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NMRO OO OOODDOOOOVarian Gemini 200(200MHz)0O Varian Gemini 300(300MHz)O
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0000 YMC Combiprepd ODS-A S-5 p O, 20 X 50 mm
oA DO0o A0 bDoooboboooooooanD
ocooBODOODoO00OOODOOODDDOODODODOOODO
00O0O0O0oO0o0OogA: 0.0000A0/BO O 90/100 , 1.200 O AO /BO O 907100 , 4.75
0 0O A0 /BO O O/1000 , 7.300 O AO /BO O 071000 , 7.400 O AO /BO O 907100 , 7.500
O AO /BO O 90/100 .
OO0o0oOOoOoo0O0o0OooB: 0.0000A0O/BO O 95/50 , 1.000 O AO /BO O 95/50 , 5.200
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00 8%) 0O0ODOD0DDODOODODO
TH NMR (CDClg) & O 1.93-2.07(2H, m), 2.10-2.23(2H, m), 2.37(6H, s), 2.49-2.61(2
H, m), 2.85-2_.98(2H, m), 4.26-4_.35(1H, m), 6.65(2H, s)O
000000
D0O000[2,6-0000-4-(000000-2H-00000-4-00000)00007]00
00
Do0o0o00

gboooao
CH, OH

B.

SN
0 CH,

oooooao
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04-(4-000-3,5-000000000)I00000-2H-00000 (3.01 gd 10.0 mm
o) J0D0D0DO0D0O0O00 (0mL) 000 n-00000000000000 (1.6 MO6
.57 mLO010.5 mmol) O -78 0 0O0OOOODOOOOO0OD 150000000000
0000000000 (6.92mO030.0mmol) DOODOODOOOODOOOOOO1 000
000DO00O00O0000O02MO00 ((OmML) 00O0002.5000000000000
0000000000000 O000000000000000000000000000
0000000000000 000000000000000000000000000¢0
000 (1.89 g0 00 71%) 00000000000

TH NMR (CDClg) & O 1.90-2.06(2H, m), 2.09-2.23(2H, m), 2.35(6H, s), 2.48-2.62(2
H, m), 2.83-2.98(2H, m), 4.28-4.40(1H, m), 6.51(2H, s), 6.59(2H, s)O 10
DoooooQ
0Do0oO002%,6-0000-4"-(000000-2H-00000-4-00000)00000 -
3-00000000

oooooo

ooooo

CH,
O\
S CH,
| o
0 CH,

oooooao 20
ooooooooobooR2,e-00004-(COO0O0D0D-2n-O00DODO0-4-0D00O0OO
yoooojooooo -0o0oooOOo0O00O0oO0oooooooDoOoOoOooOooooooao

0o 86%0

o 69-71 00

gbooood
ocooooD4-[Q,1-000o0opooooDO0O0-2-00000-4-00)H0007-27,6"-0
ooobOoooo-3-0coooboooo

gboooog

O

oooano

CH, [iln 30
o]
Y O.
0= CH,
| o
o] CH,

0oooo
2°,6"-0000-4"-(000000-2H-00000-4-00000)300000-3-0
0000 (1.56 g04.38mmol) J0O0O0 (0 ml) DO0O0O0O0O0O0O0m-000

ocoo{4--[@,1.-gggoooooooobo-2-00000-4-00)H)0D00O07-2",6"-0
oooOoOO0O0-3-003Y0o0o0Oa0
oogoao

OoooooooooogQgg

od
oo
OO0 (65%02.44 gd09.20mmol) OODODDOOOOOOOODOOCOOD 1600000
ubooouobouobobooboooobooboboboobooobuoboboboobooo
oooooooooboooobooooboooooobOboooobooOooboodg
Oo00oDDoODOoOO000O0O0ooooOoooDDDO0OO00 (459000 8% ODOOOOO 40
uoaao
0 180 O O
obooo
a
O
O
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ogoooad

CH,
o)
N OH
"L
0] CH,

Do0o0o00
04"-[(1,1-00000000000-2H-00000-4-00)0007]-2",6"-00000
0000-3-00000000 (0.128 g00.33mmol) 0O ODOO0DOOO0DO (2nL) O
00000000000000000000 (80% 15.7 mgd 0.33 mmol) 0000 OO
00000 1.50000000000000000000 10000 (0.106 g0 0.33 m
mol) J00O00OD0OO0OCODOOD 10000000000000000000000000
00000000000 (0.111 g0 00 93%) 0000000000 O00O00O
TH NMR (CDCl) & O 1.76(1H, t, J=5.6Hz), 2.00(6H, S), 2.29-2.44(2H, m), 2.44-2.
58(2H, m), 2.87-3.02(2H, m), 3.37-3.53(2H, m), 4.63-4.70(1H, m), 4.74(2H, d, J=5
_6Hz), 6.68(2H, s), 7.05(1H, dt, J=7.4, 1.5Hz), 7.12(1H, s), 7.31-7.38(1H, m), 7
J42(1H, t, J=7.4Hz)O
000000
000004"-00000-2",6"-000000000-3-0000000
Do0o0o0a0
Doooao

CH,

HO CH,
Do0oo0Q
04-000-3,5-000000000 (10.3 g051.0 mmol) OO (3-00000000)
0000 (7.67g051.2mmol) 0 1MOOODOOOOOODO (@s0m)0O0O0O0O0 (G
omL) D0ODOOO0O (A50ml) 0O00O0O00O0O0O0O0O0O0O0OO0OO0OOO0OO0OO0O0O00 (@
0000000000)I0O0O00C) (2.959g02.55mmol) 000000000000
D000008 0 0 2400000000000000000000000000000
0000000000000 0000O000O000O000O00000000000000
0000000000000 000000000000000000000000 (@O
000:0000 =10:90040:60) 000000 ODO00OO (9.53g000 83%) 00O
000000000
MS m/z 227 (M + H)*O
Do0o0o0a0
000001-000-6-00000[2.5]0000
Do0o0o0Q
Doooo

(0]
r
000000
00000000000000 0000 (37.1g0165.1mmol) OO OCODOOCODOOO
0 (20ml) 000000000000 (60% 00 06.10 g0 152.4 mmol) 0000 OO
0000000000000l 000000000000000000-4H-00000 -4
-00 (14.8 g0127.0mmol) 0D OODO0DODOODOODO (60m) OO0 20000000
0000000000O00000 14000000000000000000000000
000000000000 0000000000000000000000000000
0000000000000 000000000000000000000000000
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00000 (8.22g000 50%) DOODOOOOOOOODO

TH NMR (CDClg) & : 1.69-1.82(2H, m), 1.93-2.09(2H, m), 2.56-2.73(4H, m), 2.85-3.
01(2H, m)O

DoooooQ

000004 -[(4-00000000000-2H-00000-4-00)0000 ]-2",6"-0
000D00O00D0-3-0000000

oooooo

ooooo

10

S~

oooooo
01-000-6-00000[2.5]0000 (6.33g048.6 mmol) 0O 4*-000 00 -27,6

" 000000000-3-0000000 (10.0g044.2mmol) O NN-ODOCOOCOOO

000 (50 ml) 0O00O00O00O00O00O00 (6.11 gd44.2 mmol) OO 00100 O O

12 0000000000000000000000 1MO00OO0O0O0OOO0OOOOOOO
0000000000000 O000000000000000000000000000
000000000000 0000000000000 (12.3g000 78%) 00000 20
oooooo

14 NMR (CDClg) & : 1.77-1.91(2H, m), 2.00(6H, s), 2.06-2.16(2H, m), 2.19(1H, s),
2.42-2.53(2H, m), 3.04-3.18(2H, m), 3.81(2H, s), 6.69(2H, s), 7.41(1H, dt, J=7.

5, 1.5Hz), 7.59(1H, t, J=7.5Hz), 7.66(1H, t, J=1.5Hz), 7.87(1H, dt, J=7.5, 1.5Hz

), 10.05(1H, s)O

Dooooo
D00D004-([3"-(CO00D00000)-2,6-000000000-4-00]000300

Y OOOOO-2H-00000-4-000

ooooooQ

uboood 30

CH,
T o
o O
™o CH

3

S~

Oo0o0oooo
04-[(4-00000000000-2H-00000-4-00)00007-2",6"-00000
0000-3-0000000 (2.129g05.95mmol) 00 DDOOOO0ODODOO (8mL) OO0
000 (4m) 000000000000 0000O0O0D0DOO (0.225 gOd5.95 mmol) O
000000 2000000000000000000000000000O000O0O00O0O 40
0000000000000 D00O00O0D0D0D0O0O0D0D0DDDO0O0O0DDOOO0DNO0ODOoOaDn
0000000000000 0D0D0OO0 (1.87g000 88%) 0O0DDOOOODODDOOO

14 NMR (CDClg) & : 1.70(1H, t, J=5.8Hz), 1.76-1.90(2H, m), 2.01(6H, s), 2.05-2.1
6(2H, m), 2.20(1H, s), 2.40-2.53(2H, m), 3.03-3.18(2H, m), 3.80(2H, s), 4.73(2H,
d, J=5.8Hz), 6.67(2H, s), 7.02-7.09(1H, m), 7.12(1H, s), 7.31-7.37(1H, m), 7.41
(1H, t, J=7.4Hz)O

oooooo

000DO0002-00000-3,4,6-0000000000000

oooooo
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ogoooad

2,3,5-0000000000 (13.6 gd100mmol) 00000000 (0mL) 00O
000000000000 0000 (41.7 90220 mmol) O 0.5000000000
00 10000000000000 000 0000 (11.5 gd 100 mmol) OO
000 600000000000 O0O0COOCOOOCOOOOOOCOOOCOOOO
0000000000000 0000000000000000000000000
0000000000000000000000000000000000000
O 5:95050:50) 00 O0O0O0O000O00O0O0 (6.58 gO

