m
30 313t 1.30-1.18 m
31 220t 1.30-1.18 m
32 13.9q 0.85t (7.0) H-31 c-31
1 618t Ha3.44dq (14.1,7.0)  Hb-1', H-2' c-2,2
Hb 3.27 dq (14.1, 7.0)  Ha-1', H-2' c-2,2
2 15.0 q 1.051t(7.0) Ha-1', Hb-1' C-1
23-OH — 4.64 d (4.8) H-23 C-22, 23, 24

2 Signals assignments were based on the results of DEPT, *H-*H COSY, HMQC, and HMBC experiments. ® Chemical shift values (s and
oc) were recorded using the solvent signals (DMSO-ds: o 2.50/6c 39.52) as references, respectively. © Multiplicities of the carbon signals
were determined by DEPT experiments and are indicated as s (singlet), d (doublet), t (triplet) and q (quartet), respectively. ¢ The numbers
in each line of this column indicate the protons that correlated with the proton in the corresponding line in *H-"H COSY. ¢ The numbers in
each line of this column indicate the carbons that showed HMBC correlations with the proton in the corresponding line in the HMBC
experiments optimized for the 8.3 Hz of long-range Jcy value.
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Table S2. 600 MHz H and 150 MHz *C NMR data of 2 in DMSO-dg®.

Position  d¢ "¢ ou (Jin Hz)"® COSY © HMBC®

1 — — J— J—

2 77.3d 5.06 dt (9.1, 6.9) Ha-3, Hb-3, H-7 (NH) C-3,4,1

3 431t Ha 1.45 dt (13.8, 6.9) H-2, 4 C-2,4,5,6
Hb 1.40 dt (13.8,6.9)  H-2,4 C-2,4,5,6

4 23.9d 1.60-1.52 m Ha-3, Hb-3, H-5, 6 C-2,3,5,6

5 22.2q 0.81d (6.6) H-4, 6 C-3,4

6 225 0.84 d (6.8) H-4,5 C-3,4

7(NH) —— 8.04d (9.1) H-2 c-3

8 171.6s — — —

9 52.8d 4.13-4.05m Ha-10, Hb-10, H-14 (NH)  C-8, 11

10 275t Ha 1.97-1.90 m H-9, 11 C-8,9,11,12
Hb 1.78-1.70 m H-9, 11 C-8,9,11,12

11 314t 2.13-2.03 m Ha-10, Hb-10 C-9,10, 12

12 173.7s — — —

13 (NHy) — Ha 7.20 br s Hb-13 (NH) C-12
Hb 6.74 br s Ha-13 (NH) C-11, 12

14 (NH) — 8.06 d (7.6) H-9 C-9,10,15

15 1711s — — —

16 49.7d 4.50 q (7.0) Ha-17, Hb-17, H-20 (NH)  C-15, 17, 18

17 370t Ha2.55dd (15.6,7.0)  H-16, Hb-17 C-15, 16, 18
Hb2.43dd (15.6,7.0)  H-16, Ha-17 C-15, 16, 18

18 171.7s — — —

19 (NHy) — Ha 7.40 br s Hb-19 (NH) C-18
Hb 6.94 br s Ha-19 (NH) C-17, 18

20 (NH) — 8.05d (7.0) H-16 C-16,17,21

21 1711s — — —

22 43.4t 2.25-2.16 m H-23 C-23,24

23 67.4d 3.80-3.75m H-22, 24, 23-OH C-25

24 36.8t 1.39-1.30 m H-23, Ha-25, Hb-25 C-25, 26

25 25.1t Ha 1.39-1.30 m H-24, Hb-25, H-26 C-23,C-24,C-26
Hb 1.30-1.18 m H-24, Ha-25, H-26

26 29.1t 1.30-1.18 m

27 29.1t 1.30-1.18 m

28 290t 1.30-1.18 m

29 28.7t 1.30-1.18 m

30 31.3t 1.30-1.18 m

31 220t 1.30-1.18 m

32 13.9q 0.86t(7.2) H-31 C-30, 31

1 618t Ha 3.46 dq (14.1,7.0)  Hb-1', H-2' c-2,2
Hb3.28dq (14.1,7.0)  Ha-1', H-2' c-2,2

