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REKFBEBEMG TEE BREBRBESLEY 2112 %) -
'H-NMR (CDCl,) & : 1.35(3H, t, J = 6.9 Hz), 1.43(9H, s), 1.51(6H, s), 1.53(18H,
s), 4.36(2H, q, J = 6.9 Hz), 7.38(1H, s).

IR (KBr) cm'': 2979, 2938, 1781, 1743, 1722, 1494, 1457, 1369, 1346, 1328,1284,
1135.

MS(ESI):558* (M+H').

TCERAN CyHy,N,0,S.

EtEifE : C,53.84 ; H,7.05 ; N,7.54 ; S,5.75 (%).

HEME: C,53.70 ; H,6.91 ; N,7.49 ; S,5.81 (%).

(2) & 21013 (181 £ X H)BE £ DMF 400 £ 7 -

=W T MmA N-& T = B &8 B (NCS)9.65 3% (0.4 ¥ &) R
EW T ®|#H 3/ - BMA NCSI9.653%K (0.4F% E)R
BT B 2/ HA NCS9.65% (0.4 BE)ERNER
THBINIE -BFBERI4CTHRR B KEERIRR D

30 WA MMOA 1000 B A OKE W > MNZEZEENGIET
C2R) B BAEBEBURB KRR REKXKBBEMNT L
oW EBEERE - LYBREEBRMA RERBSE LAY 3(104
W)

'H-NMR (CDCl,) &: 1.34(3H, t, J = 6.9 Hz), 1.44(9H, s), 1.52(6H, s), 1.53(18H,

s), 4.33(2H, g, J = 6.9 Hz).

IR (KBr) cmw™: 2979, 2938, 1781, 1743, 1722, 1494, 1457, 1369, 1346, 1328,1284,

1135.

MS(ESI):614*(M+Na*).

TR CsHyCIN0,S.

SHEfE: C,50.71 ; H,6.47 ; N,7.10 5 S,5.42 ; C1,5.99 (%).

HEE: C,50.57 ; H,6.40 ; N,7.01 ; S,5.13 ; C1,5.93(%).
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(3) BlhE&W383.2R(M40EBEXEEF)H)EFEEFE 160 27 »
Sk Al T B I A SN-& A L 175 BT - Rk Al T R
OSSR EHREZFEBFESE SSAR-FEMA SN-BR
QICEARA (M MABK EBF®KZ pHEB 5.3) RER THE
B - REREERFETNE A GERY MK 1000
EF BE - -BHBAHEEBUAKAKERR  BEBRESR
&% 4-160.9 3% -

'H-NMR (CDCl;) &: 1.46(9H, s), 1.52(9H, s), 1.58(6H, s), 5.20-6.20(2H, brs).

IR (KBr) cm': 3426, 3220, 3081, 2981, 2937, 1720, 1556, 1455, 1394, 1369, 1249, o
1155.

MS(ESI):464' (M4HY).

RS CHyCINGS - 0.6 H,0.

EtEfE : C,45.54 ; H,5.77 ; N,8.85 ; S,6.75 ; C1,7.47 (%).

BEERME : C,45.38 ; H,5.59 ; N,8.82 ; S,6.67 ; C1,7.75(%).

2 Z fl 2(7 i fl 88 2 & &)
/0\/(‘09 Bu HzN
Bra_-CO,'Bu NOH —>m M,
CHOY, cncb {
CO,'Bu
s_ O N BocHN—Q j/H/CO o
\ N 2
BncHN—<\N IH/«:OZH . <o S — |

CH,Cl, - MeOH Nb
0 CO,'Bu <

o/

CO0,'Bu
9 8 42

(1) B atktew 188 EF » 60 ERXEE )RMLEY 6(6.52
"OOAEEFIZCEKENH ISOEABER > RAKWATH
MAZZHK 6.12Z2F#  HRERTHE®S 3H BEMWMA=ZZHK
03 ZEA% > REBRTHER 1LH - IAMMKRSHKA
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W LEHEN RIS EBREBLULEMNE & KBERKR
BROMNEKKREBEE TER BRERESLEY 71057 -
'H-NMR (CDCl,) &: 1.49(%H, s), 4.71(2H, s), 7.70-7.90(4H, m).

IR (KBr) cm': 2980, 2939, 1788, 1745, 1730, 1465, 1441, 1374, 1247, 1186, 1160,

1137, 1043.

MS(ESI):300* (M+Na*).

FTTESH CyH N0 - 0.2 H,0.

SHEfE : C,59.87 ; H,5.53 ; N,4.99 (%).

BEfE: C,60.04 ; H,5.55 ; N,5.13 (%).

(2) Bakaw 71.67% > 6 EEHE)zmAk_RF L 16 @
ZEFABEH ORKAADTMAER 032274 > Rukw @l TR
®15Hs  EBERFATEZEALER BEGTELEY 8- R
KB TMARE 6 EAZRRRBFT  MALED 9(1.53 %

S EEEHE) RAKB A TER 109K > REBTHER 2.5
N BB ER THERIAKE > REBRBTHE IH - @
EIHBWENRLLEEY - LUZ2BEB/SALEY 4-2 1.36
O ®

"H-NMR(d¢-DMSO)8 : 1.42(9H, s), 1.46(9H,s),4.36(2H,s), 6.0-9.0(1H, brs),
11.9(1H, brs).

IR (KBr) cm™': 3429, 3136, 2982, 2936, 1739, 1715, 1626, 1557, 1458, 1392, 1381,
1370, 1249, 1157.

MS(FAB):434 (M-H").
HR-MS(FAB): calcd for C,H;,C1,N,0,S 434.0789 found 434.0782.

BEHALEWEMAREZEE  RAELAEYW No HEELZ
B fR a0 H e
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O H
HaN
z‘gf/“” &1 No 2 il
1)\/ :
JE 5
OzH HaN— I H R
P A d
L _____!‘]\0 O):v'/s/ INQA ™"
H H \ - H
: Gl o 5 =
1-3f-5d j NHMe ;
o DA N
7 fzfelgE 3 fizfile
X R' R Z
1. H a: H H 1: :’I R=
N a: H
2: Me b: =CH2 /NHR b: Me
c: §CH2)2NHMe
3: Cl c: ~(CHj2) o~ 2. [ | d: (CHz)3NHMe
SN
4: Br d: Me Me 3 N NHR
|
e: Me H >N
NHR
fi H Me " . I NHR
g: Et H ;N
R
h: H Et 5 [ )
i: iPr H /
B Z Nﬁ
j: H iPr 6: E:tl:)
/N N
k: CH.0H H R
T: /’| N
1: H CH,0H 7q
B 1~21 2 4E&w () k& ;’ZD—F°
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S X
HzN«NIrg—L{ S
'\o g \g\/z* (I)
A B
HHEF] | 16&%No X R1 R 2 z
1 1-2d-5d Me Me Me 5d
2 1-3a-5d Cl H H 5d
3 1-3d-1 cl Me Me 1
4 [-3d-2a cl Me Me 2a
5 1-3d-5d Cl Me Me 5d
6 1-3d-6d cl Me Me 6d
7 1-3d-5¢ Cl Me Me 5c
8 1-3e-5d cl Me H 5d
9 1-3f-5d cl H Me 5d
10 1-3g-5d cl Et H 5d
11 1-3h-5d cl H Et 5d
12 1-3i-5d cl iPr H 5d
13 I1-3j-5d cl H iPr 5d
14 1-3k-5d cl CH,0H H 5d
15 1-31-5d cl H CH,0H 5d
16 | 1-3f-2a el H Me 22
17 I-3¢c-2a cl —(CHy),— 2a
18 I-3c-5d cl —(CH,),— 5d
19 1-3b-5d cl = CH, 5d
20 [-4d-5d Br Me Me 5d
21 1-4f-5d B H Me 5d

ERERYWHENDT HEVMZAERBEERA 2 K 5T -
g M A1
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Chz}m_ﬂ«%aoaa Cbz}m_ﬁv:(ﬁ'“

7 frfEIH >ﬁ;/07< /
3-Cl FAs

S
Cbznu—%]\fclﬁ o

NN, B0C
00PMB N N
U AR EE S
S/ 0 |
HzN“<N:]:%§JL—§ S
N
(}?(/ ol
% 00~ N
>}—OH = 1-2d-5d

[-2d-5d :

'H-NMR (D,0) & : 1.46(6H, s), 2.27(3H, s), 2.31(2H, m), 2.69(3H, s), 3.06(2H,
m), 3.18 & 3.39(2H, ABq, J = 17.7 Hz), 4.52(2H, t, J = 7.2 Hz), 5.18(1H, d,
J=4.8Hz), 5.55 & 5.69(2H, ABq, J=15.0Hz), 5.82(1H, d, J=4.8 Hz), 7.04(1H,
d, J=3.6 Hz), 7.69(1H, dd, J=6.0 % 8.4Hz), 8.12(1H, d, J=3.6 Hz), 8.59(1H,
d, J = 8.4 Hz), 8.65(1H, d, J = 6.0 Hz).

IR (KBr) cm™': 3413, 2983, 2458, 1774, 1610, 1498, 1467, 1392, 1359, 1288, 1195,
1162, 1122.

MS(ESI):671*(M+H').

TwESH CyHyN0,S, - 5.6 H,0.

FtEfE: C,45.14 ; H,5.90 ; N,14.52 ; §,8.31 (%).
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EERE : ,45.15 ; H,5.32 ; N,14736 ; S,8.49 (%).

TRk EE RS

'H-NMR (d;-DMSO) & : 1.37(9H, s), 1.38(6H, s), 1.42(9%H, s), 2.03(2H, m),
2.41(3H, s), 2.78(3H, brs), 3.18(2H, m), 3.36 K& 3.56(2H, m), 3.75(3H,

s), 4.43(2H, m), 5.17(1H, d, J = 5.1 Hz), 5.21(2H, s), 5.22 B 5.29(2H, ABq,
J = 11.4 Hz), 5.67 % 5.72(2H, ABq, J = 16.2 Hz), 5.96(1H, dd, J

=5.1 & 8.7Hz), 6.90(2H, d, J = 8.7 Hz), 6.96(1H, d, J = 3.6 Hz), 7.33(2H,
d, J =8.7Hz), 7.34-7.45(5H, 7.78(5H, m), 7.78(1H, m), 8.43(1H, d, J = 3.3 Hz),
8.62(1H, d, J=6.0Hz), 8.88(1H, d, J = 8.4 Hz), 9.49(1H, d, J = 8.7 Hz), 12.1(1H,

brs). ‘
IR (KBr) cm':3423, 3089, 2973, 2933, 1791, 1724, 1685, 1556, 1515, 1496, 1454,
1390, 1365, 1299, 1247, 1222, 1174, 1145, 1062, 1027.

MS(ESI): 1081*(Cg,H;sNs0,,S,%).

3-Cl RS ¢«

'H-NMR (CDC1;) & : 1.42(9H, s), 1.57(3H, s), 1.58(3H, s), 2.48(3H, s), 3.47 and
3.64(2H, ABq, J = 18.3 Hz), 3.81(3H, s), 4.44 &% 4.55(2H, ABq, J = 11.7 Hz),
5.04(1H, d, J=5.1Hz), 5.20 K 5.26(2H, ABq, J=12.0Hz), 5.25(2H, s), 6.04(1H,

dd, J = 5.1 &% 9.3 Hz), 6.90(2H, d, J = 9.0 Hz), 7.35(2H, d, J = 9.0 Hz), '

7.30-7.40(5H, m), 7.90(1H, d, J = 9.3 Hz), 8.38(1H, brs).

IR (KBr) cm': 3386, 3283, 2979, 2937, 1789, 1726, 1692, 1613, 1557, 1515, 1455,
1383, 1367, 1300, 1247, 1224, 1142, 1094, 1061.

MS(ESI): 828*(M+H').

TEAM  CyyH,,C1N;0,S; + 0.05 CHCL, - 0.7 H,0.

EtEfE : C,53.96 ; H,5.17 ; N,8.27 ; S,7.57 ; C1,4.81 (%).

BERME © ,54.03 ; H,5.14 ; N,8.16 ; S,7.29 ; C1,4.81 (%).

7 AL{RIgE

'H-NMR (d;-DMSO) & : 1.39(9H, s), 1.41(6H, s), 2.43(3H, s), 5.22(2H, s),
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7.30-7.40(5H, m), 12.0(1H, brs).™

IR (KBr) cm’': 3430, 3193, 2981, 2937, 1731, 1614, 1596, 1562, 1455, 1392, 1369,
1299, 1228, 1187, 1141, 1062.

MS(ESI): 478'(M+H!).

Bitap) 2

=4 f#‘*):f mom_

N A Cl

7n=Q

COOPMB COOPMB
co 5'Bu

1n-2 ' 15
A
N
# N/\/\N,Boc
= Me s
KI, AcCl :
13 KA BocHN—( |
DMF DMF
/\/\
cooma

C02 Bu

S C) o
N | H
AlCl;, BEH | N N
N_ » ® »
[o BN o)

ﬁ: cod® —
0,H

16:2 (1:32-50)
(1) RESR T  #HEka® 11-2(1.20% > 1.53 B K H)L
ZTEBR I2EABBRNR-SOCH AR > A 65%m-CPBA
(366 2% » 0.9 E BE)Z 2 EFABW®W » R-50C ~-40TC & #
1572  HREFBEMABENRARBRMPABE  DEHGE
- R AERELULBREBNEBRRIAM KERIERE KB R
MEKMBSE TR BERESALASY 15(1.18%x ) &
tE® 15(1.18% » 142X E)RAR TH K DMF 2 E F
% > WA NaBr(303 2% » 2 E &) k&YW 13(627 2 %
PEFHABEREZR TERS SAHAKF > R
ACTHEARB®E - WASK TMA DMF 20 2 7 » KI 1.7 = >
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A -50C FT®H &M%k > WMA AcCl 0.523 EF & H -50C T #
Bo1NE > BR-50C ~-10C TH®#H 1L.5/PKE - mWAmR K
BB 1 Rukwa THMA S%NaCl % % o & Bt &
Moo MELB  RHKETLU POS-EREBH RRKED 14-2
1.59 5@ -«
&% 14-2
'H-NMR (d;-DMSO) &: 1.40(9H, s), 1.46(18H, s), 2.03(2H, m), 2.78(3H, brs),
3.18(2H, t, J=7.2Hz), 3.27 & 3.43(2H, ABq, J=18.3Hz), 3.75(3H, s), 4.43(2H,
t, J = 6.6 Hz), 4.55(2H, s), 5.18(1H, d, J = 4.8 Hz), 5.21 & 5.28(2H, ABq,
J =12.0 Hz), 5.65 % 5.73(2H, ABq, J = 15.3 Hz), 5.95(1H, dd, J=4.8 & 8.7 ®
Hz), 6.89(2H, d, J = 8.7 Hz), 7.00(1H, d, J= 3.3 Hz), 7.35(2H, d, J = 8.7 Hz),
7.78(1H, dd, J = 6.3 & 8.1 Hz), 8.43(1H, d, J = 3.3 Hz), 8.60(1H, d, J = 6.3
Hz), 8.88(1H, d, J = 8.1 Hz), 9.65(1H, d, J = 8.7 Hz), 12.1(1H, brs).
IR (KBr) cm': 3427, 3058, 2976, 2933, 1791, 1718, 1686, 1630, 1613, 1584, 1550,
1515, 1496, 1455, 1393, 1368, 1300, 1247, 1156, 1080, 1063, 1022.
MS(ESI): 1039*(Cy4H;oC1N;0,,8:").
tE&®m 11-2
'H-NMR (CDCl,) & : 1.44(9H, s), 1.53(9H, s), 3.47 B 3.63(2H, ABg, J = 18.0 Hz),
3.82(3H, s), 4.45(2H, s), 4.68 K& 4.75(2H, ABq, J = 16.8Hz), 5.05(1H, d, J = o
4.8 Hz), 5.20 R 5.27(2H, ABq, J = 12.0 Hz), 5.98(1H, dd, J = 4.8 K 9.3 Hz),
6.91(2H, d, J = 8.7 Hz), 7.35(2H, d, J = 8.7 Hz), 8.11(1H, brs), 8.49(1H, d,

= 9.3 Hz).
IR (KBr) cn'': 3382, 3277, 2979, 2935, 2837, 1791, 1722, 1613, 1551, 1515, 1455,
1369, 1302, 1246, 1157, 1085, 1062, 1036, 1021.
MS(FAB): 786*(M+H').
HR-MS(FAB): calcd for CyHyCl,N:0,S; 786.1437 found 786.1434 .
(2) Bhé&w 14-2 159 (H 1.4TEEXF KKK 503)

|

CHEETARBRET S EYW 16-2(1-32-5d > 270 E %) -
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3.18(2H, t, J="7.2Hz), 3.27 & 3.23(2H, ABq, J=18.3Hz), 3.75(3H, s), 4.43(2H,
t, J = 6.6 Hz), 4.55(2H, s), 5.18(1H, d, J = 4.8 Hz), 5.21 J 5.28(2H, ABq,
J =12.0 Hz), 5.65 K 5.73(2H, ABq, J = 15.3 Hz), 5.95(1H, dd, J=4.8 & 8.7
Hz), 6.89(2H, d, J = 8.7 Hz), 7.00(1H, d, J = 3.3 Hz), 7.35(2H, d, J = 8.7 Hz);
7.78(1H,*ad, J=6.3 J 8.1Hz), 8.43(1H, d, J = 3.3 Hz), 8.60(1H, d, J =6.3
Hz), 8.88(1H, d, J = 8.1 Hz), 9.65(1H, d, J = 8.7 Hz), 12.1(1H, brs).

IR (KBr) cm': 3427, 3058, 2976, 2933, 1791, 1718, 1686, 1630, 1613, 1584, 1550,
1515, 1496, 1455, 1393, 1368, 1300, 1247, 1156, 1080, 1063, 1022.

MS(ESI): 1039*(C,H;,CIN,0,,S,*).

HiEH! 3

s o o
BocHN-—<N:H:T/u_n s. ©
=
i O}_Ng)\%@
j7§y—o OOPMB
o )K’

S o)
=
N ;[:E‘ N
\O d F N\
H
(0]

I;Bd-lf

'H-NMR (D,0) & : 1.54(6H, s), 3.22 and 3.64(2H, ABq, J = 17.7 Hz), 5.28(1H, d,
J = 4.8 Hz), 5.34 and 5.58(2H, ABg, J = 14.4 Hz), 5.88(1H, d, J =

4.8 Hz), 8.09(2H, t like), 8.58(1H, t like), 8.96(2H, d, J = 6.0 Hz).

IR (KBr) cm™': 3417, 3058, 2989, 2938, 2524, 1778, 1673, 1625, 1536, 1486, 1386,
1340, 1157.

MS(ESI):581*(M+H!).

TEAH  C,H,CIN0S, - 2.9 H,0.

StEfH : C,41.73 ; H,4.27 ; N,13.27 ; C1,5.60; S,10.13 (%).

-49.



200305422

BEME : C€,41.74 ; H,3.99 ; N,13716 ; C1,5.53; S,10.20 (%).

1Y 5 B

'H-NMR (d;-DMSO) & : 1.3T(9H, s), 1.42(3H, s), 1.44(3H, s),
3.51(2H, brs), 3.77(3H, s), 5.20 & 5.26(2H, ABq, J = 12.0 Hz), 5.22(1H, d,
J =5.1Hz), 5.58(2H, brs), 5.98(1H, dd, J = 5.1 ;& 9.0 Hz), 6.93(2H, d, J =
8.4 Hz), 7.35(2H, d, J = 8.4 Hz), 8.20(2H, t like), 8.66(1H, t like), 8.99(2H,
d, J = 5.7 Hz), 9.57(1H, d, J = 9.0 Hz), 12.1(1H, brs).

IR (KBr) cm’': 3428, 3054, 2979, 2935, 1791, 1718, 1629, 1614, 1548, 1515, 1481,

1455, 1392, 1369, 1299, 1247, 1153, 1064, 1029.
MS(ESI): 857+(Cy;H,;CIN;01,S,*).

HiHEsl 4

BocHN —<\ 1')‘_'\’ Boc
)1'/5/
C‘O-»t Bu COZPM B H’N%NIA_*Q

COaNa

[-3d-2a:

'H-NMR (D20) & : 1.40(6H, s), 3.18 and 3.55(2H, ABq, J=17.7Hz), 4.88 & 5.02(2H,
ABq, J = 14.7 Hz), 5.23(1H, d, J =4.8 Hz), 5.84(1H, d, J = 4.8 Hz), 6.83 &

8.05(4H, A2B2q, J = 7.5).

IR (KBr) cm'': 3400, 3189, 2993, 1770, 1654, 1604, 1537,

RSN Cyly N,0,8,C1Nay 4 + 5H;0

1398, 1361, 1165 .

FtE1E : C,37.55; H,4.47; N,13.93; §,9.11; C1,5.04; Na,2.61 (%).

BEE - C,37.34; H,4.28; N,13.73; S,9.07; C1,4.97; Na,2.70 (%).

ok R -
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'H-NMR (CDC13) & : 1.43(9H, s), 1.51(9H, s), 1.55(9H, s), 1.58(3H, s), 1.59(3H,
s), 3.35 & 3.92(2H, ABq, J =19.2 Hz), 3.82(3H, s), 5.24 ~ 5.30(3H, m), 5.31
% 5.57(2H, Abg, J =14.4 Hz), 6.01(1H, dd, J=4.8, 8.7 Hz), 6.90 & 7.36(4H,
A2B2q, J =9 Hz), 8.0478.12(3H, m), 8.35(1H,br s), 8.63(2H, J="7.5Hz), 8.98(1H,
s) . |

IR (KBr) cm'': 3422, 3274, 2979, 2934, 1794, 1719, 1641, 1530, 1457, 1369, 1299,

1246, 1146, 842 .

" il 5
ko
Bo °HN_< com \’J\/ WSCD - HCI B°“HN—<\ m
):E &
>< COOPMB CooPMB
CO,'Bu coz‘au
44 10 11
N
Bod-lN—<\ J
P N/\/\ _Boc
/ Me
13
M, COOPMB
THF coz‘Bu DMF
12
BmHN—QIH_N .
J l;\g\/% /\/\N _Boc
COOPMB v
co 'Bu
141
S co
H
LN |
Acy, BEE [ N
—_— N N'@
CH,Q; -CH;NO; >Zo o Cooe 7 N/\/\N“Me
CO.H

16-1 (1-3d-5d)

(1) B&2E0 1FBHEY 4-1(10.3 % » 22.2 2 K H)
’ B &% 10(9.90 %> 24.4 ZEH)Z &K DMF 100 E 7 &
B Rk ¥% Al TMA WSCD:- B (5.11 3% » 1.2 % &) it

| ~ -51-
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E(B0EF  1LOEE) REB FRE 1A - BEES
WA Uk Kk 300 EH > Ml Z B ZEEER(00ZEFA 0 2 R)
CEFEEBBLUAE KEER  REKWMBRE T LR -
WMERMEE UWBRBF ML BRERESEERLE
¥ 11-1 13.7 58 -

Hik

'H-NMR (CDCl,) & : 1.42(9H, s), 1.52(9H, s), 1.60(6H, s), 3.48 & 3.65(2H, ABq,
J = 18.0 Hz), 3.82(3H, s), 4.45 % 4.55(2H, ABq, J = 11.7 Hz), 5.04(1H, d, J
= 5.1 Hz), 5.20 & 5.27(2H, ABg, J = 12.0 Hz), 6.03(1H, dd, J = 5.1 & 9.3
Hz), 6.91(2H, d, J = 8.7 Hz), 7.35(2H, d, J = 8.7 Hz), 8.03(1H, d, J = 9.3 Hz),
8.13(1H, brs). '

IR (KBr) cm': 3396, 3284, 2979, 2937, 2836, 1791, 1722, 1614, 1550, 1515, 1455,
1384, 1369, 1301, 1247, 1155, 1035.

MS(ESI): 814*(M+H').

STESH CyH, C1,N0,S, - 0.2 CHCI, - 0.4 H,0.

StE{H : C,48.56 ; H,5.00 ; N,8.28 ; S,7.58 ; C1,10.90 (%).

BB : C,48.51 ; H,4.85 ; N,8.11 ; S,7.56 ; C1,11.00 (%).

(2) R &% B EMLEYW 11-1(5.0 % » 6.14 EX F )X

THF 50 Z FF MW B M E 15C » MM A Nal 2.76(3 5 &) 1 @

15C FTHE#B 304  BREBBRMEKK 150 Ff > DI B
ZEEDN BB EABBUENRARRMARKER > KR
Mk BRR REAAKRBSE TER BERBERSBERAKL
M o12(5.51 ") - RARK T BEaHLEW 12(2.72 % » 3.01
X HE)Z DMF I2 EABWR > MALEY 13(868E %" » 1
E)2 DMF3EFEBEKR - PEBR TESR 1 AKF R RKRIK
BT R EBRBEMNMA 5%NaCl B AT & & & & %8 |
Moo BEWLR RIBKETLU P.OsEBRBH RRKALEY 14-1
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3.26 &

'H-NMR (d,-DMSO) & : 1.37(9H, s), 1.43(6H, s), 1.46(18H, s), 2.03(2H, m), 2,78(3H,

brs), 3.17(2H, m), 3.28 K& 3.39(2H, ABq, J = 16.2 Hz), 3.76(3H, s), 4.43(2H,

n), 5.18(1H, d, J = 5.1 Hz), 5.22 % 5.30(2H, ABq, J = 11.7 Hz), 5.70(2H, brs),

5.95(1H, dd, J = 5.1 % 8.7 Hz), 6.90(2H, d, J = 8.7 Hz), 6.95(1H, d, J = 3.3

Hz), 7.33(2H, d, J = 8.7 Hz), 7.78(1H, dd, J = 5.7 & 8.4 Hz), 8.43(1H, d, J

- 3.3 Hz), 8.63(1H, d, J = 5.7 Hz), 8.88(1H, d, J = 8.4 Hz), 9.58(1H, d, J =

8.7 Hz), 12.1(1H, brs).

IR (KBr) cm': 3423, 2977, 2935, 1789, 1718, 1685, 1629, 1612, 1550, 1515, 1496,

1455, 1392, 1367, 1299, 1249, 1153. ®

MS(ESI ): 1067+(C50H“C].N30|232+).

(3) B &% 14-1(3.20 )W &£ MeNO, 30 EFt » F&AF
I0EFZEB RERKK®B AT > A AlICL;-MeNO, &
W(1.5M> 21 EF ) BH 1A - MAKE INBR - 2
R Z BN U EKE - WE B > L HP-20 B M AR R
mH R R BAEYW 16-1(1-3d-5d> 900 B %) -

'H-NMR (D,0) & : 2.30(2H, m), 2.68(3H, s), 3.05(2H, m), 3.15 F 3.38 (2H, ABq,

J = 17.7 Hz), 4.52(2H, t, J = 6.9 Hz), 4.54(2H, s), 5.16(1H, d, J = 4.8 Hz), ®
5.56 % 5.67(2H, ABg, J = 15.0 Hz), 5.83(1H, d, J = 4.8 Hz), 7.04(1H, d, J =

3.6 Hz), 7.68(1H, dd, J = 6.0 % 8.1 Hz), 8.12(1H, d, J = 3.6 Hz), 8.59(1H,

d, J = 8.1 Hz), 8.65(1H, d, J = 6.0 Hz).

IR (KBr) cm'': 3394, 2817, 1773, 1604, 1539, 1498, 1466, 1391, 1361, 1317, 1163,

1121., 1055, 1033.

MS(ESI):663*(M+H').

TR CoHynCIN0;S, - 3.7 HO.

SHEfE : C,42.79 ; H,4.75 ; N,15.35 ; C1,4.86; S,8.79 (%).

HEME : C,42.78 ; H,4.66 ; N,15.42 ; C1,4.81; §,9.02 (%).
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1-3d-6d :

'H-NMR(D,-DMS0-D,0) & :1.38(6H, brs), 2.23(2H, brs), 2.48(3H, s), 2.92(2H, brs),
3.13 % 3.52 (2H, ABg, J = 17.4 Hz), 4.55(2H, brs), 5.06(1H, d, J = 4.8 Hz),
5.59 & 5.70(2H, ABq, J = 12.9 Hz), 5.79(1H, d, J = 4.8 Hz), 7.71(1H, t like),
8.82(1H, d, J = 7.8), 9.04(1H, s), 9.19(1H, d, J = 5.1 Hz).
IR(KBr) cm! :3421, 2460, 1772, 1610, 1538, 1488, 1465, 1394, 1359, 1315, 1234,
1159.
MS(ESI):692¢(M+H).
TEEAH CypHyClN 0,8, - 5.3(H,0).
SHE4E : C,40.98 ; H,5.18 ; N,15.93 ; C1,4.93 ; S,8.10 (%).
EFEME © C,40.70 ; H,4.88 ; N,15.74 ; C1,4.94 ; $,7.97 (%).
=il

cl
s o4
aocHN—<\NI#L.N s 'el “
| ® Me
ﬂ N
Mo o \%/%N/\/N\Boc
73_* COOPMB
o \ ,o
N
N o
v o %/'%NNNHMB
7§_@ coo =
H
o .

[-3d-5c :

'H-NMR (D,0) & : 1.48(6H, s), 2.73(3H, s), 3.17 B 3.40(2H, ABq, J = 17.7 Hz),
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3.61(2H, t, J =6.0 Hz), 4.79(2H,t, J = 6.0 Hz), 5.17(1H, d, J = 5.1 Hz), 5.57
B 5.69(2H, ABq, J = 15.0 Hz), 5.81(1H, d, J = 5.1 Hz), 7.10(1H, d, J = 3.3
Hz), 7.70(1H, dd, J = 6.3 % 8.1 Hz), 8.14(1H, d, J = 3.3 Hz), 8.61(1H, d, J
= 8.1 Hz), 8.69(1H, d, J = 6.3 Hz).

IR (KBr) cm™': 3401, 2987, 2451, 1772, 1606, 1538, 1500, 1467, 1396, 1361, 1288,
1159, 1120.

MS(ESI):677*(M+H).

STEMN  CpyHy,CIN,0,S, - 6.5 H,0.

stEfE : C,40.83 ; H,5.33 ; N,14.11 ; C1,4.46; S,8.07 (%).

EERE © C,40.82 ; H,5.14 ; N,14.12 ; C1,4.57; S,8.03 (%).

PU KBRS

'H-NMR (d,-DMSO) & : 1.37(9H, s), 1.39(3H, s), 1.43(3H, s), 1.46(18H, s), 2.80(3H,
brs), 3.27 % 3.39(2H, m), 3.59(2H, m), 3.76(3H, s), 4.60(2H, brs), 5.17(1H,
d, J = 5.1 Hz), 5.23 & 5.31(2H, ABq, J = 12.0 Hz), 5.72(2H, brs), 5.96(1H,
dd, J=5.1 % 8.THz), 6.92(2H, d, J =8.4Hz), 7.02(1H, d, J= 3.6 Hz), 7.36(2H,
d, J = 8.4 Hz), 7.82(1H, m), 8.31(1H, d, J = 3.6 Hz), 8.67(1H, m), 8.85(1H, n),
9.58(1H, d, J = 8.7 Hz), 12.1(1H, brs).

EhEf) 8
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I-3e-5d: .

'H-NMR (D20) & : 1.40(3H, d, J=6.9 Hz), 2.31(2H, q 1ike), 2.68(3H, s), 3.05(2H,
t like), 3.14 K 3.39(2H, ABq, J = 17.7 Hz), 4.52(2H, t like), 4.61(1H, q,
J=6.9Hz), 5.19(1H, d, J=4.8Hz), 5.57 & 5.67(2H, ABq, J =15 Hz), 5.80(1H,
d, J =4'.5‘ Hz), 7.06(1H, d, J = 3.6), 7.69(1H, dd, J = 6.0, 8.1 Hz), 8.12(1H,
d, J = 3.6 Hz), 8.59(1H, d, J = 8.1 Hz), 8.64(1H, d, J = 6.0Hz).

IR (KBr) cm'': 3411, 1774, 1606, 1539, 1498, 1392, 1363, 1034, 759 .
Positive ESIMS: m/z 677 [M+H]+ . Negative ESIMS: m/z 675 [M-H]- .

TwHEASH Cy,H,N,0,8,C1 - 6.2H,0

StEfE : C,41.11; H,5.29; N,14.20; S,8.13; C1,4.49 (%).

HERME : C,40.99; H,5.07; N,14.15; §,8.21; C1,4.76 (%)

PO AR B R -

'H-NMR (CDC13) & : 1.48(9H, s), 1.51(9H, s), 1.60(3H, d, J =7.2 Hz), 2.22(2H,
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t like), 2.91(3H, s), 3.17 K& 3773(2H, ABq, J = 18.6 Hz), 3.37(2H, t like),
3.81(3H, s), 4.44(2H, t like), 5.03(1H, q, J = 7.2 Hz), 5.17(1H, d, J = 5.1 Hz),
5.24 R 5.30(2H, ABq, J = 11.7 Hz), 5.63 K& 5.75(2H, ABq, J = 15 Hz), 6.01(1H,
dd, J = 5.1, 9 Hz), 6.87 (2H, d, J =8.7 Hz), 6.88(1H, s), 7.24~ 7.35 (12H, m),
7.59(1H, dd, J = 6,8.1 Hz), 7.78(1H, d, J =9 HZ), 8.24(1H, n), 8.34(1H, br s),
8.48(1H, d, J = 8.1 Hz), 8.53(1H, d, J = 6.0 Hz) .
IR (KBr) cm’': 3430, 3091, 3060, 1793, 1718, 1684, 1630, 1549, 1516, 1367,
1247, 1153, 1034, 754, 702 .
3-Cl FAgLEs
'H-NMR (CDC13) & : 1.53(9H, s), 1.65(3H, d, J =7.2 Hz), 3.23 % 3.47(2H, ABq,
J = 18.3 Hz), 3.82(3H, s), 4.39 B 4.55(2H, ABq, J = 12 Hz), 4.99(1H, d, J =
5.1 Hz), 5.10(1H, q, J= 7.2 Hz), 5.21 B 5.27(2H, ABq, J = 12 Hz), 5.99(1H,
dd, J =5.1, 9.9 Hz), 6.91(3H, m), 7.16~ 7.37 (12H, m), 7.76 (1H,d, J= 9.9 Hz),
8.20(1H, br s).
IR (KBr) cm': 3373, 3286, 2979, 2937, 1791, 1720, 1612, 1550, 1515, 1248,

| 1155, 1035, 700 .
7 1ﬁﬁﬂfa§(NEt3 ) :
'H-NMR (CDC13) &: 1.50(%H, s), 1.51(3H, d, J = 7.2 Hz), 4.94(1H, q, J =

7.2), '6.89(1H, s),7.23 T 7.35(10H, m).

IR (KBr) cm'': 3429, 2981, 2937, 1739, 1714, 1612, 1556, 1250, 1157, 1036, 964,
700 ,
Positive ESIMS: m/z 560[M+H]+, m/z 582[M+Nal+
Negative ESIMS: m/z 558[M-H]-, m/z 580[M+Na-2H]-
Eitpl 9
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[-3f-5d:

_ 'H-NMR (D20) J: 1.43 (3H, d, J="7.2Hz), 2.31(2H, q like), 2.68(3H, s), 3.05(2H,
t, J =8 Hz), 3.18 F 3.37(2H, ABq, J = 18 Hz), 4.53(2H, t like), 4.65 (1H,
q, J=7.2Hz), 5.17(1H, d, J=4.8Hz), 5.54 K 5.70(2H, ABq, J=15Hz), 5.86(1H,
d, J =4.5 Hz), 7.03(1H, d, J = 3.6 Hz), 7.69(1H, dd, J =6, 8.4 Hz), 8.13(1H,
d, J = 3.6 Hz), 8.60(1H, d, J = 8.4 Hz), 8.64(1H, d, J = 6 Hz).

IR (KBr) cm™': 3398, 1775,1603,1541,1392,1363,1320, 1286,1033,762.
Positive ESIMS: m/z 677 [M+H]+ . Negative ESIMS: m/z 675 [M-H]- .
TTESH  CyH,N0,5,C1 - 6.2H,0

stE{E : C,41.11; H,5.29; N,14.20; S,8.13; C1,4.49 (%).

HEME: C,40.88; H,4.88; N,14.23; S,8.05; C1,4.57 (%).
oA B S -

'H-NMR (CDC13) & : 1.48(%H, s), 1.51(%H, s), 1.62(3H, d, J = 7.2 Hz), 2.21(2H,

| m), 2.91(3H, s), 3.24 & 3.82(2H, ABq, J = 18.9 Hz), 3.36(2H, m), 3.81(3H, s),
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4.43(2H, t like), 5.09(1H, q, J = 7.2 Hz), 5.16(1H, d, J = 5.1 Hz), 5.24 K
5.31(2H, ABq, J = 11.7 Hz), 5.58 & 5.75(2H, ABq, J = 14.7 Hz), 5.99(1H, dd,
J=25.1, 8.7 Hz), 6.86(1H, s ), 6.87(2H, d, J = 8.7 Hz), 7.00(1H, br s), 7.24
—7.38(12H‘: m), 7.55(1H, t 1ike), 7.78(H, d, J=8.7Hz), 8.25(1H, brs), 8.47(1H,
d, J = 10.2 Hz), 8.50(1H, d, J = 6 Hz).

3-Cl FHEHR -

'H-NMR (CDC13) & : 1.53(9H, s), 1.64(6H, d, J = 7.2 Hz), 3.39 K& 3.58(2H, ABq,

= 18.3 Hz), 3.81(3H, s), 4.42 K 4.59(2H, ABq, J = 12 Hz), 4.97(1H, d, J =

5.1 Hz), 5.08(1H, q, J = 7.2 Hz), 5.20 K& 5.27(2H, ABq, J = 11.7 Hz), 6.01(1H,
dd, J =5.1, 9.3 Hz), 6.88— 6.91(3H, m), 7.06—7.35(12H, m), 7.85(1H, d, J = .
9.3 Hz), 8.15(1H, br s).

IR (KBr) cm!: 3281, 2980, 2935, 2836, 1790, 1719, 1612, 1552, 1515,

1454, 1369, 1247, 1155,1035, 700 .

7 f7{E5E
"H-NMR (CDC13) 6:'1.47(9H, s), 1.49(3H, J =17.2 Hz), 4.99(1H, q, J = 7.2 Hz) .
HiEB) 10

-59.



200305422

|
BocHN—<| 1 B“HN{Q—N
H
N
. P OOPMB
h h

) e
seo—
Igjﬁ o

h

MI}« e

1-3g-5d :

'H-NMR (D,0) & : 0.90(3H, t, J = 7.5 Hz), 1.79(2H, quintet-like), 2.31(2H,
quintet-likel), 2.69(3H, s), 3.05(2H, t, J = 8.1 Hz), 3.12 J 3.39 (2H, ABq,
J =18.0 Hz), 4.45(1H, t, J = 6.6 Hz), 4.52(2H, t, J = 7.2 Hz), 5.19(1H, d, J
= 4.8 Hz), 5.58 K 5.66(2H, ABq, J =14.7 Hz), 5.78(1H, d, J = 4.8 Hz), 7.06(1H,
d, J=3.3Hz), 7.69(1H, dd, J=6.0 and 8.1 Hz), 8.12(1H, d, J=3.3 Hz), 8.59(1H,
d, J = 8.1 Hz), 8.65(1H, d, J = 6.0 Hz).

IR (KBr) cm'':3397, 2967, 1774, 1604, 1537, 1497, 1459, 1390, 1361, 1315, 1159,
1120, 1051, 1031.

MS(ESI):691*(M+H').

TR CuH, CIN,0,S, - 4.9 H,0.

Et=fE : C,43.15 ; H,5.28 ; N,14.38 ; C1,4.55 ; §,8.23 (%).
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BEER(E : C,43.02 ; H,5.01 ; N,14751 ; C1,4.54 ; §,8.27 (%).

T R

\B-NMR (d;-DMSO) G : 0.90(3H, t, J=7.2 Hz), 1.36(9H, brs), 1.45(%H, s), 1.85(2H,
quintet-1ike), 2.03(2H, quintet-like), 2.78(3H, brs), 3.18(2H, t, J = 6.9 Hz),
3.28 B 3.34(2H, ABa, J = 15.9 Hz), 3.75(3H, s), 4.43(2H, t, J = 6.9 Hz), 4.TL(1H,
t, J = 6.6 Hz), 5.18(1H, d, J = 4.8 Hz), 5.21 % 5.30(2H, ABg, J = 11.7 Hz),
5.66 % 5.72(2H, ABq, J = 15.6 Hz), 5.99(1H, dd, J = 4.8 & 9.0 Hz), 6.84(1H,
s), 6.88(2H, d, J =8.7Hz), 6.97(1H, d, J = 3.6 Hz), 7.20-7.44(12H, m), 7.76(1H,

dd, J=6.3 and 8.1 Hz), 8.42(1H, d, J=3.6 Hz), 8.60(1H, d, J =6.3 Hz), 8.88(1H,

d, J = 8.1 Hz), 9.69(1H, d, J = 9.0 Hz), 12.1(1H, brs). .
IR (KBr) cm'':3414, 3062, 3032, 2975, 2935, 1791, 1717, 1686, 1630, 1613, 1585,
1550, 1515, 1495, 1455, 1393, 1367, 1248, 1154, 1018 .
MS(ESI): 924*(M+H').
3-Cl FHEAS

~ 'H-NMR (CDbCl;) 6 :41.08(3H, t, J = 7.2Hz), 1.53(9%H, s), 1.90-2.10(2H, m), 3.26
Eﬁ'S.SO(ZH, ABq, J = 18.3 Hz), 3.82(3H, s), 4.40 Kk 4.56(2H, ABq, J = 11.7
Hé), 4.91(1H, dd, J=5.1 & 9.0Hz), 4.99(1H, d, J=5.1Hz), 5.21 K 5.28(2H,
ABq, J = 11.7 Hz), 5.98(1H, dd, J =5.1 K 9.6 Hz), 6.91(2H, d, J = 8.7 Hz), ‘

6.93(1ﬁ, s), 7.25-7.32(10H, m), 7.36(2H, d, J = 8.7Hz), 7.72(1H, d, J = 9.6Hz),
8.01(1H, brs).

