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Ooodoaod
Rf | RSyn Str Dat
1 1 MS (FAB+): 251
| X CN
~
N
2 2 MS (FAB+):270
| X CO,H
o
N
y 0
3 3 N\(J“ MS (FAB+):479
Me.. o) SMOEt
//S\\ O
oo
43 1 O COMe MS (ESI-): 307
Me\lg
lofe
4 4 COZH MS (ESI+): 295
Me\,,s\\
ONO)
5 5 ED\COZH MS (ESI+): 309
Me-s
ONO)
o /j/ZSfOEt MS (ESI+): 285
6 6 Py \« \g / ( )
H,C o) 0
OoooO00Ooaod
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oooao
ij
O——Me
7 7 HzN\(/%O MS (EI): 200
S
N O
8 8 HZN\gﬂOEt MS (EI): 278, 280
Br O
N @)
9 9 HZN\(;I#OE MS(EI): 234
c ©
OEt
Me
)
N .
10 | 10 Me O/z( /«{(o MS(FAB+):315
Me N S Et
" HO  OEt
e
O .
1| 1 Me—7 oL /E{(o MS (FAB+): 331
Me H g~ TEt
HZN\(/N OH
12 | 12 Sﬂoa MS (FAB+): 231
HCI Et O
H NMe OH
13 13 z OEt | MS(FAB+):301
~O \gﬂ
H,C o) o)
Me
Me ®)
Me
44 7 HZN\(/W MS(ED): 214
S
NMR2:0.21-0.27 (2H, m),
OBF 0.55-0.61 (2H, m), 0.97-1.08
14 | 14 (1H, m), 2.84 (2H, d, J = 6.9
i Hz), 7.22 (2H, d, J = 8.7 Hz),
7.39 (2H, d, J = 8.7 Hz)
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45

14

NMR2:1.96-2.11 (4H, m),

2.40-2.50 (2H, m), 3.81-3.89
(1H, m), 710 (2H, d, J = 8.4
Hz), 7.38 (2H, d, J = 8.4 Hz)

46

14

NMR2:0.66-0.73 (2H, m),
1.06-1.14 (2H, m), 2.08-2.17
(1H, m), 2.26 (3H, s), 7.02-7.24
(3H, m), 7.53 (1H, d, J = 8.1 Hz)

47

14

NMR2:0.66-0.74 (2H, m),
1.02-1.10 (2H, m), 2.13-2.23
(1H, m), 6.98-7.17 (3H, m),
7.47-7.54 (1H, m)

15

15

MS (ESI+):363

48

15

MS (ESI+):363

16

16

NMR2:0.15-0.20 (2H, m),
0.55-0.63 (2H, m), 0.98-1.08
(1H, m), 1.40-2.46 (9H, m), 3.05
(2H, d, J = 6.9 Hz), 7.18 (1H, d,
J=105Hz), 739 (2H,d, J =
8.4 Hz), 7.94 (2H, d, J = 8.4 Hz)

49

16

MS (ESI+):335
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17 17

CO,Et

Me

NMR2:0.71-0.77 (2H, m),
1.16-1.24 (2H, m),1.43 (3H, ¢, J
= 7.0 Hz), 2.11-2.21 (1H, m),
228 (3H, s), 444 (2H,q, J =70
Hz), 7.65 (1H, d, J = 8.4 Hz),
7.73 (1H, d, J = 1.8 Hz), 7.83
(1H, dd, J = 1.8, 8.4 Hz)

50 17

CO,Et

NMR2:0.72-0.79 (2H, m),
1.16-1.23 (2H, m),1.43 (3H, t, J
= 7.0 Hz), 2.13-2.22 (1H, m),
445 (2H, g, J = 7.0 Hz),
7.62-7.70 (2H, m), 7.82 (1H, dd,
J=18, 8.4 Hz)

18 18

CO,Et

MS (ESI+): 317

o1 18

CO,Et

Me

MS (ESI+): 331

92 18

CO,Et

MS (ESI+):335

19 19

COH

7\

MS(ESI+): 321

gooooao
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53

19

MS (ESI+): 335

94

19

|
J;OD:L o
S

MS (ESI+): 339

20

20

CO,Et
As é

7\

MS (ESI+): 351

21

21

NMR2: 0.99-1.07 (2H, m),
1.10-1.25 (2H, m), 1.32-1.40
(2H, m), 1.45-1.56 (1H, m),
1.57-1.93 (7TH, m), 2.15-2.24
(1H, m), 2.41-2.50 (1H, m),
2.75-2.86 (1H, m), 3.30-3.40
(1H, m), 4.05-4.19 (2H, m),
4.58-4.67 (1H, m), 5.19-5.27
(1H, m), 7.18-7.39 (5H, m), 7.59
(2H, d, J = 6.3 Hz), 7.84 (2H, d,
J =6.3 Hz)

