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Table S1. A: 600 MHz *H and 150 MHz **C-NMR data of 1 in CDCl; (data from the spectra measured soon after dissolving in CDCls,
la:1b = approx. 5.5:1) &

la (2,3-cis) 1b (2,3-trans)
N 8¢ e 8n 2 (Jin Hz) cosy! NOE ¢ HMBC | 8¢ e ou 2 (3in Hz) cosy¢ NOE ® HMBCf
2 96455  5.56brt(4.4) H-3, NH, Ho-4 2-OH, H-3,10, NH, Hp-4 C-34,5 102.61s 558brd (3.5) H-3, Ha-4 2-OH, H-3,6, NH, Ha-4 C-34,5
2-0H — 4.98%rs H-2 — 4.809%0rs H-2
3 5211d  4.69dtd (10.6, 8.3, 4.4) H-2, NH, Ho-4 H-2, NH, Hp-4, H-10 C-2,4,1 57.21d  456m H-2, NH, Hp-4 H-2, NH, Hp-4, H-10 C-251
3-NH — 6.17 "dd (8.3, 2.4) H-2, H-3 H-2,3,6, Ho,-4, H-2' c-23,1,2 — 6.32brs H-3 H-2,3,6, Ho,p-4, H-2'
Hp 2.58 dd (3.0, 8.3) H-3, Ha-4 H-2,3, NH, Ho-4, H-10, HO-8  C-2,3,6,10 Hp 2.63 brdd (13.0, 6.5) H-3, Hu-4 H-3, NH, Ha-4, H-10, HO-8  C-2,3,5,6,10
20140 (130, 10.6,44) H-2 H3.HB4  NHL Hp-4, He6, HO-B C-356,10 B Ma2iSbrad(30.35) H2HIHRA  H2NHHR4 H6HOS  C23610
5 79055 — — — — 80455 — — — —
6 59.37d 3.32dd(ca 3.0,28) H-7, H-10 NH, Ho-4 C-45,7,10 59.55d 3.37brs H-7, H-10 H-2, NH, Ha-4 C-7,10
7 5863d 3.24dd (34,28) H-6, H-9 Hy-11 C-5,6,8,9,11 58.63d 322 brs H-6, H-9 Hy-11 C-6,8,9
8  6637s — — — — 66.32s — — — —
8-OH — 467°%brs H,-11, Ha-4, HB-4 C-7,89,11 — 467%brs H,-11, Ha-4, Hp-4 C-7,89,11
9 5808d 3.26dd(34,27) H-7, H-10 H,-11 C-5,7,8,10,11 5829d  3.27brs H-7, H-10 Hp-11 C-7,8,10
10 5742d  3.19dd(3.0,2.7) H-6, H-9 H-2, H-3, HB-4 C-45,6,9 57.81d  3.18brs H-6, H-9 H-3, Hp-4 C-6,9
Ha 3.08 d (17.9) Hs-13 H-7,9, HO-8, Hy-13 C-7,89,12 Ha 3.08 d (17.9) H;-13 H-7,9, HO-8, Hy-13 C-7.89,12
11 4729t 47.33t
Hb 3.04 d (17.9) Hs-13 H-7,9, HO-8, Hy-13 C-7,8,9,12 Hb 3.04 d (17.9) H;-13 H-7,9, HO-8, Hy-13 C-7.89,12
12 21089s — — — — 210865 — — — —
13 3165q 3H2.28s H-11 Hy-11 C-11,12 3167q 3H2.26s H,-11 Hy-11 C-11,12
1 166125 — — — — 166.165 — — — —
2 12141d 577d(15.3) H-3', H-4' NH, H-4', Hz-13 c-1,34 121.19d 5.79d (15.3) H-3', H-4' NH, H-4, Hz-13" c-14
3 151.30d 6.72ddd (15.3, 8.3, 1.3) H-2', H-4', Hy-13'  H-4', Ha-5', Hy-13 C-1'2,45,13 151.67d 6.76 dd (15.3, 8.3) H-2', H-4', Hy-13°  H-4, Ha-5'", Hy-13 C-1'2,45',13
4 3413d  244-2.33m H-2'3", Hy-5' Hg-13'  H-2.3, Hp-5', Hy-13), 14 C-2'3,5,6,13 3411d  212-2.04m H-2.3, Hy-5' Ha-13'  H-2'3, Hp5', H-13, 14 C-2,3'5'6,13'
Ha1.39-1.32m H-4', Hb-5', H-6' H-4' C-34'6',7',13,14' Ha1.39-1.32m H-4', Hb-5', H-6' H-4' C-3.4,6',7',13,14'
5 4405t 44.05t
Hb 1.13-1.07 m H-4', Ha-5', H-6' H-4' C-3.4,6,7,13,14' Hb 1.13-1.07 m H-4', Ha-5', H-6' H-4' C-3.46',7',13,14'
6 3045d 1.44-135m Hy-5', Hp-7', Ha-14' C-4'5,7.8,14 3045d  1.44-135m H,-5', Hp-7', Ha-14' C-4'5,7.8,14
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Table S1. A: Cont.

S3

la (2,3-cis) 1b (2,3-trans)

N 8¢ e 8n° (Jin Hz) cosy! NOE ¢ HMBC f 5 e ou 2 (in Hz) cosy¢ NOE ® HMBCf

Ha1.27-1.18 m H-6', Hb-7', H,-8' C-5'6'8'9',14' Ha1.27-1.18 m H-6', Hb-7', H,-8' C-5'6'8'9',14'
7 3742t 37.38t

Hb 1.11-1.05 m H-6', Ha-7', Hp-8' C-56'89,14' Ha 1.11-1.05 m H-6', Ha-7', Hp-8' C-5689,14'
8 2684t 2H1.29-1.21m Hp-7', Hp-9' C-6',7'9'10' 2684t 2H1.29-1.21m Ha-7', Hy-9' C-6',7'9',10'
9 2971t 2H1.27-1.18m Hy-8', Hp-10' C-7,8,10',11" 2971t  2H1.27-1.18m Hz-8', Hp-10' C-78,10',11"
100 3193t 2H1.29-121m Hp-9'", Hp-11' c-8'9,11',12" 3193t  2H1.29-1.21m Hz-9', Hp-11' C-8'9'11',12"
11' 2267t 2H1.30-126m H,-10", Hs-12' C-9,10',12" 2267t 2H1.32-1.28m Hz-10', H-12' C-9,10'12"
12 1408q 0.88t(7.0) Ho-11' C-10',11' 1408q 0.83t(7.0) Hp-11' C-10',11'
13 2047q 1.03dd (6.6, 1.3) H-3', H-4' H-2.3, 4 Cc-345 2043q 1.01d(6.6) H-4' H-2.3, 4 Cc-3.45
14 1956q 0.84d(6.4) H-6' H-4' C-56,7 20.41q 0.82d(6.4) H-6' H-4' C56,7