IR (KBr) cm': 3378, 3291, 3063, 3032, 2975, 2935, 1791, 1721, 1613, 1550, 1515,
1455, 1384, 1368, 1301, 1246, 1155, 1109, 1058, 1032, 1003.

7 fr{AIRE -

'H-NMR (d;-DMSO) & : 0.89(3H, t, J="7.5Hz), 1.46(9H, s), 1.78(2H, quintet like),
4.52(1H, t, J = 6.9 Hz), 6.84(1H, s), 7.23-7.46(10H, m), 12.0(1H, brs).

IR (KBr) cm': 3428, 3164, 3063, 3032, 2978, 2936, 1717, 1623, 1557, 1496, 1455,

1392, 1370, 1292, 1251, 1210, 1157, 1105, 1056, 1036.
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MS(ESI): 574*(M+H').
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[-3h-5d :

'H-NMR (D,0) & : 0.93(3H, t, J = 7.5 Hz), 1.83(2H, quintet-like), 2.30(2H,
quintet-like), 2.69(3H, s), 3.05(2H, t, J = 8.1 Hz), 3.16 K 3.37 (2H, ABq,
J =17.7 Hz), 4.52(1H, t, J = 6.0 Hz), 4.52(2H, t, J = 6.3 Hz), 5.17(1H, d, J
=4.8Hz), 5.55 K 5.68(2H, ABq, J =15.0 Hz), 5.85(1H, d, J =4.8 Hz), 7.03(1H,
d, J=3.6Hz), 7.69(1H, dd, J=6.0 & 8.4Hz), 8.12(1H, d, J =3.6 Hz), 8.58(1H,
d, J = 8.4 Hz), 8.64(1H, d, J = 6.0 Hz).

IR (KBr) cm'':3388, 2970, 1775, 1602, 1539, 1498, 1463, 1392, 1362, 1316, 1160,
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1121, 1061, 1032.
MS(ESI):691' (M+H').

TTEAM  CyHy CIN,0,S, - 5.6 H,0.

SHEfE : (,42.46 ; H,5.37 ; N,14.15 ; C1,4.48 ; S,8.10 ().

SERME : (,42.38 ; H,5.02 ; N,14.25 ; C1,4.41 ; S,8.02 (%).

o5 B -

'H-NMR (d;-DMSO) & : 0.86(3H, t, J="7.2 Hz), 1.36(9H, brs), 1.46(9H, s), 1.83(2H,
quintet-like), 2.03(2H, quintet-like), 2.77(3H, brs), 3.18(2H, t, J =6.9 Hz),
3.29 % 3.39(2H, ABq, J=18.9Hz), 3.76(3H, s), 4.43(2H, t, J=6.6 Hz), 4.73(1H,

t, J = 6.6 Hz), 5.19(1H, d, J = 4.8 Hz), 5.21 B 5.30(2H, ABq, J = 11.7 Hz), @
5.70(2H, brs), 5.98(1H, dd, J = 4.8 & 8.7 Hz), 6.84(1H, s), 6.89(2H, d, J =
9.0 Hz), 6.96(1H, d, J = 3.0 Hz), 7.20-7.44(12H, m), 7.78(1H, dd, J = 6.3 K&

8.4 Hz), 8.42(1H, d, J = 3.0 Hz), 8.60(1H, d, J = 6.3 Hz), 8.88(1H, d, J = 8.4

Hz), 9.74(1H, d, J = 8.7 Hz), 12.1(1H, brs).

IR (KBr) cm™':3423, 3061, 3032, 2974, 2934, 1791, 1718, 1686, 1630, 1613, 1585,

1549, 1515}, 1495, 1455, 1392, 1367, 1247, 1154, 1123, 1060, 1029.

MS(ESI): L1177 (Cg H;CIN,0,,S,1).

3-Cl FREHS -

'H-NMR (CDC1,) & : 1.02(3H, t, J = 7.2Hz), 1.53(9H, s), 1.96-2.08(2H, m), 3.40.
K 3.59(2H, ABq, J = 18.0 Hz), 3.81(3H, s), 4.43 & 4.58(2H, ABq, J = 11.7
Hz), 4.93(1H, t, J = 6.3 Hz), 4.99(1H, d, J = 5.1 Hz), 5.20 & 5.28(2H, ABq,
J=11.7Hz), 6.01(1H, dd, J=5.1 & 9.0 Hz), 6.90(2H, d, J = 9.0 Hz), 6.95(1H,
s), 7.25-7.31(10H, m), 7.35(2H, d, J = 9.0 Hz), 7.91(1H, d, J = 9.0Hz), 7.93(1H,
brs).

IR (KBr) cm': 3283, 3063, 3031, 2976, 2936, 2836, 1791, 1721, 1613, 1550, 1515,
1455, 1384, 1369, 1301, 1246, 1155, 1058, 1033, 1004.

MS(ESI): 924*(M+H').
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TTESM  C,H,,CL,N0,S, - 0.3 CHCE; - 0.8 H,0.

st&fE: C,53.33 ; H,4.64 ; N,7.18 ; 5,6.58 ; C1,10.54 (%).

7 (i {RIEE -

'H-NMR (d;-DMSO) & : 0.89(3H, t, J=T7.5Hz), 1.46(9H, s), 1.78(2H, quintet like),
4.52(1H, t, J = 6.9 Hz), 6.84(1H, s), 7.23-7.46(10H, m), 12.0(1H, brs).

IR (KBr) cm': 3431, 3180, 3064, 3033, 2978, 2934, 1736, 1715, 1621, 1557, 1496,
1455, 1391, 1370, 1295, 1250, 1211, 1158, 1118, 1064, 1034.

MS(ESI): 574'(MtH').

BiEs 12
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[-3i-5d:

'H-NMR (D,0) & : 0.93(6H, d, J = 6.9 Hz), 2.09(1H, sextet-like), 2.31(2H,
quintet-like), 2.68(3H, s), 3.04(2H, t, J = 8.1 Hz), 3.13 & 3.39 (2H, ABgq,
J =17.7 Hz), 4.27(1H, d, J = 6.0 Hz), 4.53(2H, t, J = 6.9 Hz), 5.19(1H, d, J
=4.8Hz), 5.58 & 5.66(2H, ABq, J =15.0 Hz), 5.80(1H, d, J = 4.8 Hz), 7.07(1H,

-64-



200305422

d, J=3.3Hz), 7.69(1H, dd, J =6.3and 8.7 Hz), 8.12(1H, d, J = 3.3 Hz), 8.60(1H,
d, J = 8.7 Hz), 8.65(1H, d, J = 6.3 Hz).

IR (KBr) cm™':3396, 2965, 1775, 1604, 1538, 1498, 1466, 1391, 1364, 1223, 1121,
1062, 1027.

MS(ESI) =705 (M+H').

TTESLH  CyH;,CIN,0,S, - 4.28 H,0.

s+l : C,44.52 ; H,5.35 ; N,14.32 ; C1,4.53 ; S,8.20 (%).

HERME: C,44.14 ; H,4.96 ; N,14.38 ; C1,4.53 ; S,8.14 (%).

o5 B -

'H-NMR (d;-DMSO) & : 0.88(3H, d, J = 6.9 Hz), 0.90(3H, d, J = 6.6 Hz), 1.36(9H, .
brs),1.45(9H,s),2.02(2H,quintet-like)!Z.lS(lH,sextet—like),2.77(3H,brs),
3.17(2H, t, J=6.9Hz), 3.26 5 3.40(2H, ABq, J=18.3 Hz), 3.75(3H, s), 4.42(2H,
t-like), 4.50(1H, t, J = 6.3 Hz), 5.18(1H, d, J = 5.1 Hz), 5.20 R 5.30(2H,
ABq, J = 11.7 Hz), 5.65 & 5.T1(2H, ABq, J = 15.6 Hz), 6.00(1H, dd, J = 5.1
K& 8.4 Hz), 6.86(1H, s), 6.87(2H, d, J = 8.4 Hz), 6.97(1H, d, J = 3.3 Hz),
7.20—7.45(}2H, m); 7.75(1H, dd, J = 6.0 % 7.8 Hz), 8.41(1H, d, J = 3.3 Hz),
8.58(1H, d, J=6.0Hz), 8.87(1H, d, J="7.8 Hz), 9.72(1H, d, J=8.4 Hz), 12.1(1H,
brs).

IR (KBr) cm'':3393, 3061, 3031, 2972, 2933, 1791, 1719, 1686, 1630, 1613, 1550, ‘
1515, 1495, 1455, 1392, 1367, 1248, 1175, 1155, 1125, 1029.

3-Cl FAEES

'H-NMR (CDCl;) & : 0.99(3H, d, J = 7.2 Hz), 1.02(3H, d, J = 7.2 Hz), 1.53(9H,
s), 2.37(1H, sextet-like), 3.35 & 3.55(2H, ABq, J = 18.3 Hz), 3.82(3H, s),
4.42 R 4.54(2H, ABq, J =12.0 Hz), 4.76(1H, d, J = 6.0 Hz), 4.99(1H, d, J =
5.1 Hz), 5.21 R 5.28(2H, ABq, J = 11.7 Hz), 5.95(1H, dd, J =5.1 & 9.3 Hz),
6.91(2H, d, J = 8.7 Hz), 6.94(1H, s), 7.25-7.32(10H, m), 7.36(2H, d, J = 8.7Hz),

7.51(1H, d, J = 9.3 Hz), 8.03(1H, brs).
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IR (KBr) cm™': 3292, 3063, 3031, 2970, 2935, 2876, 2836, 1792, 1722, 1613, 1550,
1515, 1454, 138?, 1369, 1333, 1302, 1247, 1155, 1096, 1031.

MS(ESI): 938*(M+H').

7 fifAlgE

'H-NMR(D;-DMS0) & :0.83(3H, d, J = 6.9 Hz), 0.93(3H, d, J = 6.6 Hz), 1.46(9H,
s), 2.05(1H, sex., J = ca 6.9 Hz), 4.28(1H, d, J = 7.2 Hz), 6.86(1H, s),

7.24-7.31(6H, m), 7..43-7.45(4H, m).
IR(KBr) cm! :3431, 2971, 2934, 1740, 1715, 1619, 1555, 1371, 1251, 1157, 1034,

699.
EHF 13
s Y,
&xHN—«g:I:rﬂ_OH &xHN—+§:]:TJ_N
N ;:I/
I
\0 \2\/
>mw< COOPMB
CO,BH COZBH

BocHN—( IHL—N
(;;%D‘/\v/\
COOPMB

CO,BH

NHMe

|
e

COZH

1-3j-5d:
'H-NMR (D,0) & : 0.94(3H, d, J = 7.2 Hz), 0.98(3H, d, J = 6.9 Hz), 2.13(1H,
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sextet-like), 2.31(2H, quintet-like), 2.68(3H, s), 2.91(2H, t, J="7.8 Hz), 3.15
B 3.37 (2H, ABq, J = 17.7 Hz), 4.35(1H, d, J = 5.4 Hz), 4.52(2H, t, J = 6.9
Hz), 5.17(1H, d, J = 4.8 Hz), 5.55 J% 5.67(2H, ABq, J = 15.3 Hz), 5.87(1H, d,
J = 4.8 Hz), 7.04(1H, d, J = 3.3 Hz), 7.69(1H, dd, J=6.0 & 8.1 Hz), 8.12(1H,
d, J = 3.3 Hz), 8.59(1H, d, J = 8.1 Hz), 8.64(1H, d, J = 6.0 Hz).

IR (KBr) cm':3389, 2965, 1777, 1601, 1539, 1498, 1466, 1391, 1364, 1223, 1120,
1062, 1019.

MS(ESI): 705t (M+H!).

FTESIT  CpHCINO,S, - 6.5 H,0.

StEfl : C,42.36 ; H,5.64 ; N,13.63 ; C1,4.31 ; $,7.80 (%).

BEE: ,42.01 ; H,4.82 ; N,13.51 ; C1,4.26 ; S,7.89 (%).

7 (fsE

'H-NMR (d,-DMSO) & : 0.85(3H, d, J = 6.6 Hz), 0.93(3H, d, J = 6.6 Hz), 1.46(9H,
s), 2.07(1H, sextet-like), 4.35(1H, d, J = 7.2 Hz), 6.87(1H, s), 7.1-7.5(11H,
mn), 12.0(1H, brs).

IR (KBr) cm': 3422; 3207, 3064, 3032, 2976, 2933, 2876, 1717, 1629, 1555, 1495,
1455, 1393, 1370, 1295, 1248, 1156, 1055, 1032.

MS(ESI):588*(M+H*).

RSN CyyHyCIN,O,S, - 1.04 H,0 - 0.12 AcOEt.

EtEfE : C,55.41 ; H,5.39 ; N,6.81 ; C1,5.74 ; S,5.19 (%).

HEME: C,55.44 ; H,5.11 ; N,7.20 ; C1,5.67 ; S,4.80 (%).

3-01ﬁﬁzggg:

'H-NMR (CDC1,) & : 0.95(3H, d, J = 7.2 Hz), 1.04(3H, d, J = 6.9 Hz), 1.53(%H,
s), 2.35(1H, m), 3.43 F% 3.59(2H, ABq, J = 18.3 Hz), 3.81(3H, s), 4.45 R
4.57(2H, ABq, J = 11.7 Hz), 4.84(1H, d, J = 4.5 Hz), 4.99(1H, d, J = 4.8 Hz),
5.21 % 5.28(2H, ABq, J = 12.0 Hz), 5.99(1H, dd, J = 4.8 & 9.0 Hz), 6.91(2H,
d, J=8.7Hz), 6.98(1H, s), 7.25-7.32(10H, m), 7.35(2H, d, J = 8.7Hz), 7.92(1H,
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s), 7.99(1H, d, J = 9.0 Hz).

IR (KBr) co': 3392, 3283, 3062, 3032, 2969, 2934, 2835, 1791, 1721, 1613, 1585,
1551, 1514, 1455, 1387, 1368, 1302, 1246, 1155, 1096, 1061, 1030.

MS(ESI): 938*(M+H').

STESH CyHC1,N0,S, » 0.1 CHCI, - 0.4 H,0 - 0.4 AcOEt.

SHEfE : C,55.26 ; H,4.98 ; N,7.05 ; S,6.46 ; C1,8.21 (%).

HEME: C,55.22 ; H,4.64 ; N,6.90 ; S,6.20 ; C1,8.37 (%).

VO B -

'H-NMR (d,-DMSO) & : 0.87(3H, d, J = 6.9 Hz), 0.89(3H, d, J = 7.2 Hz), 1.36(9H,
brs), 1.46(9H, s), 2.03(2H, quintet-like), 2.15(1H, sextet-1ike), 2.78(3H, brs), .
3.18(2H, t-like), 3.27 K 3.43(2H, ABq, J = 13.2 Hz), 3.76(3H, s), 4.43(2H,
t-like), 4.56(1H, d, J = 6.0 Hz), 5.20(1H, d, J = 5.4 Hz), 5.21 K& 5.30(2H,
ABq, J = 11.7 Hz), 5.70(2H, brs), 6.00(1H, dd, J = 5.4 R 8.4 Hz), 6.86(1H,
s), 6.89(2H, d, J =8.7Hz), 6.95(1H, d, J =3.3 Hz), 7.21-7.44(12H, m), 7.78(1H,
dd, J=6.3 & 8.4Hz), 8.41(1H, d, J=3.3Hz), 8.60(1H, d, J=6.3Hz), 8.87(1H,
d, J.= 8.4 Hz), 9.74(1H, d, J = 8.4 Hz), 12.1(1H, brs).

IR (KBr) cn'':3423, 3061, 3032, 2972, 2933, 1792, 1718, 1685, 1630, 1613, 1584,
1550, 1515, 1495, 1455, 1392, 1367, 1247, 1154, 1061, 1028.

MS(ESI): 1191+(M-I*).

EEH] 14
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1
cal S 0
‘HN—<SI i BochiN—( | N
Boc N J—0oH N I
| —_— N, AN_C
N_ 0 O
0 COOPMB
/ < TBSO
TBSO  CO,BH

0 h

- ’

COOPMB Me .
'I'BSO CO,BH

S Clo H
HoN— |
N
J % J@
N Z
p o O N/\/\NHMe
COO —
HO  COH

I-3k-5d :

'H-NMR (D,O)‘d': 2.31(2H, quintet-like), 2.68(3H, s), 3.05(2H, t, J = 8.1 Hz),
3.14 K 3.40 (2H, ABq, J=18.0Hz), 3.91(2H, m), 4.53(2H, t, J=6.9Hz), 4.69(1H, .
m), 5.20(1H, d, J = 4.8 Hz), 5.58 K 5.67(2H, ABq, J = 14.7 Hz), 5.84(1H, d,
J=4.8Hz), 7.06(1H, d, J = 3.6 Hz), 7.69(1H, dd, J=6.3 K& 8.4 Hz), 8.12(1H,

d, J = 3.6 Hz), 8.60(1H, d, J = 8.4 Hz), 8.65(1H, d, J = 6.3 Hz).

IR (KBr) cm™':3388, 1772, 1605, 1539, 1498, 1466, 1391, 1362, 1321, 1223, 1152,
1120, 1064, 1034.

MS(ESI):693*(M+H').

uHESH  CyHy,CING,S, - 5.62 H,0.

t®ME : C,40.82 ; H,5.11 ; N,14.11 ; C1,4.46 ; S,8.07 (%).
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BESE : C,40.41 ; H,4.70 ; N,14:05 ; C1,4.27 ; §,8.03 (%).

7 ({HIEE

H-NMR (d,-DMSO) & : -0.03(3H, s), -0.01(3H, s), 0.77(%H, s), 1.46(%H, s),
3.86-3.99(2H, m), 4.62(1H, t-like), 6.83(1H, s), 7.20-7.50(11H, m), 11.1(1H,
brs).

IR (KBr) cm™':3450, 3159, 3078, 2956, 2795, 1772, 1698, 1428, 1418, 1373, 1294,
1240, 1190, 1002.

MS(ESI):690* (M+H').

3-Cl FRELER ¢

H-NMR (CDCL,) 6 : 0.00(GH, s), 0.82(SH, s), 1.49(SH, s), 3.21 B 3.46(2, ABg, @
J = 18.0 Hz), 3.77(3H, s), 4.12(2H, t-like), 4.36 & 4.52(2H, ABg, J = 12.0
Hz), 4.93(1H, d, J = 4.8 Hz), 5.04(1H, m), 5.16 & 5.24(2H, ABq, J = 11.7 Hz),
5.93(1H, dd, J = 4.8 % 9.3 Hz), 6.85(2H, d, J = 8.7 Hz), 6.89(1H, s),
7.22-7.29(10H, m), 7.32(2H, d, J = 8.7Hz), , T.61(1H, d, J = 9.3 Hz), 8.22(1H,
'S). .

IR (KBr) cm':3470, 3283, 2954, 2932, 1788, 1720, 1612, 1585, 1556, 1514, 1455,
1388, 1368, 1301, 1248, 1173, 1157, 1102, 1064, 1034.

VoK B -

IR (KBr) cm':3421, 3062, 3032, 2930, 2855, 1791, 1718, 1686, 1630, 1612, 1585,
1550, 1515, 1495, 1455, 1392, 1367, 1248, 1175, 1154, 1102, 1064, 1029.
MS(ESI): 1293 (M-1+).

Bl 15

-70-



200305422

mcm—QNj:l)Lou BocHN—( EQ—N ):1/5/

e COOPMB
 TBSO  CO;BH so COqBH

e
i fh SeC % m

COOPMB
'rBso coznn

NHMe

ud COZH

I-31-5d:

'H-NMR (D,0) & : 2.31(2H, quintet-like), 2.68(3H, s), 3.05(2H, t, J = 8.1 Hz),
3.17 K 3.38 (2H, ABg, J =17.7Hz), 3.94(2H, n), 4.53(2H, t, J="7.2Hz), 4.70(1H,
ml, 5.18(1H,'d, J =4.8 Hz), 5.55 & 5.68(2H, ABq, J = 15.0 Hz), 5.88(1H, d,
J =4.8'Hz), 7.04(1H, d, J = 3.3 Hz), 7.69(1H, dd, J = 6.3 K& 8.4 Hz), 8.12(1H,
d, J = 3.3 Hz), 8.60(1H, d, J = 8.4 Hz), 8.64(1H, d, J = 6.3 Hz).

IR (KBr) cm':3398, 1774, 1603, 1538, 1498, 1466, 1392, 1362, 1320, 1064.
MS(ESI):693*(M+H').

TTES  CyH,CINO,S, - 9.0 H0.

stEf{E: C,37.92 ; H,5.54 ; N,13.10 ; Cl,4.15 ; §,7.50 (%).

HEyE - C,37.77 ; H,4.42 ; N,13.09 ; Cl1,4.24 ; S,7.49-(%).

(AL

'H-NMR (d;-DMS0) & : -0.03(3H, s), -0.01(3H, s), 0.77(%H, s), 1.46(9H, s),
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3.87-3.99(2H, m), 4.63(1H, t-1ike), 6.83(1H, s), 7.22-7.48(11H, m), 11

brs).

IR (KBr) cm'':3450, 3159, 3078, 2955, 2794, 1772, 1697, 1428, 1417, 1373,

1240, 1191, 1002.
MS(ESI):690° (M+H').
o B -

IR (XBr) cm'':3423, 3062, 3032, 2930, 2855, 1792, 1718, 1687, 1630, 1613,

1550, 1515, 1495, 1455, 1392, 1367, 1248, 1174, 1154, 1102, 1064, 1030.

MS(ESI):1293*(M-1*).

BhEfl 16
Ci
S
BuHN—<~ﬂ/ % u Br
HBoc
N/\")LNJ__-N]/S F ]
N\O . N&L
Mer o
CO-CHPh, CO:PMB
A a
~ 13
N \Nir\Lﬂ _~NH:
b Hg
me” CO,H coy
[-3f-2a:

'H-NMR (D6-dmso) & : 1.39(3H, J = 7.2 Hz), 2.99 K 3.44(2H, ABq, J = 17.4 Hz),
4.56(1H, q, J = 7.2 Hz), 4.68 J 5.16(2H, ABq, J = 13.2 Hz), 5.05(1H, d, J

= 4.8 Hz), 5.71(1H, dd, J =4.8, 8.4 Hz), 6.83 J% 8.46(4H, A2B2q, J = 6.6 Hz),

7.42(2H, s), 8.19(2H, s), 9.71(1H, d, J = 8.4 Hz).

IR (KBr) cm'i: 3409, 3205, 1776, 1656, 1539, 1375, 1168, 1035, 842 .

Positive ESIMS: m/z 582 [M+H]+ . Negative ESIMS: m/z 580 [M-H]- .

POk ER R -

'H-NMR (CDC13-CD30D) & : 1.53(9H, s), 1.56(%H, s), 1.61(3H, d, J =7.2 Hz), 3.18
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B 3.75(2H, ABq, J = 18.6 Hz), 3.83(3H, s), 4.99(1H, q, J = 7.2 Hz), 5.09(1H,
d, J=5.1Hz), 5.21 % 5.31(2H, ABq, J = 11.7 Hz), 5.27 K 5.47(2H, ABq, J
= 13.8 Hz), 5.94(1H, d, J = 5.1 Hz), 6.90(2H, J = 9 Hz), 6.91 (1H, s), 7.3 1
—7.36(12H, m), 7.96(2H, m), 8.73(1H, d, J = 6.6 Hz) .

IR (KBr) cm’': 3401, 2978, 2935, 1793, 1741, 1719, 1642, 1587, 1532,

1247, 1148, 1063, 701 .

EHEp 17
A
BocHN—, |
_I—30-2a:
'H-NMR (D6-dmso) & : 1.28 —1.36 (4H, m), 3.03 K 3.44(2H, ABq, J = 17.7 Hz),
4.72 & 5.12(2H, ABq, J = 13.8 Hz), 5.05(1H, d, J = 4.8 Hz), 5.71(1H, dd, J
=4.8, 8.7 Hz), 6.85 K 8.40(4H, A2B2q, J = 6.6 Hz), 7.45(2H, s), 8.27(2H, s), .

9.71(1H, m).

IR (KBr) cm™': 3349, 3199, 1776, 1656, 1538, 1376, 1170, 1035, 972 .

Positive ESIMS: m/z 594 [M+H]+ . Negative ESIMS: m/z 592 [M-H]- .

VUi E S

'H-NMR (CDC13) & :. 1.35(9H, s), 1.41 — 1.54(22H, m), 3.22 J 3.89(2H, ABq,
J = 18.3 Hz), 3.83(3H, s), 5.12(1H, d, J = 5.1 Hz), 5.22 % 5.30(2H, ABq, J
= 11.7 Hz), 5.48 § 5.64(2H, ABq, J = 8.4 Hz), 6.02(1H, dd, J = 5.1, 9 Hz),
6.91 % 7.34(4H, A2B2q, J = 8.4 Hz), 8.17(1H, br s), 8.38 K 8.93(4H, A2B2q,

J = 7.5 Hz), 8.61(1H, d, J = 9 Hz), 10.2(1H, s) .
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R (KBr) cm™': 3425, 3249, 2979, 2935, 1794, 1718, 1642, 1586, 1532, 1458, 1370,

1247, 1149, 1031, 838 .

Bk 18
s
BocHN—( L/o\\—o BocHN—( b_«
N l H ;L/S
N\O /
COPMB .
CO,tBu Co:lBll

/
T .
. %

CO-leu CO,PMB

H‘)N—<\ I
HN—Me

Nt\

COH

[-3c-5d :
'H-NMR (D20) & : 1.26-1.32 (4H, m), 2.31(2H, q like), 2.68(3H, s), 3.06(2H, t,
= 8.1 Hz), 3.15 J 3.39(2H, ABq, J = 17.7 Hz), 4.54(2H, t like), 5.17(1H,‘
d, J=4.5Hz), 5.57 & 5.68(2H, ABq, J=15Hz), 5.80(1H, d, J =4.5Hz), 7.05(1H,
d, J=3.3 Hz), 7.70(1H, t, J = caT Hz), 8.13(1H, d, J = 2.4 Hz), 8.60(1H, d,
J = 8.4 Hz), 8.65(1H, d, J = 6 Hz).
IR (KBr) cm’': 3398, 2820, 1773, 1608, 1540, 1395, 1225, 1033, 968, 761 .
Positive ESIMS: m/z 689 [M+H]+ . Negative ESIMS: m/z 687 [M-H]- .
o A5 B
'H-NMR (CDC13) & : 1.41(9H, s), 1.46—1.52(22H, m), 2.23(2H, m), 2.92(3H,

s), 3.35 & 3.78(2H, ABq, J=18Hz), 3.38(2H, mn), 3.81(3H, s), 4.45(2H, t like),
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5.20(1H, d, J = 5.1 Hz), 5.24 %% 5.30(2H, ABq, J = 11.4 Hz), 5.76 K& 5.90(2H,
ABq, J = 14.1 Hz), 6.02(1H, dd, J = 5.1, 8.7 Hz), 6.87 R 7.33(4H, A2B2q, J
=8.4Hz), 7.01 (1H, brs), 7.64 (1H, t like), 8.02(1H, brs), 8.30(2H, m), 8.51(2H,
d like), ’8".61(1H, d, J =9 Hz) .

IR (KBr) cw': 3424, 3253, 2976, 2932, 1793, 1716, 1685, 1632, 1613,

1549, 1516, 1455, 1392, 1367, 1248, 1152, 1031, 754 .

3.CIFHE:

'H-NMR (CDC13) &: 1.41(9H, s), 1.47—1.53(13H, m), 3.48 & 3.63(2H, ABq, J =
18.3 Hz), 3.82(3H, s), 4.49(2H, s), 5.06(1H, d, J = 5.1 Hz), 5.08(1H, q, J =
7.2 Hz), 5.21 K& 5.28(2H, ABq, J = 11.7 Hz), 5.99(1H, dd, J =5.1, 9.3 Hz), 6.91 ®
K 17.36(4H, A2B2q, J = 8.7 Hz), 8.13(1H, br s), 8.59(1H, d, J = 9.3 Hz) .
IR (KBr) cm': 3378, 3268, 2979, 2935, 2838, 1793, 1719, 1613, 1550,

1517, 1457, 1369, 1248, 1154, 1032 .

7 RLfIEE

'H-NMR (CDC13) &: 1.40(9H, s), 1.43—1.55(13H, mn)
I’ (CHCIB)’cm":3465, 2983, 2935, 1719, 1626, 1550, 1153 .

B 19
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Cl

s
BocH BocHN
| ;f
N\O wJ\/
CO,BH (‘0 i  CO:PMB
BmHNﬂQ:I%:iJ{
\ | BocN—Me hs
CO-,BH CO«PMB
W*«j;ﬂw
WJV@ % ~%
COzH
I1-3b-5d:

'H-NMR (D20) & : 2.31(2H, q like, J = 7.5 Hz), 2.68(3H, s), 3.04(2H, t like),
3.17 K& 3.31(2H, ‘ABq, J = 17.7 Hz), 4.53(2H, t like), 5.10(1H, d,

J = 2.1 Hz), 5.12(1H, d, J = 4.5 Hz), 5.27(1H, d, J = 2.1 Hz), 5.51 &
5.76(2H, ABq, J = 15 Hz), 5.88(1H, d, J =4.5 Hz), 6.99(1H, d, J = 3.6),
7.67(1H, dd, J = 6.4, 8.1 Hz), 8.12(1H, d, J = 3.6 Hz), 8.59(1H, d, J = ®
8.1Hz), 8.63(1H, d, J=6.4Hz).IR (KBr) cm': 3398, 1774, 1606, 1539, 1498, 1468,
1392, 1203, 759 .

Positive ESIMS: m/z 675 [M+H]+ .

SEEAM CyHyN,0,8,C1 - 5.5H,0.

stEfE : C,41.89; H,4.95; N,14.47; $,8.28; C1,4.58 (%).

HEME: C,41.92; H,4.72; N,14.49; S,8.38; C1,4.66 (%):

Uik S

'H-NMR (CDC13) & : 1.48(9H, s),1.53(%H, s), 2.20(2H, m),2.90(3H, s) 3.19
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% 3.64(2H, ABq, J = 18 Hz), 3.36(2H, t like), 3.78(3H, s), 4.42(2H, t
like), 4.95(1H, d, J = 4.8 Hz), 5.20 R 5.28(2H, ABq, J = 11.7 Hz), 5.59(1H,
d, J =1.5Hz), 5.75(1H, d, J =1.5 Hz), 5.84(1H, dd, J = 4.8, 8.6 Hz), 6.83 (2H,
d, J =8.7 HZ), 6.89(1H, s), 7.04(1H, br s), 7.23— 7.36 (12H, m), 7.62(1H, m),
8.20(1H, m), 8.46(1H, d, J = 9.3 Hz), 8.56(1H, d, J = 6.0 Hz), 8.65(1H, m) .
IR (CHC13) cm': 3403, 1793, 1720, 1685, 1632, 1613, 1551, 1517, 1154 .

3-Cl FRELRS ¢

'H-NMR (CDC13) & : 1.53(9H, s), 3.23 & 3.43(2H, ABq, J = 18 Hz), 3.80(3H, s),
4.36 K 4.55(2H, ABq, J = 12 Hz), 4.75(1H, d, J = 5.1 Hz), 5.16

& 5.25(2H, ABq, J=11.4Hz), 5.61(1H, d, J=1.8), 5.81(1H, d, J=1.8), 5.88(1H, .
dd, J =5.1, 9.0 Hz), 6.87— 6.92 (3H, m), 7.16 —7.39 (12H, m), 8.56(1H,br s).
IR (CHC13) cm™' : 3403, 1793, 1725, 1613, 1550, 1517, 1248, 1215, 1155.

7 Rr{ESE -

'H-NMR (CDC13) & : 1.48(9H, s), 5.65(1H, d, J=2.4), 5.75(1H, d, J=2.4), 6.93(1H,
s),7.27 —7.34(10H, m).

Positive FABMS(Mairix:m—NBA): m/z 558[M+H]+, 580[M+Nal+, 1115[2M+ H]+ .
Negative FABMS(Matrix:m-NBA): m/z 556[M-H]-, 1113[2M H]- .

IR (CHC13) cﬁ”: 3602, 3404, 1723, 1603, 1550, 1285, 1253, 1227, 1155 .

B 20
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Br

BOCHN—Q:jL(;LOH . BMHNAIH‘_N
- Lo F

Mo

CO1Bu / COleu CO;PMB
BocHN—<\ |
BOLN-Mc
y

co,na CO,PMB

—q\r“** % e

COZH

I-4d-5d :

'H-NMR (D20) & : 1.47 (6H, s), 2.30(2H, q like), 2.68(3H, s), 3.06(2H, t, J =
8 Hz), 3.18 R 3.39(2H, ABa, J = 17.7 Hz), 4.52(2H, t like), 5.18(1H, d, J =
4.8 Hz), 5.56 % 5.68(2H, ABq, J = 15 Hz), 5.82(1H, d, J =4.8 Hz), 7.04(1H,
d, J=3.3 Hz), 7.68(1H, t like), 8.12(1H, d, J = 3.6 Hz), 8.58(1H, d, J = 8.1
Hz), 8.64(1H, d, J = 6 Hz). ®
IR (KBr) cm’': 3405, 1772, 1608, 1535, 1394, 1362, 1160, 790, 760 .

Positive ESIMS: m/z 735 [M+H]+ . Negative ESIMS: m/z 733 [M-H]- .

STEAM CyHy,N,0,8,Br - 5H,0

SHE{H : C,40.73; H,5.00; N,13.57; S,7.77; Br,9.68 (%).

HEME : C,40.67; H,4.91; N,13.39; S,7.50; Br,9.64 (%).

VUK B RS

'H-NMR (CDC13) & : 1.43(9H, s), 1.48(9%H, s), 1.51(3H, s), 1.59(3H, s), 2.22(2H,

m), 2.91(3H, s), 3.37(2H, t like), 3.31 k% 3.80(2H, ABq, J =18.6 Hz), 3.82(3H,
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s), 4.45(2H, t like), 5.19(1H, d,7J = 5.4 Hz), 5.23 & 5.30(2H, ABq, J =11.4
Hz), 5.64 J 5.79(2H, ABq, J = 15 Hz), 6.07(1H, dd, J = 5.4, 9 Hz), 6.87 X
7.33(4H, A2B2q, J = 8.7 Hz), 7.04 (1H, br s), 7.67(1H, t like), 8.06 (1H, d,
J =9 Hz), 8.26(1H, br s), 8.39(1H, br s), 8.52(1H, d, J = 9 Hz), 8.58(1H, d,

J =6 Hz) .

3-C1 H X 8

'H-NMR (CDC13) & : 1.43(9H, s), 1.52(9H, s), 1.62(6H, s), 3.48 & 3.65(2H, ABq,
J = 18.3 Hz), 3.82(3H, s), 4.44 K& 4.55(2H, ABq, J = 12 Hz), 5.04(1H, d, J =
4.8 Hz), 5.19 K 5.27(2H, ABq, J = 12 Hz), 6.03(1H, dd, J =5.1, 9 Hz), 6.91
% 7.35(4H, A2B2q, J = 8.7 Hz), 8.02(1H,d, J= 9 Hz), 8.17(1H, br s).

IR (KBr) cm’': 3280, 2980, 2935, 2837, 1789, 1720, 1614, 1549, 1516,

1369, 1248, 1155 .

7 £ ] 2

'H-NMR (CDC13) & : 1.48(9H, s), 1.49(9H, s), 1.53(3H, s), 1.56(3H, s) .
IR (CHC13) cm'!: 3406, 3019, 2983, 2937, 1724, 1544, 1369, 1226, 1151 .
Positive ESIMS: m/z 508[M+H]+, m/z 530[M+Na]+

Negative ESIMS: m/z 506[M-H]-, m/z 528[M+Na-2H]-

HtmEBBAN GO T -
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" M Bl 22

eocHN_<\ 12_“):55/

COOFMB
A’//”

&mHN—4g:Ii;ﬂ_N
)f/ %M B
COOPMB
05 _<Pn

Me

NHMe
HOOC

'H-NMR (D,0) & : 2.31(2H, m), 2.59(2H, t, J =6.9 Hz), 2.69(3H, s), 3.06(2H, n),
3.21 K 3.35 (2H, ABq, J=17.7THz), 4.39(2H, m), 4.53(2H, t, J=6.9Hz), 5.14(1H,

d, J =5.18Hz), 5.54 % 5.71(2H, ABq, J = 15.0 Hz), 5.76(1H, d, J = 5.1 Hz),
7.03(1H, d, J = 3.'3 Hz), 7.69(1H, dd, J = 6.3 & 8.4 Hz), 8.13(1H, d, J = 3.3
Hz), 8.60(1H, d, J = 8.4 Hz), 8.66(1H, d, J = 6.3 Hz).

IR (KBr) cm': 3397, 3132, 2458, 1775, 1615, 1540, 1499, 1466, 1389, 1223, 1164,
1122, 1063, 1027.
MS(ESI):677*(M+H').
FTESH  CyH,CINO,S, - 2.8 H,0.
EtEfE : C,44.57 ; H,4.79 ; N,15.40 ; C1,4.87; S,8.81 (%).
EERE © C,44.51 ; H,4.57 ; N,15.37 ; C1,4.81; S,8.66 (%).
3-Cl FiELEs
'H-NMR (CDC1,) & : 1.52(9H, s), 2.89(2H, m), 3.28 K 3.53(2H, ABq, J = 18.3 Hz),
3.81(3H, s), 4.22 J 4.54(2H, ABq, J=12.0Hz), 4.59(3H, t, J=6.6 Hz), 4.95(1H,

d, J =4.8 Hz), 5.17 % 5.26(2H, ABq, J = 11.7 Hz), 5.90(1H, dd, J = 4.8 and
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8.7 Hz), 6.84(1H, s), 6.90(2H, d,”J = 9.0 Hz), 7.24-7.38(12H, m), 7.48(1H, d,

J = 8.7 Hz), 8.50(1H, brs).

IR (KBr) cm': 3283, 3062, 3031, 2978, 2836, 1789, 1721, 1613, 1549, 1515, 1454,

1386, 1369, 1302, 1246, 1158, 1096, 1063, 1031.

MS(ESI): 910*(M+H').

THESHE CyH,CLN0,S, - 0.3 CHCI, - 0.7 H,0.

stEfE : C,52.96 ; H,4.49 ; N,7.30 ; S,6.69 ; C1,10.72 (%).

HEME: C,52.91 ; H,4.34 ; N,7.33 ; S,6.64 ; C1,10.74 (%).

TR B -

'H-NMR (d,-DMSO) & : 1.37(9H, s), 1.46(9H, s), 2.03(2H, m), 2.77(3H, brs), 2.87(2H, ®

t,J=6.6Hz), 3.18(2H, t, J=6.6 Hz), 3.28 K& 3.35(2H, m), 3.75(3H, s), 4.36(2H,

t, J=6.3Hz), 4.43(2H, t, J=6.6 Hz), 5.15(1H, d, J=4.8 Hz), 5.21 % 5.29(2H,

ABq, J = 11.7 Hz), 5.66 % 5.72(2H, ABg, J = 15.0 Hz), 5.94(1H, dd; J = 4.8

% 9.0 Hz), 6.75(1H, s), 6.88(2H, d, J = 8.7 Hz), 6.99(1H, d, J = 3.3 Hz),
7.20-7.40(12H, ), 7.78(1H, dd, J = 6.0 and 8.1 Hz), 8.43(1H, d, J = 3.3 Ha),

8.59(1H, d, J=6.0Hz), 8.88(1H, d, J=8.1Hz), 9.72(1H, d, J=9.0 Hz), 12.1(1H,

brs).

IR (KBr) ot 3424, 3061, 3031, 2975, 2934, 1791, 1719, 1685, 1630, 1613, 1548,

1515, 1495, 1455, 1392, 1367, 1247, 1156, 1029.

MS(ESI): 1163*(Cy,H;,CIN,0,,8,").

EiEH] 23
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4.8 Hz), 7.04(1H, d, J = 3.3 Hz), 7.69(1H, dd, J = 6.3 J 8.4 Hz), 8.12(1H,

&WHN'*Q:Ii:ﬂ—N
):l/s/ % /\/\
COOPMB

cozau

'H-NMR (D,0) & : 1.90(2H, m), 2.31(4H, m),

t, J=8.1Hz), 3.17 K& 3.39 (2H, ABq, J = 18.0 Hz), 4.54(2H, t, J = 6.9 Hz),
5.20(1H, d, J = 4.8 Hz), 5.56 B 5.69(2H, ABq, J = 15.0 Hz), 5.83(1H, d, J =

d, J = 3.3 Hz), 8.60(1H, d, J = 8.4 Hz),
IR (KBr) cm”f3398, 2948, 1774, 1610, 1538,

1120, 1064, 1032.

MS(ESI):703*(M+H!).

TTESH CyH; CIN,0,S, - 6.5 H0.

EtEME : C,42.46 ; H,5.41 ; N,13.66 ; Cl,
BERE : C,42.34 ; H,4.87 ; N,13.71 ; Cl,
7 g

'H-NMR (d;-DMSO) & : 1.47(9%H, s),
2.54(24, m),

R (KBr) cm': 3209, 3064, 3031, 2980, 2955,

-82-

1.75-2.00(2H, m),
6.82(1H, s), 7.1-7.5(10H, m),

&uHN—«g:Ii;J_N
L

axwms
OZBH

NHMe

2.44(24, m),

8.64(1H, d, J = 6.3 Hz).

1498, 1458, 1392, 1287, 1236, 1158,

4.32 ; S,7.82 (%).