2' 15.1 1.05t (7.0) Ha-1', Hb-1' c-1'

23-OH — 4.62d (4.8) H-23 C-22, 23, 24

2 Signals assignments were based on the results of DEPT, *H-'H COSY, HMQC, and HMBC experiments. ® Chemical shift values (5y
and J¢) were recorded using the solvent signals (DMSO-ds: oy 2.50/6c 39.52) as references, respectively. ¢ Multiplicities of the carbon
signals were determined by DEPT experiments and are indicated as s (singlet), d (doublet), t (triplet) and g (quartet), respectively. ¢ The
numbers in each line of this column indicate the protons that correlated with the proton in the corresponding line in *H-'H COSY. ¢ The
numbers in each line of this column indicate the carbons that showed HMBC correlations with the proton in the corresponding line in the
HMBC experiments optimized for the 8.3 Hz of long-range Jcn value.
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Table S3. 400 MHz H and 100 MHz *C NMR data of 3 in DMSO-dg®.

Position  d¢ "¢ o (JinHz)" COSY © HMBC®
1 _ _ N -
2 78.9d 497dt(9.1,6.9)  Ha-3, Hb-3, H-7 (NH) c-1'
3 430t Ha1.49 dt (13.8,6.9) H-2, 4 C-2,4,5,6
Hb 1.42-1.30 m H-2, 4 C-2,4,5,6
4 24.1d 1.65-1.54 m Ha-3, Hb-3, H-5, 6 C-2,3,5,6
5 22.4q 0.83d (6.7) H-4, 6 C-3,4
6 225 0.85d (6.7) H-4,5 C-3,4
7(NH) —— 8.03d (9.1) H-2 c-8
8 171.7s — — —
9 52.8d 4.18-4.08 m H-10, H-14 (NH) c-8
10 276t Ha 2.02-1.88 m H-9, Ha-10, H-11
Hb 1.80-1.68 m H-9, Hb-10, H-11 c-9,11
11 315t 2.14-2.03 m Ha-10, Hb-10 C-9,10, 12
12 1739 — — —
13 (NHp) — Ha7.25brs Hb-13 (NH)
Hb 6.79 br s Ha-13 (NH) c-1
14 (NH) — 8.05d (8.0) H-9 c-9,15
15 1713 — — —
16 50.0 d 4.49 q (6.9) Hb-17, Ha-17, H-20 (NH) ~ C-15, 17, 18
17 369t Ha 2.54 dd (15.5,6.9) H-16, Hb-17 C-15, 16, 18
Hb 2.43 dd (15.5,6.9) H-16, Ha-17 C-15, 16, 18
18 171.8s — — —
19 (NHy) — Ha7.41brs Hb-19 (NH)
Hb 6.93 br s Ha-19 (NH) C-17
20 (NH) — 8.12d (6.9) H-16 C-16, 21
21 171.2s — — —
22 435t 2.27-2.16 m H-23 C-21, 23, 24
23 67.5d 3.84-3.73m H-22, 24, 23-OH C-22
24 37.0t 1.42-1.30 m H-23, Ha-25, Hb-25 C-25
25 252t Ha 1.42-1.30 m H-24, Hb-25, H-26
Hb 1.30-1.18 m H-24, Ha-25, H-26 C-24
26 29.2t 1.30-1.18 m
27 29.1t 1.30-1.18 m
28 29.1t 1.30-1.18 m
29 288t 1.30-1.18 m
30 314t 1.30-1.18 m
31 222t 1.30-1.18 m
32 14.0 q 0.851(7.2) H-31 C-30, 31
1 54.3q 311s C-2
23-OH — 4.68d (4.8) H-23 C-22, 23, 24

2 Signals assignments were based on the results of DEPT, *H-*H COSY, HMQC, and HMBC experiments. ® Chemical shift values (5 and
dc) were recorded using the solvent signals (DMSO-ds: oy 2.50/0c 39.52) as references, respectively. ¢ Multiplicities of the carbon signals
were determined by DEPT experiments and are indicated as s (singlet), d (doublet), t (triplet) and g (quartet), respectively. ¢ The numbers
in each line of this column indicate the protons that correlated with the proton in the corresponding line in *H-*H COSY. ¢ The numbers in
each line of this column indicate the carbons that showed HMBC correlations with the proton in the corresponding line in the HMBC
experiments optimized for the 8.3 Hz of long-range Jcy value.
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Table S4. 400 MHz H and 100 MHz *C NMR data of 4 in DMSO-dg®.