2 Signals were assigned on the basis of DEPT, GOESY 1D difference NOE, 2D *H-'H COSY, HMQC, HMBC, NOESY experiments. The ratio of 1a and 1b was approximate 5.5:1 (by integral values of their separated NH, H-2,

2-OH, H-6 and H-13 signals) in the *H-NMR spectrum measured soon after dissolving in CDCls. However, this ratio increased with disappearance of the 2-OH and 8-OH signals to become approximate 6.3:1 (by integral values

of the NH, H-2, H-3, H-4q, H-4B, H-6 and H-10 signals that separated well with the disappearance of the two OH signals) in the "H-NMR spectrum measured after over a week in CDCls. All *H signals in this Table were taken

from the *H-NMR spectrum measured soon after dissolving 1 in CDCl. ® Chemical shift values (5 and 8¢) were recorded using the internal TMS signals (84 and 8¢ both 0.00) as references, respectively. © Multiplicities of the

carbon signals were determined by DEPT and are shown as s (singlet), d (doublet), t (triplet) and q (quartet), respectively. ¢ Numbers in each line of this column indicate the protons that correlated with the proton in the

corresponding line in *H-"H COSY. ¢ Numbers in each line of this column indicate the protons that showed NOE correlations with the proton in the corresponding line in 2D NOESY or 1D GOESY difference NOE experiments.

The NOEs between two protons in a spin coupling relationship were detected by the 1D GOESY difference NOE experiments. f 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 Jey value. ¢ This OH signal disappeared after over a week of time period in CDCls. " This NH signal came to be 56.06 br d

(J = 8.0 Hz) with the disappearance of OH signals after over a week of time period for various NMR experiments in the CDClI; solution.
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Table S1. B: 600 MHz *H and 150 MHz

la:1b = approx. 6.3:1) %

S4

3C-NMR data of 1 in CDCl; (data from the spectra measured after over a week in CDCls,

la (2,3-cis) 1b (2,3-trans)
N 8¢ e 84 °(JinHz) cosy ¢ NOE ® HMBC ' 8¢ e 84" (JinHz) Ccosy ¢ NOE ® HMBC
2 96455 555t (4.3) H-3, NH, Ho-4 2-OH, H-3,10, NH, Hp-4 C-3,45 102.61s 557brd (3.7) H-3, Ha-4 2-OH, H-3,6,NH, Ha-4  C-3,4,5
2-0H — 4.98%brs H-2 — 480%brs H-2
3 52.11d  4.72dtd (10.7, 8.4, 4.3) H-2, NH, Hp-4 H-2, NH, HB-4, H-10 C-24.1" 57.21d  459m H-2, NH, H,-4 H-2, NH, Hp-4, H-10 C-25.1'
NH — 6.06 br d (8.0) H-2, H-3 H-2,3,6, Ha,p-4, H-2' c2312 — 5.95brs H-3 H-2,3.6, Ha,p-4, H-2'
HPB 2.58 dd (12.9, 8.4) H-3, Ha-4 H-2,3,NH, Ho-4, H-10  C-2,3,6,10 HP 2.63 brdd (12.5,6.2) H-3, Ha-4 H-3, NH, Ha-4, H-10 C-2,3,5,6,10
! sroet Ho:2.00 ddd (12.9, 10.7, 4.3)  H-2, H-3, Hp-4 NH, HB-4, H-6 C-3,5,6,10 38501 Ha 2.16 br d (12.5) H-2, H-3, Hp-4 H-2, NH, Hp-4, H-6 C-2,3,6,10
5 79.05s — — — — 80.45s — — —
6 59.37d  3.31dd (3.2, 2.6) H-7, H-10 NH, Ho-4 C-4,57,10 59.55d 3.36brs H-7, H-10 H-2, NH, Ho-4 C-7,10
7 5863d 3.25dd (3.3, 2.5) H-6, H-9 H,-11 C-5,6,8,9,11 58.63d 3.25dd (3.2, 2.6) H-6, H-9 Hp-11 C-6,89
8 66.37s — — — — 66.32s — — —
8-OH — 4.67%rs H,-11 C-7,8,9,11 — 467%rs Ha-11 C-7,89,11
9 58.08d 3.27-3.23m H-7, H-10 H,-11 C-5,7,8,10,11 58.29d 3.27-3.23m H-7, H-10 Ha-11 C-7,8,10
10 57.42d  3.19dd (3.2, 2.5) H-6, H-9 H-2, H-3, Hp-4 C-45,6,9 57.81d 3.16brs H-6, H-9 H-3, HB-4 C-69
u 47201 Ha3.09d (18.1) Hs-13 H-7,9, HO-8, Hs-13 C-7,8,9,12 . Ha3.09d (18.1) Hs-13 H-7,9, HO-8, H;-13 C-7,89,12
Hb 3.05 d (18.1) Hs-13 H-7,9, HO-8, Hy-13 C-7,8,9,12 Hb 3.05 d (18.1) Hs-13 H-7,9, HO-8, H-13 C-7,89,12
12 21089s — — — — 21086s — — —