4.39 ; §,7.79 (%).
2.20-2.38(2H, m), 2.44-
12.0(1H, brs).

1719, 1619, 1554, 1495, 1454, 1394,

2.68(3H, s), 3.05(2H,
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1370, 1295, 1249, 1204, 1155, 1067, 1037.

MS(ESI):586* (M+H').

STEA  CHyCIN,0,S, - 1.3 H0.

SHE{E : C,55.18 ; H,5.06 ; N,6.89 ; C1,5.82 ; S,5.26 (%).

BEME: " C,55.17 ; H,4.92 ; N,7.28 ; C1,5.65 ; S,5.24 (%).

3-Cl ERELAS :

'H-NMR (CDC1,) & : 1.53(9H, s), 2.05-2.18(2H, m), 2.47-2.78(4H, mn), 3.26

R 3.51(2H, ABg, J = 18.3 Hz), 3.82(3H, s), 4.40 J 4.56(2H, ABq, J =
12.0 Hz), 4.96(1H, d, J = 4.8 Hz), 5.24(1H, d, J = 5.1 Hz), 5.21 B 5.27(2H,
ABq, J = 12.0 Hz), 5.97(1H, dd, J = 5.1 % 9.6 Hz), 6.90(2H, d, J = 8.7 Hz), ®
6.92(1H, s), 7.25-7.31(10H, m), 7.35(2H, d, J = 8.7Hz), 7.44(1H, d, J = 9.6 Hz) ,
8.00(1H, s).

IR (KBr) cm': 3378, 3285, 3063, 3031, 2978, 2836, 1790, 1722, 1613, 1585, 1549,
1515, 1454, 1385, 1368, 1300, 1247, 1203, 1156, 1112, 1098, 1063, 1034.
MS(ESI):936* (M+H').

PO ERRS

'H-NMR (d;-DMSO) & : 1.36(9H, brs), 1.46(9H, s), 1.79-2.09(2H, m), 2.03(2H,
quintet-like), 2.30-2.61(4H, m), 2.77(3H, brs), 3.17(2H, t-like), 3.30 &
3.42(2H, ABg, J = 13.2 Hz), 3.76(3H, s), 4.43(2H, t-like), 5.21(1H, d, J = 4.8
Hz), 5.22 % 5.31(2H, ABq, J = 11.7 Hz), 5.71(2H, brs), 6.01(1H, dd, J = 4.8
% 8.7 Hz), 6.82(1H, s), 6.90(2H, d, J = 8.4 Hz), 6.96(1H, d, J = 3.3 Hz),
7.21-7.44(12H, m), 7.78(1H, dd, J = 6.3 % 8.1 Hz), 8.42(1H, d, J = 3.3 Hz),
8.63(1H, d, J=6.3Hz), 8.88(1H, d, J=8.1Hz), 9.77(1H, d, J= 8.7 Hz), 12.1(1H,
brs).

IR (KBr) cm'':3424, 3061, 2975, 1791, 1718, 1685, 1630, 1613, 1584, 1550, 1515,
1495, 1455, 1392, 1367, 1298, 1248, 1155, 1123, 1065, 1030, 1018.

HHEH] 24
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BocHiN— IHL"];N(;V

/ CO-le CO-PMB

B°°"N—<\ L)\_N;:l/s % BocN—Me

c OxtB CO,PMB

HN—

IFL’):(;V]“% HN-e

'H-NMR (D20) O : 1.50 (6H, br s), 2.30(2H, q like), 2.69(3H, s), 3.06(2H, t, J

=7.8 Hz), 3.38 & 3.63(2H, ABq, J = 18.3 Hz), 4.52(2H, m), 4.98(1H, d, J = 4.8
| Hz), 5.63 R 5.75(2H, ABq, J = 15.3 Hz), 6.05(1H, d, J =4.8 Ha), 7.06(1H, d,

J = 3.3 Hz), T.69(1H, dd, J = 6.0 ,8.1 Hz), 8.13(1H, d, J = 3.3 Ha), 8.59(1H,

d, J = 8.1 Hz), 8.67(1H, d, J = 6.0 Ha).

IR (KBr) cm':3412, 1784, 1618, 1535, 1396, 1361, 1159, 858, 760 .

SEEAM  CyllyN,0,8,Br - 6.4H,0

SHEfE : C,38.79; H,5.09; N,12.93; S,7.40; Br,9.22 (%).

EEyE: C,38.82; H,4.85; N,12.90; S,7.43; Br,9.02 (%).

o B R (S-0xide) :

IR (KBr) cm'': 3427, 2978, 2935, 1802, 1722, 1687, 1549, 1516, 1458,

1390, 1367, 1250, 1153, 1030, 766 .

3-CIEREHRE  (S-Oxide) :

'H-NMR (CDC13) & : 1.42(9H, s), 1.52(9H, s), 1.61(6H, br s), 3.43 K 3.82(2H,
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ABq, J = 18.6 Hz), 3.82(3H, s), 4:24 and 5.03(2H, ABq, J = 12.6 Hz), 4.59(1H,
dd, J =1.2, 5.1 Hz), 5.24 and 5.30(2H, ABq, J = 12 Hz), 6.19(1H, dd, J =5.1,

9.6 Hz), 6.92 and 7.37(4H, A2B2q, J = 6.6 Hz), 7.94(1H,d, J= 10.2 Hz), 8.37(1H,

br s).
B f 25
pco;n !
NCO,Pr 'O\/CO Bu _ NHMeNH, _ HaN
HO\_-COBH NOH p—
PPhy CH,Cl, T omcn | Mew
CO,'Bu
17 6 19
. S ]
s 1 Hzl\ BocHN—<\N l CO.H
BocHN—<\ | —
N OH 4+ A
Me CH,CI, - MeOH N
0 CO,'Bu . <° .
elllu
CO,'Bu
9 19 43

(1) BE&hLEaYW 17(4.85 )z E K THF 38 EF+- & > M
AZEXEBGTI R )ORRBKEBEST K B.55T) Rikm THERR
WM ABA _HAB _ERBUIER) RACTHEBK
- HEBEEBALLYEBREEBENMA DR /CHRESEBLKE
¥) 187.6 3¢ -

'H-NMR (CDC1;) &: 1.67(3H, d, J = 7.2 Hz), 5.05(1H, qQ, J = 7.2 Hz), 6.93 .
(14, s), 7.22-7.32(10H, m), 7.70-7.79(4H, m).

IR (KBr) cm': 1791, 1736, 1284, 700.

FABMS: m/z 402 [M+H]+, 803 [2M+H]+ .

(2) e Lilifbea®w 18482 RICZAF K 12 BB R
P A -25C A TIMAFRM 03EARLRESE 1.5/MF - R
BRAr S & BB LR E 2SEAFER > RuKkwal T
A#BEB IBTR)LER 2NFE RATHEBRB®K - & K&
BB REEBELBAEZRZIE  KRRUKRAHK - BER
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A EBAKER RNEARBETEZER BREBEEABRELEY
4-3 4.74 T o
'H-NMR(d¢-DMSO0)$ : 1.46(3H, d, J=6.9H), 1.47(9H, s), 5.00(1H, q, J=6.9
Hz), 6.85(1H, s), 7.26-7.42(10H, '), 12.06(1H, s).
IR (KBr) cn'': 3422, 3193, 3062, 3032, 2983, 1740, 1719, 1602, 1554, 1453,

1370, 1250, 1155, 1096, 1038, 967, 744, 699.
FABMS: m/z 560 [M+H]+, 1119 [2M+H]+ .

Cl S
Bocl-l.N—'<\S LCO H HC1 * HpN, S inyd Bod{N—<\ | ﬁ
e

N l—;]; WSCD - HCI Y S
z c —>
N d CH,Cl, N\O d A\
Mew COOPMB Me""'< COOPMB .
CO,BH CO,BH
43 10 1-3

(3) B & #®® 4-3(3.50% » 6.25 EHE H )R ACLE- B H
10(2.53 3 » 6.2 EEH )L R F R 2V EFBR R Km
A F in A WSCD - B B (1.20 38 » 1 ¥ B ) h0 A ob mg (0.51

/,

Z# 108 E) RAARBETER 1/ K - BXEBRIUER
Mok ®E o REAREBSETEZER BRERERUVEBEER

MM BBEERBE 11-3 4.60% - °

H-NMR (CDC13) & : 1.53(9H, s), 1.64(3H, d, J = 7.2 Hz), 3.39 K 3.58(2H, ABq,
J = 18.3 Hz), 3.81(3H, s), 4.42 & 4.59(2H, ABq, J =12 Hz), 4.97(1H, d, J =
5.1 Hz), 5.08(1H, q, J = 7.2 Hz), 5.20 & 5.27(2H, ABq, J = 11.7 Hz), 6.01(1H,
dd, J =5.1, 9.3 Hz), 6.88- 6.91(3H, m), 7.06-7.35(12H, m), 7.85(1H, d, J=9.3
Hz), 8.15(1H, br s).

IR (KBr) cm': 3281, 2980, 2935, 2836, 1790, 1719, 1612, 1552, 1515, 1454,
1369, 1247, 1155,1035, 700 .

FABMS: m/z 910 [M+H]+ .
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S Cl o s Cl
BocHN—Q I R Boc A\ ' E
I Nal |
N Cl —_— N{ F 1
o THF o
Met COOPMB Metn COOPMB
CO,BH CO,BH

(4) R 13CHMT > REHRB 11-3(4.60% > 5.05 2K B)

v THF 46 E AW W H M A Nal(2.65%% > 3.5 5 8) f# @
30 c BMREBREERARRBRAK-ZBRZIEFTLESIHSA
BE  LAEBKESR NREAXRBRSETERERBAEBRWER
Yk REE 205.07 % -

H-NMR (CDC13) & : 1.53(9H, s), 1.65(3H, d, J = 7.2 Hz), 3.39 & 3.67(2H, ABq,

J = 17.7 Hz), 3.81(3H, s), 4.33 & 4.45(2H, ABq, J = 9.3Hz), 4.96(1H, d, J =

5.1Hz), 5.08(1H, q, J = 7.2 Hz), 5.20 & 5.28(2H, ABq, J = 11.7 Hz), 5.95(1H,

dd, J =5.1, 9.0 Hz), 6.88~ 6.92(3H, m), 7.23~7.39(12H, n), 7.78(1H, d, J =9.0
Hz), 8.01(1H, br s).

IR (KBr) cm': 3383, 3284, 2980, 2836, 1790, 1719, 1613, 1551, 1516,1369,
1246, 1153, 1037, 700 .

ABMS: m/z 1002 [M+H]+ .

(5) B & 3MmEls 13174 % » 060BERHF)I)ZZHE 1 B
FH®W > RKBA THMABRE 20570 2% » MEBRER
0L60EEH)RAB THERRIIEBEREZR THRR 2K
- WEMA R E/ZB/ECS K (1:30:30)ZBEA® - WENH
ZHORE MK E 14-32 675 E R
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'H-NMR (CDC1;) & - 1.46(9H, s), 1.51(9H, s), 1.61(3H, d, J = 7.2 Hz), 2.21(2H,
m), 2.88(3H, s), 3.19 K 3.89(2H, ABq, J = 18.9 Hz), 3.33(2H, m), 3.80(3H, s),
4.42(2H, t like), 5.04-5.15(4H, m), 5.22 J 5.30(2H, ABq, J = 12 Hz), 5.84 and
5.75(2H, ABq, J = 14.7 Hz), 5.98(1H, dd, J = 5.1, 8.7 Hz), 6.89(3H,m), 7.25-
7.36(12H, m), 7.54(1H, t like), 7.75(H, d, J = 7.8 Hz), 8.25(1H, m), 8.56(1H,
d, J = 8.7 Hz), 8.95(1H, d, J = 5.7 Hz).

IR (KBr) cm'': 3423, 2976, 2932, 1792, 1718, 1687, 1613, 1550, 1515, 1496,
1454, 1367, 1248 1154, 759, 701 .

0
13
BocHN—Q | Y ‘
%M);Q\/ _m-CPBA__ —ij\/ NaBr  KLACI
2

cnqcu § —N AN DMF DMF
Met COOPMB COOPMB \
¢ CO—,BH

11-3 15 , N
N A
s<~%lo o © 0 _N/\/\{“,;Boc
BocHN—<\ IHL_&I I ( BrCl ) e
l )

S
N N 13
| ©
N F N
fo; N/\/\
Mem COOPMB Ne
CO,BH

14-3

(6) ¥ & B8 11-3(2.13 % ° 233 EHEEF)Z &R B kK 10
= A A R -50C % A T M M A m-CPBACGH X : >65%’495‘
Ew > 08l KB Z_EFKR SEFE®R ®EET &’
304 - BANA S%E R HEM K KA BE KX R ik B S
ok - B HEOK R RO MEKTRBETERRAREBERER

MR BEE - MZBI/ECEBPRBELY 150 8 2%
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H-NMR (CDCI3) & : 1.53(9H, s), 1.64(3H, d, J = 7.2 Hz), 3.29 % 3.70(2H, ABq,
J = 18.6 Hz), 3.81(3H, s), 4.23 & 4.99(2H, ABq, J = 12.6 Hz), 4.44(1H, d, J
=5.1Hz), 5.10(1H, q, J =T7.2 Hz), 5.26 (2H, m), 6.16(1H, dd, J =5.1, 9.6 Hz),
6.88- 6.94(3H, m), 7.25-7.375(12H, m), 7.90(1H, d, J = 9.6 Hz), 8.32(1H, br s).

IR (KBr) cm': 3425, 2979, 2937, 1804, 1720, 1613, 1553, 1516, 1454, 1369,
1249 1155, 1037, 701 .

(7-1) ¥ & 3 f2fl 8 13324 % > 1.1 % 8)Z DMF 1.8 %
FEBEEHRMAS LY 15(1.22 % 1.31 2 & F)K NaBr(271
ZEw 0 2 EE) REAREHERTHEAR 1.5/0K - A DMF
2%#& KI 1.28 3 » fA-40C T®Hw Al & M A AcCl 0.40 @
E A oo R-10C F##B 3/ME - A& NaCl & B R i B
THBEGER  BREAERULAFEABIRERE - M2
B/ ECkm RALBNKEHE 14-31.77 5

'H.NMR(CDCl3)8: 1.48(9H, s), 1.51(9H, s), 1.62(3H, d, J=7.2Hz), 2.21(2H,
m), 2.91(3H, s), 3.24 & 3.82(2H,"ABq, J = 18.9 Hz), 3.36(2H, m), 3.81(3H, s),
4.43(2H, t like), 5.09(1H, q, J = 7.2 Hz), 5.16(1H, d, J = 5.1 Hz), 5.24 &
5.31(2H, ABq, J = 11.7 Hz), 5.58 B 5.75(2H, ABq, J = 14.7 Hz), 5.99(1H, dd,
J=5.1, 8.7 Hz), 6.86(1H, s ), 6.87(2H, d, J=8.7Hz), T.00(1H, brs), .7.2¢4 @@
- 7.38(12H, m), 7.55(1H, t like), 7.78(H, d, J = 8.7 Hz), 8.25(1H, br s), 8.47(1H,

d, J = 10.2 Hz), 8.50(1H, d, J = 6 Hz).

IR (KBr) cm'': 3423, 2976, 2932, 1792, 1718, 1687, 1613, 1248 1154, 759, 701
(7-2) B & 3B 13174 ER > 060 ERF)I)ZZK ]
EABEBTMABRE 20570 E%  HMEBRHER 0,60 R
E) RABTFTHEAKIINABEREBETHERSE 20K -BNA
BE/ZB/ECR(1B3030ZEER  REMEBEZIBRE
MO oAk B 14-3a 675 E 3L e
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1
BocHN—<\S I i H Ie( é?C]E-))
N \__'/5 N .

NP
Y d A N/\/\N/Boc —
Me.....< COOPMB  \=— Me
CO,BH
143 )
H'.’N_<\ | 4

S
| %@kq
N, ANAND_
OV aN
Mel""() © coo@ - NHMe
CO.H
16-3

(8) & W& MW 14-3( 1.3 BEH)Z = & ¥ ft -MeONz 30
EARFEAFQTERA)ER > RASK K KW A TMA
AICI;-MeNO, ¥ W (1.5M> 7T E 7 ) ##H 1K - MAK - @
INB®-Z B RZBIL 5B KRB - WERSSE M HP-20/8
MMk EEhEE®R AR RRELEY 16-3(450E %) -
'H-NMR (D20) & : 1.43 (3H, d, J = 7.2 Hz), 2.31(2H, q like), 2.68(3H, s), 3.05(2H,
t, J =8Hz), 3.18 & 3.37(2H, ABq, J = 18 Hz), 4.53(2H, t like), 4.65 (1H,

q, J=7.2Hz), 5.17(1H, d, J = 4.8 Hz), 5.54 and 5.70(2H, ABq, J = 15 Hz), 5.86(1H,

d, J=4.5Hz), 7.03(1H, d, J = 3.6 Hz), 7.69(1H, dd, J =6, 8.4 Hz), 8.13(1H,
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d, J = 3.6 Hz), 8.60(1H, d, J = 8.4 Hz), 8.64(1H, d, J = 6 Hz).
IR (KBr) cu': 3398, 1775,1603,1541,1392,1363,1320, 1286,1033,762.
Positive ESIMS: m/z 677 [M+H]+ . Negative ESIMS: m/z 675 [M-H]- .
STEAM CyHyN,0;8,C1 - 6.2H,0
StEfE : C,41.11; H,5.29; N,14.20; S,8.13; C1,4.49 (%).
EEME © C,40.88; H,4.88; N,14.23; S,8.05; C1,4.57 (%).
e 26

Cl

H.N—Q |
INIKLLN\ —rjj\/ N

IH-NMR (D,0) O:1.51 (3H, d, J =7.25 Hz), 3.22 & 3.64 (Abq, J = 17.9 Hz), 4.83 (1H, q,
J = 7.2Hz), 5.28 (1H, d, ] = 4.8 Hz), 535 } 5.58 (2H, ABq, J = 14.6 Hz), 5.90 (1H, d, J =
4.8Hz), 8.09 (2H, t-like), 8.57 (2H, t,J = 7.8 Hz), 8.95 (2H, d, J = 5.7 Hz).

IR (KBr) cm?:3410, 3060, 1780, 1674, 1627, 1538, 1481, 1445, 1389, 1341, 1219, 1186,
1153, 1100, 1035.

MS(ESI): 567* (M+H)".

TTESH  C,H,CINGO,S, - 2.9 H,0.

SHEfH : C40.73; H,4.04 ; N,13.57 ; C1,5.73; S,10.36 (%).

HERE © C,40.67; H,3.87 ; N,13.45 ; C1,5.50; S,10.36 (%) .

Hiep) 27

S CI
H2N—(\ |
ZU .
wJ\/N = N,Me
Mell- C02 —

'H-NMR (d,-DMSO) 6:1.36 3H, d,J = 7.1 Hz), 2.97 J¢ 3.25 (2H, Abq, J = 17.3 Hz),

4.03 (3H, s), 4.55 (1H, q, J = 7.1 Hz), 4.97 (1H, d, J = 5.1 Hz), 5.61-5.72 (3H, m), 5.60
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5.73 (2H, ABq, J = 15.2 Hz), 7.37 (1H, 4, ] = 3.3 Hz), 7.41 (1H, 5), 7.78 (1H, dd, ] = 6.3,
8.2 Hz), 8.28 (1H, d, ] = 3.3 Hz), 8.74 (1H, d, ] = 8.2), 9.16 (1H, d, J = 6.3 Hz), 9.61 (1H,
brs).

IR (KBr) cm™:3423, 2986, 1778, 1674, 1618, 1538, 1500, 1469, 1416, 1368, 1324, 1281,

1222, 1187, 1154, 1094, 1062, 1032.

MS(ESI): 620* (M+H)*.

TRAH  CpuHxCIN,0;S, + 2.6 H,0.

EtE{E : C43.22;H,4.11;N,14.70 ; C1,5.32; S,9.62 (%).

HEME © C,43.16;H,3.99; N,14.88 ; C1,5.12; S,9.61 (% ).

1) 28 o
HoN—G I(‘L
R QV
© COZH COz’

'H-NMR (D,0) &:1.50 (3H, d,J = 6.9 Hz),3.20 J% 3.58 (2H, ABq,J = 17.7 Hz), 4.80 &
4.84 (2H, ABq, J = 6.9 Hz), 5.24 (1H, d, J = 4.8 Hz), 5.37 J 5.42 (2H, ABq, J = 16.2 Hz),
5.87 (1H, d, J = 4.8 Hz), 7.90 (1H, dd, J = 4.5, 9.4 Hz), 8.25 (1H, d,J = 2.3Hz), 8.44 (1H, d, J

= 2.3 Hz), 8.66 (1H, d,J = 9.4 Hz), 8.94 (1H, dd, J = 1.5, 4.5 Hz).

IR (KBr) cm™: 3416, 3136, 2939, 1776, 1674, 1625, 1535, 1447, 1383, 1346, 1317, 1232, ®
1185, 1155, 1100, 1066, 1035.

MS(FAB): 607* (M+H)*.

FTTEDH  CpH,CINGO,S, « 2.8 H,0.

EtEfH : C,40.19;H,3.77 ;N,17.04 ; C1,5.39; S,9.75 (%).

EEME : C,40.10 ; H,3.56 ; N,17.01 ; C1,5.20; S,9.73 (%) .

BhiEs 2 9
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' H2N—(\

P

|- \ Me
No oéPN‘(\l\/ Q
co,H 02
'H-NMR -('DZO) & :1.55 (3H, d, J = 7.2 Hz), 2.22 (4H, brs), 2.99 (3H, s), 3.46 K 3.92 (2H,
ABg, J = 17.0Hz), 3.53 (4H, m), 3.99 K 4.74 (2H, ABq, J = 13.79 Hz), 4.85 (1H, q,J = 7.2
Hz), 5.36 (1H, d, J = 5.1 Hz), 5.90 (1H, d, J = 5.1 Hz).
IR (KBr) cm: 3416, 1780, 1676, 1616, 1538, 1459, 1345, 1285, 1236, 1180, 1097, 1068,
1036.
MS(FAB): 573* (M+H)*. o
TTESH  C,H,sCINGO,S, - 4.0 H,0.
EHE{E : C,39.10; H,5.16 ; N,13.03 ; C1,5.50; S,9.94 (%) .

EEE : C38.86; H,4.64 ; N,13.00; C1,5.30; S,9.90 (% ).

HHE51 30

e ok

Meln
co,H C02

'H-NMR (d;-DMSO) &:1.37 (3H, d, J = 7.1 Hz), 3.15 & 3.50 (ABq, J = 17.6 Hz), 4.54 ®
(1H, q, J = 7.1 Hz), 4.96 § 5.58 (2H, ABq, J = 13.4 Hz), 5.11 (1H, d, J = 4.9 Hz), 5.73 (1H,

dd, 7 = 4.9, 8.9 Hz), 7.41 (2H,s), 7.52 (1H, d, J = 6.6 Hz), 8.70 (2H, d, J = 6.6 Hz), 9.14 (1H,

s), 9.75 (1H, brs). '

IR (KBr) cm’: 3414, 3086, 1738, 1661, 1620, 1527, 1446, 1390, 1351, 1307, 1210, 1118,

1066, 1036.

MS(ESI): 623* (M+H)*

TLEMH  C,HCIN;O,S, + 3.7 H,0.

EtEfH : C,38.31;H,3.86;N,16.25 ; Cl,5.14; S,9.30 (%).
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EEME : C,38.18; H,3.51;N,16.22 ; C1,4.85; 5,9.24 (%).

EhEp) 31
cl
HoN—Q I(.C},H S
NTY ;:I' P
elli - —

'H-NMR (d-DMSO) §:1.36 (3H, d, J = 7.1 Hz), 3.03 R 3.32 (ABq, J = 17.6 Hz), 4.29
(3H, s), 4.55 (1H, g, J = 7.1 Hz), 5.00 (1H, d, J = 5.0 Hz), 5.69 (1H, dd, J = 5.0, 8.6 Hz), 5.75

K 5.818 (2H, ABq, J = 14.1 Hz), 7.42 (2H,s), 8.12 (1H, dd, J = 5.6, 8.8 Hz), 9.08 (1H, d, J =

8.8 Hz), 9.15 (1H, s), 9.46 (1H, d, J = 5.6 Hz), 9.56 (1H, d, J = 8.6 Hz). @
IR (KBr) cm®: 3415, 1779, 1675, 1617, 1538, 1483, 1442, 1392, 1372, 1348, 1291, 1236,

1188, 1155, 1100, 1063, 1034.

MS(ESI): 621* (M+H)* .

FTTESIT  C,uH,CINGO,S, * 3.1 H,0

EtE{H : C,40.81; H,4.05; N,16.55; C1,5.24; S,9.47 (%).

EEHE :  C,40.85; H,3.85; N,16.73; C1,5.01; §,9.46 (%) .

Bhep 32

i & .

Mer< cogH COy
'H-NMR (ds-DMSO) d:1.39 (3H, d, J = 7.1 Hz), 3.01 K 3.46 (2H, ABq, J = 17.6 Hz),
4.56 (1H, q, 1 = 7.1 Hz), 5.00 & 5.55 (2H, ABq, J = 13.4 Hz), 5.06 (1H, d, ] = 5.1 Hz), 5.70
(1H, dd, J = 5.1 Hz), 6.74 (2H, brs), 7.42 (2H,brs), 7.55 (1H, d, J = 8.5 Hz), 7.68 (1H, dd, J =
8.5, 5.7 Hz), 8.38 (1H, d, ] = 5.7 Hz), 8.51 (1H, brs), 9.67 (1H, brs) .
IR.U(BI)CHYIZ 3351, 3208, 1777, 1629, 1538, 1512, 1445, 1391, 1346, 1232, 1190, 1155,

1098, 1065, 1034.
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MS(ESI): 582* (M+H)".
ﬁ%%*ﬁ' C21HzoclN7O7sz - 3.6 H20.
EtEfE : C,38.99; H,4.24; N,15.16; C1,5.48; 5,9.91 (%).

BE(E :  C,38.84; H,3.84; N,15.23; C1,5.34; 5,9.67 (%)

EhEH) 33
s-_-Cl
H.N—Q | o H s
NTY ‘[r B
Ny N\g\/ﬁ Ay
Mer - i

TH-NMR (d;-DMSO) & :1.37 (3H, d, J = 6.9 Hz), 3.10 & 3.34 (2H, ABgq, J = 17.3 Hz), [
4.39 (3H, s), 4.55 (1H, q, ] = 6.9 Hz), 5.01 (1H, d, J = 4.9 Hz), 5.60 & 5.73 (2H, ABgq, J =
14.3 Hz), 5.68 (1H, dd, J = 4.9, 9.0 Hz), 7.42 (2H, s), 7.97 (1H,dd, ] = 5.5, 8.6 Hz), 9.04 (1H,
d, J = 8.6 Hz), 9.42 (1H, d, J = 5.5 Hz), 9.59 (2H, brs).
IR (KBr) cm™: 3419, 1778, 1634, 1615, 1538, 1454, 1408, 1356, 1329, 1295, 1235, 1176,
1156, 1100, 1073, 1035, 1011.
MS(ESI): 621* (M+H)* .
TEMT  CpuHyCINGO,S, + 3.2 H,O.
EE1E : c,4b.7o; H,4.07; N,16.51; C1,5.22; S,9.45 (%).
EEME ©  C,40.48; H,3.61; N,16.42; C1,5.16; S,9.46 (%) . ®

Hip 34

S Cl
o I*L proy sl
M l \A/ NH2
e ll
co,H CO2
!H-NMR (ds-DMSO) d:1.39 (3H, d, J = 7.1 Hz), 2.95 J 3.41 (2H, ABq, J = 17.7 Hz),
4.57 (14, q, J = 7.1 Hz), 470 J 5.22 (2H, ABq, J = 13.8 Hz), 5.05 (1H, d, J = 4.89 Hz),
5.66 (2H, brs), 571 (1H, dd, J = 4.8, 8.7 Hz), 6.73 (1H, d, I = 6.9 Hz), 7.42 (4H, brs), 7.98

(2H, m).

-95-



200305422

IR (KBr) cm™: 3379, 3213, 1775, 1645, 1577, 1542, 1446, 1360, 1308, 1235, 1184, 1156,
1065, 1035.

MS(ESI): 597* (M+H)* .

TTEM  CuH,CINGO;S, + 3.1 H,0.

H®{H : C,38.63; H,4.20; N,17.16; C1,5.43; S,9.82 (%).

EEE ©  C38.51; H,3.83; N,17.22; C1,5.41; 5,9.75 (%) .

Eitp) 35

HoN—Q I(u_ J;:J\/ C[NHZO

Melln
co,H CO2

'H-NMR (ds-DMSO) d0:1.40 (3H, d,J = 7.1 Hz), 3.09 J 3.48 (2H, ABq, J = 17.7 Hz),

4.57 (1H, q, J = 7.1 Hz), 4.85 & 5.22 (2H, ABq,J = 13.8 Hz), 5.09 (1H, d, J = 4.9 Hz), 5.76
(1H, dd, J = 4.9 Hz), 6.58 (2H, brs), 6.95 (1H, d,J = 6.5 Hz), 7.40 (2H, s), 7.96 (2H,brs), 8.28
(1H, d, J = 6.5 Hz), 8.82 (1H, brs), 9.25 (1H, brs), 9.77 (1H, brs) .

IR (KBr) cm™: 3364, 3205, 1775, 1657, 1540, 1493, 1447, 1355, 1270, 1182, 1146, 1109,
1066, 1034.

MS(ESI): 640* (M+H)* .

FTEESH  CH,CINGO,S, * 3.0 H,0.

EtEfl : C,38.07; H,4.07; N,18.16; C1,5.11; S,9.24 (%). ®

(G :  C37.72; H,3.67; N,17.97; C1,5.03; §,9.02 (%) .
it 36
HZN—(\

'H-NMR (ds-DMSO) 6 :1.36 (3H, d, J = 7.0 Hz), 3.10 & 3.54 (2H, ABq, ] = 17.6 Hz),
4.55 (1H, q, J = 7.0 Hz), 5.14 (1H, d,J = 5.0 Hz), 5.20 & 5.68 (2H, ABq, J = 13.8 Hz), 5.77

(1H, dd, J = 5.0, 9.1 Hz), 7.40 (2H, brs), 8.18 (1H, d, J = 6.6 Hz), 8.83 (1H, brs), 8.87 (1H, d,
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J = 6.6 Hz), 9.68 (1H, d, J = 9.1 Hz), 9.80 (1H, brs).

IR (KBr) cm™: 3412, 1777, 1614, 1539, 1444, 1377, 1305, 1187, 1108, 1066, 1036.
MS(ESI): 607* (M+H)* .

JCHE ST CypHyeCINGO,S, + 2.7H,0.

StE{H : C,40.30; H,3.75; N,17.09; CL,5.41; S,9.78 (%)

HEME ©  C,40.22; H,3.55; N,17.05; C1,5.35; S,9.57 (%) .

Bk 37

I P:oUreq

Me'" co,H  CO2

'H-NMR (d;-DMSO) 6:1.38 (3H, d, J = 7.1 Hz), 3.07 J 3.49 (2H, ABq, J = 17.4 Hz),
4.57 (1H, q,J = 7.1 Hz), 5.09 (1H, d,J = 4.8 Hz), 5.12 ¢ 5.55 (2H, ABq, J = 13.5 Hz), 5.75
(1H, dd, J = 4.8, 8.2 Hz), 7.41 (2H, 5), 7.48 (1H, 4, J = 6.2 Hz), 8.70 (1H, d, J = 6.2 Hz), 8.90
(1H, brs), 9.62 (1H, d, J = 8.2 Hz).

(IR (KBr) con 1 3421, 3195, 3088, 2988, 1776, 1720, 1639, 1532, 1375, 1237, 1175, 1137,
1066, 1035...
MS(ESI): 651* (M+H)* .
TR CyuH,CINGO,S, * 3.1H,0
aHEE : 6,39.08; H,3.59; N,15.85; C1,5.02; S,9.07 (%).
HEE ©  C,39.05; H,3.44; N,15.81; C1,4.84; S,8.83 (%) .

HEk] 38

B L)_ I:JV CE D—NH,

Melu
co,H CO2

'H-NMR (d¢-DMSO) 6:1.37 (3H, d, J = 6.9 Hz), 3.06 & 3.49 (2H, ABq, J = 17.6 Hz),
4.51 (1H, q,J = 6.9 Hz), 5.06 (1H, d,J = 4.7 Hz), 5.04 J 5.61 (2H, ABq, J = 12.9 Hz), 5.71

(1H, dd, J = 4.7, 8.9 Hz), 7.42 (2H, s), 8.40 (1H, d, J = 6.2 Hz), 8.64 (2H, s), 8.91 (1H, d,J =
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6.2 Hz), 9.39 (1H, s), 9.60 (1H, brs).
IR (KBr) cm: 3399, 3191, 1775, 1638, 1537, 1478, 1391, 1317, 1273, 1236, 1187, 1089,
1035.

MS(ESI): 639* (M+H)*

TTESH  CpHCINGO,S; + 3.4H,0

EtEfH : C,37.73; H,3.71; N,16.00; CL,5.06; S,13.74 (%).

FEME ©  C,37.61; H,3.35; N,16.12; C1,4.92; S,13.56 (%) .

EHEF1 393
HaN—Q I{L O/@NH
N
P:ols
Me'" co,H ©O2

H-NMR (d-DMSO) 6 : 1.37 (3H, d, J = 6.9 Hz), 3.06 J 3.50 (2H, ABq, J = 17.7 Hz),
4.53 (1H, q, J = 6.9 Hz), 5.06 (1H, d,J = 4.7 Hz), 4.91 ¢ 5.45 (2H, ABgq, J = 12.5 Hz), 5.70
(1H, dd, ] = 4.7, 8.79 Hz), 6.85 (1H,s), 7.01 (1H, s), 7.41 (2H, s), 7.96 (1H, s), 8.15 (2H, d, J
= 5.7 Hz), 9.08 (2H, d, J = 5.7 Hz), 9.73 (1H, brs), 11.85 (1H, brs).

| IR (KBr) cm’: 3410', 1774, 1636, 1560, 1474, 1354, 1218, 1152, 1107, 1037.
MS(ESI): 632* (M+H)* .
TCERSH C245H22C1N7O752- 8.4H,0
EHEH : C,38.33; H,3.99; N,12.52; Cl,4.53; S,8.19 (%).
BHEHE ©  C.37.89; H,3.62; N,12.41; C1,4.41; S,7.93 (%) .

Hitfl 40 0

N« N/

'H-NMR (d,-DMSO) 6: 1.37 (3H, d,J = 7.1 Hz), 2.96 & 3.26 (2H, ABq, J = 17.6 Hz),
4.02 (3H, s), 4.50 (2H, brs), 4.98 (1H, d, J = 4.8 Hz), 5.67 (1H, brs), 7.34 (1H,d, J = 3.0 Hz),

7.41 (24, brs), 7.78 (1H d, J = 6.0 Hz), 8.29 (1H, d, J = 3.0 Hz), 8.75 (1H, d, J = 7.9 Hz),
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9.13 (1H, d, J = 6.0, 7.9 Hz), 9.75 (1H, brs).

IR (KBr) cm?: 3412, 1775, 1673, 1613, 1538, 1501, 1470, 1392, 1368, 1324, 1281, 1221,
1152, 1063, 1035..

MS(ESI): 620* (M+H)* .

THESH CpyHypCINO,S, * 2.1H,0

EtEH : C,42.90; H,3.79; N,15.23; CL,5.51; S,9.96 (%).

BERE ©  C,42.91; H,3.76; N,15.34; C1,5.47; S,9.90 (%) .

EEH 41

HaN—Q I(u,
A
Z
\g\/ __NH o

Me'" co n GOz

'H-NMR (d-DMSO) 6:1.37 (3H, d,J = 7.1 Hz), 3.03 J 3.28 (2H, ABq, J = 17.4 Hz),
4.56 (1H, g, J = 7.1 Hz), 5.01 (1H, d, J = 4.8 Hz), 5.69 (3H, m), 7.32 (1H,d, J = 2.9 Hz), 7.41
(2H, s), 7.67 (1H t-like), 8.27 (1H, d, J = 2.9 Hz), 8.60 (1H, d, J = 8.4 Hz), 9.06 (1H, d, J =
5.7 Hz), 9.68 (1H, brs), 13.45 (1H, brs).

" IR (KBr) cm™: 3410, 2938, 1777, 1673, 1613, 1537, 1457, 1385, 1361, 1225, 1185, 1156,
1114, 1033.
MS(ESI): 606*(M+H)*
TEAH - CpHyCIN,0,S, + 2.5H,0. ®
StE{H : C,42.43; H,3.87; N,15.06; C1,5.45; S,9.85 (%).
BEERE :  C,42.44; H,3.69; N,14.90; C1,5.24; S,9.94 (%) .

HHEsl 42

e g

Mew< coH O

'H-NMR (p0) O :1.55(3H, d,J = 7.1 Hz), 2.19 (6H, t-like), 3.39-3.56 (7H, m), 3.89 (1H, d,

J =16.8 Hz), 3.93 (1H, d, J = 13.9 Hz), 4.62 (1H, d, J = 13.9 Hz), 4.86 (1H, m), 5.36 (1H,d, J
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= 5.0 Hz), 5.90 (1H, d, J = 5.6 Hz).
IR (KBr) cm™: 3371, 1779, 1671, 1614, 1538, 1466, 1389, 1343, 1236, 1183, 1099, 1070,
1035.

MS(ESI): 642* (M+H)*.

TCESIT CuHyuCIN,O,S, * 5.6H,0.

EtE{E : C,38.80; H,5.32; N,13.20; C1,4.77; S,8.63 (%).

HEME ©  C,38.57; H,4.76; N,13.24; C1,4.56; S,8.32 (%) .

Hithl 43

HN— I‘)_

Melh
co Na Coz

'H-NMR (d-DMSO) 6 :1.31 3H, d,J = 7.1 Hz), 1.44 (3H,t,J = 7.2 Hz), 2.96 & 3.25 (2H,
ABq, J = 17.1 Hz), 4.32 (1H, q,J = 7.1 Hz), 4.45 2H, q,J = 7.2 Hz), 4.93 (1H, d, T = 5.1 H;),
5.68 (2H, t-like), 5.75 (1H, dd, J = 5.1, 9.0 Hz), 7.31 (2H,s), 7.39 (1H, d, J = 3.5 Hz), 7.78
(1H, dd, J = 6.1, 8.1 Hz), 8.37 (1H, d, J = 3.5 Hz), 8.81 (1H, d, J = 8.1 Hz), 9.21 (1H, d,J =
6.1 Hz), 12.10 (1H, d,J = 9.0 Hz).

IR (KBr) cm™: 3409, 2982, 1772, 1604, 1539, 1496, 1460, 1394, 1362, 1317, 1289, 1230,
1185, 1153, 1166, 1033.

MS(ESI): 634* (M+H)*.

TLERSM  CyusHy,CINGN,O,S, + 3.7H,0.

atEfE : C,41.55; H,4.24; N,13.57; C1,4.91; S,8.87; Na,3.18 (%).

HEME ©  C,41.48; H,3.96; N,13.60; C1,4.84; S,8.87; Na, 3.26 (%) .

EiEp 44

'H-NMR (d-DMSO) 6:1.35 (3H, d, J = 6.9 Hz), 3.12 |% 3.49 (2H, ABq, ] = 17.9 Hz),
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4.54 (1H, q,J = 6.9 Hz), 5.12 (1H, d, ] =4.8 Hz), 5.57 )t 5.68 (2H, ABq, J = 14.1 Hz), 5.81
(1H, dd, J = 4.8, 8.9 Hz), 7.42 (2H,5), 7.52 (1H, t-like), 8.55 (2H, brs), 8.71 (1H, d, J = 6.6
Hz), 9.54 (1H, d,J = 8.9 Hz).

IR (KBr) cm: 3416, 1777, 1674, 1608, 1538, 1449, 1387, 1311, 1230, 1187, 1158, 1102,
1072, 1035.

MS(ESI): 607* (M+H)*.

FTES  CyHCINO,S, * 2.3H,0

B : C,40.75; H,3.67; N,17.28; C1,5.47; S,9.89 (%).

BEME ©  C,40.72; H,3.55; N,17.35; C1,5.51; S,9.90 (%) .

EiEpl 45

IH-NMR (d¢-DMSO) & : 1.34 (3H, d, J = 6.9 Hz), 3.00 % 3.51 (2H, ABgq, J = 17.6 Hz),

4.07 (3H, s), 4.53 (1H, q, J = 6.9 Hz), 5.02 (1H, d, ] = 5.4 Hz), 5.68-5.74 (3H, m), 7.41 (2H,s),
| 7.97 (1H, t-like), 8.8§ (1H, d, J = 7.8 Hz), 9.04 (1H, s), 9.66 (2H, m).

IR (KBr) cm®: 3416, 1778, 1674, 1615, 1538, 1497, 1464, 1362, 1316, 1266, 1235, 1188,

1155, 1100, 1063, 1033.

MS(ESI): 621* (M+H)*.

TTES  C,H,CINGO,S, * 2.3H,0.

StEfH : C,41.70; H,3.89; N,16.91; C1,5.35; 5,9.68 (%)

BHEE : C,41.67; H,3.85; N,16.90; C1,5.27; §,9.60 (%) .

Hithl 46

e A

Men< \/\/NHZ

IH-NMR (D,0) &:1.43 (3H, d, J = 7.2 Hz), 2.35 (2H, m), 3.12 (2H, t-like), 3.19 J 3.68
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(2H, ABq, J = 17.7 Hz), 4.61 (3H, g-liké), 5.28 (1H, d,J = 5.1 Hz), 5.33 | 5.67 (2H, ABgq, ]
= 14.7 Hz), 5.86 (1H, d, J = 5.1 Hz), 8.21 (1H, d, J = 6.3 Hz), 8.70 (1H, d, J = 6.3 Hz), 8.90
(1H, brs), 9.71 (1H, s).

