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MAED PSSR/ BUR AN RS AT I —Fh B2 P &8, 1IX 2864 kL B4
A L T HE DL £ T0

[0328]  JRGIPER 2 SRR R /AL B YA -

[0329]
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[0330]
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[0332]  IRBIVER HLF AR / AL B
[0333]

& (B (&

QR O00n0o0
o laRe -

CHs o
el AT
CH3 N—N

we - )° )¢ O@&CH
\
([)H3U }\I~F‘{/ \_/ P\~1~r£ CH ’

@i@( HOr D }7\
\
N“l\{ n CF3 ;\4“'&/ n

[0334]
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e
O-COir-H >;< o
_ O

<

|

€ 0
N/ ‘:N—\‘
[0335]  Z=F FI-FFHARIB R (B an B A i 20, feide il B A KR BUIM kL &84 R 52
Bl n] 48 R, BV R VAR VB AL L R e A S s B A, AL AL
BEVHERA NN (120D R AL (1T0) DLR 3 BG4, il PEDOT : PSS SRR ik . SR Atk g
AR MEN DL EATRIRT A 1K 2 A4 mT DA ) B3 AT AN BRUE 2 AR 4 6
Hi.

[0336]  &=F FTBIMAIA R (Bl F i 4, e 8 1 B A /N 50, il H KT 4. 0eV
(IR L, 1Z A RS2 T ARG 48, Tl B VES VBB VR VAR L R LA E T A 4
AN

[0337]  fNsLjEr % (3) & (8) P, it A T4 2 n] DAYTARAEAT — > AR AR T &b LA 3 f
HL IR 22T i fur BEAA AR, IR BN &7, ZAL &P B s2 6 nT A4S AL Fab
B AR AL AR AL BE S LS AR AL A AR AL
AL

[0338]  FHIT- Ak A ML HLEUR e B R A (a0, B BT~ B 1D AIAHE AR &
(RIAA L T4 T8 B3 2 ] RS AN 328 R (1) 4 DU, B0 ERAEART 60 PR 328 B M ), e Ay L R )
L] R I 2 P A G

[0339]  ANHITE B9 B Re AHES A HLHLEUR G (BL) R ERTE AR 4. AR HIFIE L 2
A5 AR AN EUR G B 2, AR BRI R .

(7
W
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[0340] =3
[0341] W54 DA 188 3o fil] % S48 R 265 B SE 9 PRI 3 A AR K BH , ABAS B 7R AR B R T gk

£l
[0342] s 1
[0343]
H /
o i. NaH, HCO,Et N N
wx Mel, KoCO3
DMF
i. NoHy, EOH )

[0344] £E0° C FiZWE A NaH (80%, 1. 9g,62. 8mmol) £ FF 2K (100m1) 15 5 ¥ 7 s
6,7,8,9- II& —5H- ZEIf [7] 4% —5- B (5g, 31. 2mmo 1) 1 FH 3 7,88 (5mL, 61. 4mmo1 ) £E FF
28 (50mL) THAR . SERREAING , TN EE (0. 01mL) 3F HAg e RN B = . 2h 5, %%
SOREZE FHES MK MR NH,CT (20mL) SR8 K, 9 HAEEX S EtOAc (100mL) #7128 MgS0, T8 3F H.
WIERIZEK . B VE AR AE EtOH (50mL) I Has K& i (2. 3mL, 36. 8mmol). #i% %
NIBEWYIAE 95° C BB M in#. 1.5 /NEFE X S S BET JG 4L FE (work up)e BFIZVE
TRV AR 2R I BB VE IR 2K . ABRBEHEAT DTVE AT 2K N-H Atk e, 2% N-H it A~ 22 3
— Ak E A . 'H NMR (200MHz, CDC1,) 7. 78-7. 74 (1H, m, ArH), 7. 47 (1H, s, pzH) , 7. 26-7. 2
0 (3H, m, ArH), 2. 86—2. 80 (4H, m, CH,CH,) , 2. 12-2. 00 (2H, m, CH,) - J5FHMLME (4g, 21. Tmmo1) LA
J K,CO, (3g,21. Tmmol) WRU T DMF (10mL) 1. 4R 5 ¥ InmiAC B 45 (1. 4mL, 21. 7mmol) Jf:
HAVFZRBREGYIE 80°  C BRI AL NHHE 1 /Mo SR 5 v iz v A 2 =i I H
F7K CLOOmL) #RE JFH EtOAc (50mL) ZEE . A AU ZK (2x100mL) FH P k. HETH
HIAHZ MgSO, T, 3F HA&R R VA, 153124 'H NMR 2K LA Ay 6: 1 [ N— B Ak ey bk nae i Vg
B 1E AR BT AT A (CHLCLME B0, 153 2. 8g (P22 65%) ATy
HEI) N- LM 1 (NOESY #5E N8 — P i 44944 . 'H NMR (400MHz, CDC1,) 7. 97-7.
93 (1H, m, ArH), 7. 27-7. 16 (4H, m, 3xArH and pzH) . 3.92(3H, s, NCH,), 2. 83-2. 70 (4H, m, CH,
CH,), 2. 13-2. 00 (2H, m, CH,) o Z/ =¥ 3L GC-MS #i5E, m/2=198.

