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A=y

| Cyq

4 2-7AOEEMATE

1. 65nM

7 2-OFEMATE

TnM

10 2—-200EMATE

EnM

13 2~7JAOMATE
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Rr0.83; vmax

(KBr) 1770, 1720 (C=0) cnr'; 8y (400 MHz, CDCL) 0.91 (3H, s, C-18-Chiy), 1.42-2.19
(118, m), 2.29 (3H, 5, CHyCO), 2.38-2.54 (2H, m), 2.9 (2H, t, J = 443 Hz, C-6-CH)),
6.81 (IH, d, Jo2.4, cani = 2.14 Hz, C-4-H), 6.36 (1H, 0d, Jown, c2n = 2.44 Ha it Jorp .
2= 854 He, C-2-H)H¥%7.28 (IH, d, Jozu, cru = 824 Hz, C-1-H); MS mi (FAB+)
4662 [10, (M+H+NBAYT, 313.2 [65, (M+H)"], 270.2 [100, (M+H-CH;CO)'}; MS mr
(FAB-) 269.2 [1 00, m-cmcoy].rmg@c, 76.9; H, 7.83 CzgHz40; ;@%ﬁf@ C, 76.89; H,

7.74%. .
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K BS 0.89 v 0.62 (A% A ) ;
vmax (KBx) 1770, 1730 (C=0) cni'; 84(400 MHz, CDCE) 091 (3H, 5, C-18-CHy), 1.25-
23 (128, m), 2.34 (3H, 5, CH;CO), 2.5 (1H, m), 2.86 (2H, t, J = 458 Ha, C-6-CHy), 6.85
(1H, s, C-4-H) and 7.49 (1H, 5, C-1-H); MS m/z (FAB+) 545.2 [90, (M+H+NBAY'], 391.2
(100, (M)"), 348.1 {90, (M-CH;COY], 3301 (10} Acc. MS (FAB+) 391.08559

CanH24Br0; TEE (A, 391.09088. T3YA C, 61.2; H, 5.89; Cyoblys BrO, i
% y W2y 8, 3,09, 3 C, 6‘39,
H, 5.92%. sl
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R

05157 0.64 (¥4 &) vmax (KBr) 1710 (C=0) caf'; 3y (400 MHz, CBCY) 0.7

(38, 5, Ciy), 1.4-2.52 (13H, m), 2.84 (2H, m, C-6-CHa), 532 (M, brs, JATedi:

D,0, OH), 6.73 (1H, 5, C-d-H) #F¥7.52 (1H, 5, C-1-H); 3¢ (400 MEHz, CDCH) 13.81 (q,
C-18), 21,56 (8, 25.89 (6}, 26.26 (9, 29:9 (), 31.54 (1), 31.91 (9, 38.04 (d), 43.6 (qd), 47.93
(s, CL3), 50.38 (d), 114.94 (d, C-4), 135.04 (¢, C-1), 12884 (s), 130.92 (s), 119.02 (s),
152.7 (5, C-3) and 220 (s, C-17-C=0); MS m/z (FAB¥) 502.1 {20, (M-+NBA) ]_, 349.1
[100, (M)*], 271.0 (20); MS m/z (FAB-) 502.2 [40, (MNBAYT], 348.1 {100, (M-H)]; Ace.
MS (FAB+) 34807532 CigHy Bz Wiffh 34807249, EH|fp C. 6072 H, 594

CigHa Brr ;‘ghﬁﬁ C, 61.9; H, 6.06%.
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gooao

RBs 0.43 54 0.61 (rhy ) 5 vmax (KBr) 3500, 3300 (NHy), 1730 (C=0),
1390 (SO;N) cni™'; 81 (400 MHz, acetone-ds) 0.92 (3H, 5, CHj), 1.41-2.49 (13H, m), 2.86
(2H, m, C-6-Hy), 7.27 (14, 5, C-4-II), 7.32 (2H, br s, L;(‘F‘oiﬁ;‘ﬁ;‘. D;0, OSONHz) g
7.55 (1H, 5, C-1-H); MS m/z (FAB+) 428.1 [100, (M)"]), 349.2 [40, (M+H-SO:NHy)']; MS
miz (FAB-) 580.2 [M-H+NBAJ, 428.1 [100, (M)], 349.1 {30, (M+H-S0;:NHz)']; Acc. MS
(FAB+) 428.04299 CisHnBiNO;S 35{R 4. 428.05311. ‘zﬁ‘lﬁ C, 49.1; H; 5.18; N, 3.60;
CisHazBrNQuSTRIg 4 : C, 50.47; H, 5.18; N, 3.27%.
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R 0.8 g 0.67 (Whw %) 5 vmax
(KBr) 1770, 1730 (C=0), 51 (400 MHz, CDCh) 0.92 (3H, 5, C-18-CHs), 1.4-231 (124,
m), 2.34 (3H, 5, CE:C0), 2.5 (1H, m), 2.87 (2H, ¢, / = 4.27 Hz, C-6-CHy), 6.82 (14, 5, C-
) 55 7.69 (18, 5, C-1-H) MS m/z (FAB¥) 592.1 (20, (M+H+NBA)', 439.1 (80,
(M+)*, 396.1 [100, (M+H-CH;CO)'], 270.2 (40); Acc. MS (FABY) 439.07667