IR (KBr) cm™: 3410, 1773, 1606, 1538, 1478, 1450, 1384, 1315, 1284, 1214, 1170, 1117,
1083, 1033..

MS(ESI): 664* (M+H)".

TTES  CysHyCINGO,S, » 3.6H,0.

StEfH : C,41.19; H,4.59; N,17.29; C1,4.86; S,8.80(%).

HERHE ©  C,41.25; H,4.49; N,17.07; C1,4.87; S,8.50 (%) .

BRI 477 o
HaN—G IHL j;r CEN’\/\NH

'H-NMR (D,0) 6 :1.42 (3H, d, J = 6.9 Hz), 2.34 (2H, m), 3.10 (2H, t-like), 3.18 & 3.63
(2H, ABq, J = 17.9 Hz), 4.55-4.67 (3H, m), 5.27(1H, d, J = 5.0 Hz), 5.35 §; 5.66 (2H, ABq,

J = 14.3 Hz), 5.87 (1H, d,J = 5.0 Hz), 8.22 (1H, d,J = 6.9 Hz), 8.79 (2H, d,-like), 9.49 (1H,

s).

IR (KBr) cm™: 3410, 1773, 1606, 1539, 1515, 1458, 1395, 1363, 1310, 1216, 1185, 1137,

1107, 1066, 1033, @
MS(ESI): 664* (M+H)*.

TTESIT  C,sHyCINGO,S, + 3.2H,0.

ETE{H : C,41.60; H,4.52; N,17.47; C1,4.91; S,8.89 (%).

HEME ©  C,41.63; H,4.48; N,17.40; C1,4.82; S,8.73 (%) .

Eitif) 48 8

HaN— L/L J:_:)\/

NH,
Meh-
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'H-NMR (d-DMSO) 0: 1.34 (3H, d,7 = 6.9 Hz), 2.84 J 3.51 (2H, ABgq, J = 17.4 Hz),
4.51 (1H, g, J = 6.9 Hz), 5.11 (1H, d, J = 4.6 Hz), 5.14 }& 5.54 (2H, ABq, J = 14.4 Hz), 5.72
(1H, dd, J = 4.6, 9.0 Hz), 6.59 (1H, brs), 7.34-7.40 (3H, m), 8.77 (2H, d,-like), 9.58 (1H, brs).
IR (KBr) cm™: 3414, 1774, 1638, 1574, 1538, 1446, 1391, 1367, 1334, 1227, 1182, 1078,
1036.

MS(ESI): 662* (M+H)".

FTLEM  CpHypCINGO,S, * 2.4H,0.

SHEfE : C,39.72; H,3.76; N,18.95; C1,5.33; S,9.649 (%).

HEME ©  C,39.77; H,3.69; N,19.04; C1,5.27; S,9.49 (%) .

HiEH1 49

HZNAIHL ),%JV @/L

Me< cozH COy
'H-NMR (d-DMSO) &: 1.37 (3H, d, J = 7.0 Hz), 3.09 % 3.51 (2H, ABq, J = 17.6 Hz),
4.54 (1H, q,J = 7.0 Hz), 4.99 } 5.51 (2H, ABq, J = 12.8 Hz), 5.70 (1H, dd, J = 4.7, 8.7 Hz),
7.42 (2H, s), 8.30 (2H, d, J = 6.5 Hz), 8.59 (2H, brs), 9.58 (1H, d, J = 8.7 Hz), 13.7 (1H, brs) .
IR (KBr) cm™: 3314, 3194, 1777, 1671, 1637, 1570, 1538, 1470, 1391, 1344, 1285, 1221,
1156, 1100, 1065, 1034.
MS(ESI): 633* (M+H)*.
TTESH  C.H, CINGO,S, - 2.5H,0.
SHEfE : C,42.51; H,3.86; N,16.52; C1,5.23; S,9.46 (%).
EEME :©  C,42.44; H,3.67; N,16.68; C1,5.36; S,9.36 (%) .

BB 50

NH,
H

HZN—(\I')L ;jfwkN /

Me'" coH COz
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'H-NMR (d-DMSO) &:1.37 3H, d, 3 = 7.1 Hz), 3.09 K 3.51 (2H, ABq, J = 17.4 Hz),
4.76 (1H, q,J = 7.1 Hz), 4.94 J% 5.49 (2H, ABq, J = 12.5 Hz), 5.07 (1H, 4, J = 4.7 Hz), 5.72

(1H, dd, J = 4.7, 8.6 Hz), 7.27 (1H, brs), 7.41 (2H, s), 7.62 (1H, brs), 7.94 (1H, brs), 8.06 (1H,
brs), 8.18 (2H, d, J = 5.9 Hz), 9.16 (2H, d, J = 5.9 Hz), 9.81 (1H, brs), 12.5 (1H, brs) .

IR (KBr) cm™: 3402, 1775, 1718, 1636, 1608, 1570, 1550, 1441, 1393, 1343, 1288, 1220,

1150, 1035.

MS(ESI): 675* (M+H)*.

TTESIT  CyHyCINGO,S, * 5.1H,0.

StEfH : C,40.72; H,4.36; N,14.61; C1,4.62; S,8.36 (%).

HERE €40 56; H,3.97; N,14.44; C1,5.09; S,8.05(%) . o

Hiep 51

a M prs gwq -

Me" COQH COy

_'H-NMR (d-DMSO) G : 1.34 (3H, d, J = 7.0 Hz), 3.05 & 3.61 (2H, ABq, J = 17.9 Hz),

4.52(1H, q,J = 7.0 Hz), 4.82 J 5.37 (2H, ABq, J = 14.4 Hz), 5.14 (1H, d, J = 5.0 Hz), 5.76

(1H, dd, J = 5.0, 8.9 Hz), 7.37 (2H, brs), 7.43 (1H, d, J = 6.9 Hz), 8.40 (2H, brs), 8.42 (1H, d,

J = 6.9 Hz), 9.63 (2H, brs).

IR (KBr) cm™: 3336, 3192, 1774, 1662, 1617, 1573, 1539, 1489, 1393, 1332, 1246, 1188, ®

1153, 1119, 1066, 1034.

MS(ESI): 622* (M+H)".

JTES  CHyCINGO,S, » 1.9H,0.

EtE{H : C,40.26; H,3.66; N,19.21; C1,5.40; S,9.77 (%).

FEHE : C,40.48; H,3.69; N,19.26; C1,5.10; S,9.48 (%) .

HHEH 52
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X e

Me"' co,H CO2

IH-NMR (d-DMSO) 0 :1.37 3H, d, J = 7.0 Hz), 3.18 | 3.52 (2H, ABgq, J = 18.0 Hz),

4.56 (1H, q, J = 7.0 Hz), 5.11 (2H. m), 5.48 (1H, q, J=13.8 Hz),5.81 (1H, q,J=4.7, 88

Hz), 7.12 (1H, 1s), 7.41 (2H, s), 7.53 (1H, s), 7.83 (1H, d,J = 6.0 Hz), 8.38 (1H, d,J = 6.0

Hz), 9.24 (1H, brs), 9.63 (1H, d, ] = 8.8 Hz).

IR (KBr) cm’: 3420, 1778, 1672, 1623, 1535, 1480, 1445, 1395, 1308, 1184, 1154, 1131,

1065, 1035.

MS(ESI): 649* (M+H)". @
FTESH  CysHy CINGO,S, * 2.1H,0

EHEfH : C,43.71; H,3.70; N,12.23; C1,5.16; S,9.34 (%).

EHEE ©  C,44.06; H,3.69; N,12.31; C1,5.00; S,9.94 (%) .

BhEf 533
HN—& L/L H
POV
Me" coH  CO2

'H-NMR (ds-DMSO) &:1.35 (3H, d, J = 7.0 Hz), 3.04 }x 3.50 (2H, ABq, J = 17.7 Hz),

4.54 (1H, q,J = 7.0 Hz), 5.08 (1H, d,J = 5.1 Hz), 5.15 } 5.65 (2H, ABq, J = 13.7 Hz), 5.73 ®
(1H, dd, J = 5.1, 8.6 Hz), 7.01 (1H, d, J = 3.3 Hz), 7.42 (2H, 5), 7.94 (1H, d, J = 3.3 Hz), 8.03

(1H, d, J = 6.6 Hz), 8.88 (1H, d, J = 6.6 Hz), 9.71 (1H, brs), 13.4 (1H, brs).

IR (KBr) cm™: 3395, 3009, 2937, 1777, 1673, 1632, 1537, 1484, 1445, 1378, 1359, 1227,

1187, 1153, 1117, 1065, 1034.

MS(ESI): 606* (M+H)".

TTED  CHy,CIN,0,S, * 2.2H,0

SHE{E . C,42.78; H,3.81; N,15.19; C1,5.49; S,9.93 (%).

EEME ©  C,42.87; H,3.81; N,15.20; C1,5.30; S,9.86 (%) .
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Etf) 541
HzN*\IHL
Irwj\/N‘N NHz
Mem COy

CO,H
14-NMR (ds-DMSO) 6 :1.41 (3H, d, J = 7.0 Hz), 2.97 & 3.21 (2H, ABgq, J = 17.6 Hz),
3.58 (2H, brs), 4.58 (1H, q,J = 7.0 Hz), 5.06 (1H, d, J = 4.9 Hz), 5.10 & 5.23 (2H, ABq,J =
15.9 Hz), 5.70 (1H, dd, J = 4.9, 8.6 Hz), 5.83 (1H, d, J = 3.0 Hz), 7.26 (2H, s), 7.43 (2H, s),
8.08 (1H, d, J = 3.0Hz), 9.75 (1H, brs).
IR (KBr) cm?: 3411, 2939, 1775, 1635, 1537, 1456, 1325, 1221, 1151, 1097, 1036.
MS(ESI): 615* (M+H)*.
TTESI  CyHxuCINGOsS, + 2.6H,0
SHE{H : C,38.11; H,4.29; N,16.93; C1,5.36; S,9.69 (%).

EEME ©  C,38.04; H,3.93; N,16.67; C1,5.49; S,9.68 (%) .

B 555
- HoN—Q IHL
A
Me"' 002 HN

COQH
IH-NMR (d,-DMSO) 0 :1.30 (3H, d, J = 7.0 Hz), 2.76 | 3.57 (2H, ABq, J = 18.0 Hz),

4.48 (1H, q,J = 7.0 Hz), 5.13 (1H, d,J = 4.9 Hz), 5.24 |§ 5.90 (2H, ABq, J = 14.3 Hz), 5.72
(1H, dd, J = 4.9, 8.4 Hz), 6.89 (1H, d,J = 3.3 Hz), 7.40 (2H, s), 7.58 (1H, dd, J = 6.0, 7.8 Hz),
7.92 (1H, d, J = 3.3 Hz), 8.71 (2H, m), 9.54 (1H, d, J = 8.4 Hz).

IR (KBr) cm™: 3413, 2934, 2718, 1777, 1675, 1616, 1537, 1480, 1461, 1362, 1230, 1189,
1112, 1034.

MS(ESI): 606" (M+H)".

TTESHT  CuH4CIN,O,S, + 2.3H,0.

EtEfE : C42.67; H,3.83; N,15.14; C1,5.48; S,9.90 (%).

HEME ©  C,42.65; H,3.82; N,15.18; C1,5.40; S,9.74 (%) .
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IH-NMR (d-DMSO) & :1.39 3H, d, J = 7.1 Hz), 3.15 ¢ 3.52 (2H, ABq, J = 17.7 Hz),
4.56 (1H, q, J = 7.1 Hz), 5.10 (1H, d, J = 4.9 Hz), 5.36 (2H, brs), 5.80 (1H, dd, J = 4.9, 8.6
Hz), 7.11 (1H, 1, J = 7.2 Hz), 7.69 (1H, d, J = 7.2 Hz), 8.42 (3H, m), 9.84 (1H, brs).

IR (KBr) cm®: 3352, 3151, 2712, 1772, 1665, 1607, 1583, 1543, 1490, 1443, 1408, 1390,
1368, 1341, 1300, 1211, 1160, 1106, 1083, 1060, 1031.

MS(ESI): 622* (M+H)".

TEESH  ChHyCINGO,S, - 3.0H,O.

EEfE : C,39.08; H,3.88; N,18.65; C1,5.24; S,9.49 (%).

HEME ©  C,39.26; H,3.83; N,18.75; C1,5.33; S,9.19 (%) .

BEhap 577
cl
HzN*‘i,U-H s e
AN
Ch e
Me".<0, o) +

co,H COz2
'H-NMR (d-DMSO) & :1.34 (3H, d, J = 6.9 Hz), 2.97 & 3.48 (2H, ABq, J = 17.6 Hz),
3.98 (3H,s), 4.52 (1H, g, J = 6.9 Hz), 5.05-5.12 (2H, m), 5.63-5.72 (2H, m), 7.09 (1H, d,J =
3.1 Hz), 7.42 (2H, s), 7.94 (14, d, J = 3.1 Hz), 8.17 (1H, d, J = 7.1 Hz), 9.49 (1H, d,J = 7.1
Hz), 9.64 (1H, brs), 9.7 (1H, brs).

IR (KBr) cm?: 3406, 3073, 2945, 1778, 1675, 1631, 1538, 1447, 1361, 1324, 1254, 1227,
1184, 1132, 1106, 1065, 1033.

MS(FAB): 620 (M+H)*.

TTESH  C,uH.,CIN,0,S, + 2.4H.0.

StEfE : C,43.46; H,4.07; N,14.78; C1,5.34; S,9.67 (%).
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HEME© C,43.45; H,4.03; N,14.88; C1,5.25; S,9.55 (%) .

BBl 5 8
HaN—Q L)L
HALR
N
Me"- H

COZH COz’
IH-NMR (d;-DMSO) & :1.35 (3H, d, J = 6.9 Hz), 3.04 } 3.56 (2H, ABq, J = 17.6 Hz),

4.53 (1H, q, J = 7.0 Hz), 5.09-5.15 (2H, m), 5.68-5.76 (2H, m), 6.92 (1H, d, J = 2.7 Hz), 7.40

(2H, s), 8.11 (1H, d, J = 6.9 Hz), 8.30 (1H, d, J = 2.7 Hz), 8.55 (1H, d, J = 6.9 Hz), 9.84 (2H,

brs), 14.7 (1H, brs).

IR (KBr) cm®: 3326, 3195, 2938, 1777, 1674, 1612, 1537, 1461, 1375, 1312, 1234, 1187, ®
1145, 1065, 1034.

MS(ESI): 606 (M+H)".

FTTESH  CyHyCIN;0,S, - 2.5H,0.

EtE{H : C,42.43; H,3.87; N,15.06 C1,5.45; S,9.85 (%).

EEE ©  C,42.46; H,3.74; N,15.01; C1,5.33; S,9.93 (%) .

BB 59 9

HN—G ]/\(LL ];fwj\/ (IS

Melu
co,H CO2

'H-NMR (ds-DMSO) & :1.34 (3H, d, J = 7.0 Hz), 3.08 J 3.49 (2H, ABq, J = 17.6 Hz),
4.04 (3H, s), 4.52 (1H, g, J = 7.0 Hz), 5.05-5.12 (2H, m), 5.66-5.72 (2H, m), 6.92 (1H, d, J =
2.9 Hz), 7.42 (2H, brs), 8.14 (1H, d, J = 6.8 Hz), 8.28 (1H, d, J = 2.9 Hz), 8.97 (1H, d, J = 6.8
Hz), 9.64 (1H, brs), 9,80 (1H, brs).

R (KBr) cm™: 3410, 1777, 1676, 1614, 1537, 1486, 1447, 1423, 1378, 1326, 1260, 1230,
1161, 1096, 1065, 1033.

MS(ESI): 620 (M+H)".

TEDH  C,H,CIN,0,S, - 2.4H,0.
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EtEfH : C,43.46; H,4.07; N,14.78; C1,5.34; S,9.67 (%)
HEHE ©  C,43.47; H,3.97; N,14.79; C1,5.21; S,9.59 (%) .

Bkl 6 0

HAN— IHL }_r# ::L

Men- CO H CO2 S_(
2

'H-NMR (ds-DMSO) 6:1.39 3H, d, J = 7.1 Hz), 3.15 J 3.34 (2H, ABq, J = 17.6 Hz),
4.56 (1H, q, J = 7.1 Hz), 5.05 (1H, d, J = 4.8 Hz), 5.47 (1H, d, J = 14.1 Hz), 5.72-5.78 (2H,m),
7.41 (2H, brs), 7.84 (1H, dd, J = 5.9, 8.1 Hz), 8.21 (1H, d, J = 8.1 Hz), 8.83 (1H, d,J = 5.9
Hz), 8.89 (2H, brs), 9.87 (1H, brs).
IR (KBr) cm?: 3312, 3189, 1778, 1630, 1537, 1426, 1386, 1341, 1308, 1214, 1186, 1129,
1064, 1034.
MS(FAB): 639* (M+H)*

 TLHESH CypHyCINGO,S, * 3.2H;0.
EtEflE : C,37.92; H,3.67; N,16.08; C1,5.09; S,13.81(%).

EEMHE ©  C,37.95; H,3.60; N,16.04; C1,5.07; S,13.60 (%) .

EhEF] 611
H2N—'<\ MH
g :eWsrin
Me"' co,H CO2

H-NMR (d-DMSO) & : 1.35 (3H, d, J = 7.0 Hz), 2.90 J 3.46 (2H, ABg, J = 17.6 Hz),
3.66 (3H, s), 4.53 (1H, q, J = 7.0 Hz), 4.96 % 5.56 (2H, ABq,J = 13.7 Hz), 5.06 (1H, d,J =
4.9 Hz), 5.69 (1H, dd, J = 4.9, 8.9 Hz), 7.42 (2H, brs), 7.73 (2H, brs), 7.81 (1H, 4, J = 6.6 Hz),
8.81 (1H, d, J = 6.6 Hz), 9.63 (1H, brs).

IR (KBr) cm: 3346, 3180, 1775, 1664, 1613, 1567, 1538, 1508, 1448, 1389, 1352, 1311,

1271, 1179, 1100, 1065, 1034.
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MS(FAB): 636* (M+H)*.
TR C23H2291N90752 * 2.7H,0
StE{E : C,40.35; H,4.03; N,18.41; C1,5.18; S,9.37 (%).

EFEME :©  C,40.32; H,3.90; N,18.39; C1,5.14; 5,9.35 (%) .

Eithl 62
HoN—G D q H
j/'_':)\/ (\;LN»—NHMe
ell -

'H-NMR (d¢-DMSO) 6 :1.35 (3H, d, J = 7.0 Hz), 3.03-3.09 (4H, m), 3.61 (1H, d, J = 18.0
Hz), 4.52 (1H, g, J = 7.0 Hz), 4.83 } 5.40 (2H, ABq, J = 14.0 Hz), 5.14 (1H, d, J = 5.0 Hz),
5.77 (1H, dd, J = 5.0, 8.7 Hz), 7.36 (2H, brs), 7.48 (1H, d, J = 6.8 Hz), 8.43 (1H, d, J = 6.8
Hz), 9.33 (1H, brs), 9.59 (1H, brs), 9.70 (1H, brs).

IR (KBr) cm: 3370, 1775, 1644, 1579, 1538, 1479, 1394, 1329, 1239, 1188, 1121, 1066,
1034.

MS(FAB): 636* (M+H)*.

TTEDH  CyuH,CINGO,S, + 2.2H,0.

ETE{E : C,40.88; H,3.94; N,18.66; C1,5.25; S,9.49 (%).

EEE :  C,41.07; H,4.21; N,18.30; C1,4.86; S,8.86 (%) .

EiEH 63

HZN—<\ I
\
Ir\'J\/N Z
Mend 1 _NH
2 o)
COzH HN—
'H-NMR (dg-DMSO) 6 : 1.41 (3H, d,J = 7.0 Hz), 2.16 (3H, s), 3.10 (1H, d, J = 17.1 Hz),
4.59 (1H, g, J = 7.0 Hz), 5.08 (1H, d, J = 5.1 Hz), 5.51 (2H, brs); 5.76 (1H,dd, J = 5.1, 8.4

Hz), 6,87 (1H,s), 7.33 (1H, t-like), 7.39 (2H, brs), 8.01 (1H, brs), 8.59 (1H, d, J = 6.0 Hz),

9.70 (1H, brs), 12.7 (1H, brs).
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IR (KBr) cm™: 3325, 1776, 1653, 1609, 1561, 1470, 1416, 1369, 1352, 1236, 1183, 1158,
1100, 1065, 1032.

MS(FAB): 663* (M+H)*.

TEST  CasHyuCINGO,S, + 3.2H,0.

ETEfHE : C,41.66; H,4.11; N,15.55; C1,4.92; S,8.90 (%).

HEE :  C,41.79; H,4.14; N,15.37; C1,4.82; S,8.75 (%) .

Hitapl 64
HaN— ]/YLL
j;rﬁj\/ C[ 2—NMe,
Melu COH CO, .

'H-NMR (de-DMSO) 6 :1.36 (3H, d,J = 7.1 Hz), 2.98 & 3.50 (2H, ABq, J = 17.3 Hz),
3.21 (6H,s), 4.54 (1H, g, J = 7.1 Hz), 5.00 J; 5.48 (2H, ABq, J = 13.5 Hz), 5.16 (1H, d,J =
4.8 Hz), 5.72 (1H, dd, J = 4.8, 9.0 Hz), 7.39 (2H, brs), 7.49 (1H, d, J = 6.9 Hz), 8.44 (1H, d,J
= 6.9 Hz), 9.09 (1H, brs), 9.85 (1H, brs).

(IR (KBr) cm™: 3413, 2938, 1777, 1639, 1557, 1538, 1440, 1391, 1335, 1247, 1190, 1150,
1121,.1065, 1034.
MS(FAB): 650* (M+H)".
FTEHSW  CyH,CINGO;S, - 3.2H,0.
FTE{E : C,40.73; H,4.33; N,17.81; C1,5.01; S,9.06 (%).

HEME : C,40.73; H,4.24; N,17.75; C1,5.08; S,9.10 (%) .

Bt 65
HZN_(‘I'/‘L o~ NHMe
PoNoss
Me'" co,H CO2

JH-NMR (D.O + DCl) & :1.55 (3H, d,J = 7.1 Hz), 2.82 (3H, 5), 3.36 & 3.75 (2H, ABq,] =
18.5 Hz), 4.72 (2H, 1, ] = 6.5 Hz), 4.99 (1H, q, J = 7.1 Hz), 5.36 (1H, d, J = 4.8 Hz), 5.40 &

5.86 (2H, ABq, J = 14.9 Hz), 5.94 (1H, d, J = 4.8 Hz), 8.09 (1H, d, J = 6.8 Hz), 8.83 (1H, d, J
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= 6.8 Hz), 9.06 (1H, s).

IR (KBr) cm™: 3370, 3174, 1771, 1667, 1606, 1541, 1504, 1449, 1399, 1360, 1312, 1281,
1184, 1113, 1067, 1035.

MS(FAB): 679* (M+H)*.

JTTCEAM  CysHyCINGO,S, + 4.0H,0.

EtEfHE : C,39.97; H,4.70; N,18.65; C1,4.72; S,8.54 (%).

HEERE ©  C,40.02; H,4.64; N,18.79; C1,4.60; S,8.31 (%) .

EiEp 66

HZN—QIHL j;fjqu /)_N/\/NHZ

Me"' co,H  CO2

'H-NMR (D,0 + DCl) §:1.55 (3H, d,J = 7.1 Hz), 3.29- 3.45 (6H, m), 3.69 (1H, d, J = 8.3
Hz), 4.04 (2H, 1, J = 6.2 Hz), 4.98 (1H, q, J = 7.1 Hz), 5.28-5.35 (2H, m), 5.70 (1H, s), 5.93
(1H, d,J = 4.8 Hz), 7.68 (1H, d, J = 4.6 Hz), 8.45 (1H, dd, J = 1.2, 4.6 Hz), 8.73 (1H, d,J =
1.2 Hz).

IR (KBr) cm’: 3397, 1772, 1623, 1578, 1540, 1508, 1446, 1397, 1330, 1247, 1190, 1151,
1121, 1066, 1034.

MS(FAB): 679* (M+H)*.

TTES  CysHayCIN,O,S, ¢+ 4.3H,0.

EHE{E : C,39.69; H,4.74; N,18.51; C1,4.69; S,8.48 (%) .

BEME © C,39.77; H,4.70; N,18.43; C1,4.59; S,8.48 (%) .

BhEkl 67

HZN—Q\H%)L j;(wj\/q . ~_ NHMe

elll
COZH €Oz’
'H-NMR (D.O + DCl) & :1.54 (3H, d,J = 7.1 Hz), 2.80 (3H, s), 3.29 J 3.66 (2H, ABq,J =

18.3 Hz), 3.41 (2H, t, J = 5.8 Hz), 3.89 (2H, ,J = 5.8 Hz), 4.96 (1H, q, J = 7.1 Hz), 5.27-5.33
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(2H, m), 5.61 (1H, d, J = 14.8 Hz), 5.93 (1H, d, J = 4.8 Hz), 7.67 (1H, d, J = 6.8 Hz), 8.43
(1H, d,J = 6.8 Hz), 8.71 (1H,s).

IR (KBr) cm®: 3388, 1773, 1626, 1540, 1477, 1395, 1361, 1238, 1186, 1152, 1120, 1065,
1035.

MS(FAB): 679" (M+H)*.

TTESH  CosHyyCINO,S, ¢+ 3.7H,0.

StEfE : C,40.26; H,4.65; N,18.78; C1,4.75; S,8.60 (%).

EEME ©  C,40.23; H,4.60; N,18.76; C1,4.79; S,8.51 (%) .

Ehtkl 68

H2N—<\I“(U. IZJ\/CEN)/\,NHMe

co H CO2

'H-NMR (D,0) &:1.42 (3H, d,J = 6.9 Hz), 2.74 (3H, s), 3.17 (1H, d, J = 18.0 Hz), 3.56-

3.61 (3H, m), 4.61-4.76 (3H, m), 5.23-5.31 (2H, m), 5.54 (1H, d, J = 14.7 Hz), 5.56 (1H, d, J
=4.5Hz), 7.12 (1H, d, J = 3.4 Hz), 7.80 (1H, d,J = 3.4 Hz), 7.9 (1H, d, J = 7.0 Hz), 8.52

(1H, d, J = 7.0 Hz), 9.086 (1H, s).

IR (KBr) cm?: 3398, 2452, 1773, 1604, 1540, 1514, 1494, 1448, 1395, 1363, 1286, 1223,

1187, 1119, 1065, 1034.

MS(FAB): 663* (M+H)*.

TLEDH  CyHyCINGO,S, + 4.0H,0.

ETEfE : C,42.48; H,4.80; N,15.24; C1,4.82; S,8.72 (%).

EEH{E ©  C,42.45; H,4.57; N,15.20; C1,4.86; S,8.70 (%) .
Etif 69
HZN%\I(&
N =
Melln
COH COZ

'H-NMR (de-DMSO) 6 :1.39 (3H, d,J =7.0 Hz), 3.02 % 3.31 (2H ABq,J = 17.7 Hz), 4.57
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(1H, q, J = 7.0 Hz), 5.05 (1H, d, J = 4.9 Hz), 5.22 ¢ 5.35 (2H, ABq, J = 14.4 Hz), 5.75 (1H,
dd, J = 4.9, 9.0 Hz), 5.87 (1H, s), 6,84 (1H, t-like), 7.39 (2H, brs), 7.49 (1H, d, J = 7.5 Hz),
7.82 (1H, brs), 8.09 (1H, d, J = 6.6 Hz), 9.86 (1H, brs), 12.9 (1H, brs) .

R (KBr) cm’: 3338, 3198, 1773, 1640, 1581, 1540, 1497, 1427, 1364, 1329, 1285, 1239,
1192, 1159, 1099, 1034.

MS(FAB): 621* (M+H)*.

FTTEM  CyuH, CINGO,S, * 2.9H,0

SHEfH : C,41.03; H,4.01; N,16.64; C1,5.27; S,9.52 (%)

EFEE ©  C,41.01; H,3.90; N,16.64; C1,5.37; S,9.49 (%) .

Ehitfl 70
HzN-QI(L
poWeud
Me" co,H ©O2

IH-NMR (d-DMSO) & :1.36 (3H, d, J = 7.1 Hz), 3.01 § 3.47 (2H, ABgq, J = 17.7 Hz),
. 3.60 (3H, 5), 4.53 (1H, g, J = 7.1 Hz), 4.90 & 5.50 (2H, ABq, J = 13.7 Hz), 5.04 (1H, d,J =
4.9 Hz), 5.69 (1H, dd, J = 4.9, 9.0 Hz), 7.40 (2H, brs), 7.51 (1H, d,J = 6.8 Hz), 8.14 (2H, brs),
8.82 (1H, d, J = 6.8 Hz), 9.13 (1H, brs), 9.68 (1H, brs).
IR (KBr) cm?: 3354, 3190, 1774, 1658, 1557, 1485, 1467, 1389, 1347, 1231, 1162, 1094,
1066, 1035. e
MS(FAB): 636" (M+H)*.
TESH  CyH,CINGO,S, + 3.2H,0.
EtE{E : C,39.82; H,4.13; N,18.17; C1,5.11; S,9.24 (%).

HEE: C,39.85; H,4.07; N,18.08; C1,5.02; S,9.12 (%) .

Bkl 71

HN—G I 3 H
S

M In
e CO,H COy” N—(
Ha
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'H-NMR (D,O + DCl) §:1.54 (3H, d,J = 7.2 Hz), 3.33 & 3.59 (2H ABq, J = 18.5 Hz),
3.67 (3H, s), 4.99 (1H, q, J = 7.2 Hz), 5.29 (1H, d, J = 4.8 Hz), 5.22 & 5.65 (2H, ABq, J =
15.2 Hz), 5.91 (1H, d, J = 4.8 Hz), 7.33 (1H, dd, J = 6.5, 7.8 Hz), 7.91 (1H, d, J = 7.8 Hz),
8.10 (1H, d, J = 6.5 Hz).

IR (KBr) cm™: 3455, 3351, 3288, 3041, 2949, 2899, 1746, 1699, 1671, 1651, 1625, 1606,
1579, 1533, 1494, 1462, 1447, 1422, 1404, 1364, 1354, 1303, 1275, 1254, 1227, 1209,

1189, 1173, 1155, 1140, 1091, 1076, 1064, 1026.

MS(FAB): 636" (M+H)".

TTE S CuH,CINGO,S, - 2.5H,0.

EtEfE : C,42.82; H,3.59; N,19.54; C1,5.50; S,9.94 (%).

HFEHME ©  C,42.84; H,3.55; N,19.51; C1,5.43; S,10.00 (%) .

EhHEH 72
HaN— IHL
ProUret
Me'" co,H  CO2

'H-NMR (d-DMSO) §:1.37 (3H, d, J = 7.1 Hz), 3.00 }; 3.49 (2H, ABq, J = 17.7 Hz),
4.54 (1H, g, J = 7.1 Hz), 5.02 J 5.63 (2H, ABq, J = 13.7 Hz), 5.07 (1H, d, J = 5.0 Hz), 5.72
(1H, dd, J = 5.0, 8.7 Hz), 7.41 (2H, brs), 8.12 (1H, d, J = 7.1 Hz), 8.72 (2H, brs), 9.10 (1H, d,
J = 7.1 Hz), 9.45 (1H, brs), 9.55 (1H, d, J = 8.7 Hz) .

IR (KBr) cm™: 3385, 1776, 1692, 1617, 1538, 1492, 1363, 1287, 1223, 1188, 1150, 1103,
1066, 1036.

MS(FAB): 623* (M+H)*.

TTES  C,H,oCINGO,S, + 2.9H,0

STEfE : C,39.13; H,3.70; N,16.59; C1,5.25; S,9.50 (%).

EEE ©  C,39.04; H,3.55; N,16.69; C1,5.12; S,9.52 (%) .

HHEs 73
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cl
Rt
Proven

Me"' coH Oz
'H-NMR (d-DMSO) & :1.38 (3H, d, J = 7.0 Hz), 3.15 }; 3.50 (2H, ABq, J = 17.6 Hz),
4.55 (1H, q. J = 7.0 Hz), 5.07 (1H, d, J = 5.1 Hz), 5.11 (1H, d, J = 13.2 Hz), 5.65-5.74 (2H,
m), 7.41 (2H, brs), 8.24-8.31 (1H, m), 8.62-8.68 (1H, m), 9.46 (1H, d, J = 6.0 Hz), 9.52 (1H,
d, J = 8.7 Hz), 9.89 (1H, brs).
IR (KBr) cm?: 3411, 3068, 2943, 1778, 1673, 1616, 1538, 1503, 1446, 1390, 1345, 1275,
1189, 1137, 1097, 1065, 1035.
MS(FAB): 585* (M+H)*.
TTES  CyH,CIFNGO,S, - 2.9H,0.
EtE{E : C,39.58; H,3.76; N,13.19; C1,5.56; S,10.06 (%).

BEEME ©  C,39.52; H,3.59; N,13.24; C1,5.65; S,10.25 (%) .

Hhefl 74
“2'“*\1}
j/'_r W/\I\/“(;LN/\/NHMe
Me" coH Coy N NHZ

'H-NMR (D,O + DCl) &:1.54 (3H, d,J = 7.1 Hz), 2.78 (3H, s), 3.37 (1H, d, J = 18.3 Hz),
3.54-3.62 (3H, m), 4.57 (2H, 1, J = 6.5 Hz), 4.98 (1H, q, J = 7.1 Hz), 5.27 (1H, d, J = 4.8 Hz),
5.49 % 5.71 (2H, ABq, J = 15.2 Hz), 5.91 (1H, d, J = 4.8 Hz), 7.34 (1H,t-like), 8.00 (1H, d,
J=7.8Hz), 8.17 (1H, d,J = 6.6 Hz).

IR (KBr) cm™: 3398, 2451, 1771, 1666, 1603, 1562, 1493, 1396, 1362, 1315, 1387, 1224,
1165, 1090, 1034.

MS(FAB): 679* (M+H)*.

TTESH  Cy,5H,CIN,O,S, * 3.6H,0.

StE{E : C,40.36; H,4.63; N,18.83; C1,4.77; S,8.62 (%).

EEE ©  C,40.32; H,4.68; N,18.84; C1,4.87; S,8.77 (%) -
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Bl 755
et
AN
f ;QLN >
Men< =
‘co,H €02 o~ NHMe

'H-NMR (DZO +DCl) 6:1.54 (3H, d,J = 7.1 Hz), 2.64 (3H, 5), 3.25 & 3.45 (2H ABq,J =
18.3 Hz), 3.38 (2H, t, J = 5.9 Hz), 3.76 (2H, t, ] = 5.9 Hz), 4.98 (1H, q, J = 7.1 Hz), 5.26 (1H,
d, J = 4.8 Hz), 5.39 & 5.48 (2H, ABq, J = 15.5 Hz), 5.89 (1H, d, J = 4.8 Hz), 7.10 (1H, t-
like), 7.73 (1H, d,J = 7.8 Hz), 7.94 (1H, d, J = 6.6 Hz).

IR (KBr) cm?: 3389, 1771, 1590, 1540, 1428, 1395, 1360, 1317, 1284, 1192, 1158, 1113,
1058, 1033. »
MS(FAB): 678* (M+H)".

JTEHH  CuHyCINGO,S, - 3.3H,0

EHEfE : C,42.34; H,4.73; N,17.09; C1,4.81; S,8.69 (%).
EEME © C42.11; H,4.67; N,17.00; C1,4.94; 5,9.09 (%) .

Elitfl 76 6

iy -Veuy

Me" COQH COy
'H-NMR (d-DMSO) 6 :1.40 (3H, d,J = 7.1 Hz), 2.26 (3H,s), 3.12 & 3.45 (2H, ABq, J _ @
17.7 Hz), 4.59 (1H, q, J = 7.1 Hz), 5.20 (1H, d, J = 4.9 Hz), 5.78 (1H, dd, J = 4.9, 9.2
Hz),.7.41 (2H, brs), 8.12 (1H, d, J = 6.3 Hz), 8.39 (1H, brs), 8.47 (1H, d, J = 6.3 Hz), 9.60
(1H, d, J = 9.2 Hz), 10.05 (1H, brs).
IR (KBr) cm: 3330, 1777, 1674, 1623, 1529, 1475, 1379, 1314, 1230, 1141, 1102, 1066,
1036.
MS(ESI): 640* (M+H)".
TTEST  CuH,CIN,O,S, - 2.8H,0.

EHEfE : C,40.01; H,4.03; N,14.20; C1,5.13; S,9.29 (%) .
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FEE ©  C,39.92; H,3.90; N,14.32; C1,5.27; S,9.31 (%) .

gkl 77

H2N—<\ L)L

N N

FA,
Me'" co,H CO2

'H-NMR (ds-DMSO) & : 1.35 (3H, d, J = 6.9 Hz), 3.05 J 3.48 (2H, ABq, J = 17.6 Hz),
4.53 (1H, q, J = 6.9 Hz), 5.06 (1H, d, J = 4.8 Hz), 5.13 (1H, d, J = 13.8 Hz), 5.64-5.73 (2H,
m), 7.40 (2H, brs), 7.66 (1H, s), 7.87 (1H, brs), 7.94 (1H, d, J = 6.9 Hz), 8.51 (1H, brs), 8.97
(1H, d, J = 6.9 Hz), 9.62 (1H, brs), 9.81 (1H, brs). ‘
IR (KBr) cm™: 3327, 3195, 1775, 1677, 1613, 1540, 1375, 1335, 1240, 1182, 1152, 1116,
1066, 1036.
MS(ESI): 649* (M+H)".
TTES  CuH, CINGO,S, * 2.4H,0.

StEME : C,41.64; H,3.76; N,16.19; C1,5.12; S,9.26 (%).

BWERE ©  C,41.70; H,3.71; N,16.24; C1,5.00; S,9.063 (%) .

it 78
HN—G I(LL
W)\/ ’/\;LN/\/\NHMe ®
Me" COy N=/

COQH
'H-NMR (D,0) &:1.43 (3H, d, J = 7.1 Hz), 2.39 (2H, quint. J = 7.8 Hz), 2.72 (3H, s), 3.15
(2H, 1,7 = 7.8 Hz), 3.26 % 3.62 (2H, ABq, J = 18.0 Hz), 4.59-4.69 (3H, m), 5.23 (1H, d, ] =
4.8 Hz), 5.62 (1H, d, J = 14.7 Hz), 5.70-5.75 (2H, m), 7.89 (1H,dd, J = 6.3, 8.3 Hz), 8.78 (1H,
d, ] = 8.3 Hz), 8.86 (1H, brs), 8.88 (1H, d, J = 6.3 Hz).
IR (KBr) cm™: 3397, 2464, 1773, 1602, 1541, 1490, 1463, 1389, 1313, 1287, 1237, 1187,
1159, 1115, 1064, 1034.
MS(ESI): 678* (M+H)*.

TLEDH  CyuHyCINGO,S, + 3.7H,0.
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HEf{E : C41.93; H,4.79; N,16.93; C1,4.76; S,8.61 (%).
EEE ©  C,41.93; H,4.74; N,16.89; C1,4.53; S,8.58 (%) .

BitEH1 79

HN—G |
e

Meln CozH 002 N_<

2

'H-NMR (D,0) & :1.44 (3H, d,J = 7.0 Hz), 2.20 (2H, m), 2.70 (3H, s), 3.12 (2H, m), 3.24
K 3.50 (2H, ABq, J = 17.9 Hz), 4.22 (2H, t, J = 7.1 Hz), 4.55 (1H, q, ] = 7.0 Hz), 5.18 (1H,
d, ] = 4.8 Hz), 5.25 )¢ 5.56 (2H, ABq, J = 14.7 Hz), 5.84 (1H, d, J = 4.8 Hz), 7.30 (1H, t- ‘
like), 7.89 (1H, d, J = 7.8Hz), 8.12 (1H, d, J = 6.6 Hz).

IR (KBr) cm': 3363, 3181, 1772, 1651, 1600, 1565, 1494, 1394, 1364, 1315, 1288, 1223,

1163, 1091, 1034.

MS(ESI): 693* (M+H)*.

TCEDH  CyHyCIN, 0,5, + 2.9H,0.

EtEfE : C,41.89; H,4.71; N,18.79; C1,4.76; S,8.60 (%).

EE(E © C,41.93; H,4.73; N,18.81; C1,4.51; S,8.51 (%) .

{31 80
Cl (')
H2N—<\ I H S N ‘
| | T |
Me < -

coH GOz N

IH-NMR (D,0 + DCl) &:1.55 (3H, d,J = 7.1 Hz), 3.35 & 3.63 (2H ABq, J = 18.9 Hz),
5.39 (1H, d,J = 5.1 Hz), 5.98 (1H, d,J = 5.1 Hz), 6.03 B 6.24 (2H, ABq, J = 15.6 Hz), 8.40
(1H, dd, J = 5.7, 8.7 Hz), 9.04 (1H, d,J = 9.3 Hz), 9.29 (1H, d, J = 8.7 Hz), 9.17-9.20 (2H, m).
IR (KBr) cm?: 3411, 3197, 1778, 1675, 1617, 1538, 1521, 1456, 1376, 1339, 1285, 1230,
1189, 1152, 1098, 1066, 1035.

MS(ESI): 618" (M+H)*.

TTESH  C,WHyCIN,0,S, + 3.0H,0
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SHE{E : C,42.89; H,3.90; N,14.59; C1,5.28; S,9.54 (%).

HEE :©  C42.91; H,3.97; N,12.66; C1,5.18; S,9.51 (%) .