[0345] S5 2

[0346]
g N
Q i. NaH, HCOEt N '
F @5 F Mel, K,CO5  F
A —_—
DMF
il. NoHy, EtOH
2

[0347] ZE0° C [ NaH (0.58g,19. 5mmol) £E FF ZE(100m1) [¥] 2 % ¥ T 3% 3 75 N
2- & —6,7,8,9- I & -5H- 2% Jf [7] % J& —5- A (2mL, 13mmo1) A1 FF ER £, fi5 (1. 6mL,
19. 5mmo 1) 7 2K (50mL) H VA . 58 s N5, s i A EE (0. 05ml, 1. 302mmo 1) 3 H fuiF
ONAE I TR MEERISARBE. 1.5 /N5, B THONMR W90 s i 3t HA2 7~ K40 50%
S, SRIGERIN B A 1 24 E ) NaH (0. 58g) A1 1.5 24 &/ EtOCHO (1. 5mL) Jf H ¥
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SRR Z T A T H NMR AT, RS e AT o H 1% R L2 FH RN 7K P NH,C1
(50mL) RHE K, H HARELZ EtOAc (100mL) ", KA HLAHH 7K (100mL) A5 7K (100mL) 3
B B0 7K MSO, T B VE AR o« SR Fa FR S S W i T E€OH (50mL) A 3 HLEs
KA HECO. 98m1, 19. 5Bmmol1 Do K iR BIAE 90°  C BITHHHELRE RNk 1 /hmf 3 HAR G4 A2
FEIFRGETEN . A F=PDT0E I B BEBTHER I 7 B s (i 4A (2. 2g, 722 84%). 'H NM
R (200MHz, CDC1,) 7. 50-7. 44 (2H, m, ArH and pzH), 7. 18-7. 10 (1H, m, ArH), 6. 94-6. 85 (1H, m,
ArH), 2. 86-2. 77 (4H, m, CH,CH,), 2. 10-2. 97 (2H, m, CH,) - FFH AL (5g, 24. Tmmo 1 )WY T DMF
(25mL) 1, I3F B L B 4% (2. 3ml, 37. lmmo1) F1 K,C0, (5. 1g,37. lmmol). 1% % N &
AHIAE 100° C VIR EE R INF 1/ o SR JER O REvA #0222 3, FHZK (100mL DA % -
EtOAc (50mL) ZEEL. R4 AU 7K (2x100mL) B PRIK, 4 MgS0, F-18 I UK 1A 7178
Ko PFIFE 6: 1 [ X F ARSI (H 'H NMR 280 7ERER il Gk
AT 4l4K (CH,C1, % CH ,C1, A A 2% 9 MeOH {ENPEMEED « B BRI N- FRREIERE 245 7 B9
55— PR SRR (3. 2, 72 60%) I H.FH NOESY #fi5€ . 'H NMR (400MHz, CDC1,) 7. 70-7. 67
(1H, m, ArH), 7. 20 (1H, s, pzH), 7. 11-7. 07 (11, m, ArH), 6. 88-6. 83 (11, m, ArH), 3. 91 (3H, s, N
CH,), 2. 79-2. 73 (4H, m, CH,CH,) , 2. 02-1. 99 (2H, m, CIL,) .

[0348] =4 3

[0349]
H /
Q i.NaH. CF-CO,Et N\’N/ CFy N\'N/ CFs
W Mel, K»CO;4
U
ii. NoHy, 3 '_)

= 0> =

[0350] HEEALEN (2. 00g,66. 8Bmmol) BEIFAE THF (100mL) o, I HZEF AN 6,7, 8, 9- IY
A -5H- 789 (7] B4 —5- Bl (5mL, 33. 4mmol ). K iZ S RAE |37 RNk 2 /Nif. ARG feiF
R BETR A YV H) 2 = I, F HUEG VR S 8 =R 4R 4B (5. 9ml, 50mmol ). 7E 2 il
TREFEEFE 2 /N o K iz N E I AT 0. 5M KHSO, (100mL) 4 KR #EAT J& 42 I F EtOAc
(100mL) ZEEL . A HLAH 7K (100mL) ek 48 MgSO0, T . 2R R VEF, 15 3H N-H- I, i%
N-H- M IS 22 g — 3B A f b i 48 B o 1% N-H- ML Re i i T ECOH = 3 B insK & ik (2. 5mL,
50. Immo1 ). FVFIZIRRLAE 80° C VIR N HiH: 1 /NaFIF HAR E W H B S| IF ARG
Fo PR 5 3 A G — B4k mi i3 A . "H NMR (400MHz, CDC1,), 7. 53-7. 51 (1H, m, A
rH), 7. 33-7. 21 (3H, m, ArH), 2. 93 (2H, m, CH,), 2. 82 (2H, m, CH,), 2. 07-2. 10 (2H, m, H,) - FAnit
14 (3. 9g, 15. 4mmo1).K,CO, (4. 3g, 30. 9mmo1) LA AL F 5% (1. 1mL, 17mmo 1) 7E % iR F 44
7E DMF (30mL) HJF e irdiidt 1 /o iz R RS A 7K (100mL) #ifE FF A AL 2 EtOAc H
RHEAT I AL . A HIAH FH 7K CLOOML ) F-BEE R IX, 282 MgSO, T4 JF HAGE M R & K«
F=H 43 850N 121 [ X AR VR A0 (FE 'HONMR 2300, B Z IR S /e i i@t (i
LR 10%Et0Ac TERVEIBD BT 4 k. 3t 1. 8g (2 46%) KP4 B2 N- H
FEMEME 3 (F NOESY B8 N — Fh¥e i A48 . 'H NMR (CDC1,, 400MHz) 7. 90-7. 92 (1H, m, A
rH), 7. 30-7. 17 (3H, m, ArH) , 4. 03 (3H, br s, NCH,), 2. 84-2. 76 (4H, m, CH,CH,) , 2. 12-2. 06 (2H
,m, CH,) » ""F(CDCl,, 188MHz) —58. 4ppm.
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[0351]  sEf4 4
[0352]