Ooo0oo0ogao

0O (CO0O0OO0D0: 0000
40%) 00O D0DO0O0O0O0O0O0O00

MS m/z 165 (M + H)*O

oooooQ
0ooo0o002,3,5,6-00000000000
oooooo

ooooao
CH,

O
a
u
O
g
a

H.C

HO CH,
CH,
gooooo
02-00000-3,4,6-00000000000O00O (6.58 g040.1 mmol) DODOODOO
(l20mL) ODODO0ODO1I0 DODODOOOODO (BOW ODODO1.0g) OO0 ODOODOO
00 (oo)H)oboo 22eO000O0OO0ODOODOODODODODOODOOOOODOODOOnn
0000000 o0oo0DOooDOobOOobOobOOoDOooDooDOg (.73g000 12%) OO ODODO
0000000 0ooDOooDOoDbOob0oOo (-10gd0O 8% OO0OO
MS m/z 151 (M + H)"O
gooooo
0o0oooo4-000-2,3,5,6-000000000000
gooooad

goood
CH,

H,C Br

HO CH,
CH,

000000

02,3,5,6-00000000000 (5.10g034.0mmol) OO0 (0ml) 0OO0OODO
(1.98 mLO38.6 mmol) OO (30mM) 000D O00OOOOO50000000000

0000000000000 000000000000000000000000000

0000000000000 0000O000O000O000O00000000000000

000000000000000000 (5.10g000 66%) 000000000000

0000000000000 000O000O000O00 (1.38g000 18%) 0O OO

TH NMR (CDClg) & : 2.23(6H, s), 2.40(6H, s), 4.59(1H, s)O

Do0oo0Q

0Doo0o0oO004"-00000-2",3",5",6"-00000000000-3-0000000
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oooooQ

Do0o0oDO0000O00O0004-000-2,3,5,6-0000000000000 (3-0000
000D0) 0000000000000 ONOODOONOONOOO 79%0

MS m/z 255 (M + H)*O 10
oooooo

0DO0o00O0s3-(O0000000)-2,3,5,6-00000000000-4-000

oooooo

0oooo

Do0o0o00 20
0D4"-00000-2",3",5",6"-00000000000-3-0000000 (2.03 g0 8.0
Oommol) DO0ODODOD (0m) JO0O0ODCOOODODOOO (0mL) D0O0O00O0O0000O
0000000000 (90%00.336 gd8.00 mol) OOOOD0OODOOO0DO 20000
000000000000 0000000000000000000000000000
D000000000000000000000000000000000000000
0000000000000 (1.909g000 93%) 0OO0O0O0O0O0DO0O0O0
00 152-153 0 O
000000
0000004-000000000000 3-(O0O000)0000
Do0oo0Q 30
Doooao

WY
HC. g g S :

CH,

DO0o0o00

03-(00000)-1-000000 (5.30g050.0mol)D0C0O0CO0C0OCO (10.5 mLO

75.0 mmol) OO N,N,N",N"-000000-1,6-00000000 (0.861 gd 5.00 mmol)

00000 (0m) OOCOODC0OO0DCOODOOCOOCOOp-000000000C0O0C0O (14.

3gd75.0mmol) DODODOD ((0mL) 00O00O00DO00OO0O0OODO0OOOOOOOOOOOS3
000000000000 0000000000000000000000000000 40

0000000000000 000000000000000000000000000¢0

00000 (COO0OO0D0:0000 =10:90040:60) 00 0OO00OO00OO0DO0O0O (12.2 gO

00 94%) 0O0OD0OOO0OO0D0ODO0OO

MS m/z 261 (M + H)*O

ooooooQ

000DO0004-000000000000 3-(00000000)30000

oooooo
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ogoooad

N

HSC\S/\/\O/S
A
o0
CH

oooooad

04-000000000000 3(MO0OD0O0)IOOO0 (12.2 9g046.9 mmol) OO OO
o0 (s50mL) OO0ODOODODODODODOODODODODODOD (OO:0000057.7 gd
93.8 mmol) OO (250 mL) 0D ODODODDODODDODODODDODODODODODOOODODODOO
20 00 0000000000000 0O0DO00000000O0OoOooOooOoOoDoOoOooOoDOO
gooooooooooooooooobooboobooboobooboooooodd
0000000000000 O0DOO0ODODO0OO00O0ODOoDOoODO0 (3.1 g000 96%) OO
ooooooooad

MS m/z 293 (M + H)'O

gooooo

ooDoooo4{2-,3",5",6"-0 00000 4"-3-(000D00ODOO)YYOoDOOO]00ODO
00-3-00 0000

gooooo

goooaod

3

Do0o0o00
03"-(00000000)-2,3,5,6-00000000000-4-000 (0.616 g0 2.40 m
mol) 00 4-000000000000 3-(00000000)IO000 (1.05 g0 3.60

mmol) O N.N-ODOOODOOODOOD (Gm) J00O0O00O0O000 (0.597 g 4.32 mmol)

000000000009 0 0 12000000000000000000000000

000000000 1MOO0OOCOOOCOOOOOOOOOOOOOOOOOOOOOO

0000000000000 0000O000000000000000000000000
(00000:0000 =40:60080:20) 0000000000000 000O000O00O0

0000000 (0.577 9000 8% 0000000 ODOO0O

00 132-134 0 O

Do0oo0Q

D0O00oO002%,6"-0000-4"-[3-(00000000)I0OO0O00]00000-3-00

Doooo

Do0o0o0Q

Doooao

HC g ™p

Jo

gbooog

04-00000-2",6"-0000C0C0C0OD0D-3-0000000 (2.26 g0 10.0 mmol) O
0O 4000000000000 3(ODODODOOOOH)0OODO (3.519g012.0 mmol)
O NNN-OOOOODOOOO 0mL) ODOOOODODOO (1.80 g0 13.0 mmol) OO
oooooooooeod 0O 2400000D00000DODODOODODOODOODDODOO
ugbooooo iMmOooooobobdooooooboboboooobooboobaoao
ocoooooboOOOOoO0oOoooooooOODOOOODO0DO0DOoOooOoOOODODDDODDOOO0 @
OO0O0O0:D000 =40:60080:20) 00000000000 DODOOOODDDODOODOOO

10

20

30

40

50



(52) JP 4917634 B2 2012.4.18

00000 (2.68gd 00 77%) 000000 O0O0O00O

MS m/z 347 (M + H)*O

ooooon
DOooO00O0{2°,6"-0000-4"-[3-(CO00CD0CO0CO)00O00]00C000-3-00
¥WWoooo

oooooo

ooooo

CH,
OH
e )
3 mg CH,

d'o

Do0o0o0a0
0D2",6"-0000-4"-[3-(00000000)I0000]00000-3-00000000
(2.66 g0 7.68mmol) JODOODODO (0m) 0O0O0D0O0O0DOO0O0O0O0 (0m) 0000
0000000000000000 (90%00.323 gd7.68mmol) 0O O0O0OO0DOOO
D6 0000000000 DODONDODONODDNONODDNONDODONODONONOONONOODONOOOD
0000000000000 0000O000O000O000O00000000000000
0D000000000000000000 (2.60g000 97%) 00000000000
TH NMR (CDCl3) & : 1.68(1H, t, J=5.9Hz), 2.00(6H, s), 2.30-2.40(2H, m), 2.97(3H,
S), 3.24-3.31(2H, m), 4.13(2H, t, J=5.7Hz), 4.73(2H, d, J=5.9Hz), 6.64(2H, s),
7.03-7.08(1H, m), 7.12(1H, s), 7.31-7.37(1H, m), 7.41(1H, t, J=7.5Hz)O
Do0o0o0a0

0000003 -(00000000)-2,6-000000000-4-000

Do0o0o00

Doooao

CH,
O OH
HO CH,

ugboogood

04-00000-2",6"-000000000-3-0000000 (6.95 gd 30.7 mmol) O
00000 (0mL) 0O0O0D0OC0OOOCODOO (60ml) 000D OD0OODODO0OODOO0OODO
00000 (90%d1.29 g0 30.7 mmol) 00D O0O0O00OODO0OODOOOOOOOOOOO
00 200000000000000000000000000O00O0O00O0O000O000
0000000000000 0000000000000O000ON0ONONooNooonoon
000000000000 0000000000000000000 (6.56 g0O00 93%
yOODOOOoDOOOoOoOoo