95

21

NMR2: 1.14-1.36 (4H, m),
1.45-1.56 (2H, m), 1.56-2.08
(8H, m), 2.25-2.37 (1H, m),
2.58-2.68 (1H, m), 2.70-2.80
(1H, m), 3.18-3.26 (1H, m),
422-432 (1H, m), 4.35-4.44
(1H, m), 4.84-4.96 (1H, m),
5.28-5.38 (1H, m), 7.06-7.15
(2H, m), 7.30-7.39 (3H, m), 7.79
(2H, d, J = 6.2 Hz), 8.03 (2H, d,
J=16.2Hz)
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Ooo0ooao
MS (ESI+):323; [a]?,=
22 22 COH -49.1° (c=1.01)
S
0" o
MS (ESI4):323; [a]%,=
56 | 22 gCOZH +48.5° (c=1.02)
S
O O
HZC\H
57 | 13 o\(o OH MS(FAB+): 315
\g /£ COLE
Me
O-—M
S HZNY/W © MS(FAB+): 229
S
MS(ESI+):369; [a]%?,=
23 | 23 . O 0 +315° (c=1.00)
2 \(/ O
SJ/\/ ) Zi 7
H,C. 0 s— Q
9 | 6 | \/\OJANA\NOB MS(ESH): 271
H
HC £ s o)
24 | 24 © N’QN OEt | Ms(ESIH): 299
H 5
O
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Oo0oao
Y o NMR2:3.07-3.15 (1H, m), 4.00
~_O_N_N (4H. d. J = 5.2 Hz), 4.76 (2H. d,
25 | 25 | HC hig \g J{OH J = 5.8 Hz), 5.27-5.46 (2H, m),
O 5.89-6.02 (1H, m), 6.76 (1H, 5)
NMR1:1.98 (6H, s), 3.29-3.40
OAc | (1H.m), 4.26 (4H,d, J=65
26 | 26 | HCZ OTN\\/)\IJ/C Hz), 4.63-4.71 (2H, m),
-/ OAc | 5.21-5.41 (2H, m), 5.88-6.05
(1H, m), 6.98 (1H, s)
H.N OAc
27 | 27 2 \()‘J/C MS(FAB+): 259
S OAc
@)
S OEt
28 | 28 )& N—CMe MS(ESIH): 273
N N OEt
2 O
0 NMR2:1.26 (6H, t, J = 7.2 Hz),
s OEt | 1.82 (3H, s), 4.17-4.30 (4H, m),
60 | 6 o T N—CMe | 473 @2H, d, J =58 Hz),
H CQ/\OJ\N N OEt | 5.26-5.42 (2H, m), 5.88-6.03
? H O (1H, m), 7.01 (1H, s)
\ OH
61 | 25 HchOYN%e MS(ESI+): 273
O S OH
OAc
62 | 26 HZCNOYN%M MS(ESI+): 357
O §- OAc
H.N OAc
63 | 27 2 %ﬂe MS(ESI+): 273
S OAc
Br
29 | 29 Hz(?/?ﬂOAc MS (ESI+): 279
OAc
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Oododao
O
30 | 30 Br oA MS (ESI+): 295
OAc
HZN\(J\j
31 31 s/ OAC MS (ESI+): 273
OAc
NMR2:1.39 (3H. t. J = 7.5 Hz),
o M 439 (2H, q, J = 6.6 Hz),
64 | 6 H,C7 > YJ\\I/)/COZEt 4.73-4.76 (2H, m), 5.25-5.42
O S (2H, m), 5.88-6.02 (1H, m), 7.82
(1H. s)
o H NMR2:4.82 (2H. d, J = 5.1 Hz),
65 | 16 HCP >N \(J\‘jCOZH 5.33-5.48 (2H, m), 5.97-6.10
O S (1H. m), 7.92 (1H, s)
0 H O
32 | 32 | HCO Iy N MS (ESH): 299
/ CO,Et
O S 2
4\/0 H )\I OH
33 | 33 H,C N7 j/«/\ MS (ESI-): 257
o S OH
~_O0_RN_n  OA
34 | 34 H,C™ T W MS (ESI+): 343
o S OAc
OA NMR2:2.04 (3H. s), 2.09 (3H,
HzN% s), 2.22-2.29 (2H. m), 4.00-4.20
3030 S/ oA (2H. m), 5.05 (2H. br), 5.80 (1H,
c t J=6.6 Hz), 6.46 (1H, s)
| MS (FAB+): 352
36 | 36 . CO,Et :
e S,
30
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ogoooan
| .
66 | 16 y COH MS (FAB+): 324
et s
ofe}
o N OH
37 | 37 HCZ > Y)>/< MS (FAB+): 287
0 s/ Co,Et
/\/O H )\l OH
38 | 38 H,C” Tof EJ/STOH MS (ESI-): 271
Me Mme
Ve NMR2:0.88 (3H, s), 1.43 (3H,
O_N_N O Me | s), 1.46 (3H. s), 1.54 (3H, s),
39 39 H2C4\/ T‘/ Y\/)/g(o 475 (2H, d, J = 5.7 Hz), 4.89
© S eV (1H, s), 5.29-5.42 (2H, m),
5.90-6.03 (1H, m), 6.94 (1H, 5)
Me
HZN /N O Me
67 | 27 p o MS (ESI-): 227
S
Me Me
NMR2:4.78-4.96 (2H, m),
40 | 40 o0 5 68-5.80 (1H, m), 7.35-7.69
0 OT]/© (6H, m), 7.97-8.16 (4H, m)
oH O
NMR1:4.73-4.77 (2H, m),
4.86-4.92 (2H, m), 5.95-6.00
a1 | 41 oo (1H, m), 7.48-7.60 (4H, m),
o) op 7.63-7.75 (2H, m), 7.88-7.95
S (2H. m), 7.98-8.05 (2H, m)
Br
NMR1 :4.70-4.80 (2H, m),
6.20-6.26 (1H, m), 6.70 (1H, s),
7.12 (2H, s), 7.45-7.58 (4H, m),
42 42 HN_N P o 7.59-7.70 (2H, m), 7.85-7.92
2 Y/J/kow/@ (2H, m), 7.94-8.02 (2H, m);
S 0O [@]?°,==31.1 (c=1.00)
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Ex | Syn

Str

Dat

=N/

NMR2:1.00-1.25 (2H, m),
1.35-1.85 (7H, m) 1.95-2.10 (1H,
m), 2.20-2.40 (1H, m), 3.77 (1H,
t, J = 7.5Hz), 7.20-7.27 (1H, m),
742 (1H, dd, J = 4.2, 8.3 Hz),
7.61 (1H, dd, J = 2.0, 8.6 Hz),
7.65-7.75 (1H, m), 8.06 (1H, d, J
=86), 8.11 (1H, d, J = 8.3),
8.88-8.93 (1H, m), 10.00 (1H, br
s); MS (FAB+):386

16| 2

N

NMR2:1.00-1.85 (9H, m),
1.95-2.10 (1H, m) 2.25-2.40 (1H,
m), 3.77 (1H, t, J = 7.6H2),
7.03(1H, d, J = 3.6Hz), 7.39 (1H,
dd, J=4.2,83), 750 (1H, d, J =
3.6 Hz), 7.65-7.75 (2H, m),
8.02-8.12 (2H, m), 8.88 (1H, dd, J
=1.7,42Hz); MS (FAB+):352

171 1

=N

NMR2:1.00-1.35 (12H, m),
2.00-2.12 (1H, m), 2.22-2.35 (1H,
m), 3.80-3.90 (1H, t, J = 7.5H2),
4.39 (2H, g, J = 7.2Hz), 7.45 (1H,
dd, J=4.3, 8.2 Hz), 7.61 (1H, dd, J
=20,8.7Hz), 7.71 (1H, d, J =19
Hz), 8.06-8.16 (2H, m), 8.33 (1H,
s), 8.94 (1H, dd, J = 1.7, 4.2 Hz),
9.28 (1H, br s); MS (ESI+):452