+ 'I'C|3,XH20 _—

[0353]  7F 250ml FRERFRBEM P2 N 1. 8g (9. Immol) MEMEFELAE 1.1. 3g (3. 6mmol) IrCl,
PAJ 48ml 1 3:1 1 2- LA CBEAUK TR G . IR EWH NI 20 4813 BAERS
AR AE 125° C BRI E T indk 2.5 /. 7ESLZ )5, I8 NMR 247, AR N 5E 4. FF
ZIEREE 2R LB I B R E AR 22m] TR A B35 DAL BRE =0 .l it pE s =)
HHEAEES T T, 152 1. 95g (69%) ATAEEM 54k 4. 'H NMR(200MHz, CD,C1,), 7. 35 (4
H, s, pzH), 6. 59-6. 37 (8H, m, ArH), 5. 70-5. 59 (4H, m, ArH) , 3. 80 (12H, s, NCH,), 3. 10-2. 86 (1
6H, m, CH,), 2. 27—1. 75 (8H, m, CH,) ppms EST-MS:m/z i1 54 [CeH, N, " Tr*°C1,]1655. 1, SZill{
655. 2 sm/z 5 [CeHN, " Tr] 585, 2, SLillf 585. 2.

[0354]  WI{FECAE 1A B ACHE 5 AT4 E Pt Rh. Pd. Ru BE Os 9 HoAth & B 5 HEAT BN .
[0355]  Sf 5

[0356]

+ IfChxH,O —— . N

2 5
[0357]  7F 50ml [KJEASFEEIR 2N 1. 2g (5. 55mmol) i — MEMEECAA 2.783mg (2. 22mmol)
IrC1,BA A 30ml (1) 3:1 1 2- A LEERUK TR AW . W ZIRAW A NS 20 7380 9F H AR
RAF TR 125° CHOTMIERE N L /NG R Z S5, JEEE NUR 287, A O 58 48 o 15 1%
FERIFE B2 N LRI B 1255 YA 20ml IR - R0 PA L bR B =8, s it s s =)
JEHAEE S P TE, B3 1. 3g(72%) T A B0 4K 5."H NMR (200MHz, CDC1,), 7. 20 (41, s, p
zH) , 6. 50-6. 39 (4H, m, ArH) , 6. 11-5. 98 (4H, m, ArH), 3. 57 (12H, s, NCH,), 3. 05-2. 82 (16H, m,
CH,), 2. 15-2. 01 (4H, m, CH,), 1. 95—1. 72 (4H, m, CH,) ppm.°F NMR (188MHz, CDC1,) —116. 10ppm.
EST-MS:m/z i+ & {H [C L, N, 1r®C1,17691. 1, 52 U 1 691. 0 :m/z i+ H {5 [C, e, N,F,"™"
Ir]'621. 2, SZH{H 621. 2.
[0358]  WI{FECAE 2 A BACHL S A74E 19 Pty Rh. Pd. Ru BY Os [ HoAh 48 a5 R
[0359] =4 6
[0360]
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e |I'C|3.XH20 ——

(&)
o2}

[0361]  fgmbme 3 (1g,3.76mmol) FIEALEK (111) (0.571g, 1. 7Timmol) 205 1E 4.5 £ B
(10m1> / 7K (3m1) FRHIEME R Bz BTREWILE N, R T AE 130° C BRI E T in#k 4
/NI o SR FOVFIZRONVA B0 2 = O HLIR A o 15 100 I RERR B RIS T CHLCL, A K g
AT 7K P NaHCO, A S EhoK ik , 28 MgS04 T4 3F H A K VEA] . M H Bt ,0 4bFE 5 Bty
HE Y. Rk 6 (g, R 71% AL —PatbmifEH. 'H NMR (200MHz, CDCL,), 6.
53-6. 43 (8H, m, ArH) , 5. 55-5. 50 (4H, m, ArH) , 4. 06 (12H, br s, NCH,), 3. 17-2. 94 (16H, m, CH,C
H,), 2. 26-2. 13 (4H, m, CHH), 1. 91-1. 79 (4H, m, CHH) . "’F (CDC1,, 188MHz) —57. 5ppm. ESI-MS:m/
7 VA [Cog, NF ¥ Tr*°C1,] 791, 1, SEIME 791. 1 sm/z THEAH [CogH, NF " Tr] 723, 2, Sl
18 723. 2,

[0362]  AI{HFECAE 3 Al & U 5674 5 Pt. Rh. Pd. Ru B% Os 4 HiAth & 8 557 SR

[0363] =5 7

[0364]

N82003

LATE

[0365]  H% Ak 4 (100mg, 0. 08mmol). Atk g H 2 (25mg, 0. 20mmol) LA S % R AN (90mg,
0. 85mmo DWRUL T 4ml 1 2- L5 LBEH o FHZIB-EWH N IF HAER AT E 60° C
(IR T IR — /NIy o AEBEZ 5, G0 NMR A B T 7R 5 1R B 5848 o 7RI T 25 BRIA
S0 CHCLFF R it & 1) Na ,COt EH o R iR VAR 22 — AR AR, Bz Wi 2 1F
Cobe iR IF Had it e AT U S, 1531 76mg (67%) T A BB 24K 4 &4 7.