CaobaalOs 395 1. 43907702, WG C, 542 B, 53 GoBuslOs ffb © M3 H,

5.20%.
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§0.75; vmax (KBr) 3400 (OH), 1730 (C=0)

s 5,270 Mz, CDCE) 091 (3K, 8, C-18-CHs), 14-2.56 (13H, m), 283 (2H, m, O

CHa), 524 (16, 5, PR (D0, C3-0H), 6.74 (1,5, C4-H) 4p752 (1H,5,C-
1-H); B¢ (400 MHz, CDC}) 13.82 (q, C-18), 2L.57 (), 25.89 (1), 2626 (1), 20.98 {9), 31.57
©, 3181 (0), 39.0 (), 439 (), 483 (5, C13), 50.38 (&), 116.54 (¢, C-4), 138.14 d, C-1),
129,64 (8, 131.92 (5), 13802 (s), 153.6 (s, C-3) and 220 {5, C-17, C=0); MS m/z (FAB+)
550.1 [20, (M+H+NBAY'), 396.1 (100, (M)'], 2712 (40); MS miz (FAB-) 549.2 Ezo,
(MNBAY], 395.1 {100, (M-H)}; Acc. MS (FABH) 397.0651 CisHulO2 39%5E

. 0,
397.06646. Tpife C, 53.7; H, 534 CushialO: PG4 C, 5456, H, 5.34%.
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& 0.61 %a¥ 0.73 (A4%+) 5 vmax (KBr) 3500, 3200 (NHy), 1720 (C=0),
1390 (SO2) eni’'; 8u (400 MHz, acetone-ds) 0.92 (3H, 5, CHy), 1.4-2.53 (13H, m), 2.83
(2H, m, C-6-Fy), 7.25 (1H, 5, C-4-H), 7.32 2H, brs, JATvA R *  D:0, OSONHy) g
7.76 (1H, s, C-1-H); MS m/z (FAB+) 629.1 [40, (M+H+NBA)], 476.1 [100, (M+H)'],
396.1 [40, (M+H-SOsNHz)']; MS m/z (FAB-) 628.1 [35, (M+NBAY), 474.1 100, (M-H)’
T, 3951 [20, (M-SONHp)), Acc. M3 (FAB+) 476.03874 CpHpINO4S ;‘;ﬁfﬂ?’@
47603926, f’{jﬁ(j@, C, 45.8; H; 4.74; N, 2.85; CisHuINOS @ﬁﬁ. C, 4543; H, 4.66; N,

2.95%.
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(40) JP 4931312 B2 2012.5.16

Rfs 0.78 dkv 0.67 (TdTf) ; vmax

~0), 514(400 MHz, CDCE) 0.50 (3. 5, C-13-CHy), 1.38-229 (121,

r) 1770, 1730:(C "
e 287 (28, m, C-6-CHy), 6.85 (1H, 5, C-4-ID ¥

m), 233 (3H, s, CH;C0), 2.5 (1H, m),
734 (14, 5, C-1-H).

gbooboooboooognn

gbooooooognn
oo

mp 221-223 °C; TLC
( 7eatin/Tely 8:1): B 0.70; vmax (XBr) 3400 (OH), 1730 (C=0) cni’; 5y (270
MHz, CDCL) 0.91 (3H, s, C-18-CHj), 1.4-2,54 (13H, m), 2.84 (2H, m, C-6-CH:), 5.27
(Hs, D20 €42 |, C3-0H), 671 (1H, 5, C4-H) 764731 (1H, 5, C-1-H).