13 31.65q 3H228s Hp-11 H,-11 C-11,12 31.67q 3H226s H,-11 Ha-11 C-11,12
1 166.12s — — — — 166.165 — — —
2 121.41d 576 d (15.3) H-3', H-4' NH, H-4', H-13' c-1,34 121.19d 5.74d (15.0) H-3', H-4' NH, H-4', Hz-13' c-14
3 151.30d 6.73brdd (153, 8.3) H-2, H-4, Hs-13'  H-4', Ha-5', H3-13' C-1,2'4'5,13 151.67d 6.74 brdd (15.0, 8.0) H-2, H-4', Hy-13°  H-4, Ha-5', Ha-13' C-1,2'4,5,13
4 34.13d  2.44-233m H-2'3", Hp-5'Hs-13'  H-23, Hy-5', He-13, 14 C-2/,3,5',6',13' 3411d 212-204m H-23", Hp-5'Hs-13'  H-2'3", Hp-5', Ha-13', 14 C-23'5'6',13"
Ha 1.39-1.33m H-4', Hb-5', H-6' H-4' C-3,4'6',7',13',14' Ha1.39-1.33 m H-4', Hb-5', H-6' H-4' C-3.46,7,13,14'
5' 44,05t 44.05 t
Hb 1.14-1.07 m H-4', Ha-5', H-6' H-4' C-3,46,7,13,14 Hb 1.14-1.07 m H-4', Ha-5', H-6' H-4' C-3.4,6,7,13,14'
6' 3045d  1.44-136m Hy-5', Ho-7', Ha-14' C-45.78,14 3045d 1.44-136m Hy-5', Ho-7', Ha-14' C-45.78,14
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Table S1. B: Cont.
la (2,3-cis) 1b (2,3-trans)
N 8¢ e 84 °(JinHz) cosy ¢ NOE ® HMBC ' 8 e 84" (JinHz) cosy ¢ NOE ® HMBC
- S Ha1.27-1.18 m H-6', Hb-7', H,-8' C-5'6'8'9,14' 37381 Ha1.27-1.18 m H-6', Hb-7', H,-8' C-5'6'8'9',14'
Hb 1.11-1.05 m H-6', Ha-7', Hp-8' C-5'6'8'9,14' Ha1.11-1.05m H-6', Ha-7', H,-8' C-56'8'9',14'
8 2684t 2H1.28-1.21m Ho-7', Hp-9' Cc-6',79'10' 2684t 2H1.28-1.21m Ha-7', Hp-9' C-6'7',9',10'
9 29.71t  2H1.27-1.18m H2-8', Hp-10' c-78,1011 2971t 2H1.27-1.18 m H»-8', Hp-10' Cc-7.,8,10,11'
10 3193t 2H1.28-1.21m Hz-9', Hp-11 Cc-8'9.,11'12' 3193t 2H1.28-1.21m Hz-9', Hp-11' c-8'9,11'12'
11 2267t 2H1.31-1.26m Hp-10', Hz-12' C-9',10'12' 2267t 2H1.32-1.28m H,-10', Hz-12' C-9',10,12'
12' 14.08q 0.88t(7.0) Hp-11' C-10',11' 14.08q 0.83t(7.0) Hp-11' C-10'11
13 20.47q 1.03dd (6.6, 0.8) H-3', H-4' H-2',3', 4' Cc-34'5 20.43q 1.01d(6.6) H-4' H-23, 4 Cc-34'5
14' 1956q 0.84d (6.4) H-6' H-4' C-56.7 2041q 0.82d(6.4) H-6' H-4' c-56.7
® Signals were assigned on the basis of DEPT, GOESY 1D difference NOE, 2D *H-'H COSY, HMQC, HMBC, and NOESY experiments. The approximate 6.3:1 ratio of 1a:1b was calculated using the integral values of their
NH, H-2, H-3, H-4a, H-4p, H-6 and H-10 signals in the "H-NMR spectrum measured after over a week of time period in CDCls. The *H signals in this Table except for the signals of 2-OH and 8-OH were from the *H-NMR
spectrum measured after over a week of time period in CDCls, where the 2-OH and 8-OH proton signals have already disappeared. ® Chemical shift values (5 and 5¢) were recorded using the internal TMS signals (8 and ¢ both
0.00) as references, respectively. © Multiplicities of the carbon signals were determined by DEPT experiments and are shown as s (singlet), d (doublet), t (triplet) and q (quartet), respectively.  Numbers in each line of this column
indicate the protons that correlated with the proton in the corresponding line in *H-"H COSY. ® Numbers in each line of this column indicate the protons that showed NOE correlations with the proton in the corresponding line in
NOESY or 1D difference NOE experiments. The NOEs between two protons in a spin coupling relationship were detected by the 1D difference NOE experiments. " 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. ¢ This OH signal was from the 'H-NMR spectrum measured soon after
dissolving samples in CDCl3, which disappeared after over a week of time period in the CDClj; solution.
Table S2. 400 MHz *H and 100 MHz *C-NMR data of 1 in CD3;OD (1a:1b = approx. 1.8:1) 2.
la (2,3-cis) 1b (2,3-trans)