18] 3

N

T ﬂOH

NMR2:1.00-1.80 (9H, m),
1.85-2.00 (1H, m) 2.18-2.35 (1H,
m), 3.37-3.77 (2H, m), 3.88 (1H,
t, d = 7.3Hz), 4.57-4.67 (1H, m),
6.59, 6.61 (1H, s), 7.22-7.32 (1H,
m), 7.58-7.78 (2H, m), 7.92-8.06
(2H, m), 8.69-8.81(2H, m);
MS(FAB+):412
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19| 1

NMR1:1.04-1.25 (2H, m),
1.35-1.80 (7H, m) 1.82-1.95 (1H,
m), 2.14-2.28 (1H, m), 4.12 (1H,
t, J = 7.4Hz), 7.48-7.60 (2H, m),
7.75-7.83 (1H, m), 7.91-7.96 (1H,
m), 7.99 (1H, d, J = 8.6), 8.39
(1H, d, J = 8.4), 8.85-8.91 (1H,
m); MS (ESHH):430, 432

/
MeSO; © Si
CO,Et

NMR1:1.05-1.25 (5H, m),
1.35-1.80 (8H, m) 2.08-2.20 (1H,
m), 3.17 (3H, s), 4.00-4.13 (3H,
m), 5.34-5.37 (1H, m), 6.32-6.36
(1H, m), 7.38 (1H, s), 7.62-7.67
(2H, m), 7.87-7.94 (2H, m); MS
(FAB+): 481

“Y)j OH
o) sﬁ CO,Et

MeSO;

NMR1:0.82-0.90 (1H, m),
1.10-1.20 (3H, m), 1.22-1.28 (1H,
m), 1.34-1.82 (8H, m), 2.04-2.21
(1H, m), 3.18 (3H, s), 3.98-4.16
(3H, m), 5.07-5.13 (1H, m),
5.98-6.03 (1H, m), 7.13 (1H, s),
7.65 (2H, d, J = 7.8 Hz), 7.91 (2H,
d, J = 7.8 Hz); MS (FAB+):481

HY)‘ OH
o) S\ﬁ/OH
MeSO;

NMR1:1.04-1.21 (2H, m),
1.36-1.83 (8H, m), 2.08-2.22 (1H,
m), 3.18 (3H, s), 3.40-3.70 (2H,
m), 3.98-4.08 (1H, m), 4.46-4.68
(2H, m), 5.22-5.27 (1H, m), 6.94
(1H, s), 7.62-7.70 (2H, m),
7.87-7.94 (2H, m); MS(FAB+):
439

et
Y
MeSO; °© S on

MS (ESI+):439

goooogao
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ZT

5 I{
CO,Et

EtO

MeSO;

NMR2:1.00-1.34 (8H, m),
1.36-1.97 (8H, m), 2.18-2.32 (1H,
m), 3.04 (3H, s), 3.54-3.69 (2H,
m), 3.71-3.78 (1H, m), 4.18-4.32
(2H, m), 5.08-5.10 (1H, m),
7.43-7.46 (1H, m), 7.50-7.56 (2H,
m), 7.85-7.91 (2H, m); MS
(FAB+):509

21| 3

N
~N
MeSO; © S\ij

/
EtO  OH

NMR2:1.06-1.27 (5H, m),
1.40-1.98 (8H, m), 2.20-2.32 (1H,
m), 3.04 (3H, s), 3.38-3.64 (2H,
m), 3.70-3.80 (3H, m), 4.61-4.66
(1H, m), 7.35 (1H, s), 7.51-7.58
(2H, m), 7.86-7.93 (2H, m); MS
(ESI+): 467

22 | 3

H
N
Sj* @
MeSO; ©
HO  oH

NMR1:1.04-1.20 (2H, m),
1.36-1.85 (8H, m), 2.07-2.20 (1H,
m), 3.18 (3H, s), 3.36-3.55 (2H,
m), 4.00-4.08 (1H, m), 4.66-4.75
(1H, m), 4.85-4.93 (1H, m),
5.54-5.59 (1H, m), 7.26 (1H, s),
7.61-7.67 (2H, m), 7.83-7.93 (2H,
m); MS(ESI+):439

23 3

HY/N OH
o sﬁ/OH
MeSO;

NMR2:1.50-2.03 (9H, m),
2.09-2.37 (2H, m), 3.05 (3H, s),
3.62-3.81 (3H, m), 4.69 (1H, brs),
6.73-6.80 (1H, m), 7.55 (2H, d, J
=76Hz),789(2H,d, J=738
Hz), 10.3 (1H, brs) ; MS(ESI+):
425

24 | 7

HY)\J OH
O SﬂOH
MeSO;

MS(ESI+): 453

/
MeSO, © S OH

NMR1:14-18 (8H, m), 2.3-2.5
(1H, m), 3.26 (3H, s), 3.4-3.5 (1H,
m), 3.6-3.7 (1H, m), 4.5-4.7 (2H,
m), 5.2-5.3 (1H, m), 6.84 (1H, d, J
=10.4 Hz), 6.94 (1H, s), 7.4-7.5
(2H, m), 7.9-8.0 (2H, m), 12.24
(1H, s); MS(FAB+):437
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Ooo0ooOoao
25 | 7 gj\(ﬂ N OH MS(FAB™): 35
Cl
26 | 7 SJW(HY” OH MS(FAB+): 439, 441
Br O
27 | 7 C,&(H \()j OH MS(FAB+): 429
0 S\ﬁ/OH
Cl
28 | 7 H\(/N OH MS(FAB+): 461
0 S\MOH
CF,S
NMR1 : 1.02-1.22 (2H, m),
1.37-1.81 (8H, m), 2.15-2.23 (1H,
m), 3.42-3.50 (1H, m), 3.60-3.70
’ (1H, m), 4.09-4.14 (1H, m),
7| 7 N._N_ OH 4.51-4.60 (1H, m), 4.61-4.64 (1H,
& \g ﬂOH m), 5.22-5.24 (1H, m), 6.96 (1H,
CF,SO; s), 7.85 (2H, d, J = 8.5 Hz), 8.15
(2H, d, J = 8.5 Hz), 12.53 (1H, s);
MS(FAB+): 493
H
29 | 7 NN Por MS(FAB+): 441
/ OH
MeS o S
Cl
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30| 7