[0366] 'H NMR(200MHz, CDCI,), 8. 35-8. 25 (1H, m, pyH) , 7. 89-7. 79 (2H, m, pyH) , 7. 38-7.
28 (1H, m, pyH), 7. 13 (1H, s, pzH), 7. 06 (1H, s, pzH) 6. 67-6. 48 (4H, m, ArH) , 6. 17-6. 09 (1H, m
, ArH), 5. 86-5. 75 (1H, m, ArH), 3. 84 (3H, s, NCH,), 3. 02 (3H, s, NCH,) 3. 12-2. 73 (8H, m, CH,) , 2
. 23-1. 84 (4H, m, CH,) ppmo EI-MS:m/z t+5AH Cyuly, " IrN,0, 707. 2, SEUMH 707. 2,

[0367] =4 8

[0368]
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[0369]  F& ~FAAK5(1. 19g,0. 9mmol ) 2- (3= F T & ~1H-1, 2, 4- =M —5-J&) MELIE (457mg,
2. 26mmo 1) LA KBBR8 (958mg, 9mmo I DVAMRAE 159m [¥) 2— 2R LB H . BiZIRA W NJR
S EAEBAA T VAE 90°  C TR oL+ 8. AR )5, W NMR 4 Pr e 7w
FRN AT FEJRIE T BERIER], I3 n CHLCL IR it & /) Na ,COxt i d . 25 BRVEF 3+ Bk
bR BB WIAE AR FIE ik (EtOAc: ThtiR SWE N MBO AT Ak, 1321 1. 29¢ fir
HHEN Y 8 (52 86%). 'H NMR(200MHz, CDCL,) 8. 21-8. 10 (1H, m, ArH), 7. 84-7. 66 (2H, m
, ArH) , 7. 06-6. 96 (1H, m, ArH) , 6. 93-6. 87 (2H, m, ArH) , 6. 75-6. 58 (2H, m, ArH) , 6. 40-6. 22 (2
H,m, ArH), 3. 12-2. 99 (4H, m, CH,), 2. 96 (3H, s, NCH,) , 2. 94 (3H, s, NCH,) , 2. 88-2. 62 (4H, m, CH,
), 2. 17-1. 96 (4H, m, CH,), 1. 32 (9H, s, C(CH,) ;ppm.'°F NMR (CDC1,, 188MHz) -112. 6, —114. 9ppm
EI-MS:m/z tH5EAH C,H, " TrN, 822. 3, sZillfE 822. 4,

[0370] =241 9

[0371]

[0372] % A& 6(50mg, 0. 033mmol ). 2- (3—F T F ~1H-1, 2, 4— =M —5-FL ) MLnE (17mg,
0. 082mmo 1 ) LA K B R4 (8. T4mg, 0. 082mmo DIRUL T 2—- 2 41 (10mL) 1, FEAEZR AT .
7E.80°  C RUVMIRIEE N m# 90 5. A5 RVFZ R LR A7 51 2 = 5 F B & RIE A
WAZTR E R T CH,CL,F JFidat ¢ ShEdk T 38 . 7Erk Ll (a9 (4: 1Et0Ac/ Cf
VEABEIIBO YR~ M BEAT 2L 4L, 4331 50mg PR B2 9 (72 82%). 'H NMR (200MHz, C
DC1,) 8. 21-8. 16 (1H, m, ArH) , 7. 74-7. 73 (1H, m, ArH) , 7. 63-7. 61 (1H, m, ArH) , 7. 06-6. 99 (1H
,m, ArH) , 6. 73-6. 67 (4H, m, ArH) , 6. 13-6. 09 (1H, m, ArH) , 5. 97-5. 89 (1H, m, ArH), 3. 24 (3H, s
,NCH,), 3. 15(3H, s, NCH,), 3. 08—2. 98 (8H, m, CH,), 2. 21-1. 99 (4H, m, CH,) 1. 32 (9H, s, C (CH,) 5o
EI-MS:m/z TH5AE CyoHyFs ™ TrNg 922. 3, SEWI{H 922. 3. Z5Hilit x— F28 k22 R e .
[0373]  sEf] 10

[0374]
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oy
Nf
N BN

v

N
Bu

[0375] ¥ 4K 5(150mg, 0. 11mmol ). 2- (3—#UT & -1H-1, 2, 4- =M —5- 3 ) ik (69mg,
0. 34mmo1) A S BRI (121mg, 1. 14mmo 1 DIFAEAE 20ml 1) 2- ZH LBEH . HZIREMHIN,
A HAE RS T W FE 807 C MV T NPT 408 FEHZ )G, 201 NMR 43-#r BT 45
TRy RN TEAT . AEJE T 2 BRVA, BN CHCL 3t & 1Y Na ,CoaE JER . a3t B
AR A Bl (% (Et0Ae MR NBEIBD HEAT Ak, 132 144mg Fr# B4 10
(P72 77%). "HNMR (200MHz, CDC1,) 9. 38 (1H, d, J=1. 4Hz, pyzH), 8. 25 (1H, d, J=3. 1Hz, pyzH),
7. 74 (1H, dd, J=3. 1, 1. 4Hz, pyzH), 6. 93 (1H, s, pzH), 6. 91 (1H, s, pzH), 6. 77-6. 57 (2H, m, ArH
), 6.45-6. 21 (2H, m, ArH), 3. 11-2. 98 (4H, m, CH,) 2. 96 (3H, s, NCH,) , 2. 92 (3H, s, NCH,) , 2. 89—
2.59 (4H, m, CH,), 2. 18-1. 91 (4H, m, CH,), 1. 33 (9H, s, C (CH,) ;ppm. *FNMR (CDC1., 188MHz)—112
.4, -115. 3ppmESI-MS:m/z $1 518 [CiHyF, " TrN,+1]7824. 2, S2ill{l 824. 2. 295. 15K K &5
A (340nm FIEK A, THE) 572nm. Q. Y. 0. 10 (ZEXFH], THE) .