Ehtif) 81
HaN—G ]/\HL N~ NHMe
oS
Men- MeoN

co,H  CO2
'H-NMR (D,0 + DCl) §:1.55 (3H, d,J = 7.2 Hz), 2.80 (3H, s), 3.38 & 3.77 (2H, ABgq,J =

18.9 Hz), 3.38 (3H, s), 3.45 (3H, s), 3.64 (2H, t, J = 5.7 Hz), 4.76 (2H, t, J = 5.7 Hz), 4.99

(1H, q,J = 7.2 Hz), 5.37 (1H, d, J = 4.8 Hz), 5.42 . 5.88 (2H, ABgq, J = 14.6 Hz), 5.95 (1H, ‘
d, J = 4.8 Hz), 8.13 (1H, d, J = 7.0 Hz), 8.68 (1H, brs), 8.84 (1H, dd, J = 1.2, 7.0 Hz), 9.14

(1H, d,J = 1.2 Hz).

IR (KBr) cm™: 3406, 1773, 1632, 1535, 1497, 1421, 1389, 1352, 1308, 1237, 1183, 1114,

1065, 1034.

MS(FAB): 734* (M+H)*.

TTES  CyH;,CIN,,0,S, - 5.5H,0.

EtEfE : C,40.36; H,5.20; N,18.49; C1,4.25; S,7.70 (%).

HEME :©  C,40.38; H,5.03; N,18.36; C1,4.52; S,7.89 (%) .

HHER) 82 2 .

HoN—& IK?LH
j;rw)V QN/\/\NHMe

Mem

'H-NMR (D,0 + DCl) & :1.44 (3H, d,J = 6.9 Hz), 2.39 (2H, m), 2.73 (3H, s), 3.23 (2H, m),
3.30 J 3.68 (2H, ABq, J = 18.0 Hz), 4.59-4.69 (3H, m), 5.24 (1H, d, J = 5.0 Hz), 5.67 &
5.93 (2H, ABq, J = 14.7 Hz), 5.88 (1H, d, J = 5.0 Hz), 8.09 (1H,dd, J = 8.2, 6.1 Hz), 8.99 (1H,
d,J = 8.2Hz),9.12 (1H, d,J = 6.1 Hz).

IR (KBr) cm™: 3403, 2467, 1776, 1604, 1540, 1482, 1458, 1437, 1394, 1352, 1317, 1269,

1195, 1155, 1121, 1096, 1065, 1034.
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MS(FAB): 7462* (M+H)*.

TEM  CyyH,CIF;NGO,S, * 3.7H,0

SHEfE : C,39.90; H,4.27; N,15.51; C1,4.36; S,7.89 (%).
T|ESE ©  C,39.98; H,4.33; N,15.51; C1,4.12; S,7.73 (%) .

Btk 833

HoN—Q |
2 9oV

Melu CcO. N
2
CO,H ‘(CCIS

'H-NMR (DO + DCl) &:1.56 (3H, d,J = 6.9 Hz), 2.50 (2H, m), 2.77 (3H, s), 3.33 (2H, m), .
3.59 K 3.72 (2H, ABgq, J = 18.3 Hz), 4.93-5.04 (3H, m), 5.27 (1H, d, J = 5.1 Hz), 5.77 R
6.28 (2H, ABg, J = 14.9 Hz), 5.92 (1H, d,J = 5.1 Hz), 8.05 (1H,dd, J = 8.4, 6.3 Hz), 8.99 (1H,

d,J = 8.4 Hz), 9.03(1H, d, J = 6.3 Hz).

IR (KBr) cm™: 3400, 1776, 1604, 1539, 1450, 1392, 1350, 1321, 1287, 1224, 1159, 1063,

1033.

MS(FAB): 794 (M+H)".

TTESH  CyyH,CLN,O,S, - 3.3H,0.

Bl : C,37.93; H,3.96; N,14.74; C1,16.59; S,7.50 (%).

EERE ©  C,38.26; H,4.00; N,14.96; C1,15.25; S,7.46 (%) . .

BBl 84 4

S ]/Y“ progpec

Mell
COzH COz

H-NMR (d-DMSO) 6 :1.37 3H, d, J = 7.1 Hz), 3.02 | 3.48 (2H, ABq, J = 17.9 Hz),
4.54 (1H, q,J = 7.1 Hz), 4.90 ;. 5.50 (2H, ABq, J = 13.5 Hz), 5.05 (1H, d, J = 4.8 Hz), 5.70
(1H, dd, J = 4.8, 8.7 Hz), 7.41 (2H, brs), 7.69 (1H, d, J = 6.8 Hz), 9.01 (1H, d, J = 6.8 Hz),
9.33 (2H, brs), 9.58 (2H, brs).

IR (KBr) cm™: 3393, 1776, 1687, 1615, 1559, 1513, 1484, 1377, 1326, 1284, 1213, 1188,
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1154, 1106, 1066, 1034.
MS(FAB): 623* (M+H)".
TTES  CpHCINGO,S, * 2.7H,0

STEfE : C,39.34; H,3.66; N,16.68; C1,5.28; S,9.55 (%) -

BE{E © C,39.35; H,3.67; N,16.61; C1,5.26; S,9.48 (%) .

BB 85

HZN’«I(L ;__r Y\|V ‘/\INHZ

Me"' co,H  CO2

IH-NMR (d-DMSO) 0 :1.39 3H, d,J = 6.9 Hz), 2.95 F 3.42 (2H ABq,J
(1H, q,J = 6.9 Hz), 4.73 & 5.21 (2H, ABq, J = 13.8 Hz), 5.13 (1H, d, ] = 4.8 Hz), 5.71 (1H,

dd, J = 4.8, 8.7 Hz), 6.73 (1H, d, J = 6.9 Hz), 7.40 (2H, brs), 7.99 (1H, d, J = 6.9 Hz), 8.27

(1H, brs), 9.79 (1H, brs).

IR (KBr) cm?: 3343, 3202, 1776, 1644, 1546, 1446, 1370, 1309, 1258, 1179, 1147, 1065,

1036.
MS(FAB): 598* (M+H)".

TTEDH  C,HyCIN,0,S, + 2.6H,0.

FHE{E : C,39.11; H,3.949; N,15.20; C1,5.50; S,9.94 (%).

BEEE ©  C,39.18; H,3.74; N,15.14; C1,5.38; S,9.82 (%) .

Hifl 86
HoN—4 Uj
AN
j;( \g\/QN/\/NHMe
Me" COZH Co,y =N

'H-NMR (D,0 + DCl) &:1.44 (3H, d,J = 7.1 Hz), 2.80 (3H, s), 3.20 J 3.53 (2H, ABq,]J =
17.9 Hz), 3.75 (2H, t, ] = 5.5 Hz), 4.66 (1H, q, ] = 7.1 Hz), 5.03 (2H, 1, ] = 5.5 Hz), 5.23 (1H,

d, = 5.0 Hz), 5.79 (2H, s), 5.88 (1H, d, J = 5.0 Hz), 8.07 (1H,dd, J = 8.7, 5.8 Hz), 8.82 (1H,

s), 8.96 (1H, d, J = 8.7 Hz), 9.05 (1H, d, J = 5.8 Hz)..
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IR (KBr) cm™: 3408, 1773, 1604, 1540, 1476, 1447, 1394, 1352, 1316, 1289, 1222, 1187,
1159, 1080, 1034.

MS(FAB): 664* (M+H)*.

TTEDHM  Cys526,CIN,O;S, + 3.0H,0

SHE{H : C,41.81; H,4.49; N,17.55; C1,4.94; S,8.93 (%).

HEHE ©  C,41.86; H,4.45; N,17.66; C1,4.81; S,8.71 (%) .

Bt 87
HoN—& ];)_ );7’
L HAA, .
Me' coH  ©02 NNHMe

'H-NMR (D,O + DCl) & :1.44 (3H, d,J = 7.1 Hz), 2.78 (3H, s), 3.11 } 3.52 (2H, ABq,J =
17.9 Hz), 3.78 (2H, t, J = 5.6 Hz), 4.66 (1H, q, J = 7.1 Hz), 5.09 (2H, t, J = 5.6 Hz), 5.23 (1H,

d,J =4.8Hz), 5.63 & 5.81 (2H, ABgq,J = 15.2 Hz), 5.85 (1H, d, J = 4.8 Hz), 7.95 (1H,dd, J
=9.0, 5.4 Hz), 8.97 (1H, d, J = 9.0 Hz), 9.07 (1H, d, J = 5.4 Hz), 9.21 (1H, brs).

IR (KBr) cm’: 3408, 1773, 1603, 1540, 1476, 1447, 1394, 1352, 1316, 1289, 1223, 1187,

1159, 1080, 1034.

MS(FAB): 664* (M+H)*.

TR cﬂ5H76c1N90 S, * 3.1H,0. ‘
SHEME : C,41.71; H,4.51; N,17.51; C1,4.92; S,8.91 (%).

HEME ©  C,41.75; H,4.39; N,17.57; C1,4.64; S,8.71 (%) .

Htp 88

JH-NMR (D,O + DCl) & :1.55(3H, d,J = 7.2 Hz), 2.85 (3H, 5), 3:53 % 3.80 (2H, ABq,J =
18.0 Hz), 3.91 (2H, 1, J = 6.0 Hz), 5.34 (1H, d, J = 4.8 Hz), 5.40 (2H, 1, J = 6.0 Hz), 5.96 (1H,

d,J =4.8Hz), 6.07 & 6.29 (2H, ABq, J = 15.0 Hz), 8.28 (1H,dd, J = 5.4, 8.4 Hz), 9.25 (1H,
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d,J = 8.4 Hz), 9.34(1H, d,J = 5.4 Hz).

IR (KBr) cm?: 3408, 2448, 1774, 1606, 1539, 1465, 1393, 1348, 1283, 1188, 1155, 1093,
1065, 1034.

MS(ESI): 655 (M+H)*.

FTEDH  CoyHasCIN;O,S, + 3.6H,0.

EtEE : C,39.49; H,4.45; N,19.19; C1,4.86; S,8.79 (%).

HEE ©  C,39.50; H,4.42; N,19.21; C1,4.80; S,8.67 (%) .

1B 89

HoN—Q |
L)L j;rWJV '::LN/V\NHMe

Meln CO H CO2 N_(

IH-NMR (D,0) & :1.44 (3H, d, J = 7.0 Hz), 2.22 (2H, m), 2.70 (3H, s), 3.08 (2H, m), 3.27
K 3.51 (2H, ABq, J = 18.0 Hz), 3.36 (6H, s), 4.36 (2H, t,-like), 5.16 (1H, d, J = 4.5 Hz),
5.22 B 5.67 (2H, ABq,J = 14.7 Hz), 5.83 (1H, d, ] = 4.5 Hz), 7.26 (1H, t-like), 7.85 (1H, d,
J=7.8 Hz), 8.08 (1H, d,J = 6.6 Hz).

IR (KBr) cm?: 3399, 1773, 1629, 1584, 1541, 1501, 1419, 1350, 1320, 1226, 1167, 1137,
1064, 1033.

MS(FAB): 721* (M+H)".

TTEDI  CyHiCINO,S: + 3.0H,0.

EtEfH : C,43.38; H,5.07; N,18.07; C1,4.57; S,8.27 (%).

HEME @ C,43.43; H,5.05; N,18.07; C1,4.36; S,8.10 (%) .

BiEH] 90

HN—Q |
e

elll (:O2 N‘-(
COzH NHMe

JH-NMR (D,0+DCl) 6 :1.56 (3H, d, J = 7.5 Hz), 2.22 (2H, m), 2.72 (3H, s), 3.12-3.18 (5H,

m), 3.46 % 3.60 (2H, ABq, J = 18.5 Hz), 4.22 (2H, t,J = 7.5 Hz), 5.01 (1H, q, J = 7.5 Hz),
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5.27 (1H, d, J = 4.8 Hz), 5.27 (1H, d, J = 4.8 Hz), 5.43 (1H, d, J = 15.0 Hz), 5.85-5.91 (2H,
m), 7.32 (1H, dd, J = 6.7, 7.6 Hz), 7.92 (1H, d,J = 7.6 Hz), 8.10 (1H, d,J = 6.7 Hz).

IR (KBr) cm™: 3398, 1773, 1642, 1596, 1541, 1496, 1412, 1392, 1366, 1316, 1222, 1165,
1139, 1099, 1064, 1034.

MS(ESI): 707* (M+H)*.

FTES  C.yHi CIN,,O,S, * 3.5H,0.

StE({E : C,42.10; H,4.97; N,18.18; C1,4.60; S,8.33 (%).

BFEME ©  C,42.09; H,4.97; N,18.19; C1,4.44; S,8.18 (%) .

HitEpl 91
HzN—QIHL
J;pLQ O“
Me" oH CO2 N%

IH-NMR (D.O+DCl) & :1.55 (3H, d,J = 7.2 Hz), 2.33 (2H, d-like), 2.61 (2H, g-like), 3.25-
3.39 (3H, m), 3.60 (1H, d, J = 18.3 Hz), 3.72 (2H, d-like), 4.99 (1H, q, ] = 7.2 Hz), 5.29 (1H,
d,J = 4.9 Hz), 5.50 & 5.69 (2H, ABq, J = 15.0 Hz), 5.92 (1H, d, J = 4.9 Hz), 7.33 (1H, t-
like), 8.14 (2H, m).

IR (KBr) cm™: 3380, 3182, 1772, 1601, 1555, 1491, 1440, 1395, 1362, 1317, 1287, 1225,
1169, 1092, 1033.

MS(ESI): 705* (M+H)*.

FTLED  CyyHyCIN,0,S, + 4.5H,0.

EtEfE : C,41.25; H,4.87; N,17.81; C1,4.51; S,8.16 (%).

B :  C,41.38; H,4.79; N,17.71; C1,4.19; S,7.50 (%) .

BB 92

I‘YLQL O“
Mer<oo Oz N‘(
: OEt
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'H-NMR (D,0 + DCl) 6 :1.36 (3H, d,J = 7.1 Hz), 1.55 (3H, t, J = 7.3 Hz), 2.38 (2H, d-like),
2.62-2.72 (2H,m), 3.27-3.35 (2H m), 3.4 (1H, d., J = 18.6 Hz), 3.68-3.74 (3H, m), 4.37 (2H,
q, J = 7.3 Hz), 4.99 (1H, g, J = 7.1 Hz), 5.31 (1H, d, J = 5.1 Hz), 5.73 (1H, d, J = 15.1 Hz),
5.90-5.95 (2H, m), 7.74 (1H, dd, J = 6.6, 7.9 Hz), 8.63 (1H, d, J = 6.6 Hz), 8.69 (1H, d, ] =
7.9 Hz).

IR (KBr) cm™: 3409, 2982, 2527, 1775, 1607, 1538, 1468, 1385, 1283, 1223, 1174, 1094,
1033.

MS(ESI): 777* (M+H)*.

TCESIT  CyHa3CIN,O,S,  4.8H,0. ‘
FHEfE : C41.72; H,4.97; N,16.22; C1,4.10; S,7.43 (%).

HEME : C,41.68; H,4.86; N,16.33; C1,4.08; S,7.46 (%) .

Hiitap 93

H2N—<\ |

Me" CO, N

o H
; jj\/ QN/\/\NHMS
002
(0]

NHZ

'H-NMR (D,0+DCl) &:1.56 (3H, d,J = 5.4 Hz), 2.38 (2H, m), 2.74 (3H, s), 3.19 (2H, m),

3.54 (2H, m), 4.9 6(3H, m), 5.19 (1H, brs), 5.62-6.32 (2H, m), 5.87 (1H, brs), 7.99 (1H, m), (@
8.93 (1H, d, J = 7.5 Hz), 9.01(1H, d, J = 5.7 Hz).

IR (KBr) cm'': 3399, 1771, 1698, 1667, 1602, 1540, 1460, 1394, 1358, 1327,

1287, 1221, 1187, 1152, 1082, 1061, 1034.

MS(ESI): T21*(M+H') .

TESH Cy,Hy, CIN,,0,S, - 5.0 H,0.

stE{E . (,39.97 ; H,4.85 ; N,17.27 ; C1,4.37; S,7.91 (%).

BEEME : C,39.88 ; H,4.45 ; N,17.07 ; C1,4.40; S,7.99 (%).

Hital 94
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HZN%\IKL I\’jj\/(:[ /\,NHMe

Me"' co,H €02

'H-NMR (D,O + DCl) & :1.55(3H, d,J = 7.1 Hz), 2.79 (3H, s), 3.35 J 3.54 (2H, ABq,J =
18.5 Hz), 3.54 (2H, 1, ] = 5.6 Hz), 4.44 (2H, 1, J = 5.6 Hz), 4.99 (1H, q, J = 7.1 Hz), 5.36 (1H,

d,J =5.0 Hz), 5.31 & 5.79 (2H, ABq, ] = 14.7 Hz), 5.94 (1H, d, J = 5.0 Hz), 7.79 (1H, d, J

= 6.7 Hz), 8.65 (1H, dd, J = 1.2, 6.7 Hz), 8.72 (1H, brs).

IR (KBr) cm™: 3395, 3086, 1748, 1660, 1611, 1528, 1448, 1396, 1353, 1313, 1288, 1212,

1188, 1156, 1136, 1111, 1106, 1035. ®
MS(ESI): 680* (M+H)*.

TTED  CusHaxCINGO,S, + 3.4H,0.

FtEfE : C,40.50; H,4.46; N,17.00; C1,4.78; S,8.56 (%).

HEME ©  C,40.73; H,4.45; N,17.10; C1,4.65; S,8.35 (%) .

BBl 95

" IQ/L j;(wjy C[N\/\NHMe
NH,
Me" cOH COy
"H-NMR (D.0 + DCl) &:1.56 (3H, d,J = 7.1 Hz), 2.79 (3H, ), 3.31 J 3.66 (2H, ABq,1= (@
18.3 Hz), 3.40 (2H, 1, J = 5.9 Hz), 3.85 (2H, 1, J = 5.9 Hz), 4.96-5.03 (2H, m), 5.33 (1H, d, J =
5.1 Hz), 5.41 (1H, d,J = 14.7 Hz), 5.93 (1H, d,J = 5.1 Hz), 6.95 (1H, d,J = 7.2 Hz), 7.71 (1H,
d,J = 1.8 Hz), 8.05 (1H, dd, J = 1.8, 7.2 Hz).
IR (KBr) cm™: 3368, 1773, 1627, 1556, 1455, 1395, 1349, 1321, 1287, 1190, 1158, 1093,
1065, 1034.
MS(ESI): 654* (M+H)*.
TTEDM  CHyCINGO,S, * 3.1H,0.
StE{E : C,40.60; H,4.86; N,17.76; C1,4.993; S,9.03 (%).

EEE ©  C,40.63; H,4.81; N,17.74; C1,4.891; S,8.88 (%) .
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EiEhl 96
cl

HeN— I')L
Nl‘O j;(wj\/ (;LN/\/\N/\/OH

Me"<OH COy N—-(

IH-NMR (D,0 + DCl) 6:1.55 (3H, d,J = 7.0 Hz), 2.21-2.32 (2H, m), 3.20-3.25 (4H, m),
3.37 & 3.61 (2H, ABq, J = 18.5 Hz), 3.83 (2H, t, J = 5.0 Hz), 4.29 (2H, t, J = 7.1 Hz), 4.99
(1H, q,J = 7.0 Hz), 5.29 (1H, d, ] = 4.5 Hz), 5.50 & 5.68 (2H, ABq, J = 15.2 Hz), 5.92 (1H,

d, ] = 4.5 Hz), 7.34 (2H, t-like), 7.66 (1H, d, J = 7.8 Hz), 8.13 (1H, d, ] = 6.6 Hz) .

IR (KBr) cm™: 3368, 1773, 1627, 1556, 1455, 1395, 1349, 1321, 1287, 1090, 1158, 1093, ®
1065, 1034.

MS(ESI): 723* (M+H)*.

FTEEMIT  CpyHy CIN04S, + 2.8H,0

tEfE : C,41.92; H,4.77; N,18.11; C1,4.58; S,8.29 (%).

HEME ©  C,41.93; H,4.73; N,18.06; C1,4.46; S,8.17 (%) .

EhEfl 97
3-_Cl
H2N_<\ UH s
N I | X
) N~O'OJ N & /\rNHMe
mend 5 o, ~~<

He ®

'H-NMR (D,O + DCl) &:1.43 (3H, d,J = 6.9 Hz), 1.55 (3H, d, J = 7.2 Hz), 2.78 (3H, s),
3.40 % 3.61 (2H, ABgq,J = 18.6 Hz), 3.83-3.95 (1H, m), 4.39-4.60 (2H, m), 5.00 (1H, q,J =
6.9 Hz), 5.29 (1H, d, J = 4.8Hz), 5.51 F 5.72 (2H, ABq, J = 15.2 Hz), 5.92 (1H, d, J = 4.8
Hz), 7.34 (1H, dd, J = 6.9, 8.1 Hz), 8.02 (1H, d, J = 8.1 Hz), 8.18 (1H, d, J = 6.9 Hz) .

IR (KBr) cm?: 3372, 3185, 1772, 1667, 1600, 1563, 1493, 1394, 1353, 1317, 1287, 1225,
1166, 1090, 1033.

MS(ESI): 693 (M+H)*.

TLEDI  CyHyCIN 0,8, + 2.7H,0.

EtEfl : C,42.10; H,4.67; N,18.88; C1,4.78; S,8.65 (%).
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HERE ©  C,42.15; H,4.72; N,18.88; C1,4.61; S,8.40 (%) .

EiEhl 988

s MH;;LQ .
o

Me“' o H CO2 N_(

'H-NMR (D,0+DCl) 6 :1.44 (3H, d,J = 6.3 Hz), 1.55 (3H, d, J = 7.2 Hz), 3.38 & 3.59

(2H, ABgq, J = 18.6 Hz), 3.96 (1H, m), 4.41 (2H, d, J = 5.7 Hz), 4.98 (1H, q, J = 7.2), 5.27

(1H, d,J =4.7Hz),5.47 ¢ 5.71 (2H, ABq, J = 14.6 Hz), 5.91 (1H, d, J = 4.7 Hz), 7.35 (1H,

m), 8.00 (1H, d, J = 8.1 Hz), 8.17 (1H, d, J = 6.9 Hz). .
(KBr) cm': 3358, 3184, 1771, 1651, 1563, 1494, 1396, 1365, 1317, 1288,

1225, 1166, 1090, 1034.

MS(ESI): 679 (M+H').

JTESH CyH,,CIN, 0,5, - 2.9 H,0.

st®fE . C,41.06 ; H,4.52 ; N,19.15 ; C1,4.85; S,8.77 (%).

=EsE © C,41.06 ; H,4.46 ; N,19.14 ; C1,4.75; S,8.62 (%).

Ehtupl 99

HoN—Q I(L
j/: WJ\/N:;LN/\/NHSOZ,NHZ .

Men- COH CO, N
Ha

'H-NMR (d,-DMSO) 6 :1.36 (3H, d, J = 7.0 Hz), 2.96 K 3.47 (2H, ABgq, J = 17.7 Hz),
3.26 (2H, brs), 4.21 (2H, brs), 4.53 (1H, q, J = 7.0 Hz), 5.03 (1H, q, J = 5.1 Hz), 5.26
5.38 (2H, ABq, J = 13.5 Hz), 5.72 (1H, dd, J = 5.1, 9.0 Hz), 6.67 (2H, brs), 6.83 (1H, brs),
7.30 (1H, t-like), 7.41 (2H, brs), 7.93 (1H d, J = 7.5 Hz), 8.51 (1H, brs), 8.81 (1H, d, J = 6.6
Hz), 9.80 (1H, brs).

IR (KBr) cm™: 3382, 3194, 1766, 1667, 1651, 1609, 1568, 1496, 1444, 1389, 1345, 1304,
1214, 1156, 1076, 1036.

MS(ESI): 744* (M+H)".
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FLEDI  CaHaCIN,, O,S; + 3.0H,0.
EEfH : C36.11; H,4.04; N,19.30; Cl,4.44; S,12.05 (%).
HEHE ©  C,35.88; H,3.93; N,19.18; C1,4.54; S,12.17 (%) .

Hitfl 100

H.N—Q |
Lo o

Me" coH  COz N-(
2
'H-NMR (D,0 + DCI) &:1.54 (3H, d, J = 6.9 Hz), 3.36 & 3.61 (2H, ABq, J = 18.6 Hz),
3.97 (2H, 1, J = 4.8 Hz), 4.30 (2H, t, ] = 4.8 Hz), 5.29 (1H, d,J = 4.8 Hz), 5.54 J 5.68 (2H, ®
ABgq, J = 15.3 Hz), 5.92 (1H, d,J = 4.8 Hz), 7.34 (1H, t-like), 7.97 (1H d, J = 7.8 Hz), 8.14
(1H, d,J = 6.9 Hz).
IR (KBr) cm™: 3357, 3190, 1758, 1669, 1648, 1618, 1574, 1540, 1492, 1460, 1443, 1412,
1395, 1362, 1342, 1297, 1265, 1236, 1210, 1168, 1074, 1028.
MS(ESI): 666* (M+H)".
RS CuHuCINGOsS, - 1.7H,0
EtE{E : C,41.37; H,3.96; N,18.09; C1,5.09; S,9.20 (%).

EERME ©  C,41.53; H,3.80; N,18.19; Cl,4.64; S,8.79 (%) .

Bl 101 ®
HzN*I(L
Ir\)\/"(;LN/\/\/OH
Me" COZH Coy N

'H-NMR (DO + DCl) 6 :1.55 (3H, d, J = 7.1Hz), 2.20 (2H, m), 3.37 (1H, d, J = 18.3 Hz),
3.50- 3.64 (2H, m), 3.77 (1H, dd, J = 6.0, 12.3 Hz), 3.94 (1H, dd, J = 4.2, 12.3 Hz), 4.30 (2H,
t,]=7.8 Hz), 5.30 (1H, d, J = 4.8 Hz), 5.51 J 5.68 (2H, ABq,J = 15.2 Hz), 5.92 (1H, d,]J =
4.8 Hz), 7.35 (1H, t-like), 8.00 (1H d, J = 7.8 Hz), 8.14 (1H, d, J = 6.6 Hz).

R (KBr) cm™: 3613, 3415, 3339, 3191, 1763, 1703, 1670, 1620, 1570, 1532, 1497, 1443,

1392, 1357, 1345, 1309, 1289, 1265, 1214, 1168, 1154, 1084, 1061, 1029.
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MS(ESI): 709* (M+H)*.
TCESI  CaHyCIN,08,S, + 2.3H,0.

EtEfE : C.41.60; H,4.51; N,18.66; C1,4.72; S,8.54 (%).
BEME ©  C,41.66; H,4.19; N,18.68; C,4.65; S,7.87 (%) .

i) 102
HZN—<\ I

2. I@LQ . I

'H-NMR (D0 + DCI) & :1.55 (3H, d,J = 7.2 Hz), 2.13 (3H, s), 2.17-2.35 (2H, m), 3.38 } o
3.61 (2H, ABq, J = 18.6 Hz), 3.74- 3.81 (1H, m), 4.24-4.44 (4H, m), 4.99 (1H, q, J = 7.2 Hz),
5.29 (1H, d,J = 4.8 Hz), 5.51 }z 5.69 (2H, ABgq, J = 15.0 Hz), 5.92 (1H, d, J = 4.8 Hz), 7.36
(1H, dd, J = 6.6, 8.1 Hz), 8.00 (1H d, J = 8.1 Hz), 8.15 (1H, d, J = 6.6 Hz).

IR (KBr) cm?: 3371, 3182, 1773, 1651, 1604, 1562, 1495, 1393, 1367, 1317, 1285, 1229,

1166, 1035.

MS(ESI): 751" (M+H)*.

TCHESH  CyHy CINO,S, - 3.4H,0.

EtEfE : C,41.39; H,4.69; N,17.24; C1,4.36; S,7.89 (%).

EEME ©  C,41.23; H,4.31; N,17.10; CL,4.01; S,7.97 (%) o

HtEB] 103

Ryt

Me" H

/\/N.Me
H

'H-NMR (D,0+DCly & :1.55 (3H, d,J = 7.5 Hz), 3.37-3.57 (4H, m), 3.67 (3H, s), 3.93-4.02
(2H, m), 5.00 (1H, sept, J = 7.5 Hz), 5.25 (1H, d, J = 5.1 Hz), 5.46 % 5.93 (2H, ABq, J =
15.0 Hz), 5.91 (1H, d,J = 5.1), 7.53 (1H, 1, ] = 6.6 Hz), 7.94 (1H, 4, ] = 6.6 Hz), 8.15 (1H, 4,
J = 6.6 Hz).

IR (KBr) cm™:3309, 1773, 1636, 1598, 1539, 1501, 1452, 1390, 1357, 1317, 1285, 1142,
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1093, 1072, 1034, 988.

MS(ESI): 693" (M+H)".

TTES  CyeHyCINO,S, + 3.9 H,0.

StE{E : C,41.89;H,4.71 ;N,18.79 ; Cl1,4.76; S,8.60 (%).

HEE : C,42.03;H,4.98 ; N,18.70 ; C1,4.60; S,8.57 (%)

Bl 104
s--Cl o
HaN—Q | H
2 N | N;:(S A
" IN<~O S N & w /_(N/\/\” Me
e COy N=
COH 772 NH ®

'H-NMR (D,0+DCl) 6 :1.54 (3H, d,J = 7.2 Hz), 2.17-2.30 (2H, m), 2.72 (3H, s), 3.11-3.20
(2H, m), 3.36 }; 3.66 (2H, ABgq, ] = 18.3 Hz), 3.94 (3H, s), 4.18-4.27 (2H, m), 4.97 (1H,

sept, J = 7.2 Hz), 5.30 (1H, d,J = 5.1 Hz), 5.60 K 5.73 (2H, ABq, J = 15.2 Hz), 5.92 (1H,

d, J = 5.1 Hz), 7.44-7.50 (1H, m), 8.14 (1H, d, J = 8.1 Hz), 8.28 (1H, d,J = 6.3 Hz) .

IR (KBr) cm:3398, 1775, 1599, 1490, 1393, 1315, 1223, 1162, 1095, 1063, 1035, 968.
MS(ESI): 723* (M+H)".

LRI C27H3]C1N100 S, + 3.7 H,0.

FHEE - C,41.06 ; H,4.90 ; N,17.73 ; C1,4.49; S,8.12 (%) . .

BE{E : C41.11;H,4.67;N,17.59; C1,4.59; S,8.01 (%) .

Ehepl 105
\'J\/ NHMe
Me"' COQH COy

JH-NMR (D.O + DCI) & :1.45 (3H, d,J = 6.9 Hz), 2.18 (3H, s), 2.76 (3H, 5), 3.15 F& 3.55
(2H, ABq, J = 18.0 Hz), 3.34 (2H, t,J = 6.0 Hz), 3.80 (2H, t,J = 6.0 Hz), 4.68 (1H, g, J = 6.9
Hz), 4.89 K 5.09 (2H, ABq,J = 14.7 Hz), 5.23 (1H, d, J = 4.8 Hz), 5.85 (1H, d, ] = 4.8 Hz),

6.93 (1H, d, J = 7.2 Hz), 8.08 (1H, brs), 8.22 (1H, d,J = 7.2 Hz).
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IR (KBr) cm: 3383, 1773, 1649, 1554, 1449, 1395, 1288, 1213, 1190, 1154, 1094, 1065,
1035.

MS(ESI): 653* (M+H)*.

FTEMNT  ChsHapCINGO,S, + 3.0H,0.

SHEfE : C,42.46; H,4.99; N,1585; C1,5.01; S,9.07(%) -

EE(E ©  C,42.47; H,4.77; N,15.81; C1,5.86; S,8.84 (%) -

Htif 106

H2N—<\I')L ;j’\g\/ q/ -

Me"' co,H CO2

IH-NMR (D-O + DCl) &:1.45 (3H, d,J = 7.2 Hz), 2.76 (3H, s), 3.16 Jx 3.58 (2H, ABq,J =
17.4 Hz), 3.36 (2H, t, J = 6.3 Hz), 3.82 (2H, 1, J = 6.3 Hz), 4.64-4.72 (3H, m), 4.91 J 5.13
(2H, ABq, J = 14.7 Hz), 5.24 (1H, d, ] = 4.8 Hz), 5.86 (1H, d, ] = 4.8 Hz), 7.02 (1H, d,J = 7.5
Hz), 8.24 (1H, brs), 8.29(1H, d,J = 7.5 Hz).

IR (KBr) cm?: 3366, 1772, 1651, 1588, 1551, 1457, 1395, 1288, 1205, 1150, 1094, 1035.
MS(ESI): 669* (M+H)*.

TTED  CisHyCINGO,S, + 3.3H,0.

StEME : C,41.21; H,4.93; N,15.38; C1,4.87; S,8.80 (%).

EEME ©  C,41.38; H,4.73; N,15.53; C1,4.77; S,8.51 (%) .

Hitef 107
. I«L
eln CO N
CO H 2 N COzH

H-NMR (D,0+DCl) 6 :1.56 (3H, d,J = 6.9 Hz), 2.18-2.31 (2H, m), 2.71 (3H, s), 3.11-3.19
(2H, m), 3.43 B 3.51 (2H, ABq, J = 17.9 Hz), 4.25-4.35 (2H, m), 4.43 (2H, s), 4.18 (1H,
sept, J = 6.9 Hz), 5.20 (1H, d,J = 4.8 Hz), 5.35 & 5.91 (2H, ABq, J = 15.2 Hz), 5.90 (1H, d,

J = 4.8 Hz), 7.34-7.40 (1H, m), 8.02 (1H, d,J = 7.5 Hz), 8.18 (1H, d, ] = 6.6 Hz) .
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R (KBr) cm':3409, 1774, 1635, 1593, 1540, 1496, 1390, 1314, 1228, 1188, 1165, 1112,
1073, 1034, 984, 759.

MS(FAB): 751* (M+H)".

TTE DI CasHy CIN;OgS, + 2.3 H,0

StEfH : C42.43;H,4.53;N,17.67 ; C1,4.47; S,8.09 (%).

HEME :  C,42.50 ; H,4.16 ; N,17.66 ; C1,4.40; S,7.88 (% ).

%1108

N R H
" I(Lj;(\g\/QN/\/M\NH

Mer< co,H CO2 N“

WLNMR(DJHDO)dﬁlA3@H,¢J=69}hL155@H,¢J=7JI&)217@H,mL
3.35 % 3.59 (2H, ABq, J = 18.6 Hz), 3.51 (1H, m), 4.28 (2H, 1 -ike), 4.97 (1H, q, J = 7.1),
5.27 (1H, d,J = 4.8 Hz), 5.45 & 5.67 (2H, ABq, J = 15.0 Hz), 5.9 1(1H, d, ] = 4.8 Hz), 7.3
(1H, t-like), 7.97 (1H, d, J = 7.8 Hz), 8.13 (1H, d, J = 6.9 Hz).

IR (KBr) cm': 3408, 1773, 1650, 1601, 1565, 1495, 1395, 1363, 1317, 1287,
1224, 1165, 1090, 1034.

MS(ESI): 693*(M+H*).

TR C“H”CINWO S, - 3.7 H,0.

st&Ef@E : C,41.10 ; H,4.83 ; N,18.43 ; C1,4.67; S,8.44 (%).

HE(E - C,41.15 ; H,4.69 ; N,18.33 ; C1,4.65; S,8.17 (%).

B 551109
HzN*IHL j;(

COzH

'H-NMR (D,0+DCl) &:0.97 (3H, t, J = 7.4 Hz), 1.48 (2H, m), 1.55 (3H, d, J = 7.2 Hz),
1.91 (2H, q,J = 7.5 Hz), 2.23 (2H, m), 3.15 (2H, 1, J = 7.5 Hz), 3.42 . 3.64 (2H, ABq, J =

18.3 Hz), 3.61 (1H, m), 4.58 (2H, t like), 4.9 (1H, q,J = 7.2), 5.28 (1H, d, J = 4.8 Hz), 5.73
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and 6.02 (2H, ABq, J = 15.0 Hz), 5.73 (1H, d, J = 4.8 Hz), 7.79 (1H, t like), 8.67 (1H, d, J =
8.1 Hz), 8.72 (1H, d, J = 6.3 Hz).

IR (KBr) cm': 3399, 2959, 2872, 1776, 1601, 1540, 1465, 1396, 1349, 1318,
1224, 1161, 1093, 1064, 1033.

MS(ESI): 734*(M+H').

TTESH  CyHyCIN,0,S, - 3.8 H,0.

StEfE : C,44.89 ; H,5.47 ; N,15.70 ; Cl,4.42; S,7.99 (%).

FEME © C,44.79 ; H,5.22 ; N,15.82 ; C1,4.32; S,7.89 (%).

HhERI110 ‘
HaN—G I{&H W)V C[N/\,NHMe
Me" COzH COy

H-NMR (D,0+DCl) & :1.53 (3H, d,J = 7.2 Hz), 2.85 3H, s), 3.39 Jx 3.80 (2H, ABq, J =
18.6 Hz), 3.88 (2H, t, ] = 5.7 Hz), 4.97 (1H, q, J = 7.2 Hz), 5.31 (2H, 1, J = 5.7 Hz), 5.37 (1H,
_d,J = 4.7 Hz), 5.54-6.00 (2H, m), 5.95 (1H, d,J = 4.7 Hz), 8.50 (1H, d,J = 7.2 Hz), 8.96 (1H,

d,J = 7.2 Hz), 10.16(1H, s).

IR (KBr) cm': 3407, 1774, 1609, 1539, 1483, 1447, 1394, 1359, 1287, 1190,

1155, 1104, 1066, 1034. ®
MS(ESI): 665H(M#H!).

FEAHT Colly CIN,0:S, - 3.2 K.

SHE(E : C,39.88 ; H,4.38; N,19.38 ; C1,4.91; S,8.87 (%).

HEME © C,39.93 ; H,4.02 ; N,19.34; C1,4.76; S,8.64 (%).

il 111
o= I;LH
TR
Me" co,H COZ N=(

'H-NMR (D,0+DCl) & :1.55 (3H, d,J = 7.2 Hz), 2.68 (2H, m), 3.36 & 3.60 (2H, ABg, ] =
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18.6 Hz), 3.57 F 3.97 (4H, m), 4.99 (1H, m), 5.29 (1H, d,J = 5.0 Hz), 5.50 & 5.69 (2H,
ABg, ] = 15.2 Hz), 5.92 (1H, d,J = 5.0 Hz), 7.34 (1H, t like), 8.06 (1H, d, J = 7.5 Hz), 8.16
(1H, d, T = 6.6 Hz).

IR (KBr) cm'': 3410, 1771, 1606, 1556, 1491, 1440, 1396, 1363, 1319, 1224,

1167, 1092, 1034.

MS(FAB): 691*(M+H').

TTEAH CyeHyCIN0,S, - 4.6 H,0.

StEfE : C,40.35 ; H,4.71 ; N,18.10 ; Cl1,4.58; S,8.29 (%).

HEME : C,40.39 ; H,4.17 ; N,17.79 ; C1,4.49; S,8.47 (%). Py
EF@@UHZ

ORI

Me" co,H ©O2 N*
'H-NMR (D.O+DCl) &:1.55 (3H, d,J = 7.5 Hz), 3.38 J 3.61 (2H, ABq, J = 18.6 Hz),
14.59-4.68 (2H, m), 4.92-5.03 (2H, m), 5.29 (1H, d, J = 4.8 Hz), 5.51 (1H, d, J = 15.0 Hz),
5.67-5.78 (2H, m), 5.92 (1H, d, J = 4.8 Hz), 7.40 (1H, dd, J = 6.6, 8.1 Hz), 8.21 (1H, d, J =
6.6 Hz), 8.29 (1H, d,J = 8.1 Hz).
IR (KBr) em”: 3379, 1770, 1667, 1603, 1559, 1491, 1442, 1398, 1364, 1317, 1287, 1226, (@)
1170, 1092, 1034.
MS(ESI): 677" (M+H)*.
TCEDH  CasyHysCIN,O,S, + 3.9H,0.
EtEfH : C,40.18; H,4.42; N,18.74; C1,4.74; S,8.58 (%).
®|EE . C,40.36; H,4.32; N,18.37; C1,4.76; S,8.39 (%) .

BBl 113

-0

Mell
coH Oz N‘“(NH
2
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IH-NMR (D.O+DCl) &: 1.55 3H, d, J = 7.2 Hz), 1.83-2.37 (4H, m), 3.29-3.62 (4H, m),
4.07 (1H, m), 4.58 (2H, d,J = 7.2 Hz), 4.97 (1H, q, J = 7.2 Hz), 5.27 (1H, 4, J = 5.0 Hz), 5.46

K 5.71 (2H, ABq, J = 15.3 Hz), 5.91 (1H, d, J = 5.0 Hz), 7.35 (1H, t-like), 8.02 (1H, d, J =

7.8 Hz), 8.17 (1H, d, J = 6.6 Hz).

IR (KBr) cm'': 3417, 1772, 1650, 1605, 1563, 1494, 1394, 1362, 1317, 1222,

1167, 1093, 1033.

MS(ESI): 705(M+H').

xEo#  CyH,CIN,O,S, - 4.1 H,0.

StEfE . C,41.63 ; H,4.81 ; N,17.98 ; Cl,4.55; §,8.23 (%). ‘
wEpE: C,41.73 ; H,4.66 ; N,17.70 ; Cl,4.74; S,8.37 (%).

BB 114

s--Cl
HzN—<\N WLH)/:(S @[NHZ
Me--r-\zo S Ng%w = u/\,NHMe
CO,H 2
'H-NMR (D,O) O :1.44 (3H, d,J = 6.9 Hz), 2.75 (3H, s), 3.11 )¢ 3.57 (2H, ABq, J = 17.7
Hz), 3.32 (2H, t, J = 5.9 Hz), 3.51 (2H, t,J = 5.9 Hz), 4.66 (1H, q,J = 6.9 Hz), 4.77 K& 5.12
(2H, ABq, ] = 14.4 Hz), 5.24 (1H, d, ] = 4.8 Hz), 5.69 (1H, d, ] = 4.8 Hz), 6.83 (1H, d, T = 6.3
Hz), 7.86-7.89 (2H, m). ®
IR (KBr) cm™: 3371, 1773, 1600, 1546, 1492, 1457, 1394, 1358, 1284, 1185, 1157, 1093,
1066, 1034.
MS(FAB): 654* (M+H)*.
TLEMHT  CyuHyCINGO,S, + 2.7H.0.
St : C,41.02; H,4.73; N,17.94; C1,5.04; S,9.13 (%).

