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"[T %> Fn [ ISA nmol/mg
E 1 27.3
[ 2 54.4
E 3 27.6
[ 4 1.0
E 5 301
[ 6 2383
E 7 39.4
[ 8 152.9
E 9 127
C 10 262.1
[ 11 27.9
E 12 64.6
[ 13 1.4
E 1 32
[ 15 32.1
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'H NMR (CDCls) §9.533 (s, 1H, CHO), 4.388 (m. iH, H-3), 3.000 (dd,
J=14.0, 4.0 Hz, 1H, H-4e), 0.927 (s, 3H, CH;-19), 0.827 (d, J=6.8 Hz, 3H, CHa-
21), 0.782 (d, J=6.8 Hz, 3H, CHj), 0.778 (d, J=6.8 Hz, 3H, CH3), 0.603 (s, 3H,
CH;-18); °C NMR (CDCly) & 217.90 (C-5), 202.76 (C-6), 70.81 (C-3), 55.96
(C-17), 5426 (C-14), 52.52 (C-10), 46.70 (C-4), 44.17 (C-7), 42.43 (C-13),
42.17 (C-9), 39.75 (C-12), 39.33 (C-24), 35.85 (C-22), 35.61 (C-20), 34.58 (C-
8), 33.99 (C-1), 27.87 (C-25), 27.73 (C-16), 27.52 (C-2), 25.22 (C-15), 23.62 (C-
23), 22.91 (C-11), 22.70 (C-27), 22.44 (C-26), 18.44 (C-21), 17.46 (C-19), 11.42
(C-18). HRMALDITOFMS Cy;HisO:Na (M+Na)" IT# 3 HEHEfE 441.3339,
EHIfE 441.3355
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JP 2007-504250 A 2007.3.1

"H NMR (CDCls): 5 10.994 (s, 1H, NH), 9.107 (d, J=2.8 Hz, 1H, H-3"),
8.316 (dd, J=9.6, 2.8 Hz, 1H, H-3", 7.923 (d, J=9.6 Hz, 1H, H-6"), 7.419 (dd,
J=6.0, 3.6 Hz, 1H, H-6), 4.417 (m, 1H, H-3), 2.971 (dd, J=13.6, 4.0 Hz, 1H, H-
4e), 1.076 (s, 3H, CH3-19), 0.915 (d, J=6.4 Hz, 3H, CH;-21), 0.853 (d, J=6.4 Hz,
3H, CH;), 0.849 (d, J=6.4 Hz, 3H, CH3), 0.710 (s, 3H, CH;-18); '°C NMR
(CDCly) 8 216.05 (C-5), 150.84 (C-6), 144.96 (C-1'), 137.87 (C-4", 130.23 (C-
51, 128.90 (C-2"), 123.50 (C-3", 116.52 (C-6"), 71.42 (C-3), 56.07 (C-17), 54.54
(C-14), 52.69 (C-10), 47.34 (C-4), 42.61 (C-13), 42.61 (C-9), 39.82 (C-12),
39.42 (C-24), 36.99 (C-8), 35.96 (C-22), 35.67 (C-20), 34.13 (C-1), 32.65 (C-7),
27.98 (C-16), 27.93 (C-25), 27.90 (C-2), 25.31 (C-15), 23.70 (C-23), 23.12 (C-
11), 22.78 (C-27), 22.52 (C-26), 18.56 (C-21), 17.77 (C-19), 11.67 (C-18);
HRMALDITOFMS Cs3HsoNsOgNa (M+Na) (2339 5t 5 1E 621.3622,
EAE 621.3622: Apay 360 nm, £2.57 £ 0.31 x 10° M 'em’!
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(97) JP 2007-504250 A 2007.3.1