Me

Iz

ZT

O S/

OH
OH

MS(ESI+): 418

311 7

3

O s

OH
OH

(2H, m), 5.19-5.27 (1H, m), 6.91

NMR1:0.99-1.19 (2H, m),
1.33-1.81 (8H, m), 1.99-2.11 (1H,
m), 2.94 (3H, s), 3.16-3.18 (1H,
m), 3.35-3.90 (4H, m), 4.47-4.68

(1H, s), 7.13 (2H, d, J = 8.3 Hz),
7.31 (2H, d, J = 8.3 Hz):
MS(ESI-): 452

32| 7

3

O S

OH
OH

MS(ESI+):476

33| 7

Me.__NH

5

0 s/

OH
OH

NMR1:1.98-1.20 (2H, m),
1.28-1.82 (9H, m), 1.95-2.17 (4H,
m), 3.37-3.54 (1H, m), 3.55-3.72
(1H, m), 3.76-3.92 (1H, m),
4.44-458 (1H, m), 4.58-4.67 (1H,
m), 5.17-5.29 (1H, m), 7.03 (1H,
d, J=78Hz), 722 (1H, dd, J =
7.8, 7.8 Hz), 7.51 (1H, d, J = 8.7
Hz), 7.57 (1H, s), 9.94 (1H, s),
12.3 (1H, s); MS(ESI+): 418

34| 7

ZT

O s

OH
OH

MS(ESI+): 454

35| 7

MeSO;

ZT

N
0L

OH

Br

MS(FAB+):517, 519
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Ooo000ao
NMR1:1.02—1.20 (5H, m),
1.33-1.79 (8H, m), 2.08-2.20 (1H,
m), 2.70-2.82 (2H, m), 3.18 (3H,
H s), 3.43-3.65 (2H, m), 3.95-4.07
36| 7 N\()\J OH (1H. m), 4.46-4.62 (2H, m),
IS J’K,OH 4:89-5.00 (1H, m), 7.64 (2H, d, J
MeSO; ct =8.1 Hz), 7.90 (2H, d, J = 8.1
Hz), 12.32 (1H, s); MS(FAB+):
467
H
37| 7 NYN OH MS(FAB+): 509
O sﬁ CO,Et
MeSO; -
NMR1:1.37 (3H, s), 1.41 (3H, s),
1.42-1.80 (8H, m), 2.34-2.46 (1H,
m), 3.26 (3H, s), 3.86-3.91 (1H,
1 H Me | m), 4.23-4.27 (1H, m), 5.08-5.12
38 | 10 NN O
Yﬁ Me | (1H, m), 6.82-6.90 (1H, m), 7.11
MeSO o s O (1H, s), 7.49 (2H, d, J = 4.3 Hz),
z 7.96 (2H. d, J = 4.3 Hz), 12.34
(1H, s): MS(FAB+):477
39| 7 § N OH | MS(FAB+):407
O S _OH
MeS
H .
4| 7 | meso, N Y)j OH MS(FAB+): 439
o SJ’J\'OH
H X
M7 g N\\/)\l OH MS(FAB+): 395
o Sﬂ-OH
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goooano

ZT

42 | 7 MeS MS(FAB+):407

\()j OH
') s/ OH

NMR2:1.40-161 (4H, m), 1.4
(3H, 5), 149 (3H, ), 1.70-1.80
(4H, m), 2.23-2.35 (1H, m), 3.38
(3H, ), 3.91-3.98 (1H, m),
O—{-Me | 4.25-432 (1H, m), 5.06-5.12 (1H,
10/ 10 Y%o m), 6.93 (1H, s), 7.18 (1H, d, J =
MeSO; 10.6 Hz), 7.37 (1H, dd, J = 15,

Cl 8.1 Hz), 747 (1H, d. J = 15 Ha),
8.27 (1H, d, J = 8.1 Hz), 840 (1H,
brs); MS(ESI-):509

I OH
43 | 6 W/)l MS (ESI-): 469
MeSO;
Cl

IR OH
44| 9 N.__N MS (ESI+): 479
hig ﬂ
Me\S O S OAc

NMR1: 1.02-1.22 (4H, m),
1.37-1.60 (4H, m), 1.61-1.86 (4H,
m), 2.35-2.55 (1H, m), 2.86-2.99
(1H, m), 3.41-3.53 (1H, m),
OH 3.59-3.74 (1H, m), 4.50-4.62 (1H,
N p m), 4.62-4.73 (1H, m), 5.21-5.34
5 o S OH | (1H, m), 6.84 (1H, d, J = 10.3 Hz),
oo 6.95 (1H, s), 7.47 (2H. d, J = 8.3
Hz), 7.92 (2H, d, J = 8.3 H2);
MS(ESI+): 463

45

3

gooooao
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NMR2:1.12-1.24(2H, m),
1.34-1.82 (10H, m), 2.03 (3H, s),
2.10 (3H, s), 2.19-2.37 (1H, m),
2.55-2.68 (1H, m), 4.28-4.45 (2H,
m), 6.03 (1H, dd, J=7.5, 4.8 Hz),
6.97 (1H, s), 7.21 (1H, d, J=10.5
Hz), 7.47 (2H, d, J=8.4 Hz), 8.04
(2H, d, J=8.4 Hz), 8.50 (1H, br
s); MS(ESI+):547

NMR1:1.02-1.20(4H, m),
1.37-1.82 (8H, m), 2.01 (3H, s),
2.35-2.49 (1H, m), 2.85-297 (1H,
m), 407 (1H, dd, J = 11.1, 7.8
Hz), 432 (1H, dd, J = 11.1, 3.9
Hz), 4.74-4.85 (1H, m), 5.66 (1H,
d, J=51Hz),685(1H,d J=
10.5 Hz), 7.05 (1H, s), 7.48 (2H,
d, J=81Hz),791(2H,d J=
8.1 Hz), 12.34 (1H, s);
MS(ESI+): 505

46 | 6

ZT

NMR2:-0.03-0.05 (1H, m),
0.19-0.27 (1H, m), 1.18-2.25 (9H,
m), 3.06 (3H, s), 3.64-3.85 (3H,
m), 4.73 (1H, m), 6.83 (1H, s),
7.56 (2H, d, J = 8.1 Hz), 7.91 (2H,
d, J = 8.1 Hz); MS (ESI+):451