00 175 0O

000000

0000004 -[2-(00000)0000]-2",6"-000000000-3-003}00
00

000000

Doooo

CH,
CH
HC. S O
T g CH,

Do0o0o00
03"-(00000000)-2,6-000000000-4-000 (1.83 gd 8.00 mmol) OO
2-000000 000 00000 (1.07 mLtO012.0 mmol) O N,N-ODOOOOOOODO
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0O (5m) O0O00O0O00O0O0 (1.33g09.60mmol) DO DOOODOOCOO (0.132 g0 O
.800mmol) 00D ODDODODOODDODO 0 0 2400000000000000000
000000000000000 1MOO0OO0O0OOOO0OOOOOOO0OOO0O0OOO0O0OO
D000000000000000000000000000000000000000
000000 (000O00:0000 =10:90050:50) 00000000000 (1.19 g
000 47%) 000000000000

TH NMR (CDClg) & : 1.31(3H, t, J=7.3Hz), 1.67(1H, t, J=5.8Hz), 2.00(6H, s), 2.67
(2H, q, J=7.3Hz), 2.92(2H, t, J=7.0Hz), 4.16(2H, t, J=7.0Hz), 4.73(2H, d, J=5.8H
z), 6.66(2H, s), 7.06(1H, dt, J=7.3, 1.3Hz), 7.12 (1H, s), 7.30-7.36(1H, m), 7.4
1(1H, t, J=7.3Hz)O

000000

000000 [ES)-6-({4"-[2-(00000)I0O00]-2%,6"-000000000-3-0
03} 000)-2,3-0000-1-000000-3-00]100000

ooOoooao
Ooo00oao
CH,
SRS

B CH, CLQOHCH

3
O
ogooooao

O[(ES)-6-00000-2,3-0000-1-000000-3-00]00000 (0.250 g0 1.2

0 mmol)D {4"-[2-(00000)0000]-2",6"-000000000-3-003}0000
(0.380 g0 1.20 mmol) OO D DODOCODODOOO0O (0.388 gd1.92mmol) OO DO OO (

20mL) 00000000 1,1"~(00000000)I00O000 (0.484 g 1.92 mmol)

ooob0o0ooooo0Doo0D0b00 1 000b00Db0oo00Do0oo0DO0ooDOoo0D0 @oOmL) DOoDbDO

oo oboob0 oo b oo b oo bbb oobooood

obDo0 (ooooo:oooad 5:950 40:60) DO DO ODODODOOOOO (0.363 gO O

O 60%) 0000000000 DOOD

MS m/z 507 (M + H)™O

gooooo

000000 [ES)-6-({4"-[2-(C000D0)I0O00]-2%,6"-000000000-3-0

oy ooo)-2,3-0000-1-000000-3-00700

gooood
goooao
CH,
O
HC. S~ oH @C‘(OH
o
oooooad

0 [(3S)-6-({4"-[2-(000D0D0)IO0OO0]-2",6"-000000000-3-003}000
)-2,3-0000-1-000000-3-00Jo0000O0 (0.358 gio0.707 mmol) D OO OO
0 (.5nm) 000000DO0OOOO BmL) ODODDOODO 2MO00000O00O0D0O0GDO
(O.750mL) OOOOS500 0O 1.50000000000000D00O000O0O01MOD0O0O
gooboboobooobooobo0oboDboobDboUob0ooUoboUooDboUobboo
0000000000 D0ODO0ODbOoO0O0oO0 (0309 g0 89%) DOODODODODODOD
MS m/z 493 (M + H)™O

ogooooad

oobbob4-000-2-0000-3,5-00000000DO
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gooao

gooao
CH

HO
F
gooo

0 4-0 0
mL) OO
0000
0000
0000
0:70) O

(54)

O

Br

CH,

oo

JP 4917634 B2 2012.4.18

0-3,5-000000000 (2.00g09.95 mmol) O 1,2-0000000O0 (20
O N-ODODODOOOOOODOOODODDO (B-15g024.9mmol) OO OO7 OO
oooooOo0 ivMOO0OO0oOooOOOOOoOoDOOOOOODOOOODbDDOOOO
obobooooobobobobooooboobobobobooooobobobao
coooooOoOoOoOoOoooooooOoDDDO @oooo:ooo0o0 = o0:10003
ocoooODDOO0OO0O00 (.70 g0 00 36%) 0DO0O0O0OOOOOODODO

TH NMR (CDClg) & O 2.29-2.36(6H, m), 5.04(1H, d, J=4.0Hz), 6.79(1H, d, J=9.0Hz)
0O

oooo
0ooo
0ooo
0ooo

ood

gos*-0ogbd-4"-00000-=-2",6"-0000000D00-3-000000O0

oo

ogooooao
0ooboo0o0oooooDooDo4-000-2-000D0-8,5-0000000O000O00O0 ((-000
0o0o0o0oO)dDOoooooDooDooDooDooDooooooog 49%0

MS m/z 245 (M + H)*O

oooooao

oooooo3"-00og-27,6"-0000-4"-[3-(0O0O0O0OoOoO)YODDOO]JoOO
oo-3-0o0ooooan

oooooao

ugboood

HCoo g

do

ogooooao
o3*-0o0oo-4"-00000-2",6"-0000C0OO0OD-3-0000D0CO0O (2-449g01
0.0mmol) OO0 4-0000000D00O0DOO0ODO 3-(ODODOODOD)YDODOO (38.51 g0
12.0mmol) O N,N-ODOOODOOODOODO (0mL) DO0O0OO0O0OO0O (1.80 gO 13.0
mmol) O OO ODOODOODOODOO9 0O O 2000000000000 000000O000O03
goboooooooobo aiMmOODOOOODOOOODODOODOOODOODODOD
goooooobooib bbb ooooooobooDbobboobooo
000 (000000000 =40:60080:20) 00O DODODOOODODODODODODODOODOOO
Oo0o0DoOOoOO0oO0oOooD (8459000 9% OODODODODDODOOOD

MS m/z 365 (M + H)*DO

ogooooao
gooooo{8"~-oood-2",6"-0000-4"-[3B-(DOOCO0COODOHYYCOODO]UO
0oo0o0-3-003Y00000

ogooooao
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ogoooad

oooooQ
03"-0000-2",6"-0000-4"-[3-(00000000)I0O000]00000-3-0
000000 (2.779g08.00mmol) DOOODODO (0mL) 00O00O00O00O00O (20
ml) 0000000000 O0000000000 (90%0 0.336 g0 8.00 mmol) 0000
0000000 800000000 ODCOODOONOODOODOONOONOONOONOODOOOO
0000000000000 O0000O000000000000000000000000
0000000O00O00000000 (COO0O0D0:0000 = 40:60080:20) 0000
00000000000 0000000000000 (2.75¢9000 94%) 000000
ooooo
T4 NMR (CDClg) & O 1.67(1H, t, J=5.9Hz), 1.91-1.95(3H, m), 1.97(3H, s), 2.32-2.
45(2H, m), 2.98(3H, s), 3.27-3.35(2H, m), 4.20(2H, t, J=5.8Hz), 4.74(2H, d, J=5.
9Hz), 6.70(1H, d, J=8.3Hz), 7.03(1H, d, J=7.5Hz), 7.10(1H, s), 7.32-7.47(2H, m)
O

oooooao
ooooDoD4-(OOoooo)-7-0oooO-2H-0000-2-00O
ugbogood
ogoooao
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4.76(2H, s), 6.78(1H, d, J=2.5Hz), 6.83(1H, d, J=2.5Hz), 7.05-7.10(1H, m), 7.15(
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oooooo

000000 4{3",5"-0000-2",6"-0000-4"-[3-(00000000)I0000]0
000D0-3-003 0000

oooooQ

Ooo0ogoaog

H3C

cl O OH
HﬁC\S/\/\O O

AN

00 €l CH,

oooooo
O{2",6"-0000-4"-[3-(00000000)I0000]00000-3-003 000
0 (0.377 g0 1.00mmol) 0O OODOOD0O (Gm) 000 N-OOODODOOOOOO (O
.267 g02.00 mmol) DO0ODOODO0D 30000000000000000000000
0000000000000 O000000000000000000000000000¢0
0000000000000 O0000000000 (OO0O0D0:0000 = 15:850 50:

50) 00000000000 (0.260g000 58%) 00ODOODOODOOOOO

TH NMR (CDCl3) & : 0.94(6H, t, J=7.4Hz), 1.74(1H, t, J=5.6Hz), 2.36-2.48(6H, m),
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Hz), 4.02(2H, t, J=6.1Hz), 6.65(2H, s)O

oooooQ

000O000{2,6-0000-4-[3-(00000)00000]00003¥ 000
oooooo

goooaod
CH, OH
“OH
HCugg CH,
gooooo

00000000000 02-000-1,3-0000-5-[3-(C0000)I0000]000
000000000000 000000000 87%0

IH NMR (CDClg) & : 2.00-2.10(2H, m), 2.12(3H, s), 2.36(6H, s), 2.67(2H, t, J=7.2
Hz), 4.04(2H, t, J=6.1Hz), 4.53(2H, s), 6.55(2H, s)O

ooooooQ
Dooo0oO02%,6-0000-4"-[3-(00000)I0O0C00]-6-0000000000 -
3-0000000

oooooo

ooooo

H30 \S /\/\O

Dooooo
03-000-4-0000000000000 (1.11 g0 4.00 mmol)O {2,6-0 0 O O -4-[3-
(00D00O0)I0O00D0]00003 000 (1.02 gd4.00 mol)J2-00000000
0oo00-27,6-00000-1,1"-00000 (0.263 g0 0.640 mmol) OO 0000
0000 (1.70g08.00 mol) D0ODDOCODO (0mL) 000 (4ml) DOODOODDOODO
0000000000000 (@OO0O00000000)I00000(0) (0.147 gd 0.16
ommol) D0 ODDODDOODOODOOOODOODOD1000 0 1800000000000
0000000000000 O00O00O000000000000000000000000
0000000000000 000000000000000000000000000
00000000000 000 (0000 :0000 =0:100020:80) D OO0O0O0O
0000 (1.13g000 70) 0OODOOOOOOOOO0O