No. ocPC on® (Jin Hz) COosY ¢ NOE ® HMBCf oc ¢ on° (Jin Hz) Ccosy ¢ NOE © HMBC
97.71s 5.43d(4.4) H-3 H-3, H-10, H-2' C-34,5 103.98s 5.47d (2.8) H-3 H-3, Ho-4, H-6, H-2' C-3,4,5
53.98d 4.54ddd (11.6,8.4,4.4) H-2, H,-4 H-2, HB-4, H-10, H-2' C-2,4,1' 59.06d 4.34brd (6.8) H-2, H,-4 H-2, Hap-4, H-10, H-2' C25,1'

4 3720t HB2.40dd (12.8,8.4) H-3,Ho-4 H-3, Ha-4, H-10 C-2,3,6,10 3038 HP 2.55dd (14.4,6.8) H-3,Ho-4 H-3, Ha-4, H-10 C-2,3,5,5,10
Ho 2.10dd (12.8, 11.6) H-3, HB-4 Hp-4, H-6 C-3,5,6,10 Ho 2.07 dd (14.4,1.6) H-3, HB-4 H-2, H-3, HB-4, H-6 C-2,3,6,10
79.73s  — — — — 81.82s — — — —
61.36d 3.33-3.30 H-7, H-10 Ho-4 C-5,7,8,10 59.49d 3.25dd (3.4, 2.5) H-7, H-10 H-2, Ho-4 C-5,7,8,10
60.03d 3.31-3.30 H-6, H-9 H,-11, H;-13 C-5,6,8,9 59.99d 3.29-3.26 H-6, H-9 H,-11, H;-13 C-5,6,8,9
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Table S2. Cont.
No la (2,3-cis) 1b (2,3-trans)
C6eP on® (Jin Hz) COosY ¢ NOE ® HMBCf oc ¢ on° (Jin Hz) Ccosy ¢ NOE © HMBC
67.39s — — — — 67.39s — — — —
60.37d 3.31-3.30 H-7, H-10 H,-11, Hz-13 C-5,7,8,10 60.37d 3.29-3.26 H-7, H-10 H,-11, H3-13 C-57,8,10
10 59.32d 3.20dd (3.6, 2.2) H-6, H-9 H-2, H-3, Hp-4 C-56,9 61.46d 3.35-3.31 H-6, H-9 H-3, Hp-4 C-5,6,9
11 5026t 2H2.98brs Hs-13 H-7, H-9 C-789,1213 5026t 2H298brs Hs-13 H-7, H-9 C-7,8,9,12,13
12 209.89s — — — — 209.89s — — — —
13 33.01q 3H2.26s H,-11 H-7, H-9 C-11,12 33.04q 3H226s H,-11 H-7, H-9 C-11,12
1" 169.08s — — — — 169.08s — — — —
2" 123.36d 6.01dd (15.4,0.8) H-3', H-4' H-2, H-3, H-4' c-1,4 123.15d 5.97 d (15.4) H-3', H-4' H-2, H-3, H-4' c-1,4
3 152.27d 6.657 dd (15.4, 8.6) H-2', H-4' C-1'24'5,13 152.40d 6.665dd (15.4,8.6)  H-2', H-4' C-1245,13
4 3592d 248-238m H-23, Hy-5'H3-13' H-2'5'6, Hs-13', 14 C-3,5' 35.92d 2.48-238m H-2'3, Hy-5'Hs-13' H-2'5'6', Hs-13', 14 C-3,5'
5 45731 Ha 1.18-1.09 m H-4', Hb-5' H-6'  H-4' C-36.7 4573t Ha 1.18-1.09 m H-4', Hb-5'" H-6'  H-4' C-36.7
Hb 1.45-1.35m H-4', Ha-5', H-6' H-4' c-36' 7 Hb 1.45-1.35m H-4', Ha-5', H-6' H-4' c-36' 7
6 3209d 1.45-135m Ho-5', Hy-7', Ha-14'  H-4' C-45,78,14 3209d 145-135m H,-5', Hy-7', Ha-14'  H-4' C-4'57.8,14
7 945y Hal18-1.09m H-6', Hb-7', H,-8' C-689,14' s907¢ Hal18-109m H-6', Hb-7', H,-8' C-6'89,14'
Hb 1.33-1.27m H-6', Ha-7', H,-8' C-6'89,14' Ha 1.33-127 m H-6', Ha-7', H,-8' C-6'89,14'
8 3123t 2H131-1.22m Ho-7', Hy-9' C-6,79,10 3123t 2H131-1.22m Ho-7', Hp-9' C-6,79,10'
9 2847t 2H131-1.22m H,-8', H,-10' C-78,10,11' 2847t 2H131-1.22m H,-8', H,-10' C-7',8,10'11'
10' 3359t 2H1.31-1.22m Hy-9', H,p-11' C-8,9,11,12° 3359t 2H131-1.22m H,-9', Hp-11' C-89,11',12'
11' 2423t 2H1.36-129m H,-10', Hg-12" C-9,10,12° 2423t 2H136-1.29m H,-10', Hz-12' C-9,10,12'
12 1497q 0.8991t(6.7) H,-11' C-10'11' 1497q 0.8781t(6.7) H,-11' C-10,11'
13 21.60q 1.045d(6.7) H-4' H-4' c-345 2153q 1.039d (6.7) H-4' H-4' C-345
14" 20.25q 0.873d(6.4) H-6' H-4' C-56.7 20.29q 0.865d (6.4) H-6' H-4' C-56.7

 The *H and **C-NMR signals were assigned on the basis of DEPT, *H-'H COSY, HMQC, HMBC, NOESY, and 1D difference NOE experiments. The approximate 1.8:1 ratio of 1a:1b was calculated using
integral values of their H-2 and H-3 signals. ® Chemical shift values (dy and dc) were recorded using the solvent signals (CDsOD: dy 3.31/5¢ 49.50) as references, respectively. © Multiplicities of the carbon signals

were determined by DEPT experiments and are shown as s (singlet), d (doublet), t (triplet) and q (quartet), respectively. ¢ Numbers in each line of this column indicate the protons that correlated with the proton in

the corresponding line in *H-*H COSY. ¢ Numbers in each line of this column indicate the protons that showed NOE correlations with the proton in the corresponding line in NOESY or 1D difference NOE

experiments. The NOESs between two protons in a spin coupling relationship were detected by the 1D difference NOE experiments. © 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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The cis-trans isomerism of 1 in solution
The ratio of 1a and 1b is approximate 1.8:1 in CD30OD and 5.5:1—6.3:1 in CDCly)

Data for Calculating Ratio of 1a and 1b in cpcl, Solution.

Integral value

'H Signal 1a T Ratio (1a:1b)
NH 5.48 1.01 5.43:1
H-2 5.46 1.00 5.46:1

HO-2 5.28 0.96 5.50:1
H-6 5.56 1.01 5.50:1
H;-13 15.11 2.76 5.47:1

Mean Ratio (1la:1b) 5.5:1

The data in this table were taken in the *H-NMR spectrum measured soon after dissolving 1 in CDCl.

Data for Calculating Ratio of 1a and 1b in cpcl, Solution.

Integral value

'H Signal a T Ratio (1a:1b)
H-3'(1a+1b) 1.00 —
NH 0.80 0.12 6.67:1
H-3 0.94 0.17 5.53:1
H-4p 0.80 0.12 6.67:1
H-4a 0.89 0.16 5.56:1
H-6 0.80 0.12 6.67:1
H-10 0.80 0.12 6.67:1
Mean Ratio (1la:1b) 6.3:1

The data in this table were taken in the *H-NMR spectrum measured after over a week of time period in
CDCls;. The la:1b ratio increased with the disappearance of 2-OH and 8-OH signals to become approximate
6.3:1 (by integral values of the given proton signals that separated well with the disappearance of the two OH
signals) in the spectrum.

S7
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Data for Calculating Ratio of 1a and 1b in CD3;OD Solution.

'H Signal a Integral value T Ratio (1a:1b)
H-2 1.78 1.00 1.8:1
H-3 1.83 1.00 1.8:1

Mean Ratio (1a:1b) 1.8:1

Table S3. 600 MHz *H and 150 MHz **C-NMR data of 2 in CDCls 2.