oooobOooooooOoooobooooooan
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O

mp > 163 °C (dec); TLC (7nnitic&f Teby
B:1Jsedil): RS 0.635000.74( A2 ), vmax (KBr) 3500, 3200 (NHp), 1720 (C=0),
1390 (SO2) crni'; 5y (400 MHz, CDCH/DMSO0-dg; 10:1) 0.93 (3H, 3, CHy), 1.4-2.51 (13H,
m), 2.86 (2H, m, C-6-Hy), 7.01 (2H, brs, D:o 7 B#h , OSONHy), 7.25 (1H, 5,
C-4-H)13wW1.35 (1H, s, C-1-H).
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2%7#) : P. C. Bulman Page, F. Hussain, J.L. Maggs, P. Morgan and B. Kevin Park,
Tetrahedron, 46, 2058-2068, 1990.£. 792,

CaHzFO;

MW 33039

Mp °C 83-88 (litt. 88-90)

'H NMR 270 MHz (CDCB): 0.91 (s, 3H, C-18-CHy), 1.38-1.75 (m, 6H), 1.90-245 (m,
6H), 2.32 (s, 3H, CHs) 2.46-2.57 (m, LH), 2.80-2.95 (m, 2H, C-6-H), 6.83 (d, 1H, /=83
Hz, C-4-H), 7.07 (d, 1H, /=132 Hz, C-1-E).

M/S m/z (+ve FAB, rel. int.): 331.1 (59, M™+1), 288.1 (100), 270.1 {22).

HRMS (+ve FAB) m/z ($1'%48, (CaoHzFOs)(M'+1) 331170948, 115, 331.170464.
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(42) JP 4931312 B2 2012.5.16

?,&%’ﬂﬁﬁ P.C. Bulman Page et al., Tetrahedron, 46, 2059-2068, 1990.&% 93_

0

CisHz FO,
MW 288.36
Mp °C 220-223 [Litt. 220-222 ( % 0 I-Fiu~ AT Z/-1L )]
'H NMR. 400 MHz (CDCh): 0.78 (s, 3H, C-18-CHy), 1.37-1.79 (m, 6H), 1.91-2.40 (m,
6H), 2.46-2.56 (m, 1H), 2.30-2.90 (m, 2H, C-6-H), 5.02 (d, 1H exch. D:0, J = 3.9 Hz, -
OH), 6.72 (4, 1H, J = 9.4 Hz, C4-H), 6.98 (d, 1H, /= 12.5 Hz, C-1-H).
'S¢ NMR 376 MHz (CDCh): -144.50 (¢, 1F,.J= 9.2 Hz). '
HPLC A< "R 145 MeOH:H0 = 60:40, 5 %2 ml/min, Column Waters Radialpak C18
8x 100 mm, 47, 270 nm, 2- 7nfus77oy RT = 11.69 min 96.85%, T4ty RT=
9.69 min, 3.15%. ‘
M/S m/z (+ve FAB, rel. int.): 289.0 (100, (M"+1)], 149.0 (33), 120.0 (35).
M/S vz (-ve FAB, rel. int.): 287.1.0 {100, (M™-1)], 200.0 (25), 140.0 (25), 123.0 (43).
HRMS (+ve FAB) m/s £ (& ( CiaHuFO}, M*288.152558 FE 288.151993.
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(43) JP 4931312 B2 2012.5.16

4]
F
Q
) HgN‘?"'o
Q
CisHaNOJFS
MW 36744
Mp 189-193°C

'H NMR 400 MEHz (CDCh): 091 (s, 3H, C-18-CHa), 1.36-1.70 (m, 6H), 1.52-236 (m,
6H), 2.46-2.57 (m, 1H), 2.80-2.95 (m, 2H, C-6-H), 5.03 (7|, 2H exch. RO, -N1),

7.11 (d, 1H, J=9.7 Hz, C-4-H), 7.13 (¢, 1H, /= 155 Hz, C-1-H).

I9F NMR 376 MHz (CDChY: -113.24 {dd, 1F,J = 15.5 Hz &7 = 9.7 Hz)

MJS méz (+ve FAB, rel. int): 367.0 (100, M), 350.0 (30), 288.1 (49), 2580 (32), 243.1

(38), 178 (34), 133.0 (30), 97.0 (35).

M/S m/z (-ve FAB, rel. int.): 366.0 {100, (M-H)Y'], 77.9 (21).
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