Position ¢ "¢ ou (JinHz)"® COSY © HMBC®
1 — I I J—
2 78.9d 4.96dt(9.4,7.2)  H-3,H-7 (NH) c-1'
3 428t 1.49-1.38 m H-2, 4 C-2,5,6
4 24.0 d 1.61-1.49 m H-3,5,6 C-2,3,5,6
5 22.2q 0.81d (6.6) H-4, 6 C-3,4
6 22.7q 0.84 d (6.6) H-4,5 C-3,4
7(NH) — 8.04 d (9.4) H-2 c-8
8 171.8s — — —
9 53.9d 4.13-4.05m Ha-10, Hb-10, H-14 (NH)  C-8
10 275t Ha 2.00-1.89 m H-9, Ha-10, H-11
Hb 1.81-1.69 m H-9, Hb-10, H-11 c-9,11
11 315t 2.13-2.05 m Ha-10, Hb-10 C-9,10, 12
12 173.8s — — —
13 (NH,) — Ha7.24 brs Hb-13 (NH)
Hb 6.78 br s Ha-13 (NH) c-1
14 (NH) — 8.12d (7.6) H-9 C-15
15 171.2s — — —
16 49.8d 4.50 q (7.0) Hb-17, Ha-17, H-20 (NH)  C-15, 17, 18
17 369t Ha 2.55dd (15.6,7.0) H-16, Hb-17 C-15, 16, 18
Hb 2.42 dd (15.6, 7.0) H-16, Ha-17 C-15, 16, 18
18 171.9s — — —
19 (NHy) — Ha 7.43 br s Hb-19 (NH)
Hb 7.24 br s Ha-19 (NH) C-17
20 (NH) — 8.08d (7.0) H-16 c-21
21 171.1s — — —
22 435t 2.25-2.16 m H-23 C-21, 23, 24
23 67.5d 3.82-3.72m H-22, 24, 23-OH
24 37.1t 1.38-1.30 m H-23, Ha-25, Hb-25 C-25
25 252t Ha 1.38-1.30 m H-24, Hb-25, H-26
Hb 1.30-1.18 m H-24, Ha-25, H-26
26 29.2t 1.30-1.18 m
27 29.2t 1.30-1.18 m
28 29.1t 1.30-1.18 m
29 288t 1.30-1.18 m
30 314t 1.30-1.18 m
31 222t 1.30-1.18 m
32 14.0q 0.86 t (6.8) H-31 c-31
1 54.4 q 3.12s C-2
23-OH — 4.65d (5.1) H-23 C-23

2 Signals assignments were based on the results of DEPT, *H-'H COSY, HMQC, and HMBC experiments. ® Chemical shift values (y
and dc) were recorded using the solvent signals (DMSO-ds: oy 2.50/0c 39.52) as references, respectively. ¢ Multiplicities of the carbon
signals were determined by DEPT experiments and are indicated as s (singlet), d (doublet), t (triplet) and g (quartet), respectively. ¢ The
numbers in each line of this column indicate the protons that correlated with the proton in the corresponding line in *H-H COSY. © The
numbers in each line of this column indicate the carbons that showed HMBC correlations with the proton in the corresponding line in the
HMBC experiments optimized for the 8.3 Hz of long-range Jcy value.
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Table S5. 600 MHz H and 150 MHz *C NMR data of 5 in DMSO-dg .

