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ZIE3 10-2014-0134181

[A-86]

[A-87]

[A-88]

_17_



6l 10-2014-0134181

HE

el
o

[A-92]

[A-91]

[A-90]

[A-89]

[0133]

—
<t
o
S
=

[0135]

[0136]

[0137]

[0138]

_18_



6l 10-2014-0134181

HE

el
o

[A-104]

[A-103]
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[0140]

[A-106] [A-107] [A-108]

[A-105]

[0141]

[0142]

[A-110] [A-111] [A-112]

[A-109]

[0143]

[0144]

[A-116]

[A-115]

[A-114]

[A-113]

[0145]

[0146]
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[0148]

[0149]

[0150]
[0151]
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[0154]

[A-119]
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[A-134]
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[A-144]
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[A-141]
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[A-146] [A-147] [A-148]

[A-145]
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[A-150] [A-151] [A-152]

[A-149]

[0163]
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_21_



[0165]

[0166]

[0167]

[0168]
[0169]

[0170]

[0171]

[0172]

[0173]

[0174]

[A-153]

[A-154]
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[0176]

[0177]

[0178]

[0179]

[0180]

[0181]

[0182]

[0183]

[0184]

[0185]

[0186]

[A-174]

[A-175]
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[A-179]

[A-191]
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[0188]
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[0191]
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[0193]
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[A-198]

[A-215]

[A-200]

[A-216]
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[0205]
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[A-261]
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[0220]

[A-268]

|

[A-267

[A-266]

[A-265]

[0221]

[0222]

[A-272]

[A-271]

[A-270]

[A-269]

[0223]

[0224]

[A-276]

[A-275]

[A-274]

[A-273]

[0225]

[0226]
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[A-300]
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[0237]
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—
=
<t
N
S
=

[0241]
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[A-312]
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[A-316]

-315]
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[A-313]
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—
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<
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S
=

[0247]
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[0255] [A-333] [A-334] [A-335] [A-336]
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[0288]
[0289]

[0290]

[0291]
[0292]

[0293]

[0294]

[0295]

[0296]

[0297]

[0298]

[0299]

[0300]

SIHSd 10-2014-0134181

AAld 1: S}RHE A-1¢] §4

}?31—7] i]";’:l]—% A_l'% '8]'7] E]_]_‘%};I 137,]_ %_l_—% 4]‘;—]_7;" %i% %a_ﬁ

)
o,
ol
o
32

[9F&2] 1]

NH, N

NH, HOL OH O / o HoOH
PA(PPh3)4 / KsCOs o o POQl3 .
+ —
O toluene ! O + HOJUJ\OH O
: J g L

(A)

PA(PPh3)s KGO0,
THF / HyO

YA
' Pd(PPh3), /K,COy
—mm——
O THF /H,0
) 2
(3]

A1 GA; T AAEWN) Y TA

4-BERoldd 58.0 g(337.2 mmol), 2-UZTEAHZY oA|= 69.6 g(404.6 mmol) % HEZHI=(EGHIE
23)Ze+E [Pd(PPhs).] 9.7 2(8.4 mmol)E& EF<l 1700 ml &wjol] =<1 & FEEIFR Y 0| E(K,CO;) 93.2
g(674.3 mmol)S = 600 mlol]l &3f3F gMS H7}slar 100To A 124)17F Fot HH-SA1 A
=& AAs L, §uE Y shollA xﬂﬂfﬂﬁ = Wge= Agsiglt. &
5 AxAA 74 AAE (A) 50.0 g (58 68%)9] = 1S A},
Al 2 @A FA AEEB)Y T

ZHA) A E(A) 27.0 g(123.1 mmol), &) A= 19.2 g(184.7 mmo
110 mle] gufjoll Q1 ¥ 140 ColA 4A7F FoF WSAIAL. 53 WS ES IdSE ’:oﬂ e o3
AE AZx, B RIFLUEF X3rgdor Mgt 2= A4
ZH AAE (B) 9.6 g (578 24%) 9] dL w2k 1A E dYr}.