[0376]  UKALA VIR K EHOGIEERE 5 Rt

[0377]  sEf 11

[0378]

0>
[0379] ¥4 — E 4Kk 4 (150mg, 0. 12mmol ) 2— (1H- ftk e —5— J£ ) 1k BE (43mg, 0. 3mmo1) LA

SRR AN (128mg, 1. 2mmo 1) &M AE 21ml 1) 2- ZH LBEF . H B EWH N IF A
ERAA T E80° CHRITMBESE Fm#Ju 8. fEZ )5, W NMR 4 4 Bt fa 7, 1%
RN 5EAT . FEVRE N 25 BV, N CHLCL, 31 & 1 Na ,COT i I, L2 BRyE 79 Bk
VR AR RE A b i 2 0 (BtOAC :NEt,——99: 1 /B R ¥ i) 34T 4k, 18 3 130mg
Pr 5 B0 P54 1L % 2 74%). 'H NMR(200MHz, CDCL,) 7. 76 - 7. 52 (4H, m, ArH) , 7. 03 -
6.94 (2H, m, ArH), 6. 90 - 6. 81 (1H, m, ArH), 6. 76 — 6. 67 (1H, m, ArH) , 6. 66 — 6. 54 (4H, m, A
rH), 6. 14-6. 03 (1H, m, ArH), 6. 03-5. 91 (1H, m, ArH), 3. 12-2. 96 (4H, m, CH,) 3. 03 (6H, s, N
CH,), 2. 95 - 2. 64 (4H, m, CH,), 2. 26 - 1. 84 (4H, m, CH,) ppm. .,,,'H NMR (200MHz, CDC1,) 7. 76~
7.52 (4H, m, ArH) , 7. 03-6. 94 (2H, m, ArH) , 6. 90-6. 81 (1H, m, ArH) , 6. 76—6. 67 (1H, m, ArH) , 6
. 66-6. 54 (4H, m, ArH) , 6. 14-6. 03 (1H, m, ArH) , 6. 03-5. 91 (1H, m, ArH), 3. 12-2. 96 (4H, m, CH
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,) 3. 03 (61, s, NCH,), 2. 95-2. 64 (4H, m, CH,), 2. 26-1. 84 (4H, m, CH,) ppm. EI-MS:m/z it & {4
CaHy, ' TN, 729, 2, SZIIHE 729. 2,

[0380] S 12

[0381]

2

) 12

[0382] % —5E4A 5(150mg,0. 11mmol).2-( Z&IF [d] MEME —2— 3L ) KW (78mg, 0. 34mmo1)
PLA TR BR B (121mg, 1. lmmo 1) V& fEAE 20ml [ 2- ZH LBEH . BB A A H
FERAS T E90° C B EE TN Ha8. Az G, W NMR oM Frfe s, 1% = M

FEA. FEJRE T ZERIER], BN CHCLIF Rt &1 Na ,CO,Id yiEH . EBRIEFIF HAGWRE Y
e BaE (%, ] EtOAc: CeiRGMITE NSRRI AT 24k, 133 155mg Jr i BE Y
PEP) 12 (7R 80%). 'HNMR (200MHz, CDC1,) 7. 73-7. 59 (1H, m, ArH) , 7. 57-7. 37 (1H, m, ArH)
7.22-6.99 (3H, m, ArH) , 6. 98-6. 80 (3H, m, ArH), 6. 64-6. 36 (4H, m, ArH), 6. 31-5. 99 (2H, m, A
rH) 3. 81 (3H, s, NCH,), 3. 35 (3H, s, NCH,) 3. 22—-2. 59 (8H, m, CH,) , 2. 22—1. 76 (4H, m, CH,) ppm. °F
NMR (CDC1,, 188MHz) -112. 1, —115. 4ppm EI-MS:m/z i B {H Cyoll,,F," " TrN.0S  847. 2, SZ Jll{H
847. 2,

[0383] S 13

[0384]

[0385] % — KAk 6 (50mg,0.03mmol). ¥F P& = 47 My B (10mg, 0. 08mmol) LA A& fiik B2 4
(8. T4mg, 0. 08mmo 1) WU T 2— 24 2% (10mL) 1, FFAER A R AE 80° C HIIhiRiRE R
I 90 735f . SRS VPRI BIIR AR ) 2 = I H AR 125k B MR T CHCL,
flIE ¢ ST, K R EE / K (LomL, 9: 1) 43, I kR (L DliE . 15
P4 b =4 13 (50mg, 72%). 'H NMR (200MHz, CDC1,) 7. 34-7. 24 (31, m, CH), 7. 12-7. 06 (2
H, m, CH), 6. 58—6. 56 (4H, m, ArH), 5. 94-5. 86 (2H, m, ArH), 3. 96 (6H, br s, NCH,), 3. 10-2. 85 (
8H, m, CH,), 2. 27-2. 16 (2H, m, CHH) 2. 05~1. 90 (2H, m, CHH) - EI-MS:m/z 15 AH Cy5H,0F, " TrN,0,
842. 2, SElME 842. 3.