Ooo0oooao
"H NMR (CDCl5) & 9.689 (d, J=2.8 Hz, 1H, CHO), 4.115 (m, 1H, H-3),

3.565 (s, 1H, 3B-OH), 2.495 (7o— ks, 1H, 5p-OH), 2.234 (dd, J=9.2, 3.2 Hz, 1H,
H-6), 0.920 (s, 3H, CH;-19), 0.904 (d, J=6.4 Hz, 3H, CH;-21), 0.854 (d, J=6.8
Hz, 3H, CH), 0.850 (d, J=6.8 Hz, 3H, CH,), 0.705 (s, 3H, CH;-18); °C NMR
(CDCl3) & 204.74 (C-7), 84.26 (C-5), 67.33 (C-3), 63.89 (C-9), 56.10 (C-14),
55.67 (C-17), 50.42 (C-6), 45.47 (C-10), 44.72 (C-13), 44.22 (C-4), 40.02 (C-8),
39.67 (C-12), 39.44 (C-24), 36.15 (C-22), 35.58 (C-20), 28.30 (C-16), 27.98 (C-
2), 27.91 (C-25), 26.69 (C-1), 24.55 (C-15), 23.78 (C-23), 22.78 (C-27), 22.52
(C-26), 21.54 (C-11), 18.71 (C-21), 18.43 (C-19), 12.48 (C-18).
HRMALDITOFMS Cy7HysOsNa (M+Na)" [Tt 9 3 5HE1E 441.3339,

EAI{E 441.3351
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(98) JP 2007-504250 A 2007.3.1

good
'H NMR (CDCl;) 11.049 (s, 1H, NH), 9.108 (d, J=2.4 Hz, 1H, H-3Y),

8.280 (dd, J=9.6, 2.6 Hz, 1H, H-5"), 7.901 (d, J=9.6 Hz, 1H, H-6"), 7.561 (d,
J=7.2 Hz, 1H, H-7), 4.214 (m, 1H, H-3), 3.349 (s, 1H, 3-OH), 2.337 (dd, }=9.2,
6.8 Hz, 1H, H-6), 0.967 (s, 3H, CH;-19), 0.917 (d, J=6.8 Hz, 3H, CH;-21), 0.850
(d, J=6.4 Hz, 3H, CH,), 0.846 (d, J=6.4 Hz, 3H, CHa), 0.713 (s, 3H, CH;-18);
3C NMR (CDCl3) § 155.18 (C-7), 145.12 (C-1"), 137.51 (C-4"), 129.91 (C-5",
128.64 (C-2"), 123.57 (C-3"), 116.36 (C-6"), 83.35 (C-5), 67.56 (C-3), 56.34 (C-
17), 56.34 (C-9), 55.56 (C-14), 51.47 (C-6), 45.50 (C-lo), 44.76 (C-13), 43.62
(C-4), 42.59 (C-8), 39.66 (C-12), 39.43 (C-24), 36.16 (C-22), 35.58 (C-20),
28.50 (C-16), 28.07 (C-2), 27.98 (C-25), 27.70 (C-1), 24.67 (C-15), 23.78 (C-
23), 22.78 (C-27), 22.52 (C-26), 21.63 (C-11), 18.75 (C-21), 18.67 (C-19), 12.48
(C-18); HRMALDITOFMS Cj33HsoN,O¢Na (M+Na)+ <9 % 5 518 621.3622,
=flfE 621.3625. HPLC-MS#H : Ry 20.84 ; [M-H]597; Anux 361 nm,
£2.47 4 0.68x 10*M 'em™
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(99) JP 2007-504250 A 2007.3.1

ooooodd
'H NMR (CDCls)