HER{E . C,41.14; H,4.53; N,17.91; C1,4.73; S,8.55 (%) .

Bkl 115
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s+
HZN_QNL)LN Se I
L
o O

|
N‘
Me( Coy

CO,H
'H-NMR (d;-DMSO) & : 1.07-1.18 (2H, m), 1.38 (3H, d, J = 7.2 Hz), 1.38-1.47 (2H,
m), 2.20-2.38 (1H, m), 3.02 (1H, d, J = 17.7 Hz), 3.48 (1H, d, J = 17.7 Hz),
4.55 (11, q, J = 7.2 Hz), 4.99 (1H, d, J = 13.2 Hz), 5.05 (1H, d, J = 4.2 Hz),
5.52 (1H, d, J = 13.2 Hz), 5.70 (1H, dd, J = 4.2, 8.4 Hz), 7.37-7.57 (2H, m),
7.82 (2H, d, J = 6.0 Hz), 9.19 (2H, d, J = 6.0 Hz), 9.58-9.73 (1H, m).
IR (KBr) cm™': 3409, 3053, 1778, 1674, 1637, 1538, 1518, 1475, 1453, 1389,
1353,1215, 1185, 1158, 1100, 1034.
MS(FAB): 607*(M+H').
ﬁié}*ﬁ C“HZ";CINsOyS;'l.Q Hzo.
Et5H1fE : C,44.95 ; H,4.21 ; N,13.10 ; C1,5.53 ; §,10.00 (%).

TWESE: C,44.93 ; H,4.35 ; N,13.09 ; C1,5.44 ; S,10.08 (%).

el 116
Cl
S -N
N
HZN—--<\N| I y s ~ lo>
o O
Meun< CO2.
COxH

'H-NMR (d,-DMSO) & : 1.37 (3H, d, J = 6.9 Hz), 3.11 (14, d, J = 17.7 Hz), 3.53
(1H, d, J = 17.7 Hz), 4.54 (1H, q, J = 6.9 Hz), 5.07 (1H, d, J = 4.8 Hz), 5.21
(1H, d, J = 13.8 Hz), 5.72 (1H, dd, J = 4.8, 8.4 Hz), .77 (1H, d, J = 13.8 Hz),
7.41 (2H, s), 8.73 (2H, d, J = 6.9 Hz), 9.51-9.82 (3H, m).

IR (KBr) cm™': 3413, 1777, 1671, 1615, 1538, 1510, 1457, 1391, 1346, 1237,
1189, 1152, 1103, 1083, 1035.

MS(FAB): 635*(M+H!).

TTERSH CpH;,CIN;0,8,-3. 1 H,0.

F%1fE : C,39.98 ; H,3.68 ; N,16.22 ; C1,5.13 ; S,9.28 (%).
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gy  C,39.83 ; H,3.62 ; N,16.25 ; C1,5.25 ; §,9.78 (%).

EhEp 17

N ] H
H N_< I')L Irj)\/ O)LN N~CHO
Me'

CO,H

'H-NMR (d;-DMSO) &: 1.37 (3H, d, J = 6.9 Hz), 3.12 (1H, d, J = 18.0 Hz), 3.50
(1H, d, J = 18.0 Hz), 4.55 (1H, q, J = 6.9 Hz), 5.06 (1H, d, J = 5.1 Hz), 5.19
(1H, d, J = 13.2 Hz), 5.68-5.79 (2H, m), 7.41 (2H, s), 8.16 (1H, s), 8.46 (2H,

d, J =6.6 Hz), 9.49-9.75 (3H, m). ‘
IR (KBr) cm'': 3287, 3196, 3055, 2988, 1779, 1673, 1618, 1538, 1457, 1345,

1242, 1188, 1119, 1065, 1035.

MS(FAB): 653*(M+H').

tE S CyH, CIN;0,5,-2.1 H,0.

EtEME : C,39.98 ; H,3.68 ; N,16.22 ; C1,5.13 ; S,9.28 (%).

BEE:  C,39.97 ; H,3.75 ; N,16.57 ; C1,4.72 ; S,8.79 (%).

Hhtpl 118
|
\g\/ (\:LOMe ‘
Mevn CO,’

002
'H-NMR (d;-DMSO) & : 1.38 (3H, d, J = 6.9 Hz), 3.08 (1H, d, J = 17.7 Hz), 3.50

(1H, d, J = 17.7 Hz), 3.99 (3H, s), 4.55 (14, q, J = 6.9 Hz), 5.06 (1H, d, J
= 4.5 Hz), 5.08 (1H, d, J = 12.9 Hz), 5.62 (1H, d, J =12.9 Hz), 5.71 (1H, dd,

J

4.5, 8.1 Hz), 7.41 (2H, s), 8.08 (1H, dd, J = 5.7, 8.7 Hz), 8.22 (1H, d,

J

8.7 Hz), 9.11 (1H, d, J = 5.7 Hz), 9.41 (1H, s), 9.54-9.66 (1H, m).
IR (KBr) cm™': 3410, 2942, 1778, 1674, 1618, 1539, 1509, 1444, 1389, 1340,
1290, 1235, 1188, 1148, 1099, 1041, 1009.

MS(FAB): 597*(M+H!).
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ﬁ%%*ﬁ C”H“C].NGOBS;'Z.'] Hzo.
stEfE : C,40.92 ; H,4.12 ; N,13.02 ; C1,5.49 ; §,9.93 (%) .

HEE: C,40.94 ; H,4.01 ; N,13.12 ; C€1,5.36 ; S,9.91 (%).

Hhef 119
HN— IHL NHCHO
jij N
Menu C02
CO,H

'H-NMR (d,-DMSO) & : 1.39 (34, d, J = 7.2 Hz), 1.59 (3H, d, J = 7.2 Hz), 3.09 .

(14, d, J = 17.4 Hz), 4.54 (1H, q, J = 7.2 Hz), 5.00 (1H, d, J = 5.4 Hz), 5.30

(14, d, J

13.8 Hz), 5.42 (1H, d, J = 13.8 Hz), 5.55-5.67 (1H, m), 5.72 (1H,
dd, J = 5.4, 8.4 Hz), 7.41 (2H, s), 7.79 (1H, d, J = 4.2 Hz), 8.02-8.09 (2H,
m), 8.30-8.39 (1H, m), 9.75 (1H, s).

R (KBr) cm’': 3410, 2353, 1775, 1669, 1612, 1537, 1447, 1382, 1319, 1289,
1237, 1185, 1152, 1098, 1068, 1034.
MS(FAB): 683*(M+H').

TtE o CyHy,CIN;0,S;,-4.0 H,0.

st®{E : C,38.17 ; H,4.14 ; N,14.84 ; C1,4.69 ; S,12.74 (%). ‘
wEaE: C,38.05 ; H,4.10 ; N,14.78 ; C1,4.97 ; S,12.98 (%).
EhEf) 120
HoN— ULH
=elee
Me» COy’
COZH

'H-NMR (d;-DMSO) & : 1.38 (3H, d, J=6.6 Hz), 1.96-2.10 (2H, m), 2.79-2.90 (2H,
m), 3.03 (1H, d, J = 17.7 Hz), 3.47 (1H, d, J = 17.7 Hz), 4.45-4.54 (2H, m),

4.54 (1H, q, J = 6.6 Hz), 4.86 (1H, d, J = 13.5 Hz), 5.04 (1H, d, J = 4.8 Hz),

1l

5.43 (14, d, J = 13.5 Hz), 5.70 (1H, dd, J = 4.8, 8.4 Hz), 7.38-7.48 (3H, m),
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9.04 (1H, s),

IR (KBr) cm™:

1351, 1287,

9.08 (1H, d, J = 6.9 Hz), 9.64-9.82 (1H, m).
3412, 3057, 1779, 1674, 1641, 1538, 1516, 1489, 1468, 1444,

, 1168, 1135, 1034, 1008.

MS(FAB): 623*(M+H').

wEzoH  C,H,CIN0,S,-2.0 H0.

HEfE . C,43.74 ;

H,4.13 ; N,12.75 ; C1,5.38 ; §,9.73 (%).

gl . C,43.71 ; H,3.94 ; N,12.94 ; C1,5.13 ; §,9.49 (%).

EhEp] 121

HaN— UH
Nl I‘N(j)\/ O\/\/NHME
< COy

CO,H
'H-NMR (D,0) ¢ :

t, J=8.1Hz), 3.10 (2H, t, J
d, J =18.0 Hz), 4.66 (1H, q, J

d, J=5.1Hz), 5.56 (1H, d, J

1.45 (3H, d, J =17.2), 2.09 (2H, m), 2.71 (3H, s), 2.97 (2H,

8.1 Hz), 3.16 (1H, d, J = 18.0 Hz), 3.65 (1H,

7.2 Hz), 5. 25 (1H, d, J = 14.1 Hz), 5.28 (1H,

14.1 Hz), 5.838 (1H, d, J = 5.1 Hz), 8.01 (1H,

dd, J = 6.6, 7.5 Hz), 8.45 (14, d, J = 7.5 Hz), 8.82 (1H, d, J = 6.6 Hz), 8.93

(1H, brs).

IR (KBr) cm':

1286, 1238,

3398, 2822, 1776, 1674, 1605, 1539, 1507, 1469, 1393, 1351,

, 1149, 1094, 1066, 1033.

MS (ESI): 638 (M+H)*, 660 (MtNa)*.

tESH CyHy,CIN0,S5,-4.0 H,0.

stE{E : C, 42.28; H, 5.11; N, 13.81; Cl, 4.99; S, 9.03 (%).

EifE: C, 42.27; H, 5.09; N, 13.80; Cl, 5.00; S, 9.08 (%).

EiEF] 122

HzN'—<\ |

|
N
Me<

;[jt%]\/gz:T/\v/\NHMe

CO,H
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'H-NMR (D;,0) & : 1.36 (3H, d, J =6.9), 2.04 (2H, m), 2.64 (3H, s), 2.95 (2H,
t, J = 7.8 Hz), 3.03 (2H, t, J =17.8 Hz), 3.11 (1H, d, J = 17.7 Hz), 3.55 (1H,

d, J=17.7Hz), 4.58 (1H, q, J = 6.9 Hz), 5. 17 (1H, d, J = 14.7 Hz), 5.19 (1H,

d,, J = 4.8 Hz), 5.45 (1H, d, J = 14.7 Hz), 5.81 (1H, d, J = 4.8 Hz), 7.86 (2H,

d, J =6.9 Hz), 8.76 (2H, d, J = 6.9 Hz).

IR (KBr) cm': 3397, 2821, 1776, 1606, 1538, 1467, 1394, 1350, 1287, 1231,
1187, 1152, 1094, 1066, 1033.

MS (ESI): 638 (M#H)*, 660 (M#Na)*.

SEEAM  CyHyyC1N,0,8,-3.8 H,0.

SHEfE : C, 42.50; H, 5.08; N, 13.88; Cl, 5.02; S, 9.08 (%).

WEE: C, 42.34; H, 5.10; N, 13.97; Cl, 5.07; S, 9.29 (%).

HiE5] 123

" Iﬁ FELDL,
ol

CO,
CO,H

'H-NMR (d,-DMSO) & : 1.41 (3H, d, J = 6.9 Hz), 2.48 (3H, s), 2.81 (1H, d, J =
17.4 Hz), 2.94-3.06 (2H, m), 3.30-3.40 (2H, m), 3.50 (1H, d, J = 17.4 Hz), 4.47
(1H, g, J = 6.9 Hz), 4.87 (1, d, J = 13.2 Hz), 5.12 (1§, d, J = 5.4 Hz), 5.41‘
(18, d, J = 13.2 Hz), 5.82 (1H, dd, J = 5.4, 9.0 Hz), 7.35 (2H, s), 7.58-7.74
(3H, m), 8.23-8.32 (1H, m), 9.11 (1H, s), 11.10-11.23 (1H, m).

IR (KBr) cm™': 3362, 3086, 1774, 1593, 1539, 1511, 1458, 1394, 1353, 1288,

1184, 1154, 1095, 1065, 1033.

MS(ESI): 639*(M+H').

TEAM  CyHyC1N,0,8,-3.0 H,O0.

SHEfE : C,41.59 ; H,4.80 ; N,16.17 ; C1,5.11 ; S,9.25 (%).

wEaiE :  C,41.54 ; H,4.67 ; N,16.18 ; C1,5.17 ; S,9.45 (%).

HEBY 124
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HaN— I(L N\/\NHMe
J?C

e III
002H

'H-NMR (D,0) & : 1.45 (3H, d, J = 6.9 Hz), 2.76 (3H, s), 3.17 (1H, d, J = 18.0
Hz), 3.33 (2H, t, J = 6.0 Hz), 3.58 (1H, d, J = 18.0 Hz), 3.75 (2H, t, J = 6.0
Hz), 4.66 (1H, q, J = 6.9 Hz), 4.89 (1H, d, J = 14.7 Hz), 5.09 (1H, d, J = 14.7
Hz), 5.24 (1H, d, J = 4.8 Hz), 5.86 (1H, d, J = 4.8 Hz), 6.94 (2H, d, J = 6.3
Hz), 8.04-8.35 (2H, m).

IR (KBr) cm’': 3398, 3066, 1773, 1650, 1601, 1556, 1450, 1394, 1357, 1288,

1218, 1168, 1094, 1065, 1035.
MS(FAB): 639*(M+H!).
;ﬁi%*ﬁ C“H2701N30782'3.4 H;O.
teEfE : C,41.16 ; H,4.86 ; N,16.00 ; C1,5.06 ; S,9.16 (%).
BEME: ,41.14 ; H,4.69 ; N,16.00 ; C1,4.97 ; S,9.36 (%).
Uk S
BOCHN—<\ 1(“— SC:C/\N Boc
J:rﬁ)\/ Me
om CO,PMB
cost .

'H-NMR (d,-DMSO) & : 1.15-1.40 (9H, m), 1.43-1.50 (12H, m), 1.54 (9H, s),
2.75-2.86 (3H, m), 3.20-3.38 (3H, m), 3.45 (1H, d, J = 17.7 Hz), 3.76 (3H, s),
4.00-4.16 (2H, m), 4.90 (1H, q, J = 6.9 Hz), 5.21 (1H, d, J = 12.6 Hz), 5.21
(18, d, J =5.1 Hz), 5.28 (1H, d, J = 12.6 Hz), 5.41 (ZH, s), 5.97 (1H, dd, J
=5.1, 8.1Hz), 6.83 (1H, s), 6.93 (2H, d, J =8.1 Hz), 7.20-7.44 (12H, m), 8.09
(24, d, J =17.5 Hz), 8.73 (2H, d, J = 7.5 Hz), 9.73 (1H, d, J = 8.1 Hz), 12.08
(1H, s).

IR (KBr) cm’': 3425, 2978, 2934, 1793, 1724, 1693, 1638, 1613, 1551, 1516,

1479, 1455, 1393, 1369, 1249, 1223, 1153, 1065, 1036.
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MS(FAB): 1225%(M').
Higpl 1 2 5

HaN—4 ][{/ﬂ_ NHz
P

Me: m COQ
CO,H

'H-NMR (d,-DMSO) &: 1.39 (3H, d, J = 6.9 Hz), 1.47 (3H, d, J = 6.6 Hz), 3.15
(1H, d, J=17.4Hz), 3.40 (3H, d, J=17.4 Hz), 4.55 (1H, q, J = 6.9 Hz), 4.99-50.6
(2H, m), 5.27 (1H, d, J = 13.8 Hz), 5.42 (1H, d, J = 13.8 Hz), 5.71 (1H, dd,
J=5.1, 9.0 Hz), 7.41 (2H, br s), 7.70 (1H, d, J = 4.2 Hz), 8.06 (1H, m), 8.45.
(1H, d, J = 4.2 Hz), 9.78 (1H, br s).

IR (KBr) cm’': 3394, 1773, 1670, 1613, 1537, 1446, 1354, 1183, 1152, 1094,
1066, 1035.

MS (FAB): 655 (M+H)*, 1309 (2M+H)*.

THESH  CyHyCIN,0,8,-3.6 Hy0.

EEfE : C, 38.37; H, 4.23; N, 15.56; C1, 4.92; S, 13.36 (%).

wEaE: C, 38.61; H, 4.01; N, 15.58; Cl, 4.92; S, 13.08 (%).

EiEH 126

R

co,

HQN _<\

co2

'H-NMR (D,0) & : 1.38 (3H, d, J =17.2), 2.89 (1H, d, J

1}

18.0 Hz), 3.17 (2H, t,
J

7.2 Hz), 3.33 (2H, t, J=17.2 Hz), 3.70 (1H, d, J

18.0 Hz), 4.62 (1H, q,

J=17.2 Hz), 5. 20 (1H, d, J = 15.0 Hz), 5.29 (1H, d, J = 4.8 Hz), 5.83 (1H,
d, J = 4.8 Hz), 6.00 (1H, d, J = 15.0 Hz), 7.58 (1H, br t, J = 7.5 Hz), 7.64
(1H, s), 8.50 (1H, d, J = 6.0 Hz), 8.65 (1H, d, J = 7.5 Hz).

IR (KBr) cm': 3396, 3184, 2821, 1772, 1598, 1539, 1445, 1384, 1361, 1288,
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1219, 1188, 1157, 1093, 1061, 1035.

MS (FAB): 649 (M+H)“, 1297 (2M+H)*.

TEM T CyHyCIN,0,5,-3.8 H,0.

StEfE : C, 41.85; H, 4.58; N, 15.62; Cl, 4.94; S, 8.94 (%).

EEaE: C, 41.78; H, 4.34; N, 15.66; Cl, 4.98; S, 8.77 (%).

Eitpl 127
s~o M
HN— | R s Ne
NTY 2 NHMe
N N ASCNE
o O
Meum< C02-
CO,H

'H-NMR (D,0) & : 1.46 (3H, d, J=6.9), 2.76 (3H, s), 3.18 (1H, d, J = 18.0 Hz),
3.23 (3H, s), 3.36 (2H, t, J = 6.9 Hz), 3.58 (1H, d, J = 18.0 Hz), 3.95 (2H,

t, J=6.9 Hz), 4.68 (1H, q, J = 6.9 Hz), 4.91 (1H, d, J = 15.0 Hz), 5.10 (1H,

d, J = 15.0 Hz), 5.24 (1H, d, J = 4.8 Hz), 5.86 (1H, d, J = 4.8 Hz), 7.01 (2H,

]

d, J =17.5Hz), 8.24 (2H, d, J = 7.5 Hz).

IR (KBr) cm’': 3408, 1775, 1650, 1606, 1556, 1450, 1404, 1359, 1286, 1235,
1164, 1106, 1064, 1034.

MS (FAB): 653 (M+H)*, 1305 (2M+tH)'.

tE S CyHy,C1N,0,S,-3.7 H,0.

FtEf{E : C, 41.72; H, 5.10; N, 15.77; Cl, 4.93; S, 8.91 (%).

BWEE: C, 41.79; H, 4.94; N, 15.48; Cl, 4.92; S, 8.78 (%).

Eitk 128

Cs NH
HaN—G | H
2¥ ANG_s ~ N

N Nw)\/N*\

o -

Meun( Cog
CO,H

'H-NMR (D,0) & : 1.45 (3H, d, J =6.9), 3.17 (1H, d, J = 18.0 Hz), 3.45 (4H, m),
3.58 (1H, d, J = 18.0 Hz), 3.97 (4H, n), 4.66 (1H, q, J = 6.9 Hz), 4.92 (1H,

d, J =15.0 Hz), 5.13 (1H, d, J = 15.0 Hz), 5.24 (1H, d, J = 4.8 Hz), 5.86 (1H,
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d, J = 4.8 Hz), 7.15 (24, d, J = 7.8 Hz), 8.27 (2H, d, J = 7.8 Hz).

IR (KBr) ca™': 3398, 1771, 1649, 1603, 1544, 1450, 1385, 1362, 1283, 1239,
1175, 1151, 1093, 1065, 1035. '

MS (ESI): 651 (M+H)', 673 (M+Na).

STESHF CyHynC1N,0,8,-3.7 H,0.

SHEfE : C, 41.83; H, 4.83; N, 15.61; Cl, 4.94; S, 8.93 (%).

mep(E: C, 41.79; H, 4.72; N, 15.71; Cl, 4.97; S, 8.96 (%).

EHf 129
s+ o CHO
HN—G | H q
N]/\(LNIQSQV ;/ij N~ Nrme
N N~ N{
o O
Meom( COg-
CO,H

'H-NMR (D,0) & : 1.52 (8H, d, J=17.2), 2.89 (3H/2, s), 3.04 (3H/2, s), 3.18 (1H,
br d, J = 18.0 Hz), 3.52-3.62 (5H, m), 4.84 (1H, q, J = 7.2 Hz), 4.90 (1H, d,
J =15.0 Hz), 5.05 (1H, d, J = 15.0 Hz), 5.25 (1H, d, J = 4.8 Hz), 5.86 (1H,
d, J =4.8 Hz), 6.88 (2H, m), 7.88 (1H/2, s); 7.99 (1H/2, s), 8.02-8.19 (2H,m).
IR (KBr) cm': 3406, 1778, 1650, 1554, 1446, 1391, 1352, 1219, 1170, 1096,
1064, 1034.

MS (ESI): 667 (M+H)*.

wEZ S CyHyp»CIN,0,S,-2.7 H,0.

t&fE : C, 41.95; H, 4.56; N, 15.66; Cl, 4.95; S, 8.96 (%).

H|ERE: C, 41.93; H, 4.40; N, 15.73; Cl, 5.12; S, 8.93 (%).

Bl 130
s-Cl o
H H
HZN—(\NLI/LN s N
o O
Me""( COZ-
CO,H

'H-NMR (D,0) & : 1.44 (3H, d, J =6.6 Hz), 1.69-1.90 (2H, m), 2.20-2.34 (2H, m),

3.09-3.25 (3H, m), 3.44-3.62 (3H, m), 3.84-4.00 (1H, m), 4.65 (1H, q, J = 6.6
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Hz), 4.86 (1H, d, J = 14.7 Hz), 5.06 (1H, d, J = 14.7 Hz), 5.23 (1H, d, J = 5.1

Hz), 5.86 (1H, d, J = 5.1 Hz), 6.80-7.00 (2H, m), 7.96-8.28 (2H, m).

IR (KBr) cm™': 3395, 2527, 1773, 1650, 1594, 1553, 1453, 1387, 1287, 1217,

1166, 1097, 1066, 1034.

MS(FAB): 665*(M+H).

FTESH  CyH,C1N0,8,-6.2 H,0.

EtE{E : C,40.20 ; H,5.37 ; N,14.42 ; C1,4.56 ; S,8.26 (%).
EEME: C,40.13 ; H,5.07 ; N,14.45 ; C1,4.81 ; S,8.37 (%).
HhEf) 131

HoN—4 I(L j;fwj\/ C]’ p

COy
co2

'H-NMR (D,0) & : 1.56 (3H, d, J = 7.2Hz), 2.13-2.25 (1H, m), 2.45-2.58 (1H, m),
3.28 and 3.64 (2H, ABg, J = 18.3 Hz), 3.36-3.77 (4H, m), 4.53-4.60 (1H, m,),

4.96 (1H, q, J = 6.9 Hz), 4.99 and 5.25 (2H, ABq, J = 14.7 Hz), 5.30 (1H, d,

J = 4.8 Hz), 5.90 (1H, d, J = 4.8 Hz), 6.82 (2H, d, J = 7.2 Hz), 8.18 (1H, m).

IR (KBr) cm”: 1773, 1650, 1597, 1551, 1446, 1391, 1286, 1217, 1167.
MS (ESI): 651 (M+H)*, 673 (MtNa)'.

wEaSH  CyH;C1N0,5,-2.7 H,0.

tE{E : C, 42.91; H, 4.67; N, 16.01; Cl, 5.07; S, 9.17 (%).

WEpfE: C, 42.98; H, 4.64; N, 15.99; Cl, 4.97; S, 9.29 (%).

B iepl 132
HZN—<~][§/L_
P:e¥iae
M coy
COQH

'H-NMR (D,0) &6 : 1.56 (3H, d, J = 7.2Hz), 2.16-2.24 (1H, m), 2.46-2.58 (1H, m),

3.29 and 3.64 (2H, ABq, J = 18.2 Hz), 3.37-3.78 (4H, m), 4.53-4.60 (1H, m,),
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4.96 (1H, q, J = 7.2 Hz), 5.00 and 5.26 (2H, ABq, J = 14.7 Hz), 5.30 (1H, d,
J =4.8 Hz), 5.90 (1H, d, J = 4.8 Hz), 6.96 (2H, d, J = 7.5 Hz), 8.20 (1H, m).
R (XBr) cm™': 1774, 1650, 1595, 1551, 1446, 1391, 1286, 1218, 1167.

S (ESI): 651 (M+H)', 673 (M+Na)*.

TTESH CyHy,CIN,0,5,-2.2 H,0.

EtEfE : C, 43.47; H, 4.58; N, 16.22; Cl, 5.13; S, 9.28 (%).

BEyE : C, 43.40; H, 4.60; N, 16.25; Cl, 5.07; S, 9.28 (%).

o5 EEES
HI*L J:ZLU Ty ¢

0F
O O‘Me
'H-NMR (DMSO) & : 1.41 (9H, s), 1.46-1.48 (12H, m), 1.78-1.96 (1H, m), 2.10-

_ 2.30 (1H, m), 3'11,-3'25 (1H, m), 3.37,3.49 (ABq, J=18.9Hz), 3.54-3.76 (2H, m),
3.76 (3H, s), 4.19-4.36 (1H, m), 4.90 (1H, g, J = 6.9 Hz), 5.04-5.15 (2H,m),
5.20(1H,d,J=5.1Hz),5.21,5.26(2H,Abq,J=11.7Hz),5.96(1H,dd, J=4.8Hz,J=8. 1Hz),6.
84(1H,s)6.866.97(4H,m),7.07(1H,d,J=7.8Hz),7.19,7.48(10H,m),8.07,8.09(1H,m), ‘
8.27(1H,d,J=7.5Hz),8.92,8.94(1H,m),9.74(1H,J=8.4Hz),12.11(1H,s).

R 133
HN—Q IKUO_H R~ NHMe
PV
e coy
COH

'H-NMR (D,0) &: 1.45 (3H, d, J =6.9), 2.04 (3H, m), 2.72 (3H, s), 3.12 (2H,
t, J =17.8 Hz), 3.16 (lH, d, J = 18.0 Hz), 3.44 (2H, t,"J = 6.9 Hz), 3.56 (lH,
d, J =18.0 Hz), 4.66 (1H, q, J = 6.9 Hz), 4.86 (1H, d, J = 14.4 Hz), 5.05 (1H,

d, J = 14.4 Hz), 5.23 (1H, d, J = 4.8 Hz), 5.86 (1H, d, J = 4.8 Hz), 6.85 (2H,
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d, J = 7.5 Hz), 8.02-8.18 (2H, m).

IR (KBr) cm': 3397, 1773, 1651, 1598, 1556, 1462, 1395, 1360, 1288, 1216,
1168, 1093, 1065, 1034.

MS (ESI): 653 (M+H)*, 675 (M+Na)*.

TESH  CyHy,CIN,0,S,-3.8 H,0.

stEfE . C, 41.61; H, 5.11; N, 15.53; Cl, 4.91; S, 8.89 (%).

#EaE : C» 41.47; H, 5.08; N, 15.63; Cl, 5.15; S, 8.98 (%).

HiEp 134
5Ol
H.N— | H H
i ot
N N A N{
o ©O
Meun( COQ-
CO,H

'H-NMR (d,-DMSO) & : 1.39 (3H, d, J = 6.9), 2.97 (1H, d, J = 18.0 Hz), 3.34 (2H,
m), 3.46 (1H, d, J = 18.0 Hz), 3.59 (2H, t, J = 5.1 Hz), 4.56 (1H, g, J = 6.9
Hz), 4.65 (1H, d, J = 13.5 Hz), 5.05 (1H, d, J = 4.8 Hz), 5.16 (1H, d, J = 13.5
Hz), 5.70 (1H, dd, J = 4.8, 8.4 Hz), 6.94 (2H, m), 7.41 (2H, br s), 8.44 (1H,
d, J = 6.9 Hz), 8.59 (1H, d, J = 7.5 Hz), 8.85 (1H, 5.4 Hz), 9.65 (1H, br).
IR (KBr) cm™': 3398, 1776, 1651, 1555, 1450, 1378, 1350, 1218, 1171, 1097,
1063, 1035.

MS (ESI): 626 (M+H)', 1251 (2M#H)!.

FTESH  CyHy C1N;0,8,-2.3 H,0.

SHEfE : C, 41.39; H, 4.32; N, 14.69; Cl, 5.31; S, 9.61 (%).

mEaE: C, 41.39; H, 4.34; N, 14.78; Cl, 5.11; S, 9.37 (%).

B 135
HN—Q | H
NN NS P | NeA e
N N AN
o .
Me( CO;
CO,H

'H-NMR (D,0) & : 1.40 (3H, d, J =6.3), 1.45 (3H, d, J = 6.9 Hz), 3.17 (1H, d,
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J

18.0 Hz), 3.34 (1H, m), 3.55-3.61 (4H, m), 4.28-4.33 (2H, m), 4.66 (lH, q,

J =6.9 Hz), 4.91 (1H, d, J = 14.7 Hz), 5.12 (1H, d, J = 14.7 Hz), 5.24 (l1H,
d, J=4.8Hz), 5.8 (1H, d, J =4.8 Hz), 7.16 (2H, d, J = 7.2 Hz), 8.27 (2H,
d, J =17.2 Hz).

IR (KBr) cm': 3408, 1773, 1649, 1605, 1546, 1449, 1386, 1360, 1284, 1239,
1158, 1107, 1065, 1036.

MS (ESI): 665 (M+H)*, 687 (M+Na)*.

TR CyHy,CIN,0,S,-4.5 Hy0.

EtE{E : C, 41.85; H, 5.13; N, 15.02; Cl, 4.75; S, 8.59 (%).

wWERE : C, 41.86; H, 4.84; N, 15.06; Cl, 4.74; S, 8.48 (%).

B 136

s~ Sl
HoN—4 I')LH s
N e
e

COy

NH,
J

Memn
CO,H

'H-NMR (D,0) & : i.32 (34, d, J =6.9), 1.57 (2H, m), 2.08 (2H, m), 3.04 (1H,
d, J=17.4 Hz), 3.15 (2H, m), 3.48 (lH, m), 4.14 (2H, m), 4.53 (1H, q, J =6.9
Hz), 4.74 (1H, d, J = 15.0 Hz), 4.94 (1H, d, J = 15.0 Hz), 5.12 (1H, d, J = 4.8
Hz), 5.73 <1H, d, J=4.8 Hz), 6.96 (2H, d, J = 7.2 Hz), 8.02 (2H, d, J = 7.2‘
Hz).

IR (KBr) cm’': 3398, 1772, 1650, 1600, 1549, 1451, 1389, 1362, 1286, 1238,
1174, 1095, 1065, 1035.

MS (ESI): 665 (M+H)*, 687 (M+Na)*.

TEaoH  CyH;,CIN,0,S,-4.3 H,0.

st&fE : C, 42.05; H, 5.10; N, 15.09; Cl, 4.77; S, 8.64 (%).

@ : C, 42.12; H, 5.16; N, 14.95; Cl, 4.68; S, 8.50 (%).

BB 137
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HZN—<\ l H Me
\./\NH2
¥

Mevm
€O,H

'H-NMR (D,0) & : 1.36 (3H, d, J = 6.3 Hz), 1.45 (3H, d, J = 6.6 Hz), 3.17 (1H,
d, J=18.0 Hz), 3.57 (1H, d, J = 18.0 Hz), 3.58-3.72 (3H, m), 4.65 (1H, q, J
= 6.6 Hz), 4.87 (1H, d, J = 14.4 Hz), 5.09 (1H, d, J = 14.4 Hz), 5.23 (1H, d,
J=5.1Hz), 5.8 (1H, d, J =5.1 Hz), 6.93 (2H, d, J = 6.9 Hz), 8.05-8.38 (2H,
m). |
IR (KBr) cm’': 3294, 2983, 1774, 1650, 1592, 1555, 1456, 1395, 1360, 1287, ‘
1218, 1167, 1092, 1065, 1034.

MS(ESI): 639*(M+H').

ESH CyHyyCIN0,S,-2.8 H,0.

st&fE . C,41.80 ; H,4.77 ; N,16.25 ; C1,5.14 ; S,9.30 (%).

EEf: C,41.83 ; H,4.64 ; N,16.29 ; C1,4.96 ; §,9.22 (%).

EiEpy 138

HoN—4 MH
RO At .

CO.H
'H-NMR (D,0) & : 1.35 (3H, d, J = 6.3 Hz), 1.45 (3H, d; J=26.6 Hz), 1.82-2.13

(24, m), 3.16 (1H, d, J = 17.7 Hz), 3.35-3.50 (3H, m), 3.55 (1H, d, J = 17.7
Hz), 4.65 (1H, q, J = 6.6 Hz), 4.83 (1H, d, J = 14.4 Hz), 5.05 (1H, d, J = 14.4
Hz), 5.22 (1H, d, J = 4.2 Hz), 5.85 (1H, d, J = 4.2 Hz), 6.83 (2H, d, J = 6.3
Hz), 7.95-8.25 (2H, m).

IR (KBr) cm': 3415, 3067, 2982, 1772, 1650, 1597, 1557; 1447, 1395, 1360,
1288, 1216, 1169, 1094, 1065, 1034.

MS(FAB): 653*(M+H').
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ﬁiﬁ*ﬁ C25H”CIN50732'3.6 H;O.
=tEfE : C,41.82 ; H,5.08 ; N,15.61 ; C1,4.94 ; $,8.93 (%).

EEE: C,41.89 ; H,4.95 ; N,15.54 ; C1,4.57 ; S,8.60 (%).

Ehtifl 139
s~“ o
HoN—4 QH H
N S N NH
NTY “ YOy
N N~ N{ O Me
o O
Menu( C02-
CO,H

'"H-MMR (D,0) & : 1.40 (3H, d, J = 6.6 Hz), 1.44 (3H, d, J = 6.9 Hz), 2.88-3.02
(2H, m), 3.17 (1H, d, J = 17.7 Hz), 3.63 (1H, d, J = 17.7 Hz), 3.88 (1H, m),
4.66 (1H, q, J = 6.9 Hz), 5.13 (1H, d, J = 14.7 Hz), 5.26 (1H, d, J = 5.1 Hz),
5.40 (1H, d, J = 14.4 Hz), 5.87 (1H, d, J = 5.1 Hz), 8.07 (2H, d, J = 7.2 Hz),
8.71 (2H, d, J = 7.2 Hz).

IR (KBr) cm': 3388, 1775, 1716, 1607, 1537, 1517, 1464, 1394, 1328, 1287,
1182, 1159, 1101, 1066, 1035.

MS(FAB): 667 (M+H)* , 1333 (2M+H)'.

TR CyH,rCIN,0,5,-3.7 H;0.

EtEfE : C, 40.92; H, 4.73; N, 15.27; Cl, 4.83; S, 8.74 (%).

wifE: C, 41.15; H, 4.46; N, 15.52; Cl, 4.57; S, 8.45 (%).

EitEB 140
s—%o M
HZN—<\ IRLH H Ee
ROV IR A
N N AAUNY o)
o ©O
Me( COy’
CO,H

'H-NMR (D,0) & : 1.31 (3H, d, J = 7.2 Hz), 1.52 (3H, d, J = 6.9 Hz), 3.06 (1H,
d, J =18.1 Hz), 3.50 (1H, d, J = 18.1 Hz), 4.20 (1H, q, J = 6.9 Hz), 4.52 (1H,

q, J = 7.2 Hz), 5.03 (1H, d, J = 14.4 Hz), 5.14 (1H, d, J = 5.1 Hz), 5.29 (1H,

o,
<y
"

14.4 Hz), 5.75 (1H, d, J = 5.1 Hz), 8.00 (2H, d, J = 7.2 Hz), 8.63 (2H,

a.
o
1]

7.2 Hz).
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IR (KBr) cm': 3398, 1775, 1730, 1612, 1538, 1516, 1466, 1397, 1356, 1327,
1288, 1197, 1158, 1110, 1066, 1035.

MS(ESI): 653 (M+H)".

TEAW CHC1N,0,8,-2.7 H,0.

SHEfE : C, 41.08; H, 4.37; N, 15.97; Cl, 5.05; S, 9.14 (%).

BERE: C, 41.13; H, 4.44; N, 15.94; C1, 4.96; S, 8.94 (%).

EiE6l 141

HN—4 1'), .
preVong

e lll

CO,H

'H-NMR (D,0) & : 1.44 (3H, d, J = 7.5 Hz), 1.70-1.88 (1H, m), 1.98-2.20 (2H, m),

9.22-2.38 (1H, m), 3.17 (1H, d, J = 17.7 Hz), 3.30-3.42 (2H, m), 3.57 (1H, d,

J =17.7 Hz), 3.70 (2H, d, J = 6.3 Hz), 3.82-3.94 (1H, m), 4.66 (1H, q, J = 7.5

Hz), 4.87 (1H, d, J = 14.4 Hz), 5.10 (1H, d, J = 14.4 Hz), 5.23 (1H, d, J = 4.5

Hz), 5.85 (1H, d, J = 4.5 Hz), 6.93 (2H, d, J = 6.9 Hz), 8.05-8.30 (2H, m).
I (KBr) cm’': 3398, 3065, 2983, 1774, 1650, 1602, 1556, 1447, 1394, 1360,

1237, 1218, 1168, 1096, 1064, 1034.

MS(FAB): 665'(M+H').

TR CyHyCIN,0,5,-4.1 Hy0.

SHEfE : C,42.26 ; H,5.07 ; N,15.16 ; C1,4.80 ; S,8.68 (%).

WEME: C,42.29 ; H,4.82 ; N,15.26 ; C1,4.67 ; S,8.53 (%).

Wtp 142

HaN—G IKL
\l;r P @Q NN‘Me
Me::.

cogH
'H-NMR (D,0) & : 1.44(3H, d, J = 7.2 Hz), 2.73(3H, s), 3.17 J 3.38 (2H, ABq,

= 18.0 Hz), 3.63(2H, t, J = 6.0 Hz), 4.65(1H, q, J = 7.2 Hz), 4.80(2H, t, J
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= 6.0 Hz), 5.17(1H, d, J = 4.8 Hz), 5.56 & 5.69(2H, ABq, J =15.0 Hz), 5.85(1H,
d, J=4.8Hz), 7.09(1H, d, J = 3.3 Hz), 7.73(1H, dd, J=6.3 K 8.4 Hz), 8.15(1H,
d, J = 3.3 Hz), 8.62(1H, d, J = 8.4 Hz), 8.68(1H, d, J = 6.3 Hz).

IR (KBr) cm™':3407, 2452, 1773, 1603, 1539, 1500, 1467, 1392, 1364, 1287,
1184, 1120, 1089, 1063, 1032.

MS(FAB): 663*(M+H').

JTESH  CyHy,CIN,O,S, - 5.2 H0.

StEfE : C,41.26 ; H,4.98 ; N,14.81 ; Cl1,4.68; S,8.47 (%).

EHEME: C,41.41 ; H,4.90 ; N,14.55 ; C1,4.54; S,8.46 (%).

U3 o
BocHN—QVI}.
1
|
Rk
em COOPMB
CO,BH

'H-NMR (d,-DNSO) & : 1.04(9H, brs), 1.43(3H, d, =7.2Hz), 1.46(9H, s), 2.78(3H,
brs), 3.21 R 3.40(2H, Abg, J = 18.6 Hz), 3.60(2H, m), 3.76(3H, s), 4.60(2H,
t-like), 4.89(1H, q, J = 7.2 Hz), 5.20(1H, d, J = 5.1 Hz), 5.23 & 5.31(2H,
Abq, J = 11.7 Hz), 5.71(2H, brs), 5.97(1H, dd, J = 5.1 and 8.7 Hz), 6.82(1H,
s), 6.92(2H, d , J=8.7Hz), 7.0L(1H, d, J = 3.3 Hz), 7.22-7.42(12H, n), 7.83(1H, o
brs), 8.30(1H, d, J = 3.3 Hz), 8.65(1H, brs), 8.84(1H, brs), 9.77(1H, d, J =
8.7 Hz), 12.1(brs).

IR (KBr) cu':3422, 3061, 3032, 2977, 2935, 1791, 1717, 1690, 1631, 1613,
1584, 1550, 1515, 1495, 1455, 1392, 1367, 1248, 1155, 1118, 1100, 1065,
1032, 1018.

MS(FAB): 1149(CerHyyCIN,0,,5,").

Titi%l 1 4 3
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H2N—<\ I

j;]// N/ /\\(
C02

'H-NMR (D,0) & : 1.43(3H, d, J = 7.2 Hz), 3.21 K& 3.35 (2H, ABq, J = 18.0 Hz),
4.64(1H, q, J = 7.2 Hz), 5.01(2H, s), 5.17(1H, d, J = 4.8 Hz), 5.53 K& . 5.74(2H,
ABg, J = 15.0 Hz), 5.89(1H, d, J = 4.8 Hz), 6.98(1H, d, J = 3.3 Hz), 7.67(1H,
dd, J=6.3 & 8.1Hz), 8.04(1H, d, J =3.3Hz), 8.44(1H, d, J=8.1Hz), 8.62(1H,
d, J = 6.3 Hz).