Position  dc ¢ du(@inHz)® cosy ¢ NOE © HMBC
1 1679s — — — —
2(NH) — 5.702 s H-3 H-3, H-12, H-14,18 C-1,C-3,C-4,C-11a
3 56.1d  4.30ddd (9.3,33,1.4)  H-2, H,-12, H-11a H-2,11a,10', H-12, H-14,18  C-1,C-4,C-12, C-13
4 1641s — — — —
5(N) — — — — —
5a 79.8d  5.96brs H-2', H-19a, H-19b C-1'/4,6a,10a,10b, 11,11a,19
6(N) — — — — —
6a 1481s — — — —
7 1088d  6.71d(7.5) H-8,9 H-2', H-3', H-10' C-9,C-10a
8 128.8d  7.10td (7.5, 0.8) H-7,9,10 C-6a, C-10
9 119.8d  6.78t(7.5) H-7,8,10 C-7,C-10a
10 1253d  7.13brd (7.5) H-8,9 Ho-11, H-20 C-6a, C-8, C-10b,
10a 130.0s — — — —
10b 60.7s  — — — —
Ha2.45dd (12.2,5.5)  HB-11, H-1la H-10, HB-11, H-11a C-5a,C-10a, C-10b, C-11a
H 84t HP2.14dd (12.2,11.6)  Ha-11, H-1la Ho-11, H-19a, H-19b, H-20  C-1, C-10a, C-10b, C-11a
1la 586d  3.95ddd (11.6,55,1.4) H-3,Ho-11, Hp-11 H-3, Ho-11 C-1,C-4,C-11
Ha 3.37 dd (14.4, 3.3) H-3, Hb-12, H-14,18  NH, H-3, H-14,18 C-3, C-4,C-13,C-14,18
12 3Tt Hb 2.90 dd (14.4, 9.3) H-3,Ha-12, H-14,18  NH, H-3, H-14,18 C-3,C-4,C-13, C-14,18
13 1354s — — — —
14 129.2d  7.17brd(7.2) H,-12, H-15,16 NH, H-3, H-12 C-12, C-16, C-18
15 129.3d  7.31brt(7.2) H-14,16,17 C-13,C-17
16 1276d  7.26brt(7.2) H-14,15,17,18 C-14,C-18
17 129.3d  7.31brt(7.2) H-15,16,18 C-13,C-15
18 129.2d  7.17brd(7.2) H-12, H-16,17 NH, H-3, H-12 C-12, C-14, C-16
19 411s — — — —
19 222q  1.03s H-5a, H-11B, H-20 C-10b, C-19, C-19b, C-20
19b 2309 0.96s H-5a, H-11B, H-20 C-10b, C-19, C-19a, C-20
20 143.4d  5.90dd (17.3, 10.9) Hcis-21, Htrans-21 H-10, HB-11, H-19a,19b C-10b, C-19, C-19a, C-19b
o a6t Hcis 5.11 d (10.9) H-20 C-10b, C-19, C-20
Htrans 5.06 d (17.3) H-20 C-10b, C-19, C-20
2 89.9d  5.69d(9.5) H-3' 3-NH, Ha-4', H-6'5a,7,3" C-3', C-4, C-5', C-5a, C-6a
3 497d  555brs H-2', Ho-4', HB-4' Hp-4', H-7
‘ Ho 2.12 dd (13.5, 9.6) H-3', Hp-4' H-2', Hp-4', H-6' C-3, C-5', C-6', C-10'
! 821 Hp 2.76 dd (13.5, 8.8) H-3', Ha-4' H-3', Ha-4', H-10' c-2', c-3,C-5', C-6', C-10'
5' 747s — — — —
6' 574d  3.40dd (3.3,2.7) H-7',10' H-2', Ha -4', H-7' c-4', C-5', C-7', C-10'
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Table S3. Cont.

Position  d¢ °° on(JinHz)® cosy ¢ NOE © HMBCf
7 583d  3.29dd (3.4,3.3) H-6'9' H-6', 8-OH, H,-11', H;-13'  C-5, C-6', C-8', C-9', C-11'
8 66.4s  — — — —
9 579d  3.23dd (3.4,3.2) H-7',10' 8'-OH, H-10', H,-11', Hs-13'  C-5', C-7', C-8', C-10', C-11'
10 576d  3.50dd (3.2,2.7) H-6'9' H-3,H-3', HB-4', H-9, H-7  C-4,C-5,C-6', C-9'
11’ 471t 2H3.07s 8'-OH, Hs-13' 8-OH, H-7',9', H3-13' c-7',C-8,C-9, C-12'
12 2112s  — — — —
13 31.7q  3H227s H,-11' H-7.9, H-11' C-11', C-12', C-8'(week)
1 1662s — — — —
2" 121.2d  5.70 brd (15.3) H-3", H-4" H-4", Hg-13" c-1",C-3", C-4"
3" 151.4d  6.73dd (15.3, 8.4) H-2", H-4" Hs-13" C-1",C-4", C-5", 13"
4" 341d  240-231m H-2",3", Hp-5" Hs-13"  H-2" c-2",C-3",C-5", 13"
Ha1.34-1.30m H-4", Hy-6" C-3",C-4", C-6", C-7", 13", 14"
5" 440t
Hb 1.12-1.06 m H-4", Hp-6" C-3",C-4", C-6", C-7", 13", 14"
6" 303d  2H1.42-1.34m Ho-5", Hp-7", Hy-14" c-7",c-8"
. S Ha1.26-1.15 m H,-6", Hb-7", H,-8" c-5",C-6", C-9"
Hb 1.08-1.03 m Ho-6", Ha-7", H,-8" c-6",C-8"
8" 268t  2H1.26-1.15m Ho-7", Hp-9" c-7",Cc-9"
9" 297t  2H1.26-1.15m c-8", Cc-10"
10" 319t  2H1.26-1.15m c-g", Cc-9", C-11"
11" 226t  2H130-1.24m Hp-10", Hs-12" C-9", C-10", C-12"
12" 141q  3H0.87t(7.1) H,-11" c-10", c-11"
13" 204q  3H0.99d(6.7) H-4" H-2", H-3" C-3",C-4", C-5"
14" 19.4q  3H0.81d(6.5) H-6" c-5", C-6", C-7"
3NH  — 6.13brs H-2'
8-0H — 463s H,-11' H-7'9', H-11' c-8,C-7,C-9,C-11'

# 14 and *C-NMR signals were assigned on the basis of DEPT, GOESY 1D difference NOE, 2D *H-'H COSY, HMQC, HMBC,

NOESY and ROESY experiments. ® Chemical shift values (64 and dc) were recorded using the internal TMS signals (dy and d¢ both

0.00) as references, respectively. © Multiplicities of the carbon signals were determined by DEPT experiments and are shown as s

(singlet), d (doublet), t (triplet) and q (quartet), respectively.  Numbers in each line of this column indicate the protons that correlated

with the proton in the corresponding line in *"H-*H COSY. ¢ Numbers in each line of this column indicate the protons that showed NOE

correlations with the proton in the corresponding line in 2D NOESY or ROESY experiments or in 1D GOESY difference NOE

experiments. The NOEs between two protons in a spin coupling relationship were detected by the GOESY 1D difference NOE

experiments. © 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 4, 6, 8.3, or 12 Hz of long-range Jcy value.