MS m/z 407 (M + H)*O
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ocooooo{e,e"-0 000 4"-3-(OOOOHMoOoOooo]l-6-CcO0DDOOOOOO
-3-ggoyyoooo

oooooao

gbooad

CH;
OH
uc ®
e CH,

Do0o0o00
00000000000002%,6"-0000-4"-[3-(00000)000007]-6-000
0000000-3-0000000000000000000000000000  92%0
TH NMR (CDCl3) & : 1.63(dH, t, J=5.8Hz), 2.00-2.10(8H, m), 2.12(3H, s), 2.68(2H,
t, J=7.2Hz), 4.04(2H, t, J=6.1Hz), 4.69(2H, d, J=5.8Hz), 6.61(2H, s), 6.82-6.89
(2H, m), 6.93-7.04(2H, m), 7.14(1H, d, J=2.1Hz), 7.18-7.32(3H, m)O

Do0o0o00

000000 [E8S)-6-({2",6"-0 000 -4"-[3-(00000)I000O0]-6-00000
00000-3-0030000)-2,3-0000-1-000000-3-00]1000000
Do0oo0Q

Doooao

CH; O
cLoTee
|
ACgg CH, =

O-—cH,

oooooo

0000000000000 4{2°,6"-0000-4"-[3-(00000)000007]-6-000
0000000-3-003}000000 [(BS)-6-00000-2,3-0000-1-0000
00-3-00]00000000000000000000000000 71%0

MS m/z 599 (M + H)*O

oooooQ

000oO00O02-000-5(00000000)-1,3-00000000

oooooo

gboood

CH,

Br

HC o0 CH,

ogooooao

0000000000000000 (50% 00 012.6 gd264 mmol) D0 000 (50 mL)
o000 o 000bb0oU0obbuoUobtooobuo0ooDboUoboDboUobbooobOoo

OO0 @(4e60mL) ODOODOD ODODODODDOO4-000-3,5-00000000DO00 (3.04g

0264 mmol) DO ODODODOODOO (GBOML) ODOODO0DODODODODODODOODOODOODOO
0 0 o000obuo0oobuodbobuouobbuoob2b00dbobbooboooboao

0000 000 D000 (2.3g0277mmol) 0D OO0OO0ODODOODO24 0000

00000000 1iMOODO0DODOOoDOooDOoODO Gom) DODODODODODODODOODOO

ooooboooooobooooobooboooooobooooboo 2vMO000000D0000
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0000000000000 D00O0000D00O0O000D0DO0O000ODODODOOooOOoOaOn
000000000000 000000 (OO0O0O00:0000 =0:1000 10:90) 00O O
00000000 @7.69000 74%) 000000000000

TH NMR (CDClg) & O 2.38(6H, s), 3.47(3H, s), 5.13(2H, s), 6.79(2H, s)O
OooDoo0oo

000000 M@-(0O0000000)-2,6-00000000730000

000000

Ooo0ogoang
CH, OH
“OH
HC.o0 CH,
ooOoooao

oooooooooooo2-000-5-(0O0000O00D0O)-1,3-00000000O0O0O0
oboobobooooooobooboob 91%d

TH NMR (CDCl3) & O 2.36(6H, s), 3.46(3H, s), 4.65(2H, s), 5.15(2H, s), 6.68(2H,
s)O

gogoooao
ooooO0oo0oe6-00D0U-4"-(0UO0ODOOOO)-2%,6"-0000000U0O0-3-0000
gooo

goboooo

ooooo

HCo0
oooooao

0000000 ooDooDo0Dbp@-(ooDooDoboOo)-2,6-000000D001000O0O0
0O 3-0oo+4-00000000000O0O0O0O0O0OO0O0ODOo0DO0ooOooo0ooooooooo 7
9%0

14 NMR (CDCI) & O 1.94(6H, s), 3.52(3H, s), 3.95(3H, s), 5.21(2H, s), 6.84(2H,
s), 7.89-7.91(1H, m), 8.06-8.10(1H, m), 8.11-8.17(1H, m), 9.73(1H, d, J=0.8Hz)
O

OoOooonoad
obDooooe-(OO0OO0DODODO)4"-(ODODOODOODO)-2",6"-00000000O0O -
3-0000o0o0oogoao

oooooao

gboood

3

ooooooQ
0000000000 0006-0000-4"-(00000000)-2",6"-00000001
00-3-00000000000000000000000000000  93%0

TH NMR (CDCl) & O 1.58(1H, t, J=5.9Hz), 1.92(6H, s), 3.52(3H, s), 3.91(3H, s),
4.38(2H, d, J=5.9Hz), 5.20(2H, s), 6.81(2H, s), 7.68(1H, d, J=8.0Hz), 7.73(1H,
d, J=1.7Hz), 8.06(1H, dd, J=8.0, 1.7Hz)O
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ocooopoo4"-(Qoooopooo)-2t,6"-0000-6-(OO0ODOOOHYYIOOODO-
3-00oooboooag

oooooao
ooooDao

9N

CH,
O.
O CH,
H,C o)
070 CH,

oooooad
odooooooooDooooe-(0DOO0DDOO0DOoOoO)4"-(0O0DOOOODO)-27,6"-00
goooooo-3-ddddoU0uooooobobobbbobbobb bbb DD oD UoUoUoooOooOoaa
goooog 96%0

MS m/z 407 (M + H)™O

ogooooad

oobodooo4"-DO000DO0-2",6"-0000-6-(000DOOOOHY)Y IDODOO-3-000
ooooao

gooooad

goooao

9%

CH,
o\
CH,
o)
HO CH,

0ooooon
0D4"~(00000000)-2",6"-0000-6-(00000000)I0000-3-0000
0000 (1.77 9g04.35mmol) 00O OOO (0ml) 00O0O0O0O0OO0OO0 (5m) O
00000 10 000000000000 (Am) 000040 0 16000000
00000O0000000000000000000000000000 (MO00O00:
0000 =10:90025:75) 00000000000 (1.47 9000 93%) 000000
OooooooO

MS m/z 363 (M + H)*O

Dooooao
000O0002%,6"-0000-4"-[3-(00000000)I0000]-6-(00000000
0)DODO0OOO0-3-00000000

Dooooao

Oooood
gy

CH,
O.
O CH
H.C o
g g CH,

d'o

3

gboooog
cooooooOoOooOooo4-000DDO-2",6"-0000-6-(OODOOOOO)DNIO
ooo-3-000000000D0 4000000000000 3(OOOOO0O0O)O
gboboooobooboboboobooboobon 92%0
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T4 NMR (CDClg) & O 1.95(6H, s), 2.28-2.42(2H, m), 2.96(3H, s), 3.22-3.32(2H, m)
, 3.91(3H, s), 4.13(2H, t, J=5.4Hz), 4.68(2H, s), 6.65(2H, s), 6.77-6.85(2H, m),
6.88-6.97(1H, m), 7.17-7.28(2H, m), 7.71-7.80(2H, m), 8.07(1H, dd, J=8.0, 1.9Hz

)0

oooooo
000DO00O04{2",6"-0000-4"-[3-(00000000)I0000]-6-(0O000000O
0O0)0O0DO0OO0-3-003Y 0000

Dooooo

gboood
g8

CH,
CH
he ()
g T g CH,

AN

oooooo

00000000000 02°,6-0000-4"-[3-(00000000)I0O0O00]-6-(0
000DO00O00)00O00-3-000000000000000000000000000
000 100%0

TH NMR (CDClg) & O 1.72(1H, t, J=6.0Hz), 1.96(6H, s), 2.29-2.41(2H, m), 2.95(3H
, S), 3.23-3.31(2H, m), 4.11(2H, t, J=5.7Hz), 4.64(2H, s), 4.74(2H, d, J=6.0Hz),
6.63(2H, s), 6.77-6.84(2H, m), 6.88-6.96(1H, m), 7.08(1H, d, J=1.6Hz), 7.18-7.2

6(2H, m), 7.40(1H, dd, J=7.9, 1.6Hz), 7.64(1H, d, J=7.9Hz)O

Dooooo

000DO00O05-000-2-0000-4-0000000000000

oooooao
ooooano

HO F
Br;g;( H

o)
oooooo
02-0000~4-0D00C000DOOOODODO (2-16 g0 15.4 mmol) O OO (70 mL) O
ooono (-71g0017.0mmol) OO0 @QOmML) ODO0ODODO45 0 0O 26000000
goooooogoooOoooooooOooooDoogoUooDoo0goooDoogoobood
goooooOogoobogooooooOogooobDoogUobooogboDboogugbooo
0oo00 (coooo:ocooo 5:950 40:60) DO O ODDODDODOOODO (-74 g000
81%) U ODDODOOOOODO
TH NMR (CDCl3) & O 6.85(1H, d, J=12.2Hz), 7.94(1H, d, J=7.5Hz), 9.96(1H, s), 12
-08(1H, br s)O
oooooao
gooooo4-(O00O0O0OO)-S-000-2-00000DOCOOODOO
oooDooo

goooad

F
e
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gooooad
oogoo0oooO0oO0oO0oUoUOUOUdsS-000-2-0000-4-000000000DODOOO0OOO
00000000000 O0ooOoOoOooDDoDDoDOO0OO0OO00 85%0