47 | 6

NMR2:1.94-2.53 (7H, m), 3.06
(3H, s), 3.67-3.86 (3H, m),
4.70-4.76 (1H, m), 5.63 (2H, s),
6.70 (1H, s), 6.78-6.83 (1H, m),
7.59 (2H, d, J = 8.4 Hz), 7.91 (2H,
d, J =84 Hz); MS (ESI-):435

48 | 7

NMR2:1.06-1.22 (2H, m),
1.41-2.00 (8H, m), 2.19-2.31 (1H,
m), 3.01-3.14 (4H, m), 3.88-4.04
(5H, m), 6.79 (1H, s), 7.66 (2H, d,
J=62Hz), 792 (2H, d, J=6.2
Hz); MS(ESI+):453
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(49)
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gooooao
NMR1-1.03-1.20 (2H, m),
1.33-1.85 (8H, m), 2.18-2.22 (1H,
.y m), 3.19 (3H, s), 3.44-3.68 (2H,
N OH m), 3.96-4.07 (1H, m), 4.57-4.74
496 W/)l/ (2H. m), 5.17-5.28 (1H, m), 7.64
Me.q O S OH | (2H, d, J = 8.1 Hz), 7.91 (2H. d, J
o o Cl = 8.1 Hz), 12.74-12.82 (1H, m);
MS(FAB+): 473
I H oj’:
N._N .
51 10 7 Me | MS(ESI+):503
AN
O/ \o
Me
N N O+ MS(ESI-): 489
52 | 10 > Me )
Me.q 0 sﬂO
00
] .
NN o (ESI)
53 | 10 > Me | MS(ESI-): 475
Me. o O 0 Sﬂo
00
| H Me
54 | 10 NYJ\J O—~Me | MS(ESI-):515
&s 0 s/ o
ofe) Me
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ooooao
] H Me
55 | 10 NN O+Me MS(ESI-):519
A O s ©
00 F
NMR1 :0.25-0.32 (2H, m),
0.64-0.71 (2H, m), 1.06-1.17 (1H,
m), 1.43-2.34 (15H, m), 3.12 (2H,
| H Me | d J=72Hz),390-3.95 (1H, m),
56 | 10 NN O+Me 4.24-4.29 (1H, m), 5.06 (1H, t, J
O sS4 O = 6.9 Hz), 6.92 (1H, s), 7.19 (1H,
V&% d,J =114 Hz), 7.48 (2H, d, J =
4.8 Hz), 8.06 (2H, d, J = 4.8 H2),
8.39 (1H, br).
| H Me
57| 10 NN O“}\Me MS(ESI-):515
QS O S\/)/«/O
00
’ Y Me
58 | 10 NN O“}\Me MS(ESI+):517
A / o
O S Me
00
1 H
59 | 6 NM MS(ESI-): 475
AN o s4 oA
00 Me
NMR1:1.11-1.22 (2H, m),
1.38-1.81 (10H, m), 2.28-2.39
| H (1H, m), 2.79-2.89 (1H, m),
60 | 6 N\(J\l OH 1 371-3.85 (2H, m), 4.67-4.73 (1H,
AN 5 $§4 OH | m), .90 (1H, s), 7.13-7.25 (3H,
S m), 7.98-8.05 (1H, m).
00 F MS(ESI-): 479
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gooooao
61| 6 HY)\J OH | MS(ESI-):475
L) on
d0
62 | 6 H\\//N OH | MS(ESIH):475
Y I ﬂOH
ofke)
NMR1:1.02-1.23 (4H, m), 1.37
(3H, s), 1.42-1.60 (4H, m),
1.61-1.85 (4H, m), 2.33-2.50 (1H,
m), 2.83-3.00 (1H, m), 3.44-3.58
y OH | (2H.m), 458 (1H, dd, J =58 58
63 6 AL Y%OH Hz), 4.90 (1H, s), 6.82 (1H, d, J =
S O S Me 10.3 Hz), 6.93 (1H, s), 7.48 (2H,
e d,J=82Hz),7.92 (2H,d,J=
8.2 Hz), 12.26 (1H, s);
MS(ESI+): 477
§ ojwf
64 | 10 _N Me | MS (ESI+):505
As )< o
O/, \\O
H/N OMeM MS (ESI+): 50
65 | 10 e | MS (ESI+):505
A T TS
o \\O
NMR2:0.98-1.20 (5H, m),
1.27-1.39 (2H, m), 1.39-1.82 (8H,
m), 1.84-1.97 (1H, m), 2.15-2.30
H (1H, m), 2.41-2.52 (1H, m),
66 | 6 N\()\l OH | 361-3.83 (2H, m), 3.87-3.98 (1H,
AN 5 s/ OH | m), 464-4.81 (1H, m), 6.67-6.78
o//s‘\o (1H, m), 7.61 (2H, d, J = 6.1 Hz),
786 (2H. d, J = 6.1 Hz); MS
(ESI-): 463
OoooO00Ooaod
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67 | 6

o

£ /) \_OH

NMR1:0.97-1.21 (6H, m),
1.33-1.83 (8H, m), 2.05-2.24 (1H,
m), 2.75-2.89 (1H, m), 3.37-3.53
(1H, m), 3.57-3.71 (1H, m),
3.96-4.11 (1H, m), 4.48-4.68 (2H,
m), 5.19-5.30 (1H, m), 6.95 (1H,
s), 7.64 (2H, d, J = 8.3 Hz), 7.87
(2H, d, J = 8.3 Hz), 12.5 (1H, s);
MS (ESI-): 463

111

i OH
NN
Lo

NMR2:1.03-1.21 (2H, m),
1.35-1.85 (10H, m), 2.24-2.42
(1H, m), 2.52-2.64 (1H, m), 2.91
(2H, brs), 2.97-3.08 (1H, m), 3.89
(4H, d, J = 5.5 Hz), 6.74 (1H, s),
7.14 (1H, d, J = 10.6 Hz), 7.47
(2H, d, J = 6.6 Hz), 8.02 (2H, d, J
= 6.6 Hz), 8.79 (1H, brs);
MS(ESI+): 477