[0386]  SEff 14

[0387]
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be

HO™ o QO
e
i é>—<
N32003
2
2 TEEK

14

[0388] % 544 6 (100mg, 0. 06mmol ) F R MR (14 1w L, 0. 16mmo 1) LA S FREZHN (17mg,
0. 16mmo WL ILT 2B / 7K (4: 1, 5mL) 1, FFAEZ S N AE 90°  C BMiA A T in# 90 4
Bl RVFZNIR GV E 2 E R IF HRRER . Bz EFRET CH.CL, (20mL) Hif
FH7K (20mL) AT NaHCO, (20mL) ¥eigk If B4 Tk MgSo, T . Rk iZER, 58 £
[i] 425 (1) BT 25 BB (9724 14 (0. 1g,75% ) 'H NMR (200MHz, CDC1,) 6. 55-6. 50 (4H, m, ArH) , 6. 04 (
H, br s, CHH), 5. 79-5. 77 (2H, m, ArH) , 5. 43 (1H, br s, CHH), 4. 17 (6H, brs, NCH,), 3. 13-2. 91
(8H, m, CH,) , 2. 23-2. 15 (2H, m, CHH) 2. 03—1. 93 (2H, m, CHH), 1. 90 (3H, br s, CH,) » EI-MS:m/z
AL Cy L F, " TrN,0,808. 2, SE{ 808. 2,

[0389]  =Lff 15

[0390]
Eto-OFt
OEt \5
O ™0 ’)\OEt HN
NH  Me,OBF, =N HBF, NH, N
—
CH,Cl,
0
10 % HCl N
—
EtOH

15
[0391]  FERAA T, K 2, 3,4, 5~ TUA —1H- 2K3F [c] BI+=E —-1-Hd (1g,6. 2mmol) 5 =H
A TYFEANEL (0. 92g, 6. 2mmo 1 YA A 7F CH,CL, (10mL)™. 2 /NG, % e B 34T g AbFE .
ARG C B R R BT 1 1. 5g(O 1% VU AN ER 1- 4 4, 5- —
& -3H-ZKIF [e] B B A 44 . HNMR (200MHz, CDCL,) 7. 73-7. 64 (2H, m, ArH), 7. 5
3-7. 39 (2H, m, ArH) 4. 48 (3H, s, OCH,) , 3. 60 (2H, t, J=6. 7Hz, CH,) 2. 91 (2H, t, J=7. 3Hz, CIL,), 2
. 54-2.30 (2H, m, CH,) o« ANZGHE— B4tk % (0. 15 T RANIR 1- B4 -4, 5- 5 —-3H- %
I [e] ARSI T2 24— B ()™, 798 1% SONAE 100° C HIHB IR Tk
L /NI o i NV A B 2 R T B 2B IR R B T AR Kz B RIS T 10%HCL
GRPE) /ELOH (1 & 1, 10mL) HFEEIFNH 2 /NiF o SR SRV IZ R A E & = I8 9 Bk s
. IS DN A NaHCO, (50mL)KE ™ pH 3 B ¥ H CH,CL, (2 ¢k, BER 50mL)
AEY, 28 MgSO, T H- AWK T 28 RIER . fEfkEA s i sk (1: 1Bt0Ac/ i) BH T4k
L4338 Tomg (66%) 41 6, 7- & —5H- ZKIF [c] WRIEIF [1, 2-a] %= 16, 'H NMR(400
MHz, CDC1,), 7. 78-7. 75 (1H, m, ArH), 7. 35-7. 28 (2H, m, ArH), 7. 22-7. 24 (1H, m, ArH), 7. 11 (1
48
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H, d, J=1. 2Hz, ArH), 6. 99 (1H, d, J=1. 2Hz, ArH), 3. 90 (2H, t, J=6. 7Hz, CHL,), 2. 71 (2H, t, J=T7.
OHz, CH,), 2. 31 (2H, m, CH,) »

[0392]  W[#%SEf 4 & 14 BRI 7 RATECAE 165 1rCl M, R — Fh = 22O A (1 2%
EW. FERACHE, I ZECA 15 5874 H Pt Rh, Pd. Ru 38 Os () HAth 48 15550 S R
[0393] =24 16

[0394]

[(COD),Ir1BF4

[0395] 456, 7- —& —5H- K If [c] WEMEIF [1, 2-a] &= 15 (70mg, 0. 38mmo1) 5 JU 5
s [ — (1, 5- B =) 4% (D] (47mg, 0. 09mmo1) H-57F 1, 2—- 8 —FE (1mL) H ) H 3
TR IERREIRS . B BIREGAE 180° C [yhiE = Fin#k 18 /et SR )G iFi%
RNAE 2= BRI AR K. @ sl s apie . Wi ARk ERTE
[T B A, B N B H fac I FMER = (6, 7- =4 -5H- K31 [c] BEMEIf [1, 2-a] B2
2N, C) 4K (IT1)16 (B NMR YGHE o (1) SR 205 S 5, $8 o — BIOW BRI A AD . TH O NVR
(400MHz, CD,C1,) 6. 83 (3H, d, J=1. 4Hz, ArH), 6. 76-6. 74 (3H, m, ArH) , 6. 60-6. 52 (6H, m, ArH),
6. 38 (3H, d, J=1. 4Hz, ArH), 4. 29-4. 19 (6H, m, CH,), 3. 17-3. 04 (6H, m, CH,), 2. 28-2. 16 (6H, m,
CH).).EI-MS:m/z $158 CogHy, * TN, 741. 9, SEMME 742. 2,