Position  &c°¢ on (Jin Hz)" Position ¢ "¢ on (Jin Hz)"
1 174.2 s — 18 171.8s —
2 49.9d 4.07-4.02 m 19 (NHy) — Ha 7.46 brs
Hb 6.95br s
3 40.03 Ha 1.59-1.50 m 20 (NH) — 8.26d (7.2)
Hb 1.48-1.42 m
4 24.2d 1.59-1.50 m 21 171.2 s —
5 21.2q 0.80d (6.6) 22 43.4 t 2.24-2.16 m
6 23.0q 0.87 d (6.6) 23 67.4d 3.80-3.74m
7 (NH) — 7.86 d (8.4) 24 37.0t 1.40-1.18 m
8 1709 s — 25 25.0t 1.40-1.18 m
9 53.2d 4.13-4.09 m 26 29.1t 1.40-1.18 m
10 271t Ha 1.95-1.88 m 27 29.1t 1.40-1.18 m
Hb 1.78-1.72 m
11 314t 2.12-2.04 m 28 289t 1.40-1.18 m
12 173.8s — 29 28.7t 1.40-1.18 m
13 (NHy) — Ha7.22 brs 30 31.2t 1.40-1.18 m
Hb 6.76 br s
14 (NH) — 8.10d (7.2) 31 220t 1.40-1.18 m
15 1709 s — 32 139q 0.851t(6.9)
16 49.9d 4.48q (7.2) 1'(NHy) — Ha 6.97 br s
Hb 6.95br s
17 36.9t 2.58-2.42 m 23-OH — 4.60d (4.8)

The *H and **C NMR signals of 5 in this Table were assigned by the comparison with the data of its epimer 6. The 600 MHz *H and 150 MHz **C
NMR data of 6 in DMSO-dg are given in Table S6 in this Supplementary Data. ® Chemical shift values (54 and c) were recorded using the solvent
signals (DMSO-ds: d 2.50/d¢ 39.52) as references, respectively. © Multiplicities of the carbon signals were determined by DEPT experiments and
are indicated as s (singlet), d (doublet), t (triplet) and q (quartet), respectively.



Mar. Drugs 2014, 12

Table S6. 600 MHz H and 150 MHz *C NMR data of 6 in DMSO-dg®.

Position  d¢c”° ou (JinHz)"® COSY © HMBC®
1 17435 — — —
2 48.7d 4.15-4.07 m Hb-1, H-3, H-7 (NH) c-1,3
3 40.2t Ha 1.59-1.48 m H-2, Hb-3, H-4 C-2,4,5,6
Hb 1.48-1.40 m H-2, Ha-3, H-4 C-2,4,5,6
4 24.1d 1.59-1.48 m H-3,5,6 C-2,3,5,6
5 21.8q 0.79d (6.2) H-4, 6 C-2,3,4,6
6 234 0.84 d (5.6) H-4,5 C-2,3,4,5
7(NH) — 7.87d (8.4) H-2 C-2,3,8
8 1705s — — —
9 52.6 d 4.15-4.07 m H-10, H-14 (NH) C-8,10, 11
10 27.7t Ha 2.00-1.92 m H-9, Ha-10, H-11 C-9,11, 12
Hb 1.77-1.67 m H-9, Hb-10, H-11 C-9,11, 12
11 315t 2.04t(7.5) Ha-10, Hb-10 C-9,10, 12
12 1739 — — —
13 (NHy) — Ha 7.18 br s Hb-13 (NH,) C-12
Hb 6.71 br s Ha-13 (NH,) C-11, 12
14 (NH) — 8.09d (8.4) H-9 C-9,10,15
15 1709 s — — —
16 49.8d 4.45 q (6.9) Hb-17, Ha-17, H-20 (NH)  C-15, 17
17 36.8t Ha 2.54 dd (15.6,6.9) H-16, Hb-17 C-16, 18
Hb 2.43 dd (15.6,6.9) H-16, Ha-17 C-16, 18
18 171.8s — — —
19 (NHy) — Ha7.41brs Hb-19 (NH) C-18
Hb 6.91 br s Ha-19 (NH) C-17, 18
20 (NH) — 8.15d (7.2) H-16 C-16,17,21
21 171.2s — — —
22 43.4t 2.25-2.15m H-23 C-21, 23, 24
23 67.4d 3.77m H-22, 24, 23-OH
24 36.9t 1.40-1.18 m H-23, Ha-25, Hb-25 C-23,C-25
25 25.1t 1.40-1.18 m H-24, Hb-25, H-26 C-23,C-26
26 28.7t 1.40-1.18 m
27 289t 1.40-1.18 m
28 290t 1.40-1.18 m
29 29.1t 1.40-1.18 m
30 31.3t 1.40-1.18 m
31 221t 1.40-1.18 m
32 13.9q 0.841(6.9) H-31 c-31
1'(NHy) — Ha7.17 brs Hb-1' (NH) c-1
Hb 6.97 br s Ha-1' (NH) c-1,2
23-OH — 4.66 br s H-23