§9.574 (s, 1€, CHO), 6.769 (m, 1H, H-3), 5.822 (d, J=10 Hz, 1H, H-4), 2.512
(dd, J=16.8, 3.6 Hz, 1H, H-7), 1.070 (s, 3H, Cl5-19), 0.882 (d, J=6.8 Hz, 3H,
CH;-21), 0.845 (d, =6.8 Hz, 3H, CH3), 0.841 (d, J=6.8 Hz, 3H, CHs), 0.674 (s,
3H, CH;-18); °C NMR (CDCls) 5 208.22 (C-5), 202.42.(C-6), 147.46 (C-3),
128.44 (C-4), 56.08 (C-17), 54.96 (C-14), 47.80 (C-10), 45.05 (C-7), 42.33 (C-
13), 42.04 (C-9), 39.73 (C-12), 39.43 (C-24), 35.93 (C-22), 35.71 (C-20), 35.42
(C-1), 33.77 (C-8), 27.97 (C-25), 27.67 (C-16), 25.22 (C-15), 24.67 (C-2), 23.71
(C-23), 23.27 (C-11), 22.77 (C-27), 22.51 (C-26), 18.54 (C-21), 17.71 (C-19),
E 11.48 (C-18). HRMALDITOFMS Ca7H,s0; (M+H)' 12343 5 S 1B 401.3414,

[ SEAIME 401.3404
]
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(100) JP 2007-504250 A 2007.3.1

ooooaod

'H NMR (CDCl;) & 10.958 (s, 1H, NH), 9.104 (d, J=2.4
Hz, 1H, H-3", 8.288 (dd, ]=9.8, 2.8 Hz, 1H, H-5"), 7.896 (d, J=9.6 Hz, 1H, H-6"),
7.337 (dd, J=5.6, 5.6 Hz, 1H, H-6), 6.771 (m, 1H, H-3), 5.822 (d, J=10 Hz, 1-H,
H-4), 2.600 (ddd, J=16.4, 4.8, 4.8 Hz, 1H, H-7), 1.139 (s, 3H, CHs-19), 0.897 (d,
J=6.4 Hz, 3H, CH;-21), 0.840 (d, J=6.8 Hz, 3H, CHa), 0.837 (d, ]=6.8 Hz, 3H,
CH3), 0.703 (s, 3H, CHa-18); °C NMR (CDCl;) § 207.78 (C-5), 151.17 (C-6),
147.69 (C-3), 145.00 (C-1%), 137.61 (C-4"), 129.97 (C-5"), 128.52 (C-2"), 128.38
(C-4), 123.48 (C-3Y, 116.46 (C-6'), 56.05 (C-17), 54.68 (C-14), 47.87 (C-10),
42,30 (C-13), 41.69 (C-9), 39.72 (C-12), 39.37 (C-24), 36.35 (C-8), 35.91 (C-
22), 35.66 (C-20), 35.34 (C-1), 32.84 (C-7), 27.93 (C-25), 27.73 (C-16), 24.93
(C-15), 24.68 (C-2), 23.69 (C-23), 23.24 (C-11), 22.74 (C-27), 22.48 (C-26),
18.52 (C-21), 17.81 (C-19), 11.58 (C-18); HRMALDITOFMS Cj3HasN4OsNa
(M+Na)" 1239 B 5t 81E 603.3517, EAIE 603.3523. HPLC-MS
B Rr 18340 [M-H] 579 ; A 360 1m, £2.29 = 0.23 x 10° M'em™
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(101) JP 2007-504250 A 2007.3.1

Dooooao
'H NMR (CDCl;) § 9.703 (d, J=3.2, 1H, CHO), 5.716 (m, 2H, H-3 6 &¢

H-4), 2.398 (dd, J=9.6, 3.6 Hz, 1H, H-6), 0.953 (s, 3H, CHx-19), 0.904 (d, J=6.4
Hz, 3H, CH;-21), 0.854 (d, 1=6.4 Hz, 3H, CH3), 0.849 (d, J=6.4 Hz, 3H, CHy),
0.706 (s, 3H, CH:-18); *C NMR (CDC3) & 204.41 (C-7), 134.21 (C-3), 126.66
(C-4), 81.44 (C-5), 64.49 (C-9), 55.86 (C-14), 55.55 (C-17), 48.44 (C-6), 45.12
(C-10), 44.47 (C-13), 39.92 (C-8), 39.45 (C-12), 39.40 (C-24), 36.16 (C-22),
35.57 (C-20), 29.06 (C-1), 28.31 (C-16), 27.98 (C-25), 24.73 (C-15), 23.76 (C-
23), 22.78 (C-27), 22.53 (C-26), 21.69 (C-2), 21.24 (C-11), 18.74 (C-21), 18.44
(C-19), 12.37 (C-18); HRMALDITOFMS Ca7Ha402Na (M+Na)™ (259 %
SHET{E 423.3233, EBHE 423.3240
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a a
"H NMR (CDCl;) +5v2-7h 11.060 (s, 1H, NH), 9.119 (d, J=2.8 Hz, 1H, H-3",