1H NMR (CDCl3) & O 5.35(2H, s), 7.33-7.53(6H, m), 8.01(1H, d, J=7.5Hz), 10.03(1
H, s)O

ocooooao
ooDooooe-(O0O0D0ODO)4-0000-2",6"-0000-4"-[3-(0DO000O0O)HYTDO
ooojoooobo-3-0ooooadao

ocooooao

ooooao

Do0o0o0a0

000000000000 04-(CO0O00D0O00)-5-000-2-000000000000
00 {2,6-0000-4-[3-(00000)I0000]00003} 00000000000
0000000000000 88%0

TH NMR (CDClg) & O 1.97(6H, s), 2.06-2.12(2H, m), 2.14(3H, s), 2.71(2H, t, J=7.
2Hz), 4.09(2H, t, J=6.1Hz), 5.12(2H, s), 6.67(2H, s), 6.74(1H, d, J=12.4Hz), 7.1
6-7.22(2H, m), 7.27-7.36(3H, m), 7.58(1H, d, J=8.3Hz), 10.23(1H, s)O
Do0o0o0a0
000000{6~(0000000)4-0000-2",6"-0000-4"-[3-(CO0O000)I0O
0D00]J00000-3-003} 0000

oooooao
ooooano

HE’C\“S /\/\O
DO0o0o00
00000000000 006-(0O0O00D0O00)-4-0000-2",6"-0000-4"-[3-(0
0000)I0OO0OO00]00000-3-000000000000000000000000
00000 89%d

TH NMR (CDCl3) & O 1.68(1H, t, J=5.9Hz), 1.99(6H, s), 2.03-2.14(2H, m), 2.14(3H
, S), 2.71(2H, t, J=7.2Hz), 4.09(2H, t, J=6.5Hz), 4.69(2H, d, J=5.9Hz), 5.01(2H,
s), 6.67(2H, s), 6.72(1H, d, J=11.9Hz), 7.05(1H, d, J=8.7Hz), 7.14-7.20(2H, m),
7.20-7.34(3H, m)O

Do0oo0Q
000D000I[BS)-6-{6-(0000000)4-0000-2",6"-0000-4"-[3-(000
00)D0O00O0]00000-3-003000)-2,3-0000-1-000000-3-00]
Doooao

Do0o0o0a0
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goooad
O 0
O
oooooad 10

0000000000000 {6-(0O000000)-4-0000-2",6"-0000-4"-[3-(
00000)0O00O0]00000-3-00300000 [(8S)-6-00000-2,3-00
00-1-000000-3-00]000000000000000000000000000
80%0

TH NMR (CDClg) & O 1.97(6H, s), 2.04-2.13(2H, m), 2.14(3H, s), 2.54(1H, dd, J=1
6.5, 9.3Hz), 2.66-2.79(3H, m), 3.71(3H, s), 3.73-3.85(1H, m), 4.08(2H, t, J=6.1H
z), 4.25(1H, dd, J=9.1, 6.1Hz), 4.74(1H, t, J=8.9Hz), 5.02(4H, s), 6.42-6.50(2H,
m), 6.66(2H, s), 6.73(1H, d, J=11.7Hz), 7.00(1H, d, J=7.9Hz), 7.10(1H, d, J=8.7
Hz), 7.14-7.34(5H, m)O

Do0o0o00 20
00000[ES)-6-({4"-[(1,1-0 00 00000000-2H-00000-4-00)0001]
-2",6"-000000000-3-003}1000)-2,3-0000-1-000000-3-00170
0ooo

ooOoooao

ooagoao

:
O_\\SQ\ O ° 0

O CH; %O“Cm
o] 30

oooooao

O[GBS)-6-00000-2,3-0000-1-000000-3-00]J00000 (0.208 g 1.0
0 mmol)O {4"-[(1,1-00000000000-2H-00000-4-00)0007-2%,6"-0
0oo0ooooo-3-003yy00O00O (0.360 gd1.00mmol) OODOODOODOODOODOO

(0.324 gd1.60mmol) DODOOO (@A5m) 00DO0DO0DO0ODOL1,1"-(QO0O0D00O0DO0O)
O0Do0ooo0O (0404 g01.60mmol) DODODODDOODODODODOD 30000000
ooo0ooooooD (8ml) DO DO0DOO0DODODODOODOODODODODODODO
0oDodo0o0oooooDooDOobOooOoOooooDOo (boboOo:0b0D0O0 =30:700 70:30)
O0D0DO00000000D0 (0.432g000 79%) ODO00ODODODOOOOO
MS m/z 551 (M + H)™O 40

oooooo
00000[ES)-6-@4"-[(1,1-00000000000-2H-00000-4-00)000]
—2*,6°-000000000-3-003}1000)-2,3-0000-1-000000-3-00170
O

oooooo
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OooOoooao
o CH, O
L0
o CH, OH
O
OoO0o0ogogaod

0 [(3S)-6-({4"-[(1,1-0 0000000000 -2H-00000-4-00)0007-2",6"-
0ooooooooo-3-00}yo000)-2,3-0000-1-000000-3-00710000
0 (0.427 g0 0.775 mmol) DO CDOOCO (@m) 00DOCODOCOOCO @m) 00O
000 2MO00000000000 (Imb) 0DO0OO0OO0OS00 0O 200000000000
goodoooooimMiOOoooooooboooboobooboobooboooooodd
goboooobooobooobo0oboboobboUobto0ooUoboUooDboUobboo
000000000000 DbO0O0O0O (0.352g0000 8% ODDODODDODDODODODOODO

MS m/z 537 (M + H)TO

gooooo
oooooe-{¢"-l¢-00o0bo0-1,1-0D0DO0DO0O0DO0ODOODOO-2-DO0000O-4-00
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3-00]ooooad
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o 0
o e
o CH,

B O-ch,
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0

o}

ogooooad

O6-{4"-[(4-0 0000000000 -2H-00000-4-00)00007-2%,6"-000
000000 -8-00}yy0oDbO0d)-2,3-0000-1-000000-3-00]J0000O00O0 (o-6
89 g01.26 mo) ODOODOOD (Gm) 000 m-00000000 (72%0 0.602 g0 2.
51mmol) ODODODOODO 2000000000000 00O00O0O0ODOODOODOODOO1IMO
gfddooooooodoooooooooobooobDooboob oo boDooooOoon
dooooooooDooooDoooooDo0oDooDooDooDo (ooDoo:0o0oao 50
500 100:0) DO DODODOODDODOODODODODODODODODODODODODODOOOODOD
0 (0416 g0 O DO 57%) O0DODODODOOOODO

MS m/z 581 (M + H)™O

ogooooad
oooooe-{¢"-[¢-0bo0bo0-1,1-D0DOO0DO0O0DO0ODOODOO-2-DO0000O-4-00
yYoooo]-2t,6 -0 00 000D000-83-003000)-2,3-0000-1-000000
-3-00700

gooooo

ooooao
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O:/,rs\/
(o]
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gboooog
cooooooOoOooooe-(é4"-[¢-0coooo-1,1-0ooooooDo0O000-26-0
oooo-4-00)H>)3O0OO0O]-2",6"-000000000-8-003000)-2,3-0000
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-1-000000-3-00]0000000000000000000000000  89%0
MS m/z 567 (M + H)*O

Do0o0o0a0
00000I[GES)-6-({4"-[(4-00000-1,1-00000000000-2H-00000 -4
-00)o00O00]-27,6"-000000000-3-0030000)-2,3-0000-1-000
000-3-00]100000

oooooao
Ooo000oao
CH, C
o o)
oH O
o CH,

i O\CHS
0F5~
o

(o]

Dooooao
0[ES)-6-{4"-[(4-00000000000-2H-00000-4-00)00007-2",6"-
000000000-3-003}1000)-2,3-0000-1-000000-3-00]0000
0 (1.43g02.61mmol) OO OOOO (I5m) 0000000 Om-00000000 (
65%0 1.39 g0 5.22 nmol) D0 DOODO0D 200000000000000000000
000000000000 00001MOO00O0000
O

000000000000 O0O0n
0000000000000 0000000000000000000000000000
000000 (00O00D0:0000 =40:60080:20) 000000000000 O000
000000000000 00000000 (.209000 79%) 0000000000
O

MS m/z 581 (M + H)*O

oooooo

00000I[ES)-6-({4"-[(4-00000-1,1-0000
-00)0o0Oo]-27,6"-000000000-3-0030
000-3-007]00

oooooao
ooooao
CH, O
o o)
oH O
o CH,

o:.f}s\/
o]

]
]

oooooO-2-00000 -4
0)-2,3-0000-1-000

O
|

OH

@)
gbooooao

0 [BS)-6-{4"-[(4-00000-1,1-00000000000-2H-00000-4-00)0

0O00]-2%,6"-000000000-3-003}0000)-2,3-0000-1-000000-3-

00]J0O0O000 (0.482 g00.830 mmol) 0D DOODOD (2m) 000000 O00OO0OO
(4m) 00000 2MO00000000000 (@m) 000050 0 20000