2 Signals assignments were based on the results of DEPT, *H-'H COSY, HMQC, and HMBC experiments. ® Chemical shift values (5y
and J¢) were recorded using the solvent signals (DMSO-ds: oy 2.50/6c 39.52) as references, respectively. © Multiplicities of the carbon
signals were determined by DEPT experiments and are indicated as s (singlet), d (doublet), t (triplet) and q (quartet), respectively. ¢ The
numbers in each line of this column indicate the protons that correlated with the proton in the corresponding line in *H-'H COSY. ® The
numbers in each line of this column indicate the carbons that showed HMBC correlations with the proton in the corresponding line in the
HMBC experiments optimized for the 8.3 Hz of long-range Jcn value.
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Table S7. 400 MHz H and 100 MHz *C NMR data of 7 in DMSO-dg®.

Position  6c®®  on(JinHz)® cosy ¢ HMBC®
1 _ _ _ —
2 _ _ _ S
3 _ _ — —
4 _ _ S S
5 _ _ - -
6 _ _ - -
7(NH)  — Ha7.34brs Hb-7 (NH) C-8
Hb 7.08 br s Ha-7 (NH) C-9
8 1738s — — —
9 52.3d 4.06 td (8.0, 4.6) Ha-10, Hb-10, H-8 (NH)
10 275t Hal.95dtd (13.2,7.5,46) H-9,11 c-11
Hb 1.70 ddt (13.2,8.0, 7.5)  H-9, 11 C-8,9,11
11 315t 2.06 t (7.5) Ha-10, Hb-10 C-8,9,11
12 1733s — — —
13(NH) — Ha7.21brs Hb-13 (NH)
Hb6.75brs Ha-13 (NH) c-11
14 (NH) — 7.98d (8.0) H-9 C-15
15 1708s — — —
16 49.8d 4.48 q (7.0) Ha-17, Hb-17, H-20 (NH)  C-15, 17, 18
17 369t Ha2.57dd(15.5,7.0) H-16, Hb-17 C-15, 16, 18
Hb 2.43 dd (15.5, 7.0) H-16, Ha-17 C-15, 16, 18
18 1719s — — —
19 (NH) — Ha7.42brs Hb-19 (NH)
Hb 6.96 br s Ha-19 (NH) C-17
20 (NH) — 8.09 d (7.0) H-16 C-16, 21
21 1711s  — — —
22 435t 2.25-2.14m H-23 C-21, 23
23 67.5d 3.82-3.73m H-22, 24, 23-OH
24 36.9t 1.40-1.20 m H-23 C-25
25 25.1t 1.40-1.20 m
26 28.7t 1.40-1.20 m
27 29.0t 1.40-1.20 m
28 29.1t 1.40-1.20 m
29 29.1t 1.40-1.20 m
30 313t 1.40-1.20 m
31 22.1t 1.40-1.20 m
32 14.0q 0.86  (6.8) H-31 C-30, 31
23-OH — 4.65 d (5.1) H-23 C-22, 23, 24

2 Signals assignments were based on the results of DEPT, *H-*H COSY, HMQC, and HMBC experiments. ® Chemical shift values (Jy and dc)
were recorded using the solvent signals (DMSO-ds: 6y 2.50/dc 39.52) as references, respectively. © Multiplicities of the carbon signals were
determined by DEPT experiments and are indicated as s (singlet), d (doublet), t (triplet) and q (quartet), respectively.  The numbers in each
line of this column indicate the protons that correlated with the proton in the corresponding line in *H-"H COSY. ¢ The numbers in each line of
this column indicate the carbons that showed HMBC correlations with the proton in the corresponding line in the HMBC experiments

optimized for the 8.3 Hz of long-range Jcw value.