8.291 (dd, J=9.2, 2.0 Hz, 1H, H-5"), 7.930 (d, J=9.6 Hz, 1H, H-6"), 7.546 (d,
J=7.2 Hz, 1H, H-7), 5.761 (ddd, J=10.2, 4.4, 2.0 Hz, 1H, H-3), 5.705 (d, J=9.6
Hz, 1H, H-4), 2.485 (dd, J=10.4, 7.6 Hz, 1H, H-6), 0.977 (s, 3H, CH;-19), 0.917
(d, J=6.4 Hz, 3H, CH;-21), 0.848 (d, J=6.8 Hz, 3H, CH3), 0.844 (d, ]=6.4 Hz,
3H, CHa), 0.707 (s, 3H, CH;-18); 'H-'H ROESY NMR &&E 448

(H4-Hg), (Hs-H7), (H7-Hs), (H7-Hyo), %448 (Hs-His), (Ha-Hy), (Hs-

Hig), (Hg-Hjo); *C NMR (CDCls) 8 154.62 (C-7), 145.09 (C-1Y), 137.59 (C-4",
133.89 (C-3), 129.94 (C-5"), 128.68 (C-2), 127.12 (C-4), 123.57 (C-3"), 116.42
(C-6"), 80.91 (C-5), 56.83 (C-9), 56.07 (C-14), 55.39 (C-17), 49.58 (C-6), 45.00
(C-10), 44.58 (C-13), 42.50 (C-8), 39.44 (C-12), 39.44 (C-24), 36.17 (C-22),
35.54 (C-20), 30.46 (C-1), 28.53 (C-16), 27.98 (C-25), 24.91 (C-15), 23.74 (C-
23), 22.77 (C-27), 22.52 (C-26), 21.79 (C-2), 21.31 (C-11), 18.76 (C-21), 18.76
(C-19), 12.34 (C-18). HPLC-MS #&! : R 18.3 4 5 [M-H] 579; Amax 364 nm,
£232+0.17x 10°M'em™!

O

10

20

30

40

50



L
{
L
C
C
L
C
L
L
{
L
C
C
L
C

C
L
L
{
L
C
C
L
C
L
L
{
L
C
C

(102) JP 2007-504250 A 2007.3.1
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8a ® 'HNMR (CDCL)
$9.958 (s, 1H, CHO), 3.711 (tt, J=10.8, 4.5 Hz, 1H, H-3), 3.475