00000000000000AMOO00000000000000000000000

0000000000000 0000000000000O000ON0ONONooNooonoon

0000000000000000000000 (0.358 9000 76%) OOOODOOO

oooo

MS m/z 567 (M + H)*O

0000000 Cg,Hes08S 000

0O00:C, 65.71; H, 6.050

0O00:C, 65.69; H, 6.030
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ocoooo-3-003yogoo)-2,3-0000-1-000000-3-00]100000
oooooao
gboooad

H.C

H3C\S AT

O
o// \\o (’_:H3

000000
O[(3S)-6-00000-2,3-0000-1-000000-3-00]00000 (0.208 gd 1.0
0 mmol)O {2",3",5",6"-0 0 0000-4"-[3-(00000000)IO0O0O00]0O0000
-3-003¥ 0000 (0.377 g0 1.00 mmol) DO DOOCODOOCDOOODO (0.324 g0 1.60
mmol) JODOODO (I5m) OO0O0COOO0CODO01,1"~(000000O00)0O00O000 (O.
404 g0 1.60 mmol) DO DOO0OD0OOCODOOCOOOD 1.500000000000000
00 (8m) 000000000000 O0O0OOO0OOOOOOOOOOOOOOOOOOO
00000000000 000 (O0O000:0000 =30:70080:200) 0000000
0000 (0.462 9000 8% OODODODOOOOOOODO

MS m/z 567 (M + H)*O

Do0o0o00

00000 [(ES)-6-({2",3",5",6"-000000-4"-[3-(00000000)I0O0O00]
00000-3-0030000)-2,3-0000-1-000000-3-00]00

Do0o0o0a0

Doooao

OH

opooobooo

0 [(3S)-6-({2",3",5",6"-0 00 000-4"-[3-(00000000)IO00C0O0]0000
0-3-0030000)-2,3-0000-1-000000-3-00]100000 (0.457 gd 0.80

6mmol) DD ODODCOD (2m) 0000O0O00CO0ODO0O (4m) 00000 2MO000
oooooo0oQo o) oooOos500 0O 2000000 000DOODOODDODDOO
MOODUODUODODODODODOoOooooooooooooooobobobboooooooooad
goooooboobob bbbt ooooooboboboboboobod
OO00oo0O0OO0O0O0 (.417 g0 00 94 ODOOOOODDOOOO

MS m/z 553 (M + H)*O

ogooooao
0D0000I[BS)-6-({2",6"-0000-4"-[3-(00000000)I000O0]00000
-3-00y0oo0oo)y-2,3-0000-1-000000-3-00]1000D0AO

goboooo
gooobood
O
H.C
o]
goboooo

O[ES)-6-00000-2,3-0000-1-000000-3-00]00000 (0.208 gd 1.0
0 mmol)O {2",6"-0 000 -4"-[3-(00000000)I0000]00000-3-00730
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0000 (0.348 g0 1.00 mmol) 00D O0ODOO0OOOO0OO (0.324 gd1.60 mmol) OO
o000 (5m) 0000O0O0OD1,1"-(0D0OCO0COO0ODODOHYYOOODODDO (0.404 g0 1.6
ommol) ODODOOOOODODOOOOOD 1.5000C0C000DDOOOOODODO (B ML)
goooooboboob bbbt ooooooobooboboboobooo
00000000 (OO0DbOO0O:0000 =40:60080:200 000000 O0ODOODOO (O.
442 g0 00O 82%) ODDOOODOODOOODOOO

MS m/z 539 (M + H)*O

gooooao

000000[EES)-6-(§2°,6"-0 000 -4"-[3-(0 00000000000 ]0000
0-3-003}y0000)-2,3-0000-1-000000-3-00700

gdoooogad
oo0ogao

(S ey
Hacd;s\\o/\/\ CH, Q\C«OH

(o]

goooogod
0 [(39)-6-({2",6"-0 000 -4-[3-(00000000)O0000]00000-3-00}%
0000)2,3-0000-1-000000-3-00]00000 (0.438 g0 0.813 mmol) O
0oo0o00 @2m) 00DO0DOO0ODO0O0ODOD @) OODODOD 2MO0000000DO
Oodaod (1 mL) godoos00 O 200000000000 O0DOU0oO0OoDooaAavMOogOad
oo oD oo oD oo oD oo oD oo ooDogao
g oo oo oD oD oD oD ooy o oo g o
Oob00d (0.377g000 8% ODODODOOOODODO

MS m/z 525 (M + H)"O

000000 CygHs50,8 000

goo: C, 66.39; H, 6.150

ooo: C, 66.23; H, 6.140

ogooooad

000000 [BS)-6-({4"-[2-(C0000000)I0O0O0]-2%,6"-000000000
-3-003}Yy1000)-2,3-0000-1-000000-3-00700

goboooo
gooog

G Sy CH,
goboooo

0 [(3S)-6-({4"-[2-(C00O00)IDO00]-2%,6"-000000000-3-003}0000

)-2,3-0000-1-000000-3-00]00 (0.304 g0 0.617 mmol) D OO0 OO0 (10
ml) 0000000000000 000000 (000:00000O0.569 gl 0.926 mm
o) OO0 (Gm) 0000000 D0O0DOODOOODOOOODOD 120000000000
0000000000000 000000000000000000000000000
0000000000000 00O000000 HPLCOODOOOOOOOOOOOoOOOO
00000000000 00000000 (0.237 9000 73%) 0000000000
O

MS m/z 525 (M + H)*O
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000000 I[8S)-6-({3"-0000-2",6"-0000-4"-[3-(00000000)I00
00]J00O000-3-0030000)-2,3-0000-1-000000-3-00]100000
Do0o0o0a0
000000

H,C 5 g

AN

O-~cH,

oooooad

O[EES)-6-00000-2,3-0000-1-000000-3-00]00000 (0.729 g0 3.5
0 mmoD {3"-0000-2",6"-0000-4"-[3-(00000000)I0O000]0000
0-3-0030000 (1.289g03.50mmol) 00D 0OODOD0ODOOOO (1.13 g0 5.60
mmol) OOOODO @S m) 0o0odoDOo0oDooDooo Gm)doooooooooal,1t-
(OoDoooooo)ymooooo (@419gO05.60mmol) DODODOOOODOODOODOODO
4 000000000O0O00OO0ODOODOO GOML) DODODODDODOODODODODODODOD
oooooooDooDoooboo0ooooDooDooDobooo0DooDO0 (obooo:0DoOao
0 =40:60080:20) D000 ODODODODODODOODOODODODODO (OOOO:O00
00 =40:600100:0) 00D ODODODOOOODDODODODODOODOODODODODORDO
OoDOo0oO0oO0 @.509000 77%) O0D0DODOODODOOO

MS m/z 557 (M + H)™O

ogooooad
000000I[EES)-6-({3"-0000-2",6"-0000-4"-[3-(00000000)IO0
oojuoooo-3-00jooo)-2,3-0000-1-000000-3-00700
ogooooad

gooooo

OH

gooooao
0[(3S)-6-({3"-0000-2",6"-0000-4"-[3-(00000000)IOOOCO]0O0O
00-3-00}yy000)-2,3-0000-1-000000-3-00]100000 (0.418 gOo.

740 mmol) 00 ODCODOD (@m) 000O0O0CODOOO (8m) 00000 2MO0O
oooooo0ooDbD 2m) DoDoOos500 0O 20000000D0OO0OOUO0ODDOOO

giMOO0DODOoODOoODOoDOoODOOoUOoUooooooooooooooooDooboooboboooooad

gooooooboobb oo oooooooboobobboobod
(000000000 =50:500100:0) 000 O0O0ODOODODOOO0DODODOODOOOO

00000000 O0oDOO0OO00 (0.248 9000 62%) ODOOOOODOOOO

MS m/z 543 (M + H)'O

0000 CyeHs,FO,S OO0

: C, 64.19; H, 5.760

: C, 64.40; H, 5.920

0ooo

O
O
O
oooDoO@G-00000-2,3-0000-1-000000-3-00)000000000

OooOooooodg
OoOoooood

good
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oooooao
HO I's}

O-cH,

e}
oooooag
o@,5-0coonoo0onooooo)yoooooooooooooooooo (a2mg) 0 (R,R
)-Me-BPE (6.5 mg) 00 O0O0DDODOODODOOOODOODODO .5m) 00000
00 1500000000000 (e-00000-1-000000-3-00)H)a0000 G
1mg) DODOOO.7MPAaO0OODODOODOY700 O 300000000 ODOODOO0O HP
L)COO0D0DO0ODODOOO0O0OoODOoDOn 47.9% 00000 41.5% ODO0O0OO
oboooag
(CooooDooooooooono)
00 : CHIRALPAK AS (D ODODOOOODOOOoO)
O0:n-0000/2-000000 (OODO: 85/15)
0 : 0.75 mL/min
O : uv (220 nm)
O: oo
000 : 15 min (74.0%), 19 min (26.0%)
ooooo
oobooo(e-0ooo-2,3-0000-1-000000-3-00)dD00O0O0OOOOOd

O

obooo

ooooag
0 0

O OooooogoQgogoo.