S9
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Table S4. 600 MHz *H and 150 MHz *C-NMR data of 3 in CDCI; 2.

Position 8¢ P° on (JinHz)® cosy ¢ NOE © HMBC
1 1682s — — — —
2(NH) — 5.99 brs H-3 H-3, H,-12, H-14,18 C-1,C-3,C-4,C-11a
3 56.2d  4.22ddd (8.7,34,13)  H-2,H,12,H-11a  H-2,11a,10, H,-12, H-14,18 C-1,C-4,C-12,C-13
4 1641s — — — —
5(N) — — — — —
5a 79.4d 5.96brs H-2', Hs-19a, Hs-19b C-4, 6a, 10a, 10b, 11a, 19
6(N) — — — — —
6a 1482s — — — —
7 108.6d 6.70d (7.8) H-8,9 H-2', H-3', H-10' C-9, C-10a
8 128.8d 7.10td (7.8, 0.9) H-7,9,10 C-6a, C-10
119.8d 6.77t(7.8) H-7,8,10 C-7,C-10a
Ho-11, H-20, HB-11 (very
10 125.3d  7.13brd (7.8) H-8,9 C-6a, C-8, C-10b,
weak)
10a  130.0s — — — —
10b  60.7s — — — —
u 2851 Ha2.42dd(123,5.5)  HB-11, H-11a H-10, HB-11, H-11a C-5a,C-10a, C-10b, C-11a
HP 2.089 dd (123, 11.5) Ho-11, H-11a H-10,5a,20, Ho-11, H3-19a,19b  C-1, C-10a, C-10b, C-11a
11a  58.3d 3.92ddd (115,55,1.3) H-3, Ho-11, Hp-11  H-2, H-3, Ha-11 c-1,c-11
. 671 Ha 3.20 dd (14.4, 3.4) H-3, Hb-12 NH, H-3, H-14,18 C-3, C-4, C-13,C-14,18
Hb 2.86 dd (14.4, 8.7) H-3, Ha-12 NH, H-3, H-14,18 C-3, C-4, C-13, C-14,18
13 1266s — — — —
14 130.5d 6.99d (8.6) H-15 NH, H-3, Hp-12 C-12, C-15, C-16, C-18
15 116.1d 6.76d (8.6) H-14 C-13, C-14, C-16, C-17
16 1555d — — —
17 116.1d 6.76d (8.6) H-18 C-13, C-15, C-16, C-18
18 130.5d 6.99d (8.6) H-17 NH, H-3, H,-12 C-12, C-14, C-16, C-17
19 411s — — — —
19a  222q 1.02s Hs-19b H-5a, Hp-11, H-20 C-10b, C-19, C-19b, C-20
190  230q 0.94s Hs-19a H-5a, HB-11, H-20 C-10b, C-19, C-19a, C-20
_ H-10, Ho-11, H-11,
20 143.4d 5.88dd (17.4, 10.7) Hcis-21, Htrans-21 C-10b, C-19, C-19a,19b
Hs-19a,19b
Hcis 5.10d (10.7) H-20 C-10b, C-19, C-20
21 114.6 t
Htrans 5.04 d (17.4) H-20 C-10b, C-19, C-20
2 89.8d  5.67d(9.0) H-3', Ho-4', H-4'  3-NH, Ha-4', H-6', H-5a, H-7  C-3', C-4', C-5a, C-6a
3 495d 5.59brs H-2', Ho-4', HB-4'  Hp-4', H-10', H-7
. 2811 Ha 2.096 dd (13.3,9.7)  H-2', H-3', Hp-4' H-2', HB-4', H-6' C-3,C-5, C-6, C-10'
HB2.69dd (13.3,85)  H-2',H-3', Ho-4' H-3', Ho-4', H-10' c-2', C-3, C-6', C-10'
5' 746s  — — — —
6' 57.4d  3.38dd (3.3,2.7) H-7',10' H-2', Ho-4', H-7' c-4,C-5, C-7', C-10'
7 58.3d  3.28dd (3.4, 3.3) H-6'9' H-6', H,-11', H3-13' (weak) c-6,C-8,C-9
8 66.4s — — — —
9 579d  3.22dd (3.4,3.2) H-7',10' H-10', Hp-11', Hy-13' (weak) c-7', C-8, C-10'
10' 576d  3.47dd (3.2, 2.7) H-6'9' H-3, H-3', HB-4', H-9', H-7 C-5,C-6,C-9
11' 471t  2H3.06s Hs-13' H-7'.9', Hs-13' c-7,C-8,C-9, C-12
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Table S4. Cont.

S11

Position  &c ¢ on (JinHz)® cosy ¢ NOE ® HMBC
12' 2111s  — — —
13' 31.7q 3H2.26s H,-11' H-7'9', H,-11' C-11', C-12
1" 166.4s — — —
2" 121.1d 5.70 brd (15.2) H-3"4" H-4", Hz-13" c-1",C-3", C-4"
3" 151.6d 6.73dd (15.2, 8.2) H-2", H-4" Ha-13" C-1", C-4", C-5", 13"
4" 341d 240-231m 2n 3, H-2" c-2",C-3",C-5", 13"
H,-5" Hz-13"
. ot Ha1.34-1.29 m H-4", H,-6" C-3"4"6",7", C-13",14"
Hb 1.12-1.06 m H-4", H,-6" C-3"4"6",7", C-13",14"
6" 304d 2H1.41-1.32m HzS" Hr T c-5",C-7",C-8"
Ha-14"
o 741 Ha1.26-1.15m H,-6", Hb-7", H,-8" c-5", C-6", C-9"
Hb 1.08-1.03 m H,-6", Ha-7", H,-8" c-6",C-8",C-9"

8" 268t 2H1.26-1.15m H,-7", Hy-9" c-6",C-7",C-9"
9" 297t 2H1.26-1.15m c-8", C-10"
10" 319t 2H1.26-1.15m c-8",C-9", C-11"
1" 226t 2H1.30-1.24m H,-10", Hy-12" C-9", C-10", C-12"
12" 141q 3H0.87t(7.0) H,-11" C-10", C-11"
13" 204q 3H0.98d(6.7) H-4" H-2", H-3" C-3",C-4", C-5"
14" 19.4q 3H0.81d (6.4) H-6" c-5",C-6", C-7"

3'-NH — 6.21 brs H-2'