S7



AU

Mar. Drugs 2014, 12 S8
Figure S1. HPLC-PDAD-UV analysis of the AD-2-1 and G59 extracts for detecting 1-14.
Al: HPLC profiles of 1-9 and the EtOAc extracts of mutant AD-2-1 and parent G59 strain
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A2: UV spectra of 1-9 and the AD-2-1and G59 extracts at the same retention time (tg)
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S11

B2: UV spectra of 10-13 and the AD-2-1 and G59 extracts at the same retention times (tg)
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C1: HPLC profiles of 14 and the EtOAc extracts of mutant AD-2-1 and parent G59 strain
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Figure S2. HPLC-ESI-MS analysis of EtOAc
AD-2-1 for detecting 1-14.
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C: HPLC-Negative ion ESI-MS analysis (ESIMS m/z: 569 [M-H]" for 5/6)
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D: HPLC-Negative ion ESI-MS analysis (ESIMS m/z: 457 [M-H] for 7)
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E: HPLC-Negative ion ESI-MS analysis (ESIMS m/z: 454 [M-H]" for 8)
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F: HPLC-Negative ion ESI-MS analysis (ESIMS m/z: 456 [M-H]™ and 592 [M+ClI] for 9)
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G: HPLC-Negative ion ESI-MS analysis (ESIMS m/z: 385 [M-H]~ for 10)

Extracted Negative lon Chromatograms (m/z 385.0-386.0)

ESIMS Spectra in the Range of 62.334-62.434 min Retention Times

B iCoof-01: 355.0 to 3860 am... Mlax. 4.7ed cps. B .04 52334 to 652434 min fro.. Ml ax. 4.Ged cps.
37 e 51.80 2556
o o 40e6 G59
o o
= = 30e6
= =
E E 2.0ef 4
£ £ 1.0e6 2586 25k
alapdl .nﬁSQ'E S8 4 523'9‘* 5524-? N
250 300 350 400 450 500 S50 GO0
Time, min mfz, amu
B iCoof-01; 385.0 to 3860 am... Max. 3.3ed cps. B .09 52.334 to 652.434 min fro... Max. 2.1e¥ cps.
10
G2.38 3539
20s5{ AD-2-1 2074 AD-2-1
0] 0]
= = q.5eT ]
- 20ef -
% 'E'EH 1.0e7 4
c c -
o 1.0e6 I - [M-H]
= 51 8?61.31,,,_ = Heb 4 385.9
o oW13E5.1901 4074 7, 6682 8571 2556 zosz| |
. 20 40 G0 0 200 250 300 350 400 450 500 550 SO0
Time, min miZ, amu
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I: HPLC-Negative ion ESI-MS analysis (ESIMS m/z: 367 [M-H]™ for 12)
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J: HPLC-Negative ion
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K: HPLC-Positive ion ESI-MS analysis (ESIMS m/z: 347 [M+Na]" for 14)
ESIMS Spectra in the Range of 47.459-48.086 min Retention Times
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Max. 1.4ef cps.

B 010234 t0 0.284 min frem Sample 92 (101} of WCLwiff (Turbo Spray), Centroided
5946 NH,
S.0ef q
A OH O 0 o
e /\/\/\/\/k/u\ ﬁ\)J\
; N i M
= 2066 H o z H
= 437 4
2 znes 1
Cl 5267 o
G126 NH,
4533
10eB 4154 425 l SQB.TFD-B-« 4; ]
5123 5402 0%.9 650.8 7I2E 74487078
L 11| eoseno aes 52%5s 08 srpgs0r | Jeope swsoseds et | 7iey rza swssTore
420 440 450 420 00 20 540 SE0 S20 =20) gz0 G40 [=2-0] =] oo 720 740 FEO o0
miz, amu
B .01: 0334 to 0358 min fram Sample 89 (101) of W wiff (Turbo Spray), Centroided hax. 1.7eT cps.
177 B16.3
1.5a7 o B
R 570.4
- G064
& 1.0e7
C
b= 5405
=
S.0e6 4 20 .5
G024 -
57114 5945~ 633 1
A1E GE0 .6
41z, M7 4. 9595 4o54 amzz 5246 s307 5544 greq | RO L LD TR 8848 7457 jansrass  7eds
420 =40 450 430 S00 520 540 60 S50 [salx] G20 G0 G600 G30 Foo T20 740 TG0