of

%
A 3 @A FA ALEC S FA
A ABAQE (B) 9.5 ¢(29.3 muol), 2-HUZE-ARZY A= 5.0 g(29.3 mmol) 2 HEZI|A(EALx~
A)ZekE [Pd(PPhy),] 1.0 (0.9 mmol)S ElEg}slo] =2 F&(THF) 190 ml &ulol 591 ¥ FEIGIIR YOl E
(K,003) 8.1 g(58.6 mmol)& & 95 mlell &8sk &H& H7lstar 70CeA  12A17F Sk WHgAIAT, Ao

FYAZAE Fobo] oISt 1 AFES BuIFRE WA AAAs ],

o \=j
= 1 =
2Eela, ReFaEs WAooz AAS T AxAA F2314 AAPE (0) 9.19 g (5

A4 A FFE A-19 FA

Z7H AAE (C) 9.0 g(21.6 mmol), 1-#d-2-(4-(4,4,5,5-HEgHE-1,3,2-t] A 12 d-2-) | d)-11-
Zoln|thE  10.3 g(23.9 mmol) Z HIEFIA(EYHEEAA)ZEF[Pd(PPhs),] 0.8 g(0.7 mmol)S ElET}s}
O|ER2FE(THF) 180 ml &wHio] 9 % FEF7FHUO|E(K,CO5) 11.9 g(86.6 mmol)S & 90 mlel] &3i3F &

NG Hrkslar 90 TollA 12413 5ot Wb A AT, 53 w359 &nE 74t slollA AAS e =3 mee
2 ARSI, 1 ARES ERdeR AdAs, AEd A4S oo ofd ®estil, EFdos AAG
T AZXANA FFEE 11.0 g(58: 8192 A AS AU, (AAEL ¢ 649.78 ZA 3L MS[M+1] 650.08)

AN 2: SSE A-29] A
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[0301]

[0302]

[0303]
[0304]

[0305]
[0306]

[0307]

[0308]
[0309]

SIHSd 10-2014-0134181

O cl o+ Pd{PPh)a (K:LO3
THF { H,0
B,
(€

=24 AAE (C) 15.0 g(36.1 mmol), 2-dd-1-(4-(4,4,5,5-EH|EgtdE-1,3,2-t| A R 28&-2-2)Hd )-
IH-Wlzolv|thE  17.2 ¢(43.3 mmol) 2 HIEZI)~(EFH I L ~3)Z25[Pd(PPhy),] 1.3 g(1.1 mmol)& HE
galo] =2 FH(THF) 300 ml Eulol] =91 3 FEFFIFFR U E(K,C0;) 19.9 g(144.3 mmol)E& & 150 mlol] &3
g o H7bekal 90 TolA 12A413F Eob WEEAIZITE. 53 WgEe] §vis 2sh stellA Al st B3t v
g2 AAgeisitt. O RRES EFMdeR A, AEs 24S I o) #Elsta, EFqloR A
A & Ax2AA SFFE 18.0 g(FE: 770 A IAE AJ. (AR ¢ 649.78 SAgE 0 MS[M+1]
650.08)

AAd 3: B5HE A-39] §A

A7) S A3 87 WA 32 B gAs,

[¥H&-4 3]

A
N/
N’l
N/
Pd{PFPhs)4 f K;,CO
O cl . \I {PPh3)y/ Ky S
THF / H,0
O j];\(()\
O (C)

Z70A4 AAEE (0) 12.0 g(28.9 mmol), 8-(5-(4,4,5,5-HEgHE-1,3,2-t] 2 AR 2 &-2-9)-T 2| d-2-9) =
# 11.5 g(34.6 mmol) F HEZI|(EHAE X)) ZEb4E[Pd(PPhs),] 1.0 ¢(0.9 mmol)S HEZSIo| =237
Z(THF) 240 ml &ufol] ¢ & FElFEIFR U] E(K,C0;) 15.9 g(115.4 mmol)S & 120 mlo] £33 &AL
ZFskaL 90 TellA 12*1@ Bk WS AIAATE, 5T HbSE] 2lE AL Sl AASI B3 WEEE A
AT, O FFES EFdoR AEAS Y, A % staL, EFqez AAg & 7
AA FFE 13.0 g(‘r‘E' 77%)9 A uAE A

et

BN ox

Aok, (AAEL - 585.69 =4 3L ¢ MS[M+1] 585.99)
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[0310]
[0311]