8-OH — 466brs H-7'9', H,-11' c-8,C-7',C-9, C-11'

16-OH — 6.55 br s H-15,17

#1H and *C-NMR signals were assigned on the basis of DEPT, GOESY 1D difference NOE, 2D *H-*H COSY, HMQC, HMBC and
ROESY experiments. ® Chemical shift values (dy and dc) were recorded using the internal TMS signals (6 and dc both 0.00) as
references, respectively. ¢ Multiplicities of the carbon signals were determined by DEPT experiments and are shown as s (singlet), d
(doublet), t (triplet) and q (quartet), respectively.  Numbers in each line of this column indicate the protons that correlated with the
proton in the corresponding line in *H-'H COSY. ® Numbers in each line of this column indicate the protons that showed NOE
correlations with the proton in the corresponding line in 2D ROESY or 1D GOESY difference NOE experiments. The NOEs between
two protons in a spin coupling relationship were detected by the GOESY 1D difference NOE experiments.  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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Figure S1. Phenotypes of the parent strain G59 and its mutants growing on PDA plates by
incubation at 28 <C for 5 days.

BD-1-3 BD-1- BD-1p-1 BD-3-1
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Figure S2 A. HPLC-PDAD-UV analysis of the EtOAc extracts of the control G59 strain and selected mutants. A: HPLC profiles detected at 210 nm.
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Figure S2 B. HPLC-PDAD-UV analysis of the EtOAc extracts of the control G59 strain and selected mutants. B: HPLC profiles detected at 254 nm.
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Figure S2 C. HPLC-PDAD-UV analysis of the EtOAc extracts of the control G59 strain and selected mutants. C: UV spectra of new peaks in
the mutant AD-1-2 and AD-2-1 extracts, and UV absorptions of the control G59 extract at the corresponding retention times.
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Figure S2 D. HPLC-PDAD-UV analysis of the EtOAc extracts of the control G59 strain and selected mutants. D: UV spectra of new peaks in

the mutant BD-1-3 and BD-1-6 extracts, and UV absorptions of the control G59 extract at the corresponding retention times.
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Figure S3 A. HPLC-ESI-MS analysis of the EtOAc extracts of the control G59 strain and selected mutants. A: Total ion chromatograms
detected by positive ESI-MS.
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Figure S3 B. HPLC-ESI-MS analysis of the EtOAc extracts of the control G59 strain and selected mutants. B: Total ion chromatograms
detected by negative ESI-MS.
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Figure S3 C. HPLC-ESI-MS analysis of the EtOAc extracts of the control G59 strain and selected mutants. C: Positive and negative ESI-MS
spectra at the given retention times in total ion chromatograms (TICs) of the control G59 and the mutants BD-1-6 and BD-1-3.
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Figure S3 D. HPLC-ESI-MS analysis of the EtOAc extracts of the control G59 strain and selected mutants. D: Positive and negative ESI-MS
spectra at the given retention times in total ion chromatograms (TICs) of the control G59 and the mutants AD-2-1 and Ad-1-2.
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Figure S4. HPLC-PDAD-UV analysis of the EtOAc extracts of the strain G59 and the
mutant BD-1-3 for detecting 1-5.
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Figure S5 A. HPLC-ESI-MS analysis of the EtOAc extracts of the strain G59 and the
mutant BD-1-3 for detecting 1-5. A: HPLC-Positive ion ESI-MS analysis (ESIMS m/z: 502

[M+Na]" for 1).

Extracted Positive lon Chromatograms (m/z 502.0-503.0)
B C of+04; 5020 to S02.0 a...

hlax. 1.7 e cps.

ESIMS Spectra in the Range of 53.7-54.8 min Retention Times
B .04 53.705 to 54809 mi... Ml ax. B.8e5 cps.

54.43 201.4
. 15es] G59 5960 o Boes] G959
= iy
= 106 = 405 qe8.7
m 5.0e5 278 m
= =
- 89 775 40.06.494.73 _~18.04 -
0,0 Pt ' o . e
z0 40 1] E0
Time, min
B xC of+01: 502.0 to 503.0 a... haz. 1.8ef cps. B 01 53.705 to 54.509 mi... Ml ax. B.d4e5 cps.
1 [M+Na]”
5414 502 6
1.8e7
BD-1-3 : 5054 BD-1-3

L] L]

= = 40es5 A

= 1.0e7 m 269.45 7048
= T 2.0e5 S e
= = ' 3014 { R ==

= [ e o
= _ sase  esis E e, | A Wb

20 40 [=10] 20 200 200 400 500 GO0 Foo
Time, min miz, amu

Figure S5 B. HPLC-ESI-MS analysis of the EtOAc extracts of the strain G59 and the
mutant BD-1-3 for detecting 1-5. B: HPLC-Positive ion ESI-MS analysis (ESIMS m/z: 885

[M+Na]" for 2).
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S23

Figure S5 C. HPLC-ESI-MS analysis of the EtOAc extracts of the strain G59 and the

mutant BD-1-3 for detecting 1-5. C: HPLC-Posi
[M+Na]" for 3).
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Figure S5 E. HPLC-ESI-MS analysis of the EtOAc extracts of the strain G59 and the
mutant BD-1-3 for detecting 1-5. E: HPLC-Negative ion ESI-MS analysis (ESIMS m/z: 442

[M-H] for 5).
Extracted Negative lon Chromatograms (m/z 442.0-443.0)
B cof-21: 4420 to 9930 a...

g.0es GBI 46.81 _53.10

hlaz. G.0e5 cps.

ESIMS Spectra in the Range of 46.4-47.2 min Retention Times

B 01 45.405 to 47208 min ... Mlax. 1.1e5 cps.

G59 3256

1.00e5

wm w
o o
= 40e5 =
= =
g . g 5.00e4
o e 45,15 o
£ 8921473380, | ] 71.48 23 35 =
0.0
20 40 [=1u] 20
Time, min miz, amu
Ml ax. 9.7 e5 cps.

B oot A4z 0t 4430 4.

hlaz. 2. 6ef cps.

5
ag.73

2 EeT
" *{BD-1-3
2 20e7
=
2 40T
=
= 54 78
= aolD98 1851 3482 [ 56143 8160

' 20 aq £0 g0

Time, min

B 0445405 to 47208 min ...