I
o7
o

O-cH,

o)
OoOooonoad
0@,5-000000000)I000000000000000000 (@2mg) O (R,R
)-Me-BPE (6.5 mg) 0 000000000000 OD0ON0ON0OD (2.5m) 00000
00 1500000000000 (e-0DO000-1-000D00D0-83-00)ocO0o0Oa0nO (&5
mg) DO00OOO0O.7MPAODODODOODDOOY700 O 3000000000 O00O0O0O0O HPLC
O000000o0O0o0oo00oooOon 2.8 00000 24.3% 00 00O
oooooao
(0ooooooooooooaoo)

000 : CHIRALPAK AD-RH (DO D ODODOOODODOO)
0o00: 0ooooooo/0 (@od: 40/60)

O0: 1.0 mL/min

OO0 : uv (220 nm)

oo: oo

0000 : 19 min (76.4%), 25 min (23.6%)

oooooao
ooDoooo(@G-0000-2,3-0000-1-000000-3-00)000000000
ogooooao

ogooooao

e ® 0
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DoooooQ
0(@,5-000000000)I000000000000000000 (5-9mg) O (S,
S)-Et-FerroTANE (5.5 mg) 000000 O0O00OO00OODO0OO0OCOOOOOO0O0 (2.5 m) O
000000 1500000000000 (6-0000-1-000000-3-00)00 (G
1.5mg) 00O0O00OO0DO0OD0OOD (7mg) D0DODCOOCOODO0.7MPal00C00000O
00 500000000000000 HLCOOODOOOODOOOODOODOODO 86.2%
00000 88.4% 000 0D

Dooooo

(0000000000 O00000)

000 : CHIRALPAK AS-H (D0 DODODODOOoooDoOoono)
0o00:n-0000/2-000000/00000000 (OOO-: 95/5/0.1)
O0: 1.0 mL/min
OO0 : uv (220 nm)
oo0: 00
0000 : 22 min (93.1%), 24 min (6.9%)
oooooao
oooooo(@G-00Do0o00-2,3-0000-1-000000-3-00)00000000O
ocooooao
oooooao
HO 0

OH

o]
ocooooao

0(@,5-000000000)I000000000000000000 (47 mg) O (S,S

)-Et-FerroTANE (44 mg) 000000000000 O0O0O0O0O0O0O000 (@5m) 000
0000 1500000000(-00000-1-000000-3-00)00000 (1.92
) 00000000000 (romg) 00000000 DOO0O0OO0OO0O0OO0OO0O0O00O (
35m) 0000000000000 O0O00O0O000000.7MPal00O0C00O0C000O
0D 200000000000000 HPLCOODOOOOOODOOODOOODOO 91.2% O
0000 98.5% 00000

Do0o0o00

(00000000000 0000)

000 : CHIRALPAK AD-H (0O OO0OOoOOoooooooo)
0o0o0:n-000o0/00000/00000D0000 ((@OO: 90/10/0.1)

O00: 1.0 mL/min

Oo: uv (220 nm)

oo: 00

Oo0o00: 27 min (4.4%), 29 min (95.6%)

oooooag
0oooooooooDoooo0ooDooOooooDooOoo0oDoDoOoooDoDooOooOooDooOg
Jo0o0o0o00d0oo0oo0oo0o0oo0oo0ooo0O0o0oUooDoO0O0U0Do0oo0O0OooUooDoOooOoUDoOo0OOd
doodooooooDooDooDooDooDoo0ooooDooDooDOooDoooDoog 1.56 g 00
Ooo0o 80.5%0000000 90.3%0

TH-NMR (400 MHz, 00000000 O -dg) & : 2.43(1H, dd, J=16, 11Hz), 2.67(1H, d
d, J=16, 11Hz), 3.67(1H, m), 4.15(1H, dd, J=9Hz) 4.64(1H, t-like, J=9Hz), 6.13(1
H, d, J=2Hz), 6.20(1H, dd, J=8, 2Hz), 6.93(1H, d, J=8Hz) 8.03(1H, br s), 10.9(1H
, s)O

ogooooao
oooooo@Es)-6-00000-2,3-0000-1-000000-3-007100000
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gboooaod

oooooao
HO O

O-~ch,

O
ooOoooao
0D(@,5-000000000)0000000000000000000 (656 mg) O (S,
S)-Et-FerroTANE (620 mg) 0 0000000000000 0000000 (200 mL) O
0oDo00OO00 500000000 (G-00000-1-000000-3-00)00 (26.149
Yloooooooooo ((B.8¢g) DO DODODDOODDODODODOO (500
mb) 0000000000000 D0DO0ODOO0OO0OOoOOoOoOoo.7MPaDODOOOODOODOO
200000000000000 HPLCODODOOOODOOODODOOOOOO 90.8%w OO
go0ooooooooao
oooooao
(0ODoooooDooooooaoo)

000 : CHIRALPAK AD-H (DODODODODODODOODOO)
oood:n-0000/00000/00000000 (O00OO: 90/10/0.1)

O00: 1.0 mL/min

OO0 : uv (220 nm)

ood:- oo

Oo0do: 27 min (4.6%), 29 min (95.4%)

oooooao

gfddooooooodoooooooooobooobDooboob oo boDooooOoon
oo obo0ooboob oo b oo bbb ooooOood
ooo0o (ooml) DODCODODODDDOO (4.9m) 0 OO CDCOOD1I5000D00000
0o00ooo0oo0oDoOoo0oo0ooDoo0oooDoo0OooU0oDooo0ooDoDooooOooDood
oo obooob0oob0 oo b oo b oo boDooooOoon
0doodooooooDooDobOobO (oooOo)OooooboooooOo (26.3g000 9
) 0000000000000 oDoDoO000oDoo00oUooDoDooUooDoDoDoOooOooOooano
00000000 99.6%w 00D O0ODODO (24.49g000 93%) ODODOO

ogooooad

ooooooooooDooooooo

000 : CHIRALPAK AD (0D ODDOODODODODODOODO)

000 :n-0000/2-000000 (O00OO: 88/12)

00 : 60 mL/min

OO0 : uv (220 nm)

oog: 300

ogooooad
Oo0ooooLE)-6-e"-(ooocoooo)-6"-000-4"-[3-(OCOODODOO)O
oo0Do0o0ooobo-3-003yy000)-2,3-0000-1-000000-3-00700
gooooad

oooooad

oooooad

0[S)-6-({2"-(0 0000000)6"-000-4"-[3-(00000000)I000O0]
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D00O00-3-003}000)-2,3-0000-1-000000-3-00]J]00000 (2.11
g01.86 mmol) 0D DODODOD (@n) 00000000000 (8ml) 00000 2M

O
ooooODoODDOO0OO0000 @2m) 0DOD0OS0 0 2000000D000000000
gboimMiboooooogobobobooooboboboboobooooobobobao
ugbdoooooobouobobobooboooobuoboboboobooobouobobobaa
OO0 (oODO0O:0000 =050:500100:0)0000ARPLCOCODOOODODDOOOOOO
ooooOo0oOooooo0oooboboo0oOooDboOO (.508gdd0 B51%) JODDOOO
ao

00
TH NMR (CDCl3) & : 2.00(3H, s), 2.30-2.41(2H, m), 2.55-2.67(1H, m), 2.72-2.81(1H
, m), 2.96(3H, s), 3.23-3.31(2H, m), 3.73-3.85(1H, m), 4.16(2H, t, J=5.9Hz), 4.2
5-4.34(3H, m), 4.69-4.78(1H, m), 5.08(2H, s), 6.40-6.50(2H, m), 6.74(1H, d, J=2.
7Hz), 6.93(1H, d, J=2.7Hz), 7.00-7.10(2H, m), 7.16(1H, s), 7.36-7.46(2H, m)O
Do0o0o0a0

000000 [3S)-6-({2",6"-0 000 -4"-[3-(00000000)IO000O0]0000
0-3-0030000)-2,3-0000-1-000000-3-00]00 0.50000
Do0o0o0aQ

ooOoooao

CH, O

O
H.C.. .
’ //S\\/\/\O CH; OH
oo

o

oooooao

0 [(3S)-6-({2",6"-0 000 -4"-[3-(00000000)I0000]00000-3-00}%
0000)-2,3-0000-1-000000-3-00]00000000000000000
0000000000000 000000 85%0

H NMR (CDCl3) & : 1.99 (6H, s), 2.29-2.41(2H, m), 2.61(1H, dd, J=16.9, 9.2Hz),
2.81(1H, dd, J=16.9, 5.5Hz), 2.97(3H, s), 3.23-3.31(2H, m), 3.75-3.87(1H, m), 4.
13(2H, t, J=5.8Hz), 4.28(1H, dd, J=9.1, 6.0Hz), 4.76(1H, t, J=9.1Hz), 5.06(2H, S
), 6.44-6.52(2H, m), 6.64(2H, s), 7.02-7.10(2H, m), 7.16(1H, s), 7.35-7.46(2H, m
O

Dooooo
000000I[BS)-6-({3"-000-2",6"-0000-4"-[3-(00000000)0000
0]J00000-3-003}000)-2,3-0000-1-000000-3-00700000

goboooo
goboooo
Z i 0
H3C ~g /\/\.O T
AN O‘-.CH3
O
goboooo

00000000000 004{@BS)-6-[(3"-000-4"-00000-2",6"-0000000
00-3-00)00007]-2,3-0000-1-000000-3-003}000000 4-000
000000000 3(00O000000)I0OO0O0OODOOODOOODOOODOOODOn
00000000 88%d