IR (KBr) cm'':3415, 2989, 2527, 1778, 1725, 1672, 1630, 1537, 1500, 1467,
1373, 1328, 1229, 1162, 1129, 1063, 1035. ®
MS(ESI): 664*(M+H').

TEM CyHy,CIN0,S, - 3.0 H,0.

EtEfH : C,41.81 ; H,3.93 ; N,13.65 ; C1,4.94; S,8.93 (%).

HEfE: C,41.75 ; H,3.89 ; N,13.71 ; €1,5.08; S,8.84 (%).

UK EEEE

BocN— |
“Ik%fyiu%wm o

Men COOPMB
COZBH

'H-NMR (d,-DMSO) & : 1.42(3H, d, J =7.2 Hz), 1.44(9H, s), 1.46(9H, s), 3.37(2H,

brs), 3.75(3H, s), 4.89(1H, q, J = 7.2 Hz), 5.20(1H, d, J = 5.1 Hz), 5.21 &

5.29(2H, Abqg, J = 12.0 Hz), 5.38(2H, brs), 5.72(2H, brs), 5.96(1H, dd, J = 5.1

K 8.7 Hz), 6.82(1H, s), 6.89(2H, d, J = 8.7 Hz), 7.00(1H, d, J = 3.3 Hz),

7.22-7.42(12H, m), 7.80(1H, dd, J = 6.3 & 8.4 Hz), 8.31(1H, d, J = 3.3 Hz),

8.62(1H, d, J=6.3 Hz), 8.82(1H, d, J=8.4Hz), 9.76(1H, d, J=8.7THz), 12.1(brs).

IR (KBr) cm'':3422, 3061, 3031, 2979, 2935, 1790, 1738, 1631, 1613, 1585,
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1550, 1515, 1498, 1466, 1455, 1392, 1369, 1329, 1247, 1155, 1128, 1100,
1064, 1032.

MS(FAB): 1106*(Cq:H;,CIN;0,,5,").

HitPl 1 4 4

o
L HAs QA«

COgH
'H-NMR (D,0) & : 1.43(3H, d, J = 6.9 Hz), 3.20 & 3.37 (2H, ABq, J = 17.7 Hz),
4.64(1H, q, J=6.9 Hz), 5.17(1H, d, J = 4.8 Hz), 5.27(2H, s), 5.56 & 5.T73(2H,
ABq, J = 15.0 Hz), 5.88(1H, d, J = 4.8 Hz), 7.06(1H, d, J = 3.3 Hz), 7.70(1H,
dd, J=6.3 & 8.1 Hz), 8.07(1H, d, J =3.3 Hz), 8.51(1H, d, J=8.1Hz), 8.67(1H,
d, J = 6.3 Hz).
IR (KBr) cm™':3407, 3191, 2988, 1776, 1684, 1615, 1537, 1500, 1467, 1364,
1331, 1225, 1189, 1160, 1131, 1063, 1034.
MS(ESI): 663*(M+H').
SEEDH  CyHyCING,S, - 3.9 Hy0.
E+E{§ . C,40.95 ; H,4.23 ; N,15.28 ; C1,4.83 ; S,8.74 (%).

HEHE c,4o.93 H,4.06 ; N,15.26 ; C1,4.82 ; S,8.64 (%).
U AR EEES

B““”WL“J@L@ e

Mem COOPMB
COZBH

'H-NMR (d;-DMSO) & : 1.45(3H, d, J=6.9Hz), 1.46(9H, s), 3.39(2H, brs), 3.75(3H,
s), 4.89(1H, q, J = 6.9 Hz), 5.17(2H, brs), 5.20(1H, d,-J = 4.8 Hz), 5.21 &
5.29(2H, Abg, J = 11.7 Hz), 5.70(2H, brs), 5.96(1H, dd, J = 4.8 & 8.7 Hz),
6.82(1H, s), 6.89(2H, d, J = 8.7 Hz), 6.96(1H, d, J = 3.3 Hz), 7.20-7.45(12H,
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m), 7.76(1H, dd, J = 6.0 & 8.7 Hz), 7.79(2H, brs), 8.29(1H, d, J = 3.3 Hz),
8.58(1H, d, J=6,0Hz), 8.73(1H, d, J=8.7Hz), 9.76(1H, d, J=8.THz), 12.1(brs).
IR (KBr) cm'':3422, 3063, 2980, 2936, 1789, 1716, 1690, 1631, 1613, 1585,
1551, 1515, 1497, 1467, 1455, 1393, 1369, 1248, 1175, 1154, 1128, 1100, 1065,
1030, 1018.

MS(FAB): 1049*(CqH,,CIN,0,,S,*).

HiEBl 1 4 5

'H-NMR (D,0) & : 1.44(3H, d, J'=7.2 Hz), 3.20 % 3.37 (2H, ABq, J = 17.7 Hz),
3.73(3H, s), 4.65(1H, q, J = 7.2 Hz), 5.17(2H, s), 5.18(1H, d, J = 4.8 Hz), 5.56
K 5.73(2H, ABq, J = 15.0 Hz), 5.88(1H, d, J = 4.8 Hz), 7.06(1H, d, J = 3.3
Hz), 7.71(1H, dd, J = 6.3 & 8.1 Hz), 8.08(1H, d, J = 3.3 Hz), 8.53(1H, d,
J =8.1Hz), 8.68(1H, d, J = 6.3 Hz).

IR.(KBr) cm':3422, 2985, 2938, 1778, 1678, 1615, 1537, 1501, 1466, 1442,
1365, 1330, 1225, 1188, 1159, 1129, 1065, 1034.

MS(FABS: 693 (M+H!).

TTESH  CyHi;CIN,0,S, - 3.9 H,0.

EtEME : C,40.91 ; H,4.33 ; N,14.68 ; C1,4.64 ; S,8.40 (%).

HEME: ,40.78 ; H,4.14 ; N,14.77 ; C1,4.67 ; S,8.54 (%).

ok B
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'H-NMR (d,-DMSO) & : 1.44(3H, d, J="7.2Hz), 1.46(%H, s), 3.39(2H, brs), 3.68(3H,
s), 3.76(3H, s), 4.89(1H, q, J = 7.2 Hz), 5.14(2H, brs), 5.20(1H, d, J = 4.8

Hz), 5.21 % ©5.28(2H, Abg, J = 11.4 Hz), 5.71(2H, brs), 5.96(1H, dd, J = 4.8

B 8.7 Hz), 6.82(1H, s), 6.88(2H, d, J = 8.7 Hz), 6.98(1H, d, J = 3.0 Hz),

7.20-7.41(13H, m), 7.80(1H, dd, J = 6.0 k& 8.1 Hz), 8.30(1H, d, J

3.0 Hz),
8.59(1H, d, J=6.0Hz), 8.76(1H, d, J=8.1Hz), 9.76(1H, d, J=8.7Hz), 12.1(brs).
IR (KBr) cm'':3428, 3101, 3063, 3031, 2980, 2937, 1789, 1717, 1632, 1613,

1585, 1550, 1515, 1497, 1466, 1391, 1369, 1326, 1247, 1175, 1155, 1127, 1100,

1064, 1032, 1018.

MS(FAB): 1079*(Cs,H,CIN,0,,5,*). ‘
H B 146

Cl
HZN_<§:H:T:R—H s o

{ Irfvlﬁr

Me----&OH o o]

o]
'H-NMR (D,0) & : 1.43(3H, d, J =17.2 Hz), 3.19 K& 3.37 (2H, ABq, J = 17.4 Hz),
4.65(1H, q, J = 7.2 Hz), 5.17(1H, d, J = 4.8 Hz), 5.19(2H, s), 5.56 K 5.72(2H,
ABq, J = 15.'0 Hz), 5.87(1H, d, J = 4.8 Hz), 7.06(1H, d, J = 3.3 Hz), 7.71(1H,.

dd, J=6.0 % .8.1Hz), 8.08(1H, d, J = 3.3 Hz), 8.52(1H, d, J = 8.1 Hz), 8.68(1H,
d, J =6.0 Hz).

IR (KBr) cn':3415, 2988, 1777, 1675, 1615, 1537, 1500, 1466, 1365, 1330,
1225, 1188, 1161, 1129, 1064, 1036.

MS(FAB): 679*(M+H').

TEMF  CH,CINO,S, - 3.5 HO.

EtEf{E : C,40.46 ; H,4.07 ; N,15.10 ; C1,4.78 ; S,8.64 (%).

BERE : C,40.45 ; H,4.00 ; N,15.08 ; C1,4.72 ; S,8.57 (%).

T A B
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—e

Mew COOPMB
COqBH

'H-NMR (ds',-DMSO) & :1.45(3H, d, J=7.2Hz), 1.46(9%H, s), 3.40(2H, brs), 3.75(6H,

s), 4.74(2H, brs), 4.89(1H, q, J = 7.2 Hz), 5.13(2H, brs), 5.20(1H, d, J = 5.1

Hz), 5.21 K 5.28(2H, Abq, J = 12.0 Hz), 5.71(2H, brs), 5.96(1H, dd, J = 5.1

K 8.7 Hz), 6.82(1H, s), 6.89(2H, d, J = 8.7 Hz), 6.99(1H, d, J

3.3 Hz),

7.19-7.49(13H, m), 7.79(1H, dd, J = 6.3 j 8.7 Hz), 8.29(1H, d, J

3.3 Hz),
8.61(1H, d, J=6.3 Hz), 8.71(1H, d, J=8.7Hz), 9.76(1H, d, J=8.7Hz), 12.1(brs).
IR (KBr) cm™':3421, 3063, 2978, 2936, 2836, 1790, 1716, 1631, 1612, 1585,
1549, 1514, 1497, 1465, 1369, 1325, 1248, 1176, 1154, 1125, 1100, 1064,

1030.

MS(FAB): 1185'(CqyH;sCI1N;0585,*).

Bkl 147

'H-NMR (D,0) & : 1.43(3H, d, J = 7.2 Hz), 3.18 & 3.34 (2H, ABq, J = 18.0 Hz),
3.97(2H, t, J=4.8Hz), 4.54(2H, t, J=4.8Hz), 4.64(1H, q, J=T7.2 Hz), 5.16(1H,
d, J = 4.8 Hz), 5.53 & 5.7T1(2H, ABq, J = 15.0 Hz), 5.87(1H, d, J = 4.8 Hz),
7.00(1H, d, J = 3.0 Hz), 7.67(1H, dd, J = 6.3 & 8.1 Hz), 8.12(1H, d, J = 3.0
Hz), 8.59(1H, d, J = 8.1 Hz), 8.62(1H, d, J = 6.3 Hz).

R (KBr) cm'':3408, 2938, 1776, 1670, 1615, 1539, 1496, 1466, 1447, 1362,
1322, 1240, 1187, 1159, 1130, 1072, 1034.

MS(FAB): 650*(MtH').

ii%*ﬁ Cst“ClN']OaSg ¢ 4.1 HIO.
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SHEfE : C,41.48 ; H,4.48 ; N,13.54 ; C1,4.90 ; S,8.86 (%).
WEaME: C,41.48 ; H,4.40 ; N,13.59 ; C1,5.07 ; S,8.88 (%).

HiEs] 148

'H-NMR (D,0) & : 1.44(3H, d, J = 6.9 Hz), 3.16 & 3.31 (2H, ABg, J = 18.0 Hz),
4.43(2H, t, J=4.5Hz), 4.65(1H, q, J=6.9 Hz), 4.68(2H, t, J=4.5Hz), 5.17(1H, o
d, J=5.1Hz), 5.54 & 5.71(2H, ABq, J = 15.0 Hz), 5.87(1H, d, J = 5.1 Hz),
7.01(1H, d, J = 3.0 Hz), 7.69(1H, dd, J = 6.3 % 8.1 Hz), 8.12(1H, d, J = 3.0
Hz), 8.61(1H, d, J = 8.1 Hz), 8.63(1H, d, J = 6.3 Hz).

IR (KBr) cm':3415, 3193, 2987, 1777, 1718, 1673, 1614, 1537, 1497, 1466,
1447, 1364, 1328, 1225, 1188, 1135, 1080, 1034.

MS(FAB): 693'(M+H').

TESH  CoHyCING,S, - 3.0 HO.

SHBEME : C,41.80 ; H,4.18 ; N,15.00 ; C1,4.75 ; S,8.58 (%).

WERME:  C,41.68 ; H,4.19 ; N,14.79 ; C1,4.78 ; S,8.91 (%).

i1 149

U :
OI?\/ /\/O N O,Me

HN—G

'H-NMR (D,0) & : 1.43(3H, d, J = 7.2 Hz), 3.15 & 3.31(2H, ABq, J = 17.7 Hz),
3.47(3H, s), 4.54(2H, t, J = 4.8 Hz), 4.64(1H, q, J = 7.2 Hz), 4.72(2H, t, J

= 4.8 Hz), 5.17(1H, d, J =4.8 Hz), 5.54 & 5.7T1(2H, ABq, J = 15.0 Hz), 5.87(1H,
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d, J=4.8Hz), 7.02(1H, d, J=3.3Hz), 7.7T1(1H, dd, J=6.3 % 8.4Hz), 8.13(1H,
d, J = 3.3 Hz), 8.62(1H, d, J = 8.4 Hz), 8.64(1H, d, J = 6.3 Hz).

IR (KBr) cm'':3416, 2984, 2939, 1778, 1731, 1674, 1615, 1538, 1498, 1466,
1445, 1364, 1326, 1286, 1264, 1189, 1123, 1035.

MS(FAB): T23*(M+H').

STEAH CyHyCIN,0,S, - 3.7 HO.

EHEfE : C,41.06 ; H,4.39 ; N,14.19 ; C1,4.49 ; §,8.12 (%).

wEyE: C,40.93 ; H,4.29 ; N,14.32 ; C1,4.63 ; S,8.14 (%).

HHEH 150

'H-NMR (D,0) & : 1.43(3H, d, J = 7.2 Hz), 2.45(3H, s), 3.15 K 3.31(2H, ABq,
J = 17.7 Hz), 4.44(2H, brs), 4.64(1H, q, J = 7.2 Hz), 4.69(2H, brs), 5.17(1H,
d, J = 4.8 Hz), 5.54 & 5.71(2H, ABq, J = 15.3 Hz), 5.87(1H, d, J = 4.8 Hz),
7.01(1H, d, J=23.0 Hz), 7.69(1H, dd, J = 6.0 % 8.4 Hz), 8.11(1H, d, J = 3.0
Hz), 8.60(1H, d, J = 8.4 Hz), 8.64(1H, d, J = 6.0 Hz). .
IR (KBr) cm'':3401, 2984, 1779, 1710, 1676, 1617, 1538, 1498, 1466, 1364,
1326, 1265, 1187, 1135, 1097, 1033.

MS(FAB): 707*(M+H').

TTESH  CyH,CIN,0,8, - 3.5 H,0.

atEfE : C,42.11 ; H,4.45 ; N,14.55 ; C1,4.60 ; S,8.33 (%).

HifE: C,42.18 ; H,4.37 ; N,14.52 ; C1,4.63 ; S,8.12 (%).

EiEHI 151
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e j\} ];(;V %N/\/O e

'H-NMR (D‘zO) 6 :1.43(3H, d, J=T7.2Hz), 2.66(3H, s), 2.70(3H, s), 3.14 & 3.30(2H,
ABq, J = 17.7 Hz), 4.46(2H, t, J = 4.8 Hz), 4.64(1H, q, J = 7.2 Hz), 4.72(2H,
t, J = 4.8 Hz), 5.17(1H, d, J = 5.1 Hz), 5.55 B . 5.71(2H, ABq, J = 15.3 Hz),
5.87(1H, d, J = 5.1 Hz), 7.02(1H, d, J = 3.3 Hz), 7.70(1H, dd, J = 6.6 & 8.1
Hz), 8.15(1H, d, J = 3.3 Hz), 8.64(1H, d, J = 8.1 Hz), 8.65(1H, d, J = 6.6 Hz).
IR (KBr) cm':3422, 2938, 1779, 1690, 1617, 1538, 1497, 1466, 1363, 1325,
1287, 1190, 1135, 1098, 1066, 1034.

MS(FAB): T21*(M+H').

FTTEMHF CyHyCIN,O0,S, - 3.5 H,0.

EtEfE : C,42.88 ; H,4.63 ; N,14.29 ; Cl1,4.52 ; §,8.18 (%).

wEyE: C,42.81 ; H,4.62 ; N,14.23 ; C1,4.50 ; S,8.38 (%).

HtEBl 152

4 U
| H
lj” %N”"TN\OH
o]

'H-NMR (D,0) & : 1.43(3H, d, J = 7.2 Hz), 3.17 & 3.32(2H, ABq, J = 17.7 Hz),
4.52(2H, t, J=4.8 Hz), 4.65(1H, q, J=T.2Hz), 4.71(2H, t, J=4.8 Hz), 5.17(1H,
d, J = 4.8 Hz), 5.53 K& 5.71(2H, ABq, J = 15.0 Hz), 5.87(1H, d, J = 4.8 Hz),
7.00(1H, d, J = 3.3 Hz), 7.70(1H, dd, J = 6.0 & 8.4 Hz), 8.11(1H, d, J = 3.3
Hz), 8.61(1H, d, J = 8.4 Hz), 8.63(1H, d, J = 6.0 Hz).-

IR (KBr) cm'':3307, 2938, 1777, 1728, 1673, 1613, 1537, 1498, 1466, 1364,

1326, 1285, 1188, 1122, 1034.
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MS(FAB): T709*(M+H').

RS CyHyCIN,0,S, - 3.5 Hy0.

EtEfE : C,40.44 ; H,4.18 ; N,14.51 ; Cl1,4.59 ; §,8.31 (%).
EEE: C,40.45 ; H,4.15 ; N,14.48 ; C1,4.70 ; §,8.41 (%).
B ep 153

'H-NMR (D,0) & : 1.44(3H, d, J = 7.2 Hz), 2.33(6H, s), 3.17 K 3.33(2H, ABq,
J =17.7 Hz), 4.48(2H, brs), 4.65(1H, q, J = 7.2 Hz), 4.69(2H, brs), 5.18(1H,
d, J = 4.8 Hz), 5.54 % 5.71(2H, ABq, J = 14.7 Hz), 5.87(1H, d, J = 4.8 Hz),
7.03(1H, d, J = 3.3 Hz), 7.72(1H, dd, J = 6.0 & 8.7 Hz), 8.13(1H, d, J = 3.3
Hz), 8.60(1H, d, J = 8.7 Hz), 8.64(1H, d, J = 6.0 Hz).

IR (KBr) cm'':3412, 2900, 2960, 1779, 1723, 1671, 1626, 1541, 1498, 1466,
1449, 1427, 1364, 1326, 1286, 1244, 1187, 1163, 1135, 1114, 1035.

MS(FAB): 636*'(M+H').

eEAH  CyH,CIN0,S, - 4.2 H,0.

tEfE : C,41.42 ; H,4.77 ; N,15.53 ; C1,4.37 ; §,7.90 (%).

gwEE: C,41.36 ; H,4.55 ; N,15.46 ; C1,4.36 ; S,8.17 (%).

BBl 154

'H-NMR (D,0) & : 1.43(3H, d, J = 6.9 Hz), 3.17 & 3.33(2H, ABq, J = 17.7 Hz),

3.62(3H, s), 4.29(2H, t, J = 4.8 Hz), 4.64(1H, q, J = 6.9 Hz), 4.69(2H, t, J
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= 4.8 Hz), 5.17(1H, d, J = 4.5 Hz), 5.54 & 5.72(2H, ABq, J = 15.0 Hz), 5.87(1H,
d, J=4.5Hz), 7.02(1H, d, J=3.3 Hz), 7.68(1H, dd, J=6.3 & 8.4Hz), 8.18(1H,
d, J = 3.3 Hz), 8.61(1H, d, J = 8.4 Hz), 8.63(1H, d, J = 6.3 Hz).

IR (KBr) cm’':3415, 2988, 2953, 1778, 1674, 1616, 1538, 1498, 1466, 1363,
1321, 1285, 1190, 1132, 1062, 1035.

MS(FAB): T23*(M+H').

TTHESM CyyHyCIN,0,,S, - 4.1 H;0.

EtEfE: C,40.69 ; H,4.45 ; N,14.06 ; C1,4.45 ; S,8.05 (%).

EEME: (,40.47 ; H,4.28 ; N,14.18 ; C1,4.838 ; §,8.56 (%).

EHEBY 155

HaN—4 L/L j:"fy %N/\/N )

'H-NMR (D,0) & : 1.43(3H, d, J = 6.9 Hz), 1.74(3H, s), 3.18 & 3.33(2H, ABq,
= 17.7 Hz), 3.62(2H, t, J = 5.4 Hz), 4.53(2H, t, J = 5.4 Hz), 4.65(1H, q, J

= 6.9 Hz), 5.18(1H, d, J = 4.8 Hz), 5.53 & 5.71(2H, ABq, J = 14.7 Hz), 5.87(1H,

d, J=4.8Hz), 6.99(1H, d, J=3.0Hz), 7.69(1H, dd, J=6.3 & 8.4Hz), 8.07(1H, .

d, J = 3.0 Hz), 8.57(1H, d, J = 8.4 Hz), 8.62(1H, d, J = 6.3 Hz).

IR (KBr) cm'':3400, 2938, 1777, 1629, 1540, 1497, 1467, 1450, 1368, 1323,

1288, 1240, 1189, 1159, 1134, 1095, 1035.

MS(FAB): 691*(M+H').

FTESN  CyHuCIN0,S, - 4.1 Hy0.

EtEfE : C,41.51 ; H,4.77 ; N,14.34 ; C1,4.54 ; S,8.21 (%).

wEmE: C,41.33 ; H,4.56 ; N,14.36 ; C1,4.88 ; §,8.39-(%).

B1EHI 156
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'H-NMR (DZIO) 6: 1.43(3H, d, J = 7.5 Hz), 3.15 K 3.32(2H, ABq, J = 17.7 Hz),
3.91(3H, s), 3.57(2H, brs), 4.51(2H, m), 4.65(1H, q, J = 7.5 Hz), 5.17(1H, d,
J=4.8Hz), 5.55 & 5.70(2H, ABq, J=14.THz), 5.87(1H, d, J=4.8 Hz), 7.00(1H,
d, J=3.3Hz), 7.69(1H, dd, J=6.0 & 8.1Hz), 8.09(1H, d, J=3.3 Hz), 8.59(1H,

d, J = 8.1 Hz), 8.64(1H, d, J = 6.0 Hz).

IR (KBr) cm':3410, 2987, 2940, 1777, 1677, 1626, 1537, 1499, 1466, 1365, .
1322, 1271, 1191, 1157, 1132, 1096, 1035.
MS(FAB): OTH(M+H').
HR-MS(FAB): calcd for C,,H;;CIN,0,S; 707.1109 found 707.1106.
BEHEp) 157
HzN—<§ C|oH . )

U AN~

_Men--g_OH o = o)
’ °

'H-NMR (D,0) & : 1.44(3H, d, J = 6.9 Hz), 3.18 & 3.33(2H, ABq, J = 17.7 Hz),
3.54(2H, t, J=4.5Hz), 4.49(2H, t, J=4.5Hz), 4.65(1H, q, J=6.9 Hz), 5.17(1H,
d, J = 5.1 Hz), 5.52 & 5.70(2H, ABq, J = 15.0 Hz), 5.87(1H, d, J = 5.1 Hz),
6.98(1H, d, J = 3.3 Hz), 7.67(1H, dd, J = 6.3 K 8.1 Hz), 8.07(1H, d, J = 3.3
Hz), 8.55(1H, d, J = 8.1 Hz), 8.60(1H, d, J = 6.3 Hz).

IR (KBr) cm':3375, 1773, 1660, 1609, 1543, 1497, 1466, 1451, 1362, 1288,
1240, 1188, 1159, 1133, 1098, 1035.

MS(FAB): 692'(MtH').

HR-MS(FAB): calcd for C,H;,CIN,0,S, 692.1113 found 692.1100.
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TESH CyHyCINO0,S, - 4.3 H,0.

StEf#E : C,40.58 ; H,4.53 ; N,16.38 ; Cl,4.61 ; S,8.33 (%).
EiE: (,40.46 ; H,4.38 ; N,16.84 ; C1,5.26 ; S,7.73 (%).
EiEHI 158

'H-NMR (D,0) & : 1.43(3H, d, J = 7.2 Hz), 3.14 & 3.31(2H, ABq, J = 17.7 Hz),

3.53(2H, t-like), 4.57(2H, t-like), 4.64(1H, q, J = 7.2 Hz), 5.17(1H, d, J =

4.8 Hz), 5.54 K 5.70(2H, ABq, J = 15.0 Hz), 5.87(1H, d, J = 4.8 Hz), 7.00(1H,

d, J=3.3Hz), 7.68(1H, dd, J=6.3 & 8.4Hz), 8.13(1H, d, J = 3.3 Hz), 8.62(1H,

d, J = 8.4 Hz), 8.62(1H, d, J = 6.3 Hz).

IR (KBr) cm™:3316, 1775, 1671, 1611, 1538, 1497, 1467, 1448, 1363, 1326,
1241, 1157, 1134, 1097, 1035.

MS(FAB): 728'(M+H!).

TTESW  CyHyCIN0,S, - 3.6 H,0.

StEfE : C,37.86 ; H,4.22 ; N,15.90 ; Cl1,4.47 ; $,12.13 (%).

BERME : C,37.88 ; H,4.10 ; N,15.92 ; C1,4.37 ; §,12.00 (%).

IR (KBr) cm'':3316, 1775, 1671, 1611, 1538, 1497, 1467, 1448, 1363, 1326,

1241, 1157, 1134, 1097, 1035.

MS(FAB): 728*(M+H!).

FTEMF  CyHy CINO,S, - 3.6 H,0.

EtEfE : C,37.86 ; H,4.22 ; N,15.90 ; C1,4.47 ; S,12.13 (%).

WEE:  C,37.88 ; H,4.10 ; N,15.92 ; C1,4.37 ; S,12.00 (%).

Hiepl 159
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'H-NMR (D,0) & : 1.44(3H, d, J = 6.9 Hz), 2.25(2H, m), 3.17 K 3.33(2H, ABq,
J =17.7 Hz), 3.95(2H, t, J = 5.7 Hz), 4.54(2H, t, J = 6.3 Hz), 4.65(1H, q, J
= 6.9 Hz), 5.17(1H, d, J=5.1 Hz), 5.53 & 5.70(2H, ABq, J = 15.0 Hz), 5.87(1H,
d, J=5.1Hz), 7.00(1H, d, J=3.3 Hz), 7.67(1H, dd, J=6.3 Jz 8.4 Hz), 8.12(1H,
d, J = 3.3 Hz), 8.59(1H, d, J = 8.4 Hz), 8.61(1H, d, J = 6.3 Hz).

IR (KBr) cm™':3402, 3193, 2985, 1777, 1710, 1673, 1612, 1539, 1497, 1457, .
1362, 1331, 1239, 1189, 1132, 1103, 1078, 1036.

MS(FAB): TOT*(MtH').

tES CyHy;CINO,S, - 3.4 H,0.

stEfH : C,42.20 ; H,4.43 ; N,14.58 ; C1,4.61 ; S,8.35 (%).

EEE: C,42.19 ; H,4.34 ; N,14.60 ; Cl1,4.54 ; S,8.23 (%).

BB 160

'H-NMR (D,0) & : 1.43(3H, d, J = 7.2 Hz), 2.26-2.42(4H, m), 3.15 K 3.34(2H,
ABq, J =17.7 Hz), 3.28(2H, dt, J =3.0 & 12.6 Hz), 3.64(2H, d, J = 12.6 Hz),
4.65(1H, q, J = 7.2 Hz), 4.91-5.00(1H, m), 5.16(1H, d, J = 4.8 Hz), 5.55 &
5.69(2H, ABq, J = 15.0 Hz), 5.85(1H, d, J = 4.8 Hz), 7.06(1H, d, J = 3.6 Hz),
7.69(1H, dd, J =6.3 R 8.4 Hz), 8.23(1H, d, J = 3.6 Hz), 8.64(1H, d, J = 8.4
Hz), 8.65(1H, d, J = 6.3 Hz).

R (KBr) cm':3397, 2528, 1773, 1599, 1539, 1494, 1461, 1396, 1360, 1315,
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1285, 1185, 1128, 1068, 1032.
MS(FAB): 689*(M+H').

TEAH  CyyHyC1N,0,S, - 6.5 H,0.

SEfE : C,41.71 ; H,5.25 ; N,13.90 ; C1,4.40 ; S,7.95 (%).
HWEpfE: C,41.69 ; H,5.13 ; N,13.96 ; C1,4.35 ; S,7.78 (%).

HiEhl 161
Cl

HaN—C :H;TJR—N
\ ;D’
o O N/‘\/"Nri
Me»
ﬁrwaH ®
o]

'H-NMR (D,0) & : 1.36(3H, d, J=6.9 Hz), 1.43(3H, d, J =7.2 Hz), 2.10-2.37(2H,
m), 3.16 M 3.36(2H, ABq, J = 17.7 Hz), 3.31-3.42(1H, m), 4.52(2H, t-like),
4.65(1H, q, J = 7.2 Hz), 5.17(1H, d, J = 4.8 Hz), 5.54 J 5.69(2H, ABq, J =
15.0 Hz), 5.85(1H, d, J = 4.8 Hz), 7.02(1H, d, J = 3.3 Hz), 7.69(1H, dd, J =
6.0 %% 8.7 Hz), 8.14(1H, d, J = 3.3 Hz), 8.59(1H, d, J = 8.7 Hz), 8.63(1H, d,
J =6.0 Hz).

IR (KBr) cm':3388, 2981, 1775, 1591, 1539, 1499, 1458, 1393, 1363, 1286,
1221, 1186, 1160, 1114, 1062, 1033.

MS(FAB): 67TH(M+H').

TR CpH,CINO,S, - 5.4 H,0.

t&fME : C,41.87 ; H,5.18 ; N,14.47 ; C1,4.58 ; S,8.28 (%).

HERME : C,41.81 ; H,4.96 ; N,14.40 ; C1,4.69 ; S,8.30 (%).

el 162
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'H-NMR (D,0) & : 1.42(3H, d, J=6.9Hz), 2.30(1H, n), 2.54(1H, m), 3.19 K& 3.33(2H,
ABq,J==18.0Hz),3.42—3.59(2H,m),3.72-3.78(1H,m),3.88-3.94(1H,m),4.63(1H,

q, J = 6.9 Hz), 5.18(1H, d, J = 4.8 Hz), 5.36(1H, m), 5.53 k& 5.72(2H, ABq,

J = 15.3 Hz), 5.82(1H, d, J = 4.8 Hz), 7.00(1H, d, J = 3.6 Hz), 7.69(1H, dd,
J=6.0 &% 8.4Hz), 8.08(1H, d, J = 3.6 Hz), 8.62(1H, d, J = 6.0 Hz), 8.63(1H,
d, J = 8.4 Hz).

IR (KBr) cm™':3387, 1770, 1667, 1605, 1543, 1495, 1461, 1399, 1359, 1321,
1285, 1202, 1149, 1131, 1081, 1058, 1029.

MS(ESI): 675*(MtH').

TEASHF  CpHyCIN0,S, - 6.0 H,0 - 0.2(C;H,0H). o
SHEfE : C,41.68 ; H,5.15 ; N,14.09 ; C1,4.46 ; S,8.06 (%).
WERE: C,41.53 ; H,5.05 ; N,14.16 ; C1,4.35 ; S,7.82 (%).
B 163
HZN_(‘I(L
| oo
'H-NMR (D,O) 6 1.44(3H, d, J = 7.2 Hz), 2.30(1H, m), 2.53(1H, 1), 3.19 & ®

3.33(2H, ABq, J = 17.7 Hz), 3.42-3.59(2H, m), 3.72-3.78(1H, m), 3.88-3.94
(1H, m), 4.66(1H, q, J = 7.2 Hz), 5.18(1H, d, J = 5.1 Hz), 5.38(1H, m), 5.52
K 5.71(2H, ABq, J = 15.0 Hz), 5.87(1H, d, J = 5.1 Hz), 7.00(1H, d, J =

3.6 Hz),7.69(1H, dd, J = 6.3 & 8.4 Hz), 8.08(1H,-d, J = 3.6 Hz), 8.62

(1H, d, J = 6.3 Hz), 8.64(1H, d, J = 8.4 Hz).

IR (KBr) cm'':3406, 2978, 1772, 1601, 1541, 1497, 1461, 1395, 1364, 1313,
1287, 1222, 1186, 1161, 1132, 1094, 1065, 1034.

MS(ESI): 675*(M+H').

TeFE A CyH;,CINGG,S, - 3.2 H,0 - 0.45(C,H,0H).
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EtEfE : C,44.81 ; H,4.91 ; N,14.75 ; C1,4.67 ; S,8.44 (%).
HEyE : C,44.79 ; H,4.97 ; N,14.64 ; Cl,4.61 ; §5,8.28 (%).

BB 164

HQ’“‘I*L J;?V% O

o” O

'H-NMR (D,O) 0: 1.44(3H, d, J = 7.2 Hz), 2.30(1H, m), 2.54(1H, m), 3.19 R
3.33(2H, ABq, J = 18.0 Hz), 3.42-3.59(2H, m), 3.72-3.77(1H, m), 3.88-3.94
(1H, m), 4.65(1H, q, J = 7.2 Hz), 5.18(1H, d, J = 4.8 Hz), 5.38(1H, m),
5.52 J 5.72(2H, ABq, J = 14.7 Hz), 5.88(1H, d, J = 4.8 Hz), 7.00(1H,

d, J = 3.3 Hz), 7.69(1H, dd, J = 6.0 J 8.4 Hz), 8.08(1H, d, J = 3.3
Hz), 8.62(1H, d, J = 6.0 Hz), 8.65(1H, d, J = 8.4 Hz).

IR (KBr) cm':3397, 2982, 1773, 1602, 1540, 1497, 1462, 1395, 1364, 1316,
1287, 1186, 1132, 1092, 1064, 1034.

MS(ESI): 675*(M+H').

wEZ oM CyH,yCIN,O0,S, - 5.0 H,0 - 0.1(C,;H,0H).

FtEfE : C,42.52 ; H,4.94 ; N,14.53 ; C1,4.60 ; S,8.32 (%).

BEME: C,42.54 ; H,4.95 ; N,14.29 ; C1,5.01 ; S,8.09 (%).

BBl 165

HoN— L)L ijy %N«O

'H-NMR (D,O) 6: 1.43(3H, d, J = 6.9 Hz), 1.76-1.89(1H, 'm), 2.08-2.18(1H, m),
2.98-3.52(5H, m), 3.18 Kk 3.37(2H, ABq, J = 18.3 Hz), 4.55(2H, d, J = 6.3Hz),
4.65(1H, q, J = 6.9 Hz), 5.18(1H, d, J = 4.8 Hz), 5.55 & 5.70(2H, ABq, J =
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15.0 Hz), 5.86(1H, d, J = 4.8 Hz), 7.04(1H, d, J = 3.3 Hz), 7.70(1H, dd, J =
6.3 & 8.1Hz), 8.15(1H, d, J = 3.3 Hz), 8.63(1H, d, J = 8.1 Hz), 8.65(1H, d,
J = 6.3 Hz).

IR (KBr) cm':3397, 2982, 1774, 1602, 1539, 1499, 1454, 1391, 1363, 1319,
1286, 1185, 1158, 1129, 1092, 1064, 1033.

MS(FAB): 689*(M+H').

TTESW  CyHy,CIN0,S, - 4.9 H,0.

StE1fE : C,43.26 ; H,5.03 ; N,14.41 ; C1,4.56 ; S,8.25 (%).

gipm:  C,43.23 ; H,5.01 ; N,14.42 ; C1,4.47 ; S,8.14 (%).

H Bl 166

H2N—<\

1@—}

H-NMR (D,0) 6: 1.43(3H, d, J = 6.9 Hz), 1.81-1.94(1H, m), 2.02-2.34(3H, m),
3.18 K 3.39(2H, ABq, J=17.7THz), 3.26-3.49(2H, m), 4.09-4.19(1H, m), 4.65(1H,
q, J.= 6.9 Hz), 4.75(2H, brs), 5.18(1H, d, J = 4.8 Hz), 5.57 K& 5.71(2H, ABg,
J =15.3 Hz), 5.86(1H, d, J = 4.8 Hz), 7.10(1H, d, J = 3.0 Hz), 7.74(1H, dd, '
J=6.3 & 8.4Hz), 8.17(1H, d, J = 3.0 Hz), 8.66(1H, d, J = 8.4 Hz), 8.69(1H,
d, J = 6.3 Hz).

IR (KBr) cm':3396, 2982, 1775, 1602, 1540, 1501, 1465, 1391, 1364, 1287,
1186, 1158, 1131, 1092, 1064, 1033.

MS(FAB): 689*(M+H').

TTESH CyH, CIN,0,S, - 4.9 H,0.

StEfE . ,43.26 ; H,5.03 ; N,14.41 ; C1,4.56 ; S,8.25 (%).

wEyE: (C,43.54 ; H,5.01 ; N,14.32 ; C1,4.40 ; S,7.96 (%).

HEitep] 167
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S Clo
H
HZN_QNII\TU‘N S Z |
j/:: '
o) o) N;El\/N N’j[jf
Men- -
yron 0
o

H-NMR (D,0) O : 1.44(3H, d, J = 7.2 Hz), 2.02-2.31(2H, m), 3.18 B 3.40(ZH,
ABq, J = 17.7 Hz), 3.30(1H, d, J = 12.9 Hz), 3.65(1H, dd, J = 4.8 & 12.9 Hz),
4.37-4.50(1H, n), 4.66(1H, q, J="7.2Hz), 4.63-4.74(1H, n), 4.86(2H, n), 5.19(1H,
d, J =5.1Hz), 5.58 % 5.71(2H, ABq, J = 15.0 Hz), 5.86(1H, d, J = 5.1 Hz),
7.12(1H, d, J = 3.3 Hz), 7.75(1H, dd, J = 6.0 & 8.4 Hz), 8.19(1H, d, J = 3.3
Hz), 8.67(1H, d, J = 8.4 Hz), 8.69(1H, d, J = 6.0 Hz). ®
IR (KBr) cm™':3395, 2984, 1774, 1603, 1539, 1502, 1465, 1392, 1364, 1322, 1287,
1221, 1186, 1132, 1091, 1066; 1034.

MS(FAB): 705*(M+H!).

THESH  CyHyC1N,0,8, - 4.5 H,0.

BHEfE : C,42.77 ; H,4.87 ; N,14.25 ; C1,4.51 } S,8.16 (%).

WERE:  C,42.69 ; H,4.51 ; N,14.46 ; C1,4.36 ; S,8.04 (%).

HHE] 168

s Cl

HZN—QNI(?LHj;fS 4
nL) o N;f;\”’ﬁg;EEN’"‘T’NHz

MemS—OH oo Me
o]

'H-NMR (D,0) 6 : 1.39(3H, d, J=6.6 Hz), 1.43(3H, d, J=6.9Hz), 3.18 ;& 3.38(2H,

ABq, J =17.7 Hz), 3.99(1H, q-like), 4.65(1H, q, J = 6.9 Hz), 4.66(2H, t-like),

5.18(1H, d, J = 4.8 Hz), 5.57 & 5.7T1(2H, ABq, J = 15.0 Hz), 5.86(1H, d, J =

4.8 Hz), 7.11\(1H, d, J =3.0 Hz), 7.74(1H, dd, J = 6.3 K& 8.4 Hz), 8.14(1H,

d, J = 3.0 Hz), 8.64(1H, d, J = 8.4 Hz), 8.69(lH, d, J = 6.3 Hz).

IR (KBr) cm':3397, 2983, 1773, 1597, 1539, 1502, 1466, 1395, 1364, 1325,
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1289, 1181, 1112, 1063, 1033.

MS(FAB): 663'(M+H').

TR Gl CINGS, - 4.7 H,0.

SHEME : C,41.76 ; H,4.91 ; N,14.98 ; C1,4.74 ; S,8.58 (%).
WEAE: C,41.81 ; H,4.80 ; N,14.92 ; C1,4.70 ; S,8.59 (%).
iRl 169

s L STR

'H-NMR (D,0) & : 1.43(3H, d, J =7.2 Hz), 2.31(2H, quintet, J=7.2 Hz), 2.91(3H,

HN—

s), 3.17 K 3.37(2H, ABq, J = 17.7 Hz), 3.38(2H, t, J = 7.2 Hz), 4.48(2H, t,
J=17.2Hz), 4.65(1H, q, J = 7.2 Hz), 5.18(1H, d, J = 4.8 Hz), 5.56 J 5.69(2H,
ABq, J = 15.0 Hz), 5.85(1H, d, J = 4.8 Hz), 7.05(1H, d, J = 3.3 Hz), 7.69(1H,
dd, J=6.0 & 8.7Hz), 8.14(1H, d, J =3.3 Hz), 8.59(1H, d, J=8.7Hz), 8.64(1H,
d, J =6.0 Hz).

IR (KBr) cm':3373, 1774, 1600, 1540, 1498, 1457, 1392, 1363, 1321, 1286,
1184, 1127, 41082, 1033.

MS(FAB): T19*(M+H').

TCEASH CyH; CIN,0,S, - 4.3 H,0.

Ft®fE : C,42.21 ; H,5.01 ; N,17.58 ; Cl1,4.45 ; §,8.05 (%).

HEE: C,42.28 ; H,4.87 ; N,17.55 ; C1,4.19 ; S,7.84 (%).