[0312]

[0313]
[0314]

[0315]
[0316]
[0317]

[0318]

[0319]
[0320]

[0321]

[0322]

SIHSd 10-2014-0134181

AAld 4: SRHE A-4¢] A

7] e A4E sh] WA A4S F el

Rlacy

1

4]

I =
¢l N7 Pd(PPhg)s/ K2CO;4

O THF / H,0
J
O {€)

Z7H AARE (0 11.5 g(27.7 mmol), 3-(5-(4,4,5,5-H|EgtHE-1,3,2-t) A B 2 &-2-9)-v] 2] ¥-2- ) ¥ 7]
9 9.4 g(33.2 mmol) F HIEZHI|A(EF LX) B2 [Pd(PPhy)4] 1.0 g(0.8 mmol)& B ESto| EE 75
(THF) 230 ml &vjol ¢ & FEF7FR U] E(KC05) 15.3 g(110.6 mmol)S & 115 mlol &3&)3 &S 7}
BkaL 90 TollA 12417 HoF uk$A o] &wlE 7t SlellA AAT L B HEgEE At
Q. 1 FAFES B NES AARS ol o3 #Estal, EFAeR AT T A
A SE 9.7 g(FE&: 65%)2] AN uAE AUk, (Al4EgE 0 535.64 SA L ¢ NS[M+1] 535.94)

;ﬁ oy
Y
+
I
rot
iz
olo
i

A4 5. 3¥HE A-59] §A

. O PA{PPhy)s / K,CO4
-

THF /H,0

A BAE (O 15.0 g(36.1 mmol), 8-(4-(4,4,5,5-ElEgHE-1,3,2-t| A R 2 &-2-2)-H|d) F =&

14.3 ¢(43.3 mmol) ¥ HEHIA(EALEEAA)ZEF[Pd(PPhy),] 1.3 g(1.1 mmol)S HEZSO| =25
(THF) 300 ml &ufol] ¢ & FEIFIIRUO)E(K,C0;) 19.9 g(144.3 mmol)S & 150 mlo] &3)s g8 A7}
13 A

St 90 CollA 12A17F BeF wHeAI AL, F=53 wsEe] SujE 7 dollA AASIT 3 de2zZ AAs
dt. I BFREEL EFdoz AAAT ], &3 AHS A o) EEsta, EFdoR AT T AxA
A 3FE 15.0 g(5&: 7192 AN uAE AAJt. (AAkgE 0 584.71 SA AL ¢ MS[M+1] 585.01)

A 6: SFE A6 FA
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[0325]
[0326]

[0327]
[0328]
[0329]

[0330]

[0331]

[0332]

[0333]

[0334]

SIHSd 10-2014-0134181

O Cl + Pd(PPh3)4 IK2CO3 o
THF /HZ0

=704 AAE (C) 16.0 g(34.3 mmol), 3-(4-(4,4,5,5-HEgHE-1, 3 2-t)J2A R 28-2-) A d)ddd  11.6
g(41.2 mmol) % HIEZI|(EGHALEH)Z 25 ([Pd(PPhs)y] 1.2 g(1.0 mmol)S HEE}Sto] =2 F2(THF)
320 ml &mfol
TollA 12A]3F

, XEFEIFE Y] E(KLC03) 19.0 g(56.5 mmol)S& & 160 mlol] &3st 8NS5 FH7bskar 90
oF WESAIAT. 53 wbgEe] &S 79t StolA AASIL B o

, A& AAS Ao o HeEsta, EFdez HA
D 82%) 9] A mAE ATk, (ALkEL ¢ 534.65 ZA L 0 MS[M+1] 534.95)

ot I M
g
o

wes Agsg. o
& ¥ AzAA FPE

AN 7: 5E A7) A

A7) BFE A-7S 8] wheA 7S Ea a4 skgit).