[M-H]
442 .4
Q.7e5
o =1 BD-1-3
o Z0es
[
é G.0e5
= 40e5 2616
2]
= 2.0e5 F25.6.
= 2666, | 7904494 5105 sa08
200 200 400 500 ainln}
mfz, amu



Mar. Drugs 2014, 12

Appendix of Spectra
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Figure SP1. C: IR spectrum of 1.
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'H-NMR spectrum of 1 (measured soon after dissolving 1

Figure SP1. E: 600 MHz

in CDCl5).
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CE0ET
€90°¢ ~
1L
101'€ —
9SI°¢

6S1°¢E

mw_,m/
L8I'E~
Lored
_mm.m%
9sTE—
POEE
80€°€ —+
m_m.m\
$y9¢€'E —

mowé
voc‘v/
w69
669t
0Lt
0ILy
Vs 4
9ILY
oTL'y
€Ly
LTLy—
IELY 7
8EL'Y
YLy

8pc'c
14399
19§°S1

8TL'S
mvﬁww
€SL'S
~R.m.\.

8¥6'S —

0509~
$90'9

80L'9
L9 V.
€EL'9 M
LYL9
S9L'9 s

981
€0
08°0
<81
%_w.o
ﬁvn_.o

170

—6°0

45540 335 330 325 320 3.15 3.10 3.05 3.00

470 465 4.60

6.1 60 59 58 57 56 55 4.75

6.70

6.80

9E8°0~_
9480~
898°0 /F
088°0
168°0
20’1
970°1
$50'] \
LE0']
9301 \
6011
e
AR
€871 —
s6t1/
6951~
6861 —

86'1
066°1
000T

£00T~
800°C
110°T
120°C
620'C

L6ST
919°C
079°C
679°C
0$9°C
£99°T
1597/

88°0

080

1o

2.1

2.6

2.7

Solvent

0.C

0.5

1.0

1.5

2.0

3.5 3.0
fI (ppm)

4.0

6.5 6.0 5.5 5.0 4.5

7.0



Mar. Drugs 2014, 12

Figure SP1. G: 150 MHz **C-NMR spectrum of 1 in CDCls.
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Figure SP1. I: *H-"H COSY spectrum of 1 in CDCls.
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Figure SP1. J: HMQC spectrum of 1 in CDCls.
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Figure SP1. K: HMBC spectrum of 1 in CDCls.
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Figure SP1. L: NOESY spectrum of 1 in CDCls.
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Figure SP1. M: 400 MHz *H-NMR spectrum of 1 in CD3OD.
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Figure SP1. N: 100 MHz **C-NMR spectrum of 1 in CDsOD.
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Figure SP1. O: 'H-'H COSY spectrum of 1 in CD;0D.
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Figure SP1. P: HSQC spectrum of 1 in CD3;OD.
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Figure SP1. Q: HMBC spectrum of 1 in CD30D.
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Figure SP2. A: Positive (A) and negative (B) ESIMS spectra of 2.

B 010184 to 0209 min fram Sample 78 (1307 of FSM.wiff (Turba Spray), Centroided Max 9.8e6 ops.
- 863.9
— A 2352
o B0e6
T a52 .6
5
£ 40e6
Z0eh -
2745 28T e 7a0.0 o0z .0
246 5. O U 3633 3736 ~F14 51285405 5665 es005800. 7050 TUE 7618 7asg e8] | 9eE
250 300 250 400 450 500 550 600 650 700 750 200 250 Qoo 950
miz, amu
B .31:0.184 to 0208 min fram Sample 75 (1307 of FSh.wiff (Turbo Spray), Centroided, Centroided hiax. 3.4e6 cps.
3 defi 8818
30e6 B
2 5eh
= Z0efiq
=
I 1566
=
1.0e6
207 8 o210
5.0e5 518
RS 2555 2ERS  _3R6E 4003 4203 455 504 GO7H. EISE_6400 7030 740 70105037 S0 8913 di1.s | )
250 200 350 400 450 500 550 600 650 700 750 500 850 J=lala] a50
miz, amu
Figure SP2. B: Positive HRESIMS spectrum of 2.
400000
863.4969
3500007 68.75%
300000
2500001
864.4994
200000 7.14%
885.4780
1500007 26.58%
1000001 886.4817
865.5027 4.38%
0.01%
50000 ’ 887.4846 901.4518
3.76% 3.97%
L1 L [,
(}“““““““““““‘“““““““““““““‘“““““

T T T T
850 852 854 856 858 860 862 864 866 868 870 872 874 876 878 880 882 884 886 888 890 892 894 896 898 900 902 904 906 908 910 912 91«

n/z (Da)



Mar. Drugs 2014, 12 S35
Figure SP2. C: IR spectrum of 2.
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Figure SP2. D: UV spectrum of 2 in MeOH.
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Figure SP2. E: 600 MHz *H-NMR spectrum of 2 in CDCls.
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Figure SP2. F: 150 MHz **C-NMR spectrum of 2 in CDCl.
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Figure SP2. G: DEPT spectra of 2 in CDCls.
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Figure SP2. H: *H-'H COSY spectrum of 2 in CDCls.
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Figure SP2. I: HMQC spectrum of 2 in CDCls.
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Figure SP2. J: HMBC spectrum of 2 in CDCls.
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Figure SP2. K: ROESY spectrum of 2 in CDCls.
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Figure SP3. A: Positive (A) and negative (B) ESIMS spectra of 3.
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Figure SP3. B: Positive HRESIMS spectrum of 3.
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Figure SP3. C: IR spectrum of 3.
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Figure SP3. E: 600 MHz *H-NMR spectrum of 3 in CDCls.
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Figure SP3. F: 150 MHz **C-NMR spectrum of 3 in CDCls.
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Figure SP3. G: DEPT spectra of 3 in CDCls.
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Figure SP3. H: *H-'H COSY spectrum of 3 in CDCls.
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Figure SP3. I: HMQC spectrum of 3 in CDCls.
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Figure SP3. J: HMBC spectrum of 3 in CDCls.
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Figure SP3. K: ROESY spectrum of 3 in CDCls.
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S46

Figure SP4. A: Positive (A) and negative (B) ESIMS spectra of 4.
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Figure SP4. B: Positive HRESIMS spectrum of 4.
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Figure SP4. C: IR spectrum of 4.
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Figure SP4. E: 400 MHz *H-NMR spectrum of 4 in DMSO-d.
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Figure SP4. G: *H-'H COSY spectrum of 4 in DMSO-ds.
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Figure SP4. H: HMQC spectrum of 4 in DMSO-d.
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Figure SP4. I: HMBC spectrum of 4 in DMSO-ds.
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Figure SP4. J: NOESY spectrum of 4 in DMSO-ds.
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