12 1 12

00

NMR1:1.05-1.19 (4H, m),
1.44-1.56 (4H, m), 1.65-1.80 (4H,
m), 2.38-2.48 (1H, m), 2.88-2.97
(1H, m), 455 (1H, dd, J = 8.4,6.2
Hz), 4.83 (1H, dd, J = 8.4, 8.4 Hz),
5.87 (1H, dd, J = 8.4, 6.2 Hz), 6.88
(1H, d, J = 10.3 Hz), 7.45-7.51
(3H, m), 7.91 (2H, d, J = 8.2 Hz);
MS(ESI+): 489

68 | 6

00

NMR1:0.66 (3H, t, J = 7.1 Hz),
1.00-1.33 (4H, m), 1.41-1.84
(10H, m), 2.33-2.48 (1H, m),
2.85-3.00 (1H, m), 3.48-3.63 (2H,
m), 451 (1H, dd, J = 5.7, 5.7 Hz),
467 (1H, s), 6.82 (1H, d, J =104
Hz), 6.92 (1H, s), 748 (2H, d, J =
8.3 Hz), 7.92 (2H, d, J = 8.3 Hz);
MS (ESI+): 491
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69 1

0O

MS(FAB+):477

70 | 11

00

NMR2:1.11-2.35 (14H, m),
2.54-2.67 (3H, m), 3.55-3.69 (4H,
m), 6.62 (1H, s), 7.15 (1H, d, J =
11.0 Hz), 7.47 (2H, d, J = 7.5 Hz),
8.01 (2H,d, J =75 Hz); MS
(ESI+): 491

71 | 11

00

OH

NMR2:0.86-2.03 (13H. m),
2.22-2.33 (2H, m), 2.55-2.63 (1H,
m), 3.21-3.24 (1H, m), 3.81-3.85
(1H, m), 4.88-4.93 (1H, m), 6.85
(1H, s), 7.20 (1H, d, J = 10.5 Hz),
7.46 (2H, d, J = 8.7 Hz), 8.03 (2H,
d, J = 8.7 Hz); MS (ESI+):477

72 1 11

MS(ESI+): 491

73| 6

00

NMR2:1.18-3.01 (18H, m),
3.56-3.60 (1H, m), 3.79-3.82 (1H,
m), 3.89-3.98 (1H, m), 6.89 (1H,
s), 7.17 (1H, d, J = 10.2 Hz), 7.46
(2H, d, J = 7.8 Hz), 8.00 (2H, d, J
= 7.8 Hz); MS (ESI-):489

74| 6

A 0

offe

NMR2:0.87-2.50 (19H, m),
3.54-3.59 (1H, m), 3.76-3.83 (2H,
m), 6.79 (1H, s), 7.58 (2H, d, J =
7.5 Hz), 7.85 (2H, d, J = 7.5 Hz);
MS (ESI-):477
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13 13

OO0

ZT

O S

OH

o

NMR1:1.00-1.20 (4H, m),
1.40-1.83 (8H, m), 2.30-2.47 (1H,
m), 2.86-2.98 (1H, m), 3.42-3.51
(1H, m), 3.61-3.72 (1H, m),
4.50-4.60 (1H, m), 4.65 (1H, t, J =
5.88 Hz), 5.25 (1H, d, J = 4.76
Hz), 6.84 (1H, d, J = 10.28 Hz),
6.94 (1H, s), 747 (2H, d, J = 8.24
Hz), 7.91 (2H, d, J = 8.24 Hz),
12.27 (1H, s); MS(FAB+):463

75| 6

OH

NMR2:0.86-2.39 (12H, m),
3.05-3.14 (2H, m), 3.43-3.55 (2H,
m), 4.54 (1H, br), 5.75-5.77 (1H,
m), 6.81 (1H, s), 717 (1H, d, J =
10.2 Hz), 7.39 (2H, d, J = 8.1 Hz),
7.90 (2H, d, J = 8.1 Hz); MS
(ESI+): 466

76| 6

oRe)}

NMR2:0.85-1.76 (18H, m),
2.26-2.36 (1H, m), 2.54-2.63 (1H,
m), 429 (1H, s), 6.88 (1H, s), 7.20
(1H, d, J=10.2 Hz), 745 (2H, d, J
=84 Hz), 802 (2H,d, J=84
Hz); MS (ESI-):489

77 1 11

00

O

OH

NMR2:1.12-1.78 (13H, m),
2.26-2.38 (1H, m), 2.58-2.67 (1H,
m), 480 (2H, s), 7.20 (1H, d, J =
10.5 Hz), 7.48 (2H, d, J = 7.8 H2),
8.05 (2H, d, J = 7.8 Hz), 9.10 (1H,
br); MS (ESI+):461

78 | 10

0O

MS (ESI+): 531

79 | 10

MS(ESI+): 671
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H
80 | 10 | NMOAC MS(ESI+): 561
AS O S / OAc
0">%0
| H OAc :
81 | 10 \V)‘ MS(FAB+):561
A 0 s O
00 Me
H
82 | 10 | NYMOAC MS(ESI+): 575
/
A\/s\ O Syl —oac
00
I RN
83 | 10 7 MS (ESI+):575
A O SJ/?/\
,/S\\ OAc
00 OAc
NMR2:1.16-2.31 (21H, m),
2.57-2.65 (1H, m), 3.94-4.16 (2H,
| H OA m), 5.87-5.91 (1H, m), 6.92 (1H,
N_ _N ¢ ’ '
84 10 Y/J/Qﬂ s), 7.20 (1H, d, J = 10.8 Hz), 7.46
AS o S oac | @2H. d,J =84 Hz), 803 (2H, d, J
= 8.4 Hz), 8.48 (1H, br)
85 | 10 jMi@ Me MS (ESIH): 531
Q S/
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NMR2:0.85-2.49 (25H, m),
3.71-3.76 (1H, m), 3.92-3.97 (1H,
86 | 10 _NMe_ O m), 4.10-4.22 (1H, m), 6.89 (1H,
AN Sﬂ s), 7.51-7.57 (2H, m), 7.85-7.88
o”S‘b (2H, m), 9.46 (1H, br)
| H Me
87 | 10 N\()l O~{-Me | MS (ESI+):506
A o) sﬂo
Et"S:
lofko
| H Me
14 | 14 N\()l O-/-Me | MS (ESI-):529
A o SJ/SrO
> Me Me
d 0
| H o
15| 15 N\(/N MS (ESI+): 503
A 0] SﬂOAC
OO0
NMR?2 : 1.03-1.20 (2H, m),
1.35-1.87 (10H, m), 2.20-2.40
(1H, m), 2.54-2.94 (2H, m),
I H 3.58-3.87 (3H, m), 4.54-4.64 (1H,
88 | 13 NY)\I OH m), 6.87 (1H, s), 7.16 (1H, d, J =
AN O S/ OH | 10.7 Hz), 7.45 (2H, d, J = 8.28
d’s‘b Hz). 8.00 (2H, d, J = 8.28 Hz);
MS (ESI+) : 463 : [a].2°=
-16.9° (c=0.75)
NMR2:1.10-1.22 (2H, m),
1.30-1.80 (10H, m), 2.20-2.40
'y (1H, m), 2.52-2.66 (1H, m),
89 | 10 NN 2% 4.74-4.82 (2H, m), 6.39-6.46 (1H,
AN O s 0@ m). 7.09 (1H, s), 7.20 (1H, d, J =
o”o 4 10.7 Hz), 7.35-7.58 (8H, m),
7.92-8.10 (6H, m)
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20 3-MeSO;- O H
21 4-MeSO,- A contime H
22 4-MeSO,- Me
23 3-MeSO,- 0 H
24 4-MeSO,- A o H
25 4-MeSO,- Me
26 3-MeSO,- o H
21 4-MeSO,- A contpr H
28 4-MeSO,- -CH.OMe
29 3-F-4-MeSO,- o H
30 4-MeSO;- )l\CO-NH—iPr A
31 4-MeSO,- Cl
32 3-MeSO,- /?k H
33 4-MeSO,- H
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35 3-MeSO,- )OJ\ H
36 4-MeSO,- H
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40 4-MeSO,- O H
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gooooao