(dd, J=14.1, 4.8, 1H, H-4), 2.563 (dd, J=11.0, 11.0 He, 1H, H-8), 0.953 (s, 3H,
CHs-19), 0.941 (d, J=6.9 Hz, 3H, CH5-21), 0.881 (d, J=6.6 Hz, 3H, CH3), 0.876
(d, J=6.6 Hz, 3H, CH), 0.746 (s, 3H, CH;-18); “C NMR (CDCl;) & 189.44 (C-
7), 168.74 (C-5), 139.21 (C-6), 70.88 (C-3), 60.16 (C-9), 55.40 (C-17), 54.48 (C-
14), 46.35 (C-10), 46.19 (C-8), 45.27 (C-13), 39.86 (C-12), 39.55 (C-24), 36.26
(C-4), 36.22 (C-22), 35.64 (C-20), 33.93 (C-1), 31.32 (C-2), 28.62 (C-16), 28.09
(C-25), 26.65 (C-15), 24.00 (C-23), 22.90 (C-27), 22.64 (C-26), 20.80 (C-11),
19.02 (C-21), 15.73 (C-19), 12.59 (C-18); HRMS Ca7H4qO;Na (M+Na)™ (=37 %
SHE{E 423.3233, E£HE 423.3239
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'H NMR (CDCl:)
8 10.017 (s, 1H, CHO), 6.919 (d, J=10.2 Hz, 1H, H-4), 6.225 (m, 1H, H-3),
2.675 (dd, J=10.8, 10.8 Hz, 1H, H-8), 0.950 (d, J=6.9 Hz, 3H, CH;-21), 0.914 (s,
3H, CH;-19), 0.882 (d, J=6.8 Hz, 3H, CH3), 0.877 (d, ]=6.8 Hz, 3H, CH3), 0.769
(s, 3H, CH3-18); '*C NMR (CDCl;) 6 189.41 (C-7), 163.33 (C-5), 138.18 (C-6),
135.75 (C-3), 120.68 (C-4), 59.54 (C-9), 55.41 (C-17), 54.30 (C-14), 45.47 (-
8), 45.08 (C-10), 44.72 (C-13), 39.79 (C-12), 39.55 (C-24), 36.27 (C-22), 35.65
(C-20), 34.18 (C-1), 28.62 (C-16), 28.09 (C-25), 26.72 (C-15), 24.00 (C-23),
23.96 (C-2), 22.90 (C-27), 22.64 (C-26), 20.72 (C-11), 19.03 (C-21), 14.87 (C-
19), 12.62 (C-18); HRMALDITOFMS Cy;Hy30 (M+H) (2349 2 55 (&
383.3308, EifIfE 383.3309
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'H NMR 5a §9.527 (d, J=3.2
Hz,1H, CHO), 3.876 (m, 1H, H-3), 0.860 (d, J=6.4 Hz, 3H, CH;-21), 0.772 (d,
J=6.8 Hz, 3H, CHs), 0.767 (d, J=6.8 Hz, 3H, CH3), 0.771 (s, 3H, CH;-19), 0.642
(s, 3H, CH;-18).

3H, CH;-19), 0.811 (d, J=6.8 Hz, 3H, CHa), 0.807 (d, J=6.4 Hz, 3H, CH,-21),
0.615 (s, 3H, CH;-18)
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"H NMR

(CDCly) § 9.341 (s, LH), 8.567 (d, J=8.4 Hz, 1H), 8.358 (dd, J=7.2, 1.2 Hz, 1H),
8.290 (d, J=8.4 Hz, 1H), 7.550 (dd, J=8.4, 7.6 Hz, 1H), 7.539 (dd, J=8.4, 7.6 Hz,
1H), 7.167 (d, J=7.6 Hz; 1H), 7.000 (t, J=4.0 Hz, 0.92H + 5>z}, 6.642 (dd, J=6.8,
2.8 Hz, 0.08H »2), 4.273 (bs, 1H), 3.045 (dd, I=13.6, 3.4 Hz, 1H), 2.869 (s, 61I),
2.233 (d, J=13.6 Hz, 1H), 2.097 (dt, J=18, 4.4 Hz, 1H),1.162 (s, 3H), 0.904 (d,
J=6.4 Hz, 3H), 0.899 (d, J=6.8 Hi, 3H), 0.892 (d, J=6.4 Hz, 3H), 0.513 (s, 3H);
13C NMR (CDCls) 8 209.66, 151.77, 149.49, 133.52, 131.20, 130.99, 129.64
(20)*, 128.52, 123.25, 118.83, 115.25, 71.07, 56.20, 52.68, 52.56, 47.10, 45.40,
42.32, 40.81, 39.82, 39.48, 36.51, 36.05, 35.79, 34.39, 31.05, 28.02, 27.74,
27.30,24.27,24.13, 22.99, 22.84, 22.56, 18.53, 17.45, 11.31; HRMALDIFTMS
CioHsoN304aSNa (M+Na) (23§ B 5 HE 688.4118, ERIfE 688.4152; R 0.43
(BB T FIL-~FH 2 (7:3)]
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[ 'H NMR (CDCly) § 8.557 (d, ]=8.8 Hz,
E 1H), 8.372 (dd, J=7.2, 1.2 Hz, 1H), 8.300 (d, J=8.8 Hz, 1H), 8.084 (s, |H),