miz,

amu



Mar. Drugs 2014, 12

Figure SP1. B: Positive HRESIMS spectrum of 1.
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-Js.

'H NMR spectrum of 1 in DMSO

Figure SP1. D: 600 MHz
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Figure SP1. E: 150 MHz *C NMR spectrum of 1 in DMSO-d.
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Figure SP1. F: DEPT spectra of 1 in DMSO-ds.
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Figure SP1. H: HMQC spectrum of 1 in DMSO-ds.
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S23

Figure SP2. A: Positive (A) and negative (B) ESIMS spectra of 2.
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Figure SP2. D: 600 MHz *H NMR spectrum of 2 in DMSO-d.
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Figure SP2. E: 150 MHz *C NMR spectrum of 2 in DMSO-d.
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Figure SP2. F: DEPT spectra of 2 in DMSO-ds.
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Figure SP2. H: HMQC spectrum of 2 in DMSO-ds.
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Figur

e SP3. A: Positive (A) and negative (B) ESIMS spectra of 3.
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Figure SP3. D: 400 MHz *H NMR spectrum of 3 in DMSO-d.
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Figure SP3. F: DEPT spectra of 3 in DMSO-ds.
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Figure SP3. H: HMQC spectrum of 3 in DMSO-ds.
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Figure SP4. A: Positive (A) and negative (B) ESIMS spectra of 4.
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Figure SP4. D: 400 MHz *H NMR spectrum of 4 in DMSO-d.
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Figure SP4. E: 100 MHz *C NMR spectrum of 4 in DMSO-d.
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Figure SP4. F: DEPT spectra of 4 in DMSO-ds.
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Figure SP4. H: HMQC spectrum of 4 in DMSO-ds.
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S35

Figure SP5. A: Positive (A) and negative (B) ESIMS spectra of 5.
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Figure SP5. B: Positive HRESIMS spectrum of 5.

«10 4 |+ Scan (0.11-0.15 min, 6 scans) 141-01.D Subtract (1)

45
4.254
41
375 }
354
3.254
3;
275
25
225
2
1.754
1.5
1.25
1
0.75
0.5
0.25

102.1280

-149.0230

173.1503

205.0855

239.1481

256.1746

p——— 195.1223
218.2110

Al

—279.1588

..

302.3047
—318.2997

L)

340.2585

LI L1

=—374.3614
415.2109
432.2400

T 396.8011

.i. ny

458.2967

i

—————571.3819

554.3568
-593.3634
610.1840

654.3314

N
]
3]
©
<
w

——536.1656
3_:‘ 684.2032

ll.Al &

M

..4‘

150

175

unts vs. Mass-to-Charae (m/z)

Figure SP5. C: IR spectrum of 5.

3 =
—
0
e
Iy
io,
CDCD
o
=4
IS4
E
£
Iy
§°
=
o
2 4
o |
R
~ s qo o ganm own o ©
5 39 g ¢ 8358 Ry 35 ~oddeaanog
o P N SneE~ go S 3 DRBSGEREN
Y 23 33 § §585 8% 88 L PR R ED
§ a8 Y & IBEY §& 888 IBNEITTH
& Q& 55 & 8833 94 498 S 8RNRBEIY
T T T T T
3500 3000 2500 2000 1500 1000

Wavenumber cm-1

200 225 250 275 300 325 350 375 400 425 450 475 500 525 550 575 600 625 650 675 700 725 750 775 800 825 85(



S36

Mar. Drugs 2014, 12

de.