BBl 170
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'H-NMR (D,0) & : 1. 43(3H, d, J = 7.2 Hz), 3.17 K 3.38(2H, ABg, J = 17.7 Hz),

3.22(2H, m), 3.69(2H, t, J=6.3Hz), 3.81(2H, n), 4.65(1H, q, J=7.2Hz), 4.83(2H,

t, J = 6.3 Hz), 5.18(1H, d, J = 4.8 Hz), 5.57 K 5.T1(2H, ABq, J = 15.0 Hz),

5.86(1H, d, J = 4.8 Hz), 7.10(1H, d, J = 3.3 Hz), 7.74(1H, dd, J =6.0 K 8.4
Hz), 8.16(1H, d, J = 3.3 Hz), 8.64(1H, d, J = 8.4 Hz), 8.69(1H, d, J = 6.0 Hz).
IR (KBr) cm'':3385, 1773, 1601, 1539, 1500, 1466, 1393, 1364, 1287, 1186, 1139,

1112, 1064, 1033.

MS(FAB): 693*(M+H').

TtESH  CyH;,CIN,O,S, - 2.9 H,0.

St&fE : C,43.51 ; H,4.71 ; N,15.03 ; C1,4.76 ; S,8.60 (%).

HEME: C,43.61 ; H,4.80 ; N,15.12 ; C1,4.48 ; S,8.21 (%).

B 171
s Clg
HoN—4 H
2 NI,\]HLNI(S A~
N~ N{
o o f\/ \N'OH
Me* -
g/—OH ogle!
o

'H-NMR (D,0) & : 1.43(3H, d, J = 7.2 Hz), 3.19 K 3.28 (2H, ABq, J = 18.0 Hz),
4.64(1H, q, j = 7.2 Hz), 5.15(1H, d, J = 4.8 Hz), 5.41 K 5.65(2H, ABq, J =
15.0 Hz),‘5.87(1H, d, J = 4.8 Hz), 6.58(1H, d, J = 3.3 Hz), 7.43(1H, dd, J =
6.3 & 8.1Hz), 7.90(1H, d, J = 3.3 Hz), 8.37(1H, d, J = 8.1 Hz), 8.40(1H, d,
J = 6.3 Hz).

IR (KBr) cm'':3468, 3144, 3116, 3099, 3080, 2980, 2951, 2924, 2870, 2341,
2276, 2256, 1934, 1891, 1754, 1618, 1580, 1499, 1449, 1429, 1365, 1345,
1309, 1237, 1227, 1208, 1187, 1159, 1114, 1054.

MS(FAB): 622*(M+H').

TTESH CyHy,CIN,0,S, - 3.5 H,0.

at&fE : C,40.32 ; H,3.97 ; N,14.31 ; C1,5.17 ; S,9.36 (%).
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B -
BBl 172

C,40.38 ; H,3.90 ; N,14.23 ;

'H-NMR (D,0) & : 1.44(3H, d, J = 6.9 Hz),

C1,5.36

; 5,9.25 (%).

3.18 % 3.37 (2H, ABq, J.= 17.4 Hz),

4.26(s, 3H), 4.65(1H, q, J = 6.9 Hz), 5.18(1H, d, J = 4.8 Hz), 5.55 & 5.T1(2H,

ABq, J = 15.3 Hz), 5.88(1H, d, J = 4.8 Hz), 6.91(1H, d, J = 3.6 Hz), 7.74(1H,

dd, J=6.3 &% 8.1Hz), 8.31(1H, d, J=3.6 Hz), 8.65(1H, d, J=8.1Hz), 8.68(1H,

d, J = 6.3 Hz).
R (KBr) cm':3410, 3134, 2941, 1778,

1211, 1188, 1155, 1120, 1058, 1034.

MS(ESI): 636'(M+H').
TTERAH CyHyC1N0,8,
EHEE
BEE
oS ERRE -

s_ACl
BocHN—, | H s
l );w: >
N, 7

- 3.2 H,0.

C,41.55 ; H,4.13 ; N,14.13 ;

C,41.62 ; H,4.21 ; N,14.26 ;

ND )
Mel""{ COOPMB  \=——
0,BH

'H-NMR (d;-DMSO) & :

J

18.0 Hz), 3.76(3H, s), 4.26(3H, s),

J

15.3 Hz), 5.97(1H, dd,
Hz), 6.95(1H, d, J = 3.6 Hz),

-175-

1674,

€l,5.11
€1,4.90 ;

,OMe
N

1.44(3H, d, J =6.9 Hz),

5.1 Hz), 5.22 K 5.29(2H, Abq, J = 11.7 Hz),

J=5.1 and 8.4 Hz), 6.82(1H, s), 6.89(2H, d,

1614, 1537, 1457, 1364, 1234,

; S,9.24 (%).
S,9.08 (%).

1.46(9H, s), 3.34 K 3.42(2H, Abq,
4.89(1H, q, J = 6.9 Hz), 5.19(1H, d,
5.68 & 5.75(2H, Abq, J =

J=29.0

7.20-7.42(12H, m), 7.84(1H, dd, J = 6.0 and 8.1
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Hz), 8.67(1H, d, J = 6.0 Hz), 8.73(1H, d, J = 3.6 Hz), 8.86(1H, d, J = 8.1 Hz),

9.76(1H, d, J = 8.4 Hz), 12.1(brs).

IR (KBr) cm':3394, 3131, 3091, 3061, 3031, 2978, 2937, 1789,

1613, 1549, 1515, 1495, 1455, 1391, 1368, 1247, 1176, 1154,
1032.

MS(FAB): 1222'(C4H,,CIN;0,,S,").

EiEs) 173

HaN—4 IKLL M
S e
NP \T/QE»—NFE
N:g
5}—()&1 oo

)

'H-NMR (D,0) & : 1.47(3H, d, J = 6.9 Hz), 2.43(3H, s), 3.26 K 3.62 (2H, ABq,
J=17.7THz), 4.66(1H, q, J=6.9Hz), 4.79 K 4.95(2H, ABq, J=14.THz), 5.26(1H,

d, J = 4.8 Hz), 5.88(1H, d, J = 4.8 Hz), 6.26(1H, s).

IR (KBr) cm'':3312, 3190, 1776, 1671, 1617, 1535, 1460, 1392,

1134, 1100, 1064, 1034.
MS(FAB): 602*(M+H').
STEAH CpHy,yCIN0,S, + 2.5 H,0.

tE{E: C,37.12 ; H,3.89 ; N,15.15 ; C1,5.48 ; S,14.87 (%).

wEaE: C,36.94 ; H,3.98 ; N,14.93 ; C1,5.42 ; $,15.09 (%).

HiEH] 174

'H-NMR (D,O) 0:1.44(3H, d, J = 7.2 Hz), 3.26 )% 3.66(2H, ABq, J = 18.0 Hz),

4.64(1H, q, J = 7.2 Hz), 5.25 F 5.50(2H, ABq, J = 14.4 Hz), 5.28(1H, d, J =
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4.8 Hz), 5.89(1H, d, J = 4.8 Hz), 6.78(1H, dd, J = 1.8 K 3.0 Hz), 8.04(1H,
d, J =1.8 Hz), 8.27 K% 8.94(2H, ABq, J = 7.2 Hz), 8.53(1H, d, J = 3.0 Hz).
R (XBr) cm':3417, 3135, 1779, 1673, 1639, 1537, 1480, 1446, 1397, 1360,
1217, 1159, 1116, 1036.

MS(FAB): 633*(M+H').

TE4m  Cy H;, CIN,0,S, - 2.7 H,0.

=M C,42.29 ; H,3.90 ; N,16.44 ; C1,5.20 ; S,9.41 (%).

HEME: (,42.41 ; H,3.97 ; N,16.42 ; C1,4.93 ; S,9.24 (%).

B 175
S Cl ‘
HoN—4
ee U“‘“
Me'"

'H-NMR (D;0) & : 1.44(3H, d, J = 6.9 Hz), 3.28 & 3.70(2H, ABq, J = 18.0 Hz),
4.65(1H, q, J = 6.9 Hz), 5.30(1H, d, J = 5.1 Hz), 5.36 & 5.63(2H, ABq, J =
14.7 Hz), 5.92(1H, d, J = 5.1 Hz), 8.07(1H, d, J = 1.8 Hz), 8.59 & 9.18(2H,
ABg, J = 7.5 Hz), 8.85(1H, d, J = 1.8 Hz).

IR (KBr) cm':3415, 3132, 1778, 1673, 1638, 1530, 1475, 1341, 1247, 1186, 1159, ®
1125, 1095, 1064, 1032.

MS(FAB): 634'(M+H').

TESM  CuHyCIN,0.S, - 2.6 HO0.

SEfE : C,40.57 ; H,3.73 ; N,18.51 ; C1,5.21 ; S,9.42 (%).

WER(E :  C,40.61 ; H,3.67 ; N,18.52 ; C1,4.96 ; S,9.20 (%).

BBl 176
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/\/\N

HaN—4 l(uoj"];(\gy e

2

'H-NMR (D,0) & : 2.30(2H, m), 2.67(3H, s), 3.0542H, m), 3.15 K 3.38 (2H, ABg,
J = 17.7 Hz), 4.52(2H, t, J = 6.6 Hz), 4.55(2H, s), 5.17(1H, d, J = 4.8 Hz),
5.56 A& 5.67(2H, ABg, J = 15.0 Hz), 5.85(1H, d, J = 4.8 Hz), 7.04(1H, d, J =

3.3 Hz), 7.68(1H, dd, J = 6.3 & 8.1 Hz), 8.11(1H, d, J = 3.3 Hz), 8.59(1H,

d, J = 8.1 Hz), 8.64(1H, d, J = 6.3 Hz).

IR (KBr) cm'':3418, 1771, 1607, 1534, 1497, 1466, 1391, 1360, 1317, 1152,
1119, 1052, 1020.

MS(ESI): 707*(M+H').

STESH  CyHyBrN,0,S; - 5.4 Hy0.

StE{H : C,38.80 ; H,4.73 ; N,13.92 ; Br,9.93; S,7.97 (%).

EEHE : C,38.80 ; H,4.46 ; N,14.04 ; Br,9.66; S,8.01 (%).

VU R

Bﬂﬁi}w);g)v‘ ’ o

/\/\ ~Boc
COOPMB Me

COZ‘Bu

'H-NMR (d;-DMSO) & : 1.40(9H, s), 1.46(18H, s), 2.03(2H, m), 2.78(3H, brs),
3.18(2H, t, J=6.6Hz), 3.26 K% 3.43(2H, Abg, J =18.3 Hz), 3.75(3H, s), 4.43(2H,
t-like), 4.55(2H, s), 5.17(1H, d, J = 4.8 Hz), 5.21 & 5.28(2H, Abg, J = 11.7
Hz), 5.65 & 5.73(2H, ABq, J = 15.0 Hz), 5.94(1H, dd, J =4.8 & 8.7 Hz), 6.88
& 7.32(4H, Abg, J = 8.7 Hz), 7.00(1H, d, J = 3.3 Hz), 7.79(1H, dd, J = 6.0
K 8.1 Hz), 8.43(1H, d, J = 3.3 Hz), 8.60(1H, d, J = 6.0 Hz), 8.88(1H, d, J
= 8.1 Hz), 9.61(1H, d, J = 8.7 Hz), 12.1(brs).
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R (KBr) cm'':3428, 3060, 2976, 2933, 1790, 1720, 1686, 1630, 1613, 1584,
1548, 1515, 1496, 1455, 1393, 1368, 1300, 1247, 1156, 1078, 1062, 1024.

MS(ESI): 1083'(C,;H;BrN,0,,S,").

EhEpl 177
HqN-—<

C02H
'H-NMR (D,0) & : 1.43(3H, d, J = 6.9 Hz), 3.17 & 3.38(2H, ABq, J = 17.7 Hz),
4.65(1H, q, J = 6.9 Hz), 4.70-4.75(4H, m), 5.18(1H, d, J = 4.8 Hz), 5.57 & .

5.71(2H, ABq, J = 15.3 Hz), 5.86(1H, d, J = 4.8 Hz), 5.95(1H, quintet-like),
7.20(1H, d, J = 3.6 Hz), 7.73(1H, dd, J = 6.3 & 8.4 Hz), 8.53(1H, d, J = 3.6
Hz), 8.60(1H, d, J = 8.4 Hz), 8.70(1H, d, J = 6.3 Hz).

IR (KBr) cm’':3407, 2985, 2670, 1773, 1604, 1539, 1502, 1463, 1394, 1364,
1286,1185, 1136, 1090, 1064, 1032.

MS(FAB): 661*(M+H") .

TR CyH,CIN,0,S, - 4.5 H,0.

tEfE : C,42.08 ; H,4.62 ; N,15.10 ; C1,4.78 ; §,8.64 (%).

HWERE : (,42.05 ; H,4.60 ; N,15.23 ; Cl,4.50 ; S,8.34 (%). .
R 178
HZN%AIHI‘
r(i\‘\/o/mb
Meln

CO,H
'H-NMR (D,0) & : 1.37(3H, d, J = 6.9 Hz), 4.34 & 4.41(2H, ABq, J = 17.4 Hz),
4.61(1H, q, J = 6.9 Hz), 4.87 K 5.21(2H, ABq, J = 14.7 Hz), 5.31(1H, d, J =

3.9 Hz), 5.65(1H, d, J = 3.9 Hz), 6.83 & 8.08(2H, ABq, J = 7.2 Hz).
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IR (KBr) cn':3344, 3197, 1781, 1655, 1538, 1444, 1402, 1372, 1349, 1279,
1240, 1210, 1171, 1109, 1064, 1034.

MS(FAB): 566°(M+H')

TR O HCING,S - 3.0 HO.

SHEfE - ,40.68 ; H,4.23 ; N,15.81 ; C1,5.72 ; S,5.17 (%).

WE(E: C,40.56 ; H,3.90 ; N,15.83 ; C1,5.84 ; §,5.18 (%).

HHEHI 179

Met
CO';H

'H-NMR (D,0) & : 1.38(3H, d, J = 7.2 Hz), 3.33(2H, t, J = 6.0 Hz), 3.73(2H, t,
J=6.0Hz), 4.34 & 4.45(2H, ABq, J = 17.4 Hz), 4.63(1H, q, J = 7.2 Hz), 4.78
% 5.32(2H, ABq, J = 14.7 Hz), 5.33(1H, d, J = 3.9 Hz), 5.63(1H, d, J = 3.9
Hz), 6.83(2H, d-like), 8.08(2H, m).

IR (KBr) cm'':3396, 3067, 1779, 1649, 1601, 1556, 1448, 1403, 1371, 1350,
1279, 1217, 1171, 1107, 1063, 1033.

MS(FAB): 623 (WHE')

TEASK CoHyCIN0,S - 4.9 HO.

SHEfE: C,40.52 ; H,5.21 ; N,15.75 ; C1,4.98 ; S,4.51 (%).

wEE:  C,40.36 ; H,4.96 ; N,15.90 ; C1,5.12 ; $,4.67 (%).

BB 180
HN— |
2 TYL j;f \J» O/N\/\NHMe
Me"" o,
CO,H

'H-NMR (D,0) & : 1.31 (3H, d, J = 7.2 Hz), 2.64 (3H, s), 3.03 (1H, d, J =17.1
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Hz), 3.21 (2H, t, J = 6.0 Hz), 3.45 (1H, d, J = 17.1 Hz), 3.61 (2H, t, J = 6.0
Hz), 4.51 (1H, q, J = 7.2 Hz), 4.76 (1H, d, J = 15.0 Hz), 4.97 (1H, d, J = 15.0

Hz), 5.10 (1H, d, J = 4.2 Hz), 5.70 (1H, d, J = 4.2 Hz), 6.81 (2H, d, J = 6.3

Hz), 8.01-8.13 (2H, m).

R (KBr) cm': 3388, 3066, 1773, 1650, 1590, 1557, 1533, 1450, 1394,

1355, 1320, 1289, 1217, 1169, 1094, 1064, 1036.

MS(FAB): 623' (M+H') .

wEzaMH  CHy,,FN,0,S,-3.8 H,0.

stEfE . C, 41.71; H, 5.05; N, 16.21; F, 2.75; S, 9.28 (%).
gim: C, 41.69; H, 4.92 ; N, 16.23; F, 2.51; S, 9.05 (%).

HiEp 181

N

HaN— 2/“- NH,

| Dg\/(\lf

Q/N
Meun COZ

CO,H
'H-NMR (D,0) &: 1.52 (3H, d, J = 6.9 Hz), 3.25 (1H, d, J = 17.7 Hz),
d, J=17.7 Hz), 4.84 (1H, q, J = 6.9 Hz), 4.88 (1H, d, J = 14.7 Hz),
d, J = 14.7 Hz), 5.26 (14, d, J = 5.1 Hz), 5.87 (1H, d, J = 5.1 Hz),
d, J

‘7.5 Hz), 8.21 (1H, dd, J = 1.5, 7.5 Hz), 8.68 (1H, d, J =1

IR (KBr) cm'': 3397, 3198, 1776, 1659, 1539, 1494, 1445, 1391, 1372,

1238, 1169, 1103, 1065, 1037.

MS (FAB): 583 (M+H)', 1165 (2M+H)* .

& a  Cy,H,,CIN,0,5,-2.1 H,0.

&M : C, 38.69; H, 3.77; N, 18.05; C1, 5.71; S, 10.33 (%).
HixfE: C, 38.81; H, 3.70; N, 18.01; Cl, 5.54; S, 10.05 (%).
Hhtap] 182
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*bN—<~:[T)L
gyfj Th
Mem< Coy
CO,H

'H-NMR (D;0) & : 1.44 (3H, d, J = 6.9 Hz), 3.16 (1H, d, J = 17.7 Hz), 3.57 (1H,
d, J = 17.7 Hz), 4.21 (2H, m), 4.52 (2H, m), 5.11 (1H, d, J = 14.4 Hz), 5.24
(1H, d, J = 4.8 Hz), 5.86 (1H, d, J = 4.8 Hz), 6.89 (2H, m), 8.23 (2H, m).
IR (KBr) cm'': 3399, 3059, 1772, 1649, 1601, 1551, 1445, 1361, 1288,

1217, 1167, 1095, 1065, 1035.

MS (FAB): 637 (M+H)*, 1273 (2M+H)* .

TEoM  CyH,C1N;0,5,-2.2 H,0.

StiEfE : C, 42.60; H, 4.38; N, 16.56; Cl, 5.24; S, 9.48 (%).

HE@: C, 42.67; H, 4.31; N, 16.71; Cl, 5.16; S, 9.08 (%).

151 183
s._Cl
HoN—4
N:[T)L \él\, e
N+
Me III C02

COZH

'H-NMR (D,0) & : 1.33 (3H, d, J = 6.9 Hz), 2.62 (3H, s), 3.12 (1H, d, J = 18.0
Hz), 3.22 (2H, t, J = 5.7 Hz), 3.53 (1H, d, J = 18.0 Hz), 3.82 (2H, t, J = 5.7
Hz), 4.54 (1H, q, J =6.9 Hz), 4.75 (1H, d, J = 14.7 Hz), 4.96 (1H, d, J = 14.7
Hz), 5.13 (1H, d, J = 5.1 Hz), 5.74 (1H, d, J = 5.1 Hz), 6.77 (1H, d, J = 7.5
Hz), 8.12 (1H, br d, J = 7.5 Hz), 8.70 (1H, br s).

IR (KBr) cm'i: 3409, 1775, 1652, 1605, 1538, 1509, 1447, 1394, 1370,

1287, 1170, 1095, 1065, 1035.

MS (FAB): 640 (M+H)*, 1279 (2M+H)*

i%%*ﬁ C”H“CIN907SQ'3.5 H;O.
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StEfE : C, 39.29; H, 4.73; N, 17.93; Cl, 5.04; S, 9.12 (%).
HigfE: C, 39.43; H, 4.68; N, 17.74; Cl, 5.00; S, 8.95 (%).

Hitp 184
H2N—<\ IHL j ,\g\/ O/N\/\N/\,OH
Mew COy”

CO,H

'H-NMR (D,0) & : 1.45 (3H, d, J = 6.9 Hz), 3.17 (1H, d, J = 18.0 Hz), 3.24 (2H,

"

t, J=5.1Hz), 3.39 (2H, t, J = 6.3 Hz), 3.57 (1H, d, J

18.0 Hz), 3.77 (2H,

—+
(-
"

6.3 Hz), 3.85 (2H, t, J = 5.1 Hz), 4.66 (1H, q, J = 6.9 Hz), 4.88 (1H,

d, J=15.0 Hz), 5.09 (1H, d, J = 15.0 Hz), 5.24 (1H, d, J = 4.8 Hz), 5.86 (1H,

.
[
1

4.8 Hz), 6.94 (2H, d, J = 6.9 Hz), 8.19 (2H, m).

IR (KBr) cm': 3378, 1774, 1650, 1598, 1556, 1448, 1394, 1358, 1286,
1218, 1168, 1093, 1066, 1034.

MS (FAB): 669 (M+H)'

TEAN  C5HyCIN,0,5,2.7 Hy0.

BHEfE : C, 41.83; H, 4.83; N, 15.61; Cl, 4.94; S, 8.93 (%).
BEME: C, 41.76; H, 4.61; N, 15.80; Cl, 4.78; S, 8.65 (%).

I*m@

Meln
co,H 02

BB 185

H2N—(\

'H-NMR (ds-DMSO) & :1.39 (3H, d,J = 6.9 Hz), 2.21 (3H, brs), 2.97 F 3.48 (2H, ABqt, J
=17.7 Hz), 4.57 (1H, q, ] = 6.9 Hz), 5.09 (1H, d, J = 4.8 Hz), 5.41 (2H, brs), 5.77 (1H, dd, J
= 4.8, 8.4 Hz), 6.75 (1H, t-like), 7.37-7.39 (3H, m), 7.70 (2H, brs), 8.05 (1H, d, J = 5.4 Hz),

9.96 (1H, brs), 13.5 (1H, brs).
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IR (KBr) cm?:3339, 3195, 1773, 1646, 1603, 1567, 1479, 1424, 1394, 1338, 1286, 1227,
1190, 1161, 1094, 1035.

MS(FAB): 635* (M+H)*.

FTLESI  CuHyuCINGO;S, * 2.3 H,0.

EtEfl : C42.61; H,4.11; N,16.56 ; C1,5.24; S,9.48 (%).

HEME ©  C,42.72; H,4.27; N,16.53 ; C1,5.02; S,9.13 (%).

I 186
HoN—Q I(L
%N/\,NHMG
Meln
oo H CO2

'H-NMR (D,0 + DCl) §:1.54 3H, d,J = 7.5 Hz), 2.76 (3H, s), 3.24 }; 3.46 (2H, ABqt, J
= 18.6 Hz), 3.51 (2H, t, ] = 6.3 Hz), 4.56 (2H, t, J = 6.3 Hz), 4.98 (1H, q, J = 7.5 Hz), 5.27
(1H, d,J = 4.8 Hz), 5.36 F 5.49 (2H, ABq, J = 15.9 Hz), 5.91 (1H, d,J = 4.8 Hz), 7.11 (1H,
dd, J = 6.3, 7.8 Hz), 7.80 (1H, d, J = 7.8 Hz), 7.95 (1H, d,J = 6.3 Hz).

IR (KBr) cm™: 3369, 2457, 1761, 1646, 1564, 1475, 1435, 1398, 1360, 1317, 1284, 1191,
1164, 1092, 1036.

MS(FAB): 678* (M+H)*

TLESHN  CyuHyuCINGO,S, - 3.2 H,0

SHEfH : C42.44; H,4.71;N,17.13 ; C1,4.82; S,8.72 (%).

HEE ©  C,42.15; H,4.41 ;N,17.15; C1,4.86; S,8.68 (% ).

Bt 187

j/\(LL l | N NH;
NH,

HoN—&

e"l
COQH CO,

'"H-NMR (D.O + DCI) ¢:1.55(3H, d,J = 6.9 Hz), 2.16-2.24 (3H, m), 3.37 (1H, d, J = 18.3
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Hz), 3.43 (3H, s), 3.57-3.76 (4H, m), 4.31 (2H, t, J = 8.1 Hz), 4.79 (1H, d, J = 5.1 Hz), 4.99
(1H, q,J = 6.9 Hz), 5.49 J¢ 5.68 (2H, ABq, J = 15.0 Hz), 5.92 (1H, d, J = 5.1 Hz), 7.35 (1H,
dd, J = 6.6, 7.8 Hz), 7.97 (1H, d, J = 7.8 Hz), 8.14 (1H, d, J = 6.6 Hz).

IR (KBr) cm’: 3378, 3183, 1773, 1650, 1565, 1495, 1441, 1395, 1352, 1316, 1287, 1223,
1165, 1095, 1034.

MS(FAB): 723* (M+H)*

TTEMT  CyH; CINGO,S, - 2.6 H,0.

F1E{E : C42.11; H,4.74 ; N,18.19 ; C1,4.60; S,8.33 (%).

BhfE: C42.14 ;H,4.54 ;N,18.19 ; C1,4.50; S,8.16 (%) .

EhtEp 188

HeN=¢ IKL ¥

FLO

2 N
Me"' co,H ©Oz

'H-NMR (ds-DMSO) 6 :1.39 (3H, d, J = 6.9 Hz), 3.07 & 3.49 (2H, d, J = 17.7 Hz), 4.56
(1H,q,J = 6.9 Hz), 4.92 )¢ 5.38 (2H, ABq, J = 13.5 Hz), 5.07 (1H, d, J = 5.4 Hz), 5.73 (1H,
dd, J = 5.4, 9.0 Hz), 7.35 (1H, d, J = 3.3 Hz), 7.40 (2H, brs), 7.54 (1H, d, J = 3.3 Hz), 8.05
(2H, brs), 8.90 (2H, brd, J = 7.2 Hz), 9.70 (1H, brs).
IR (KBr) cm™: 3416, 2984, 1777, 1643, 1547, 1515, 1476, 1461, 1348, 1204, 1161, 1102,
1063, 1036.
MS(FAB): 665* (M+H)*.
TTED  C,H., CIN,O,S, + 2.5H,0.
ETEME : C,40.59; H,3.69; N,15.78; C1,4.99; S,13.55 (%).
BEE :  C,40.41; H,3.62; N,16.01 ; C1,5.03; S,13.25 (%) .

HHEBI 189
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HoN—G

elll
co,H CO2

]/YLL ;;r >

\Q\/I\%N/\/\NHME-

NH,

'H-NMR (D,0 + DCl) & :1.54 (3H, d,J = 6.9 Hz), 2.14-2.24 (2H, m), 2.71 (3H, s), 3.11 (2H,
1,] = 8.4 Hz), 3.25 & 3.48 (2H, ABqt, J = 18.3 Hz), 4.28 (2H, t,J = 7.5 Hz), 4.99 (1H, g, J =
6.9 Hz), 5.29 (1H, d, J = 4.8 Hz), 5.34 } 5.51 (2H, ABq, J = 15.6 Hz), 5.91 (1H, d, J = 4.8
Hz), 7.08 (1H, dd, J = 6.6, 7.5 Hz), 7.78 (1H, d, J = 7.5 Hz), 7.91 (1H, d, J = 6.6 Hz) .
IR (KBr) cm™: 3341, 3177, 1772, 1646, 1564, 1473, 1439, 1394, 1346, 1284, 1190, 1162, ®
1092, 1058, 1034.
MS(FAB): 692* (M+H)*.
TTES  CyHyCINGO,S, - 3.8 H,0.
StEE : C,42.63; H,4.98; N,16.57 ; C1,4.66; S,8.43 (%).
HERE :©  C,42.69; H,4.81 ;N,16.49 ; C1,4.67; S,8.51 (%) .

BBl 190

oy pertrir

Me< Cos @

CO,H

H 2N"<\

H-NMR (D,0+DCl) 6 :1.55 (3H, d,J = 6.9 Hz), 3.27 2H, 1, J = 8.3 Hz), 3.36 & 3.59 (2H,
ABq, J = 18.3 Hz), 3.61 (2H, 1, J = 6.8 Hz), 3.86 (2H, t, J = 8.3 Hz), 4.98 (1H, sept, J = 6.9
Hz), 5.27 (1H, d, J = 4.8 Hz), 5.47 & 5.70 (2H, ABq, J = 15.2 Hz), 7.32-7.38 (1H, m), 8.01
(1H, d, J = 7.5 Hz), 8.16 (1H, d, J = 6.9 Hz).

IR (KBr) cm™:3371, 3184, 1772, 1667, 1603, 1563, 1395, 1351, 1316, 1222, 1170, 1072,
1034, 984, 867, 758.

MS(FAB): 709* (M+H)*.

TCEMM  CpHaCIN;oO4S, * 2.6 H,0.

-186-



200305422

EtE{E : C41.31;H,4.56;N,18.53; C1,4.69; S,8.48 (%).

HEE ©  C,41.22;H,4.37;N,18.51; C1,5.27; §,8.25 (%) .

i 191
HaN—4 I(\L
N
el @
N'o
Me"- C02

CO,H
'H-NMR (d-DMSO) 6 :1.39 3H, d,J = 6.9 Hz), 3.04 K 3.486 (2H, ABqt, J = 17.4 Hz),
3.67 (2H, , J = 5.4 Hz), 4.07 (2H,1,J = 5.4 Hz), 4.57 (1H, q, J = 6.9 Hz), 4.84 & 5.30 (2H,
ABq, J = 13.8 Hz), 5.06 (1H, d, J = 4.8 Hz), 5.72 (1H, dd, J = 4.8, 8.7 Hz), 6.31 (1H, d, J =
1.8 Hz), 7.14 (2H, brs), 7.41 (2H, brs), 7.57 (1H, d,J = 1.8 Hz), 8.72 (1H, d, J = 7.2 Hz), 9.65
(18, brs), 10.8 (1H, brs).
IR (KBr) cm: 3308, 2948, 1777, 1648, 1608, 1541, 1456, 1357, 1212, 1165, 1109, 1065,
1036.
MS(FAB): 692* (M+H)*.
TCEDH  CyHyCINGO,S, + 2.2 H,O.
StEfE : C,42.68; H,4.19;N,17.23 ; Cl,4.84; S,8.78 (%).

EEE: C42.79;H,4.10 ; N,17.32 ; C1,4.47; S,8.45 (%) .

T,

Ehp 192

HoN—Q

elln
COgH CO2

JH-NMR (d-DMSO) & :1.20 (3H, t,J = 6.9 Hz), 1.38 (3H, d,J = 7.2 Hz), 2.94 & 3.27 (2H,
ABqt, ] = 17.4 Hz), 4.16 (2H, q,J = 6.9 Hz), 4.55 (2H, q, ] = 7.2 Hz), 5.00 (1H, d, J = 4.8 Hz),
5.22 % 5.34 (2H, ABq, J = 14.4 Hz), 5.68 (1H, dd, J = 4.8, 9.0 Hz), 6.05 (1H, s), 6.99 (1H

dd, J = 6.6, 7.5 Hz), 7.40 (2H, brs), 7.79 (1H, d, ] = 7.5 Hz), 7.88 (2H, brs), 8.27 (1H, d, J =
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6.6 Hz), 9.78 (1H, brs).
IR (KBr) cm: 3346, 3189, 2985, 2936, 1777, 1646, 1594, 1563, 1474, 1441, 1386, 1342,
1285, 1191, 1162, 1098, 1036.

MS(FAB): 649* (M+H)*.

TTEDH  CysHysCINGO,S, + 2.3 H,0.

EtE{H : C43.48; H,4.32;N,16.23 ; C1,5.13; S,9.29 (%).

BEME:  C,43.48;H,4.21;N,16.28 ; C1,4.80; S,8.98 (%) .

BHtip 193

HoN—Q IKLL o
;:{ N =
CO,

Me"-
CO.H

'H-NMR (ds-DMSO) & :1.04 (3H, 1, J = 7.2 Hz), 1.40 (3H, d, J = 6.9 Hz), 2.60-2.70 (2H, m),
2.97 K 3.49(2H, ABqt,J = 17.4 Hz), 4.57 (1H, q,J = 6.9 Hz), 5.10 (1H, d, J = 4.8 Hz), 5.24

B 5.46 (2H, ABgq, J = 14.7 Hz), 5.78 (1H, dd, J = 4.8, 8.1 Hz), 6.75 (1H, t-like), 7.37-7.39
(3H, m), 7.72 (2H, brs ), 8.00 (1H, brs), 9.92 (1H, brs), 13.1 (1H, brs).

IR (KBr) cm™: 3341, 3196, 2972, 2934, 1176, 1633, 1567, 1475, 1423, 1344, 1225, 1187, ®
1159, 1101, 1058, 1033.

MS(FAB): 649* (M+H)*.

TLESH  CosH,sCINGO,S, + 2.6H,0.

ETE{H : C,43.15; H,4.37;N,16.10 ; C1,5.09; S,9.21 (%).

#hfE:  C,43.25;H,4.18; N,16.06 ; C1,4.81; S,8.86 (%) .

Bhtpl 194
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Me»
<CO

H2N—<\ IHL

'H-NMR (D,0 + DC1) 6 :1.41 (3H, d,J = 6.3 Hz), 1.54 3H., d,J = 6.9 Hz), 3.26 & 3.49
(2H, ABqt, J = 18.3 Hz), 3.87-3.99 (1H, m), 4.35-4.49 (2H, m),5.29 (1H, d, J = 4.8 Hz), 5.36
K 5.53 (2H, ABq, J = 15.3 Hz), 5.91 (1H, d, J = 4.8 Hz), 7.11 (1H, dd, J = 6.3, 7.8 Hz), 7.83
(1H, d, J = 7.8 Hz), 7.95 (1H, d, J = 6.3 Hz).

IR (KBr) cm?: 3353, 3176, 1756, 1647, 1561, 1436, 1398, 1355, 1318, 1284, 1236, 1165, ‘
1092, 1036.

MS(FAB): 678* (M+H)*.

TTEDT  CyHayCINGO,S, + 3.2 H,0.

EtE{E . C,42.38; H,4.84 ;N,17.11 ; C1,4.81; S,8.70 (%).

HERME : C,42.46 ; H,4.69 ; N,17.11 ; C1,4.58; S,8.47 (%) .

BBl 195

H 2N—<\

eh-
co,H CO2

I/LL I“ e,

WJ\/N NN

NH»

'H-NMR (D,0+DCl) 0 :1.54 (3H, d,J = 6.9 Hz), 2.24 (3H, s), 2.26 (2H, d-like), 2.62-2.74
(2H, m), 3.19-3.34 (3H, m), 3.46 (1H, d, J = 18.3 Hz), 3.72 (2H, d-like), 4.69-4.78 (1H, m),
4.99 (1H, q,J = 6.9 Hz), 5.29 (1H, d,J = 4.8 Hz), 5.35 J 5.53 (2H, ABgq, J = 15.6 Hz), 5.91
(1H, t-like), 7.08 (1H, t-like), 7.94 (2H, t-like).
IR (KBr) cm?: 3355, 3184, 1771, 1594, 1559, 1476, 1434, 1395, 1349, 1317, 1283, 1188,
1166, 1066, 1033, 1001.
MS(FAB): 704* (M+H)".

TTESI  C,sH,CINGO,S, * 3.6 H,0.
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EtEfH : C,43.73;H,4.88;N,16.39; C1,4.61; S,8.34 (%).

BEME© C,43.74 ; H,4.65 ;N,16.50 ; C1,4.40; S,8.13 (%).

B p A

175%5&“@%)5’@%%52%?1&6%(1%

AN A N A
| |
/N%JH /’J%\‘,Me %,Et /%LHch=CH2
i S X =
ANAN, .CH,CH,0H /'J A\, ,.CH,CH,OMe /", Z\-CH2CONH,
B /;J X SN
ANAN CH,CO0H Z\-CH2CHNHCOMe /’J A\, -CH2CH,NHCOOMe .

Y NH, P D
AN /\ /\/kMe i /\rMe

NH,
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Z=
Ty O 8 4 (ol
N=C'N N<¢(NH N<C"NH N~ NH
N HOH,C  NHe OHC  NH, NG N
) N/ I NH
N~ NH 2
Me Me
/
N~ NH () () (
N N<¢“NH N~¢NH N~ ’rll’o\/\NHMe
HOH,C OHC NC e,
7\
N= —i‘/O\/\/NHMe \N{IVNHZ \N;I\ANHz
_ N
NT\NH, Mé NH, Mé NH
Z=
H . H NH H Q
p \N\/\NHz/ \N\/‘NH NHZ/ N—"O0—"NH, O "NHMe o ~NHMe
_ | ) @
N N= N~ N= N</"NH,
N_~NHMe H N
N—""NHMe N—"NHMe H NHMe 4
N~ N N ( ) @
Me OMe NH, N= N=
HN HN
H N_ NHMe H H NH, N~ °
N—"N _
N~ N~ H § N N~
ﬂ 0 e N= H a N=
/ it /N\ NH2 /N\
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' o
H2N‘§\,ﬁ)‘NH
"] N\P\@z (I

> S
OOH

7=

B B RS RN ‘

fi |

/J\]%\‘H %'Me /N Z JEt /%/CHZCH::CHZ

N I RS /;J RS
/"I N\ -CH2CH20H AAN, .CH,CH,OMe A\, CH2CONH, .

N S
» A g

AP\ [CHCOO0H A\ -CH2CH,NHCOMe A _CH,CH,NHCOOMe

A B B
ABZHALEWZREME < MICE (& /MNE KK ERE) )
kEEEREBERE  BRUOEI1-
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(% 1)
Hieh] |EOHEIKE SR3637 | R KA KE SR |[2HEFE SR4321|  #IRE
TR (H-MRSA) *1 25009(MRSE) *2 (Bla++) *3 SR24-12 *3
kb1 >128 >128 6 4 6 4
T 1 6 4 32 16 8
g 3 32 32 16 8
T 4 16 8 4 8
g S 16 8 8 )
T 8 32 32 4 4
= 16 8 2 4
" 18 8 4 2 4
T 19 16 8 1 8
B 20 16 16 8 4
g 79 8 8 2 4
B 98 8 8 2 2
T 124 16 8 4 4
g 132 16 8 4 4

*IHEERMEARBEMUERTCHERE
PR EFHBESEMNERLNAEXRE
*3 AmpC & E & W W W % &

S o)
HAN—Q l(U—NH s
E 8 1 NTY

N N
0o Z > CH,—)

COOH coo

N/

~
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B oEat R - BEBEE 14 EY (ceftazidime)tH (b » %
BEHRES>PARNEXREFNREZCA R ALAEYERIHE S E
MM Z MRSA & MRSE: R & %R E WM %HKkELE
MERE=RDHAEMFR
5OHE 1

KHEBEG | cXFEHALEYHE pHBEEBBBH KER K
T OB OB GA & -

E X L A E S

AEHLEWHaEWNARHESEEMERTR DR EF
H -®p-2NEEBLYXE  HEEEL CEHL-ZAEK
BMeMREIEDRAUEEFRFEENR - BRERBAER
mAKEH® > MBEBEHNE-
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2

(X F >

TH S~ SO = O

XBEEX CN ERETHNACEFBEE BKRE - K
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ABEDNAREHEREMAE: TERREZERKE - F
ERMREZEERE  HATAFNREZEMEKEE) S
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{th ~ AR E

A cephem compound having broad antibiotic spectrum

HQN—(\‘j\(U.
9-+Vy

(wherein,

T represents S, SO or O;

X represents a halogen atom, CN, a carbamoyl group optionally
substituted by a lower alkyl group, a lower alkyl group, a lower
alkoxyl group or a lower alkylthio group;

A represents a substituted lower alkylene group(substituting
group: optionally substituted mono lower alkyl group, optionally
substituted lower alkylidene group, or optionally substituted

lower alkylene group);

Z® represents a optionally substituted N-containing
heterocyclic group having a cation group) or the ester,
the compound protected on the amino group on 7-position
of the thiazole ring, or the pharmaceutically acceptable

salt or the solvate thereof is disclosed.
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o~ HEAEE
—EM TR EW  HE - RHE T BEUBREEE R

EECRNHUEFHBABHA Y

COOH

(X F >

TEHE S~ SO B O

XEBEHRX CN I HERENRZEFBRBE - B & -
B f & & ~ 5K & f &
ABERNARBEMHMEEMNAE: THENAREZ BEERKE -
AR REZEDTRE AU ARNAREZEMFKE):
"R ERNARE  HEBBMTFEZANERETFTZHBEE)

2R FENBESE | Exlhhew - HE H7%"% @

juilay
>\1<]‘L

RLEEoh#ER NEREFTFEREBRREY > HF
TH S-

3R FEMNGBESE | Hehesw > HBE - SH 704 E®
RLBEECRER NEREFZTFHEIBSHEY » Ho
TH O-

AN FEMNBEES | Hefhedw > HBE - HE 764 E®W
REEECRER NEREFZFHEINEBEBREY > HF

X B RIERE -
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SCMHBEFEANBEBESLE  Haad®w  HE - RH 7 MER
B LEBEECRER HHEUNEAFBXIBSEHEGY  HF
AR TA:

R

R2><

(X RERBFHE - -EBEaXTHERNAREZEKE
- BOA AR R ARG R R R IAR W E K
E)firng 2 EBE -

cmEEENREE SEekaw  HE- sz paw @
B E o REE NENBEATERBMLY o K E

ARWTFRR2HEE:

Me, H
H\\\< Me““§<
Et\<
XX
e DX e X
N I

(X > Me BEHE S EtBZE S iI-PrEERAE )
T M FEMBEESE SEHZ2AEY - HE - RH 7THER
REtEREZCRER - HHE

WEAFHEHIBHEY  HTF

P2

R'ER*BFAHE - EB&RNEKRE -
.M B FHEAMBEE SEHZALEY - HE > H 7B
BIEBEECCRESR DHEHUNEAFHEIBEHSEY  HF
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R'E RPEFHE- - £8 & % HHE -

MR FEEANBEESE SHZAEY  HE =HE76GE®

BRLBMECRER HNHEREFZFERBBEEY  H B
"-A-COOH"®R W T Fr m & &

M FENBEES 1 BEztheEw HE HE LG

BILEECRESR HNHEUESFERBEHESY  H &
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MR FEEFEES H2hEew HE RE 7 GE®
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Z° R M F BTN BB E
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