[ 7.575 (dd, J=8.8, 7.6 Hz, 1H), 7.554 (dd, J=8.8, 7.6 Hz, 1H), 7.197 (d, ]=7.6 Hz,
U 1H), 7.057 (d, J=7.2 Hz, 0.84H r >+), 6.517 (d, J=5.2 Hz, 0.16H »2), 4229 (m,
E 0.17H »2), 4.004 (m, 0.83H +5v2), 2.905 (s, 6H), 2.379 (bm, 4H), 1.913 (dd,

[ 1=9.6, 7.2 Hz, 2H), 0.886 (d, ]=6.8 Hz, 3H), 0.879 (d, J=6.4 Hz, 3H), 0.841 (d,
EJ#ME&JHLQ@I@JHLQ%B@JHL”CNMRKDCMSIMOM,

[ 133.425, 131.367, 130.912, 129.695, 128.611, 123.350, 115.121, 83.268, 70.469,
E 67.079, 55.773, 55.677, 55.280, 51.652, 45.429, 45.038, 44.372, 43.129, 42.443,
[ 39.488, 36.143, 35.585, 28.580, 28.458, 27.984, 27.766, 23.850, 22.825, 22.549,
[ 21.389, 18.659, 18.063, 12.192; HRMALDIFTMS C39HsoN30,SNa (M+Na)
EEﬁ?é%%ﬁ6%4“&%mﬁ6%4“&&&“[%&1%»—
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'H NMR 600 MHz (5, ppm, CDCls):

9.61 (s, 1H), 4.47 (s, 1H), 3.09 (dd, 1H, J= 13.6 Hz, 4.0 Hz), 2.25- 2.40 (m,
3H), 2.15-2.19 (m, 1H), 1.01 (s, 3H), 0.88 (d, 3H, J= 6.1 Hz), 0.67 (s, 3H). "*C

42.5,42.1,39.8,39.3,35.9,35.7,34.7,34.0,27.8,27.7, 27.5, 253, 23.7, 23.0,
18.5,17.5,11.5
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'H
NMR 600 MHz (8, ppm, CDCL): 9.69 (s, 1H), 4.11 (s, 1H), 2.23 (dd, 1H, J =
9.2 Hz, 3.0 Hz), 0.91 (s, 3H), 0.90 (d, 3H, J = 6.6 Hz), 0.70 (s, 3H); 'C NMR
150 MHz (5, ppm, CDCls): 204.7, 84.2, 67.3, 63.9, 56.1, 55.7, 50.4, 45.5,
44.7,44.2, 40.0,39.7, 39.3, 36.1, 35.6, 28.3, 27.9, 27.5, 26.7, 24.5, 23.8, 21.5,
18.7,18.4, 12.5
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[ iH
E NMR 400 MHz (3, ppm, CDCly): 9.60 (s, 1H); 4.47 (s, 1H), 3.40 (dd, J=13.6
[ Hz, 4Hz, 1H); 1.00 (s, 1H), 0.91 (d, J= 6.4Hz, 3H), 0.67 (s, 3H). "*C NMR 100
E MHz ( 8, ppm, CDCls): 218.7, 202.9, 179.8, 70.9, 55.5, 54.1, 52.5, 46.4, 44.0,
[ 42.4,42.1,39.6,35.1, 34.5, 34.0, 30.8, 30.4, 27.5,27.3, 25.1,22.8, 17.9, 174,
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NMR 150 MHz (8, ppm, CDCly): 217.5, 202.8, 71.0, 56.1, 54.2, 52.6, 46.8, 44.1,
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