MS m/z 573 (M + H)*O

Do0o0o0a0

000000 [8S)-6-({3"-000-2",6"-0000-4"-[3-(00000000)I000
0D]J000O00-3-003}1000)-2,3-0000-1-000000-3-00]100
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gooooad
gooooad

= i o
HSC\//S\\/\/\ o b OH

0

oooooad
0 [(3S)-6-({3"-000-2",6"-0000-4"-[3-(00000000)I0000]0000
0-3-003y0o0oo)-2,3-0000-1-000D000-3-00]1J00000O (0.676 gd 1.18
mmol) O DODOOO (@2mbl) DO0DODOODOODO (AmL) ODODOOO 2MO0000
doodoooo@.2m) 0000500 0O 2000000000000 00000D0O1
MOOOOOOODOD4OOoooooooooobobo oo bbb oo oo Uoooooooaa
0o0ooooooobob o000 oooooDooboDoooboooooOoan
0o0o0ooooooDono (0.418 g0 00 63%) DODODODOODOODOODO
MS m/z 559 (M + H)™O
000000 CygHa,ClO,S 00O
ood: C, 62.30; H, 5.590
ooo: C, 62.03; H, 5.580
ogooooao
000000I[E3S)-6-({3",5"-0000-2",6"-0000-4"-[3-(00000000)I0O
ooo0joooooD-8-00yooo)-2,3-0000-1-000000-3-00]J0000d
ogooooad
ogooooao

.0

|

O~cH,

ogooooad
O[@ES)-6-00000-2,3-0000-1-000000-3-00]100000 (0.237 g0 1.1
4 mmoDO {3",5"-0000-2",6"-0000-4"-[3-(00000000)I0OOD0O]00O
0oo0-3-003(0o0oogo (0.475 g0l1.14 mmol) DODODOOOODOODOODO (0.453 mL
01.82mmol) O0DOOODO (8m) ODOODODOODL,1"-(00O0D0ODOO)YODODO
00 (0.459 g0d1.82mmol) 0O ODODODODDODOOD 1 00000000D0O0GO
ooooo (om) 000000000 ooDooDooDooooDoDooDooDooooDad
0000000 o0ooDooDOobOO0ODbOoODb0 (ooooOo:0000 =30:70070:30) ODODOO
O0D0DO00O000 (0.622 g0 89%) ODDODODOOODODODOO
MS m/z 607 (M + H)™O
ogooooad
000000 I[3S)-6-({3",5"-0000-2",6"-0000-4"-[3-(00000000)I0
ooo0joooob-8-00y0o00d)-2,3-0000-1-000000-3-00700
ogooooad
gooooad
cl o~ | 0
HSC\//S\\/\/\ o b OH
Cl
o
oooooao
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0 [(3S)-6-({3",5"-0000-2",6"-0000-4"-[3=(00000000O)IO0000]0
oooo-3-00y0o00o)-2,3-0000-1-000000-3-00100000 (0.617 g
d01.02mmol) O0DODOOOOE@mL) O0DODODODODOOOD @GmL) D000 2MO
0oo0ooooDooDo (mb) ODO0O0OD0OS500 0O 20000000000000000O
0010 0000000000000 oooDooboDooDooooooOoao
goboobooboooboooboo0obboUobboboUobooUoboUooDboUobboo
000000000000 DbO0O0 (0.5209g000 8% ODO0DODODODODODODOO

MS m/z 593 (M + H)™O

000000 CagHaoCl,0,8 000

ooo: C, 58.69; H, 5.090

obod: C, 58.69; H, 4.990

ogooooad

000000[EES)-6-({2°,6"-0 000 -4"-[3-(00000000)IO000O0]0000
0-3-00}y00oo)-2,3-0000-1-000000-3-001000000

ogooooad

goboooo

H.C
H.C
S/\/\o
// \\ O\CH

gooooo

O[GR)-6-00000-2,3-0000-1-000000-3-00]J00000 (0.208 gd1.0
0 mmoDO {2",6"-0000-4"-[3-(00000000)I0000]J00000-3-0073}0
oooo (0.377 gd1.00mmol) ODODODODODODOOO (0.399 mLO 1.60 mmol) O
Ooo0Dod00O@enm) DO00DO0DOO0OO1,1"-(CO000DO0ODOOD)OODODOO (0.404 gO 1.
60mmol) DODODODODODOODODOD 2000000000000 0000 (8 mL)
goodoooooooooodobooobooboobooboob oo boboooood
00000000 (OODO0DbO0O:00D00 =30:70070:30) 0 0O0D0DOO0ODODODO (O.
526 gD 00O 93%) ODOODDOODODOODOOO

MS m/z 567 (M + H)TO

gooooo
000000I[RS)-6-({2",6"-0000-4"-[3-(00000000)I000O0]0000
0-3-0o0y0o0oo)-2,3-0000-1-000000-3-00700

goooao D
ogoooaon
c

H;C S/ﬂ\/f\o/ii.[i'l'L»/T:::[;{ﬁ(

d’/ W
ogooooao
O[@Es)-6-{z2",6"-0 000 4"-[3-(CO0D0O0D0O0ODOOHYDODODODO]JOODODOO-3-00%
oboodo)-2,3-0000-1-000000-3-00J00000 (0.521 g0 0.919 mmol) O
00000 @2m) 00DO0DOOO0ODO0OODOD @) OODDODOD0 2MO0000000O
ooo@mwm) 00oos500 0 1.500000000000000000010% 000
gooboboobooobooobo0oboDboobDboUob0ooUoboUooDboUobboo
gobooboobooobuooobo0oboboobbooUobtooUoboUooDboUobboo
0oo0oooo0O (0413 g0 00 81%) ODODDODODOODODOO

MS m/z 553 (M + H)*O
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TH NMR (CDCl3) & : 0.98(6H, t, J=7.5Hz), 2.22-2.42(6H, m), 2.55-2.66(1H, m), 2.7
5-2.85(1H, m), 2.97(3H, s), 3.25-3.33(2H, m), 3.74-3.86(1H, m), 4.15(2H, t, J=5.
7Hz), 4.28(1H, dd, J=9.1, 6.1Hz), 4.75(1H, t, J=9.1Hz), 5.07(2H, s), 6.43-6.51(2
H, m), 6.66(2H, s), 7.04(1H, d, J=8.3Hz), 7.06-7.12(1H, m), 7.18(1H, s), 7.35-7.
45(2H, m)O

oooooo

000000 [3S)-6-({3",5"-0000-2",6"-0000-4"-[3-(CO0O000O000O)IDO
000]00000-3-003}000)-2,3-0000-1-000000-3-00]100000
ooooon

gbooogd
H.C

Cl

HSC\S/\/\O

d"o

gpboooo
0oo0ooooooDooDoo[[@S)-6-0000o0-2,3-0000-1-000000-3-007
ooooooo {8 ,5"-00g0o-2",6"-0000-4"-[3-(00O0D0O0DOOO)dDOoDOd
j0o0ooD-3-00y0OQCOO0OODOOOO0ODOOOUODODOUOOODOOO 74%0

MS m/z 635 (M + H)*O

ogooooao

000000 I[3S)-6-({3",5"-0000-2",6"-0000-4"-[3-(CO00O0C0O00O)I0O
000]00000-3-003}000)-2,3-0000-1-000000-3-00700
ooooooQ
O
/ O
H,C . |
OH
O

oooooo
0000000000000 [(8S)-6-({3",5"-0000-2",6"-0000 -4"-[3-(0 0O
000O00)I0DC0OO0C0]00O000-3-003}1000)-2,3-0000-1-000000 -3-
0000000000000 00000000000000 66%0

MS m/z 621 (M + H)*O

oooooQ
000000I[3S)-6-({2°,6"-0000-4"-[3-(00000000)I0O00O0]-6-00
00000000-3-0030000)-2,3-0000-1-000000-3-00]100000
oooooo

ooooooQ

CH, O
Oz ‘ O
H.C O
3mg g CH, =

O-.
s CH,

Do0o0o0Q0
000000000000 [3S)-6-({2",6"-0000-4"-[3-(00000)IO0000]-6
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-000O0000000-3-003}1000)-2,3-0000-1-000000-3-00]1000
0000000000 000O0000000000 99%0

MS m/z 631 (M + H)*O

do

ooao

goo

iy g
O = ‘ e}
H.C O
3 \S/\/\o CHa T _

0.5 Ca

000000

000000 [(3S)-6-({2".,6"-0 000 -4"-[3-(00000000)IO0000]-6-00
00000000-3-0030000)-2,3-0000-1-000000-3-00]100 0.50
Doooo

Do0o0o00

000000

0 [(3S)-6-({2",6"-0 000 -4"-[3-(00000000)I0OO0O00]-6-00000000
000-3-003}1000)-2,3-0000-1-000000-3-00]00000 (0.371 gO

0.588 mmol) DD DOOOD (2m) 00O0O00OCOCOODD @mL) 000000 2MO
oooooooooDb@.em) D000 0 0 20000000D0O000DDODOO
gbivMoooooobooboboboooobooboobobooboooboobobobao
ugbdoodooouobouobuoboboobooouobuoboboboboboobouobuobobada
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