[0396] yi{ﬁlj 17

[0397]

9 N
Q cl B ,JLN,NH2 N H—tBu
NH PCls, #% =N T H N
NEtg, '{%}E’R‘

17
[0398] ¥4 2,3,4,5- PU&A —1H- 2K 3F [c] & 2% 5 —1- i (0. 92g,5. Tmmol) ¥4 fift 7F HF
(1oml) ™, I HE N PCL, (1.188g,5. Tmmol). ¥§i% K BVREWIAE 120° C HIWHBIEE T
LN SRRz R NA AR ZRIF A RS NRE R TR, B2 EYEEmT F
28 (10mL) FIF &R, DAERRITA B89 POCL, LBk . SRR AR BRI T oK
(20mL) 77, TRAN=2Z. 0% (0. 95m1, 6. 85mmo 1) F1 2, 2— — AR EEAE (0. 729g, 6. 28mmo1) 3 H.
A% NI A YAE RN NN 3 /Nt Tle 28 Bon A LE T B0 iz BiA H
B =R IF HH EtOAc (30mL) #%e . SR FEAHIAHH K NaOH (2N, 20mL) $E¥k. LA 10%
KPR HCT (2X20mL) BEEA M MNA VAP EEEL . H 2N NaOH #7KAH K pH 175 % pH 11
FF HAG 7 PAEE R CHCL, (100mL) Ao A HIAHZE MgSO, T4, FF 4G & FIAEUE T 28 K o
FAFIRAR LA A, ZE AT DAFERE A @it ik (2458 9 60%Et0Ac 35 4 80%Et0AC) 3k
alifk, 153 2K A G E KRR 17 0.97g, 7728 70%). 'H NMR (200MHz, CDC1,) 7. 84-7. 76 (1H, m
,ArH), 7. 42-7. 37 (2H, m, ArH), 7. 29-7. 25 (1H, m, ArH) , 4. 00 (2H, t, J,=6. 6Hz, CH,), 2. 69 (2H,
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t, J,=7. 1Hz, CH,), 2. 28 (2H, tt, J,=6. 6H, J,=7. 1Hz, CH,), 1. 52 (94, s, tBu) -

[0399]  WI4ZsEf] 4 2 16 Bk 977 SAEEAE 175 Tr B, JE R — Pl = 2 oAk ) B BC
RIS A, Al AH, AT RCA 175474 8 Pt Rh.Pd. Ru B Os 1) H A 48 5K 4k
N o

[0400] =241 18

[0401]
0 o 5 N¢<

Br S
Br, /“\NH
o (L

18

[0402] £E0° CF,% 30 404, IR (1. 59g,0. 5mDIFFEARINE 6, 7, 8, 9- PU4A, —5H- ZEIf:
[7] #4% —5— BA (1. 6g, 10. Ommo 1) £E — Z. Tk (20mD) FIVEW T . Fo VR IZVA VR IR HE L 1M 1T 22
1825 R = ARG % R R - 2k CLe0mD) B 3T 5688 22— DR S B iz B AL T
IKPEBRACERER 21 (2X100mL) 57K (2X 100mL) ¥k, £ MgS0, T4 3 H AL IS K 2 R 1E 7,

B3 2. ATg MR IR, ZBRARTERE AT LB T (A TE 0 ON 100% 7 ks (40-60)42 8:2 F7JH
¥& :DOM (A6 52 e D R 2lifh, , 45 31 22 % 3 (VAR Y 6 ¥R4K -6, 7, 8, 9- PUEA —5H- 2R IF [7] %
1% —5— i (2. 69g,48% ). 'H NMR (400MHz, CDC1,) & 7. 58 (1H, d, J=7. 6Hz, ArH), 7. 40 (1H, t, J=7
. BHz, ArH), 7. 28 (11, t, J=7. 6Hz, ArH), 7. 18 (1H, d, J=7. 6Hz, ArH), 4. 86-4. 84 (1H, m, CHH), 3
. 05-2. 98 (1H, m, CHH) , 2. 92-2. 85 (1H, m, CHH), 2. 41-2. 35 (1H, m, CHH) , 2. 31-2. 25 (1H, m, CHH
), 2.05-1. 97 (2H, m, CHH) o 7E DMF(10m1 )™, Y£ 80° CHIIHVAIEE T, ¥ 6- 4% -6, 7, 8, 9-IIY
S -5H- ZEIF [7] #8044 —5— B (239mg, 1. Ommo 1) FIARAC Z Bif% (100mg, 1. 3mmol) fn#k 33 /)
o FEULZ G B VE RS 20 2 2 T FORVE R S 26 PR Y A CH,C1,(150mL)
Mk It H A M AT B 7K PE NaHCO, (50mL) AH7K (2X50mL) #eisk, 48 MgS0, T I iE FI 2 K,

BRFEBE A, A FiEat s (100%CH,C1,4 9: 1CH ,C1,: EtOAc HIBE el k4l
1k, 1330 2 3F B Al 18, 'H NMR (400MHz, CDC1,) 8 7.97-7. 95 (1H, d, ArH) , 7. 29-7. 26
(1H, m, ArH), 7. 21-7. 16 (2H, m, ArH), 2. 94-2. 86 (2H, m, CH,) 2. 77-2. 74 (2H, m, CH,), 2. 68 (3H,

s, CH,), 2. 20-2. 14 (2H, m, CH,)