10

20

30

40



(60) JP W02007/026761 Al 2007.3.8

Ooo000ao
47 4-MeS02-0- H
OH H
48 4-NC-
49 4-F+C- A_oH H
50 4-MeS- H
51 4-MeS0,-O- OH H
NC- H
52 4-NC Co,Et o
53 4-CF,CO- H
54 4-MeSO,- 0\ H
0
55 4-MeSO,- Me
56 4-MeSO,- [\ H
o._ _O
57 4-MeSO,- ~<co,t Me
58 4-MeSO,- /OC H
59 4-MeSO,- CO,H Me .
60 4-MeSO,- MeQ_OMe H
61 4-MeSO,- CO,Et Me
62 4-MeSO,- O-CF,H H
63 4-MeSO»- CO,Et Me
64 4-MeSO,- i H
65 4-MeSO,- CO-N(CH,CH,0OH), Me
66 4-MeSO;- H Y\OMe 30
67 4-MeSO,- Me OH
goo0ooocogOoooggao
Ooooo0oOoaod
godoo0oooooeeKOUDouogogooouogogoouoyoo ooy poouougoguoooogDoao
gofdooooooogogooouoygotooooogogoboooyo oD ooy oD ooy oo ooooOooao
gopooogoooogogogoouogogpooooogoopoboooyo b ooy Db oo oo oooOoDoDoao
goooo00ooooo0ooooooootouoooooD oo oooDoooooooooao
OO0o0D0oOO0oQgooao 40
Ooo0Qooooooogoaono
gooo0O0o0oOoaod
0000000000000 D0DD0OO0OO00DODOOAOdArtificial SequenceD 000 DO DO0OO
gfdooogoooogogogoouoyggpooogoyoopobooyoyo b oo oo ooy oo oDoooDoao
Ooo0o0oo0Ooooooooo
Oo0o00ao

2007026761000001 . app




(61)

gooooooanb

JP W02007/026761 Al 2007.3.8

INTERNATIONAL SEARCH REPORT International application No.

PCT/JP2006/317102
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priority date claimed

“T" later document published afler the international filing date or priority
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the principle or theory vnderlying the invention

document of particular relevance; the ¢laimed invention cannot be
considered novel or cannot be considered to involve an inventive
step when the dociment is taken alone

document of particular relevance; the ¢laimed invention cannot be
considered to involve an inventive step when the document is
combined with one or more other such documents, such combination
‘being abvious to a person skilled in the art
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Category* Citation of document, with indication, where appropriate, of the relevant passages Relevant to claim No.
Y WO 2003/095438 Al (F., HQFFMANN-LA RCCHE AG), 1-15
20 November, 2003 (20.11.03),
Claim 8; Par. No. [0012]; examples
& US 2003/0225283 Al & AU 2003232204 Al
& EP 1501815 Al & BR 200308546 A
& NO 200404534 A & KR 2004104633 A
& MX 2004010605 Al & TW 200402418 A
& CN 1645859 A & JP 2005-535589 &
& US 2006/0178429 Al & US 7105671 B2
Y US 2004/0186290 A1 (MATTHEW C. T. F.), 1-15
23 September, 2004 (23.09.04),
Claim 11; Par. Nos. [0083] to [00921]; tabkle 6
& WO 2004/072066 Al & EP 1594863 Al
A JP 2004-521095 A (F. HOFFMANN-LA ROCHE AG), 1-15
15 July, 2004 {(15.07.04},
& WO 2002/048106 A2 & US 2002/0082260 Al
& AU 200238415 A & US 6482951 B2
& NO 200302674 A & EP 1349856 A2
& KR 2003064817 A & CZ 200301882 A3
& BR 200116169 A & SK 200300873 A3
& CN 1481382 A & HIJ 200400587 A2
& MX 2003005170 Al & NZ 526236 A
& RU 2245550 C2 & EP 1349856 Bl
& DE 60111570 E & IN 200300924 P4
& ZA 200304265 A & ES 2243578 T3
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INTERNATIONAL SEARCH REPORT International application No.
BECT/JP2006/317102
Box No. I Observations where certain claims were found unsearchable (Continuation of item 2 of first sheet)

This international search report has not been established in respect of certain claims under Article 17(2)(a) for the following reasons:

L Claims Nos.: 16
because they relate to subject matter not required to be searched by this Authority, namely:

The invention as set forth in claim 16 pertains to methods for treatment
of the human body by therapy and thug relateg to a subject matter which thig
International Searching Authority is not required to search {Article
17 (2} {a) (1) of the PCT, Rule 39.1(iv) of the Regulations under the PCT).