'H NMR spectrum of 5 in DMSO

Figure SP5. D: 600 MHz
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Figure SP5. E: 150 MHz **C NMR spectrum of 5 in DMSO-ds.
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Figure SP6. A: Positive (A) and negative (B) ESIMS spectra of 6.

B +01:0.133 to 0,159 min fram Sample 35 (194 of WCLwiff (Turbo Spray), Centroided hax. 3.5ef cps.
S 3013
s0ea A
. 2fHen
= 2064 5837
[
2 156
£
1.086 278.0 5716
5108
50e54 2052 2743 3018
| | 0sgeza. S1% 187 ams0 sona ssso meddy| eny 6785 791 ria7 jepe. 8148 gsezsevs o232 _oaaa
200 250 200 250 400 450 500 550 500 550 700 750 200 250 200 950 1000
mz, amu
B .04: 0122 to 0159 min fram Sample 97 (14) of WCLwiff (Turbo Spray), Centroided Maz. 315 ops.
5605
3.0e5
2505 B
605.6
. 20esd 2663
ko
S 155
1=
T 1.0e5] 3288
504 ]  Lagg| Z5F2 a7
paze, | |, 1 _, [P svugsesn s, 4913 5138 seys. 996294 eera . _s2ms . . .
200 250 300 350 400 450 500 550 500 850 700 750 300 350 200 950 1000
miéz, amu
Figure SP6. B: Positive HRESIMS spectrum of 6.
<104 |+ Scan (0.08:0.15 min, 8 scans) 142-01.0 Subtract (1)
@
'Y
7 Lt
X NH,
: '»" Jy
|
6 \ OH O g o -
‘ :
55 | /\/\/\/\)\)J\ N\)J\ NH,
5 [ o 7 0
45 [ 6 I
4 ‘ 07 NH,
35
- S5 8
: g 38 3
d N o0 -
& g | 88 5
~ & [
2 8 ! ;
2 1wl ag | 5 0 3
18 |8 35 83 | 38 2 59
. pa N © | © s N ~ =3
o - vl 1N® | & oy } =3
1 =] | w9 e s = 2 w ]
- | -] el ILe | ™ o - ~
| R R Hg ‘ | @ 3 )
os{ | y—..w WL bl T ] 3 | ‘
vt | |
(L PR i TR | L, LL.M ot bt ot o e ekl ke Lo : )
100 125 150 175 200 225 250 275 300 325 350 375 400 425 450 475 500 525 550 575 600 625 650 675 700 725 750 775 800 825 850 875 900 925 950
Counts vs. Mass-to-Charge (m/z)
Figure SP6. C: IR spectrum of 6.
3
—
[Te)
0
-9 |
=
(]
&
£ 8
£
2
<
=3
wn |
0
H] 85 Y 92 NSHY % 3 X 8 o ~ @ umw
o« fer=] B o6 BOR g o 0 ~ ool - s
N L g KR B33 ¥ 88 58 &8 8 3 88y
8 &% § SEg383 5 By 39 g £ & E Nagd
T T T T T T
3500 3000 2500 2000 1500 1000

Wavenumber cm-1

S37



S38

Mar. Drugs 2014, 12

Figure SP6. D: 600 MHz *H NMR spectrum of 6 in DMSO-ds.
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Figure SP6. F: DEPT spectra of 6 in DMSO-ds.
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Figure SP6. G: *H-'H COSY spectrum of 6 in DMSO-ds.
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Figure SP6. H: HMQC spectrum of 6 in DMSO-ds.
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Figure SP6. I: HMBC spectrum of 6 in DMSO-d.
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Figure SP7. A: Positive (A) and negative (B) ESIMS spectra of 7.
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Figure SP7. D: 400 MHz *H NMR spectrum of 7 in DMSO-d.
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Figure SP7. E: 100 MHz *C NMR spectrum of 7 in DMSO-d.
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Figure SP7. F: DEPT spectra of 7.
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Figure SP7. G: *H-'H COSY spectrum of 7.
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Figure SP7. H: HMQC spectrum of 7.
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Figure SP7. I: HMBC spectrum of 7.
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