[0403]  AJ4SEM 4 % 16 Pk ()77 SATECAE 185 Tr M, JE A — i = ZR FC AR [ BLISI T

WIS A . nl B ACH, AT RCA 185474 H Pt Rh.Pd. Ru B Os (1) HAh 4 B W3 T %

N o

[0404] =2 19

[0405]
£
o

HO N=

o X N-OH
KO'BU, 'BUONO N BT O
NH,OAG OO
19

[0406]  HEAUT EEH (2. 5g, 22. 2mmol) MUK T 2. 8% (25m1) #, 3 HAE =10 K ZIE &Y
50
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F 30 48P, RGN 6,7, 8, 9- TUA -5H- 2R3 [7] #& )4 —5— ffl (1. 0g, 6. 25mmo 1), Ff H. fu
ZIR EYEZIR T HHHE 30 08 B ISR BT B (1. 35g, 13. lmmo 1) f H R
A R P TRAE IR NIRRT W7 1% I B AT 7K (25mL) #ks, FF LA HC1 BRALIR 41 I TR
(pH1-3)o ARG LIR IR G Y — CREREEL, F93 55, 282 MgSO, T 3F H 28 K71, 45 20
[i5] 44 o AEREAT I JE A o s OB 2 M5, 100% A7 kS (40-60) 22 100%DCM %2 DCM: EtOAc [ 9: 1
TREYD Rty 15 3 5 3 24 1 [f 44 (0. 56g, 48%) Y 6— (55 ) -6, 7, 8, 9- PUA, —-5H- K Jf
(7] #:4% —5- Fil. fEZIRT, % (H5H)-6,7,8,9- TUA —-5H- 2K [7] #2475 —5- Fil (567mg,
3. 0mmo1). Z.BZ % (900mg, 11. 6mmo1 ), LA K IEE (0. 22m1, 3. Ommo1) 7£ Z.F% (30m1) i FE,
B2 TLC 7 ¥ B Rt s Capi e, AR5 T T 28 R0 AR 10 iz e T
300ml DOM . 4R JE A AUAE FH VAT NaHCO, (150mL). 7K (2X 150mL) Jeig I 48 o7k MgSo,
T PR EBRIAFIG R 480mg 2 G # oy fRE M kL. fERER st sk (100%DCM 32
95%DCM. 5%MeOH [ A6 B 1 i) SR 4lifk, 15 31 2 ¥k K (il 1 N- #2835 — BRIk 19 (260mg, 40%).
'"H NMR (400MHz, CDC1,) 6 8.96 (1H, br s, OH), 7. 67-7. 66 (1H, m, ArH) , 7. 04-6. 96 (3H, m, ArH)
,2.77-2. 74 (2H, m, CH,) , 2. 69-2. 67 (2H, m, CH,) , 2. 68-2. 58 (2H, g, J=7. 6Hz, CH,), 1. 89-1. 84
(2H, m, CH,), 1. 04-1. 00 (3H, t, J=7. 6Hz, CH,)

[0407]  AJ4%SEM 4 % 16 Pk ()77 SATECAE 195 Tr N, TR A —Fh = R EC AR [ BUS ED
WA . nI B4, FTERCA 195474 H Pt Rh. Pd. Ru 3% Os ¥ HoAth 4 8 37 e i o
[0408]  sLA5 20

[0409]1  HIBA T 7 sSHIMEAVLHEUR OGRS

[0410]  #% 1TO Bl Sk 1) 3 3 Aol Je e 42 A1 P B R S TR0 2 A A7 768 7 0 b B R 482 165 v 9
T, BRI LA 4000rpm [ HE RS 8 B PEDOT : PSS B 7/E 170 fTRES [, FIIE 1 4%, 3 BAE
P _EAE 150° C NHERS 15 0% . PEDOT:PSS 2K JE FE MR i 8y 40nm. 7EMLZ 5, B iZidef
R 2 FEF I H L 3000rpm R HEH:6 BEG & 5T 2 HEla AE PEDOT : PSS J2 (K THES I,
N1 20%f, 3 HAE 80° € THERE 30 4%, AT A VA T SR F1 % PVK. PBD. TPD DL AL G
) LOH R VB BORTE Oz R 3 2« U 73 I B & TE & 65:25:9:6. K52 1K )5 1 4 1
EN 90nm. JRJG, 7E 1X10°Pa IE 2N, % TPBi (B /XBA$4E, 20nm) . LiF (H-FIEN)Z,
Inm) PA S Al (BHAR, 120nm) F))Z B G UTAR .

[0411]  47E B BA AR 2 100t P H R I, 122285 B K B e K9 A 565nm [ 6« CIE e sl
PR (0. 49 50.49). 7E 1800cd/m’ ({52 B LA S 15V T HLE T, e K IR AR & 20cd/A. 7
21V N B RS E & 20000cd/m’.

[0412] DRSS 2 MR BH, 75 I R 1A DL UK 6 2E B TP EL B B 2R 1B A R
i, Z3EE 2RO (S ILE 5).

[0413] R ERFEH 2, 75 AT AT B B AR 255 3 A 8 AN tH U AR
ST ATART L Ath [ SRA) RS AR ST PR 7 3 o R — 47

[0414]  7EDAF BIBCRIESR FA R B SCRTREIR 1, B T T B 15 5 300 75 I s 1 i [
BB SR HA 77 S PAAE, 175 “ A5 SRk “BHE T 7 B IEAE AR A SR E X
SKAEH, B, i B T B R R ARAE B AFAE , AEASHERR A AR K B (9 AN [F] 52 77 8 gk — DAk
(RAFAE BB

51
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