[k 7]

T 1

Pd(PPh3): | KoGOs
THF (H,0

(J

=204 AAEAE (C) 16.0 g(38.5 mmol), 8-(3-(4,4,5,5-HEgHE-1,3,2-t]2A A2 &-2-) A D) F=H 15.3
2(46.2 mmol) % HEZHI|A(EHAL¥E-H)ZebE([Pd(PPhs)s] 1.3 g(1.2 mmol)S E|Egsto| =2 5F(THF)

320 ml &ufjol] =1 & NERFIFHUO]E(K,L0;) 21.3 g(153.9 mmol)S & 160 mlell &3lgk A8 H7star

90 CollA 12A1ZF &<t WA FH L. 538 vkgE9 fulE 74t st AAStT B3 WekE2 A4 sk3ict.
=7 AR, A& AAE oo o ®Eelsta, EFdeE A T AxAA 3}
% 15.8 g(—’F D 70%) 9] A uAE AATE. (AAEEE - 584.71 S Ek ¢ MS[MH1] 585.01)

Al 8: 3}3HE A-89] ¥
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[0335]

[0336]

[0337]
[0338]

[0339]
[0340]

[0341]

[0342]
[0343]

[0344]

SIHSd 10-2014-0134181

Pd(PPhy)s f K200
THF / HyO

74 AAE (C) 10.0 g(21.5 mmol), 3-(4-(4,4,5 5-HEgHE-1,3,2-tJSAE2d-2-A) A d)Fdgd 7.2
g(25.8 mmol) HEZ72(EFH I ¥ 23)Zeb5 [Pd(PPhy)s] 0.7 g(0.6 mmol)S EH|Egsto] =2 F2H(THF)

l
=
200 ml gujel ¥l %, XERFFFRUIOIE(KC05) 11.9 g(85.8 mmol)S & 100 mloll &8st &HS H7Estar 90
X
S

TollA 12413 BeF vbe AT, $£53 wS-&5o &njE 739t 3slolA zﬂﬂé}ﬂ =¥ detez AAFsdY. o
TREs BEFdoz AAAT Y, A& A4S ool 93] Esta, EFoz AAGS & AXAA &
9.5 g(F&: 83%0)2 A TAE A, (AAaL ¢ 534.65 SAHFL - MS M+1] 534.95)

A 9: 33HE A-2819] 94

47 BB A281 7] e 93} 2e 4 A= Fal FAs

(34 9]

NH,
O &
Po{PPhg)s / K2CO3 o 0
+ N, -
C) ry e ®
N,

Br
B(QH),

Pd(PPhs)s /KaCO5
THF / HO

Pd(PPh3)4 /K2CO3
THF / Hp0

A 1A T ALED Y T4

4-B2Roldd 70.0 g(406.9 mmol), (9-FHI-9H-7Hu}Z-3-A)R a2y A= 114.5 ¢(398.8 mmol) = E|E&}Y]
~(EgHd¥23)ZebE [Pd(PPhs),] 11.8 g(10.2 mmol)S =F<1 1050 ml &ufol] =<9 ¥, XEFIIHYOE
(KoCO3) 112.5 ¢(813.9 mmol)<= & 490 mlol] &3lgr &N FH7Fstar 100TCAA 12412 5 QESAIFH Y. 5

FobeEe] =55 AASAL, &8s Y stelM AAstL =3 vggE AAslt. £S5 dATTES

—
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[0346]

[0347]

[0348]

[0349]

[0350]

[0351]
[0352]

[0353]

[0354]

[0355]

[0356]

[0357]

[0358]

[0359]
[0360]

[0361]

[0362]
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ih)

How ZEld § dxAA A AYE (D) 9.0 g (&1 66%)°] =T uAE LA},

Mo

Al 2 @A Sk A= E) e 4
F3HA A ED) 60.0 g(179.4 mmol), TEo] o A= 28.0 g(269.1 mmol)& E=E e ~GAZReko]=(POCl;)
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