2. I:l Claims Nos.:

because they relate to parts of the international application that do not comply with the prescribed requirements to such an
extent that no meaningful international search can be carried out, specifically:

ES |:| Claims Nos.:
becauwse they are dependent claims and are not drafied in accordance with the second and third sentences of Rule 6.4(a).

Box No. III Observations where unity of invention is lacking (Continuation of item 3 of first sheet)

This International Searching Authority found multiple inventions in this international application, as follows:

1. I:l As all required additional search fees were timely paid by the applicant, this international search report covers all searchable
claims.

2. |:| As all searchable claims could be searched without effort justifying an additional fee, this Authority did not invite payment of
any additional fee.

kS I:l As only some of the required additional search faes were timely paid by the applicant, this intemational search teport covers
only those claims for which fees were paid, specifically claims Nos.:

1 I:l No required additional search fees were timely paid by the applicant. Consequently, this international search report is
restricted to the invention first mentioned in the claims; it is covered by claims Nos.:

Remark on Protest I:l The additional search fees were accompanied by the applicant’s protest and, where applicable,
the payment of a protest fee..

|:| The additional search fees were accompanied by the applicant’s protest but the applicable protest
fee was not paid within the time limit specified in the invitation.

I:l No protest accompanied the payment of additional search fees.
Form PCT/ISA/210 {continuation of first sheet (2)) (April 2005)
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Box No. I Nucleotide and/or amine acid sequence(s) (Continuation of item1.b of the first sheet)

1. With regard to any nuclectide and/or amino acid sequence disclosed in the international application and necessary to the claimed
invention, the international search was ¢artied out on the bagis of:

a. type of material
a sequence listing
I:l table(s) related to the sequence listing

b.  format of material
I:l in written format
in computer readable form

¢ time of filing/funishing
contained in the international application as filed
I:l filed together with the international application in computer readable form
I:l furnished subsequently to this Authority for the purposes of search

2. |:| In addition, in the case that more than one version or copy of a sequence listing and/or table relating thereto has been filed

or furnished, the required statements that the information in the subsequent or additional copies is identical to that in the
application as filed or does not go beyond the application as filed, as appropriate, were firnished.

3. Additional comments:

Although this internaticnal application includes a nucleotide sequence,

the international search wag carried out without retrieval for the sequence
itself.

Form PCT/ISA/210 {continuation of first sheet (1)) (April 2005)
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B A E AR SR A FTRAR 1971—20064
AAREZHSEREAR 198620064
AAESSEFAIEAR 1994—20064F

EHERECERALAET TR (F—HF L ROLFH, REEALEZARE
CAplus (STN), REGISTRY(STN), WPI (DIALOG)

C.  BEETS L@ Hh D0

=2 W 5
HF ) —*k ARG RU—EOEITRMET D & &, 2Ol 3 0T RO HEOE R
Y WO 2004/052869 Al (F. HOFFMANN-LA ROCHE AG) 2004. 06. 24 1-15

Claim 1, 75, 76, [0155]-[0160], Example 54, 81

& US 2004/0147748 Al & AU 2003292229 Al & NO 200502555 A & EP
1572670 Al & BR 200317268 A & TW 200426139 A & MX 2005006250 Al
& ZA 200504474 A & JP 2006-510650 A & CN 1726197 A

¥ CHOBEICLIERFEIR TV, 0 Frb7rz IV 3 EEESHE,
2 IAZBOLTIY— 0 B OB AT S LI
TA] ¥icBEEO D D R Tit e, — A AEEZT 1T BEREHEUIBERRCLBShEXRTEH-T
B HEE & FET A 60Tk <, BHORBE IR
[E| ERsHERsTOHEZ 6T ch s, ERHER OEBOE SR ATA LD
gicafshizbo (X ] #ICEED H AR Tho T, YHIIRROA T
ML) TR REd BT 23053k O SRR O BT OFHEEGIESER LW EELI LD L O
AELIIMOEN BT A0 AT 1Y HcEEOS A3 Tho T, Yo s o 1 2L
LICEE (EEZMA) Lo ED, BEFCL -THHTHBESE
0| AEIC L Al%, HH, BRECSkT 5308 Lo THERERZNWEELERS LD
[P BBHEARIC, P oBEXEOTROEME2AHE &) H—27 77 3 D —30Hk
EEEREE=ET L=H E RS OERE
07. 11. 2006 14. 11. 200686
EERERTEREOARETH TR HETEEE EROHLHME) 4C | 3759
AAEEHHET (1SA/]P) ;
HEER100-8915 Bicl
HEf TR EEEAE=TE4&3 & EEES 053-3581—-1101 F# 3452

BRPCT/ISA7210 (2 (20059F4A)
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[E AR EEtESSE PCT/JP2006,,317102
C (BE) . BT 80 bh a3
81 FE SCR D 3
BT Y ok FILRAXEE ARU—HOBFNEET 2 L&, FoBRETARFORS FEROEEOE S
Y WO 2003/095438 A1 (F. HOFFMANN-LA ROCHE AG) 2003. 11,20 1-15

Claim 8, [0012], Example

& US 2003/0225283 Al & AU 2003232204 Al & EP 1501815 Al & BR
200309546 A & NO 200404534 A & KE 2004104633 A & MX 2004010605
Al & TW 200402418 A & CN 1649859 A & JP 2005-535589 A & US
2006/0178429 Al & US 7105671 B2

Y US 2004/0186290 Al (MATTHEW C. T. F.) 2004.09.23 1-15
Claim 11, [0083]-[0091], TABLE &
& WO 2004/072066 Al & EP 1594863 Al

A JP 2004-521095 A (7. R7w—F i o T—FH—) 1-15
2004, 07. 15

& WO 2002/048106 A2 & US 2002/0082260 Al & AU 200238415 A & US
6482951 BZ & NO 200302674 A & EP 1349856 AZ & KR 2003064817 A
& CZ 200301882 A3 & BR 200116169 A & SK 200300873 A3 & CN 1481382
A & HU 200400587 A2 & MX 2003005170 Al & NZ 526236 A & RU 2249590
C2 & EP 1349856 B1 & DE 60111570 E & IN 200300924 P4 & ZA 200304265
A & ES 2243578 T3 & DE 60111570 T2 & MX 232748 B

A WO 2004/063194 A1 (ELT LILLY AND COMPANY) 2004.07.29 1-15
& AU 2003294376 Al
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