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[AA] o 1] Nd-6-24-6FY 2 E[2,1,alolo] AF=H-7-7tE A o]E  (ethyl 6-oxo-6Hpyrido[2,1-

alisoquinoline-7-carboxylate)®] A%

1

N

N0

CO,Et

HE-S-8 7)ol ethyl 2-diazo-2-(2-(pyridin—2-yl)phenyl)acetate (53.5 mg, 0.2 mmol), Co:(C0)s (1.4 mg, 0.004
mmol), =3 (toluene, 1.75 mL)E Yi Iiers HEHS 1870 A7 3 AL 4 5A17F F<t
et |2 AAS L AY IZERvPE I (acetone:MC = 1:4)E Fa Eeldte], 237 31¢E<] o E-6-
& 2-6H-H T E[2,1,aloto) AR EA-7T-712 A Yol E (95%, 50.8 mg)S AU}

I NMR (400 MHz, CDCl3) & 9.98 (dd, J = 7.0 Hz, J=0.7 Hz, 1H), 8.73 (d, J =8.8 Hz, 1H), 8.32 (d, J

= 8.5 Hz, 1H), 8.13-8.08 (m, 1H), 7.66 (td, J = 10.5 Hz, J = 1.3 Hz, 1H), 7.62-7.58 (m, 1H), 7.28-7.24
(m, 1H), 4.56 (q, J=7.1Hz, 2H), 1.49 (t, J=17.1Hz, 3H)

(Ao 2] ANE-11-WE-6-242-6F9 T =[2,1,alo}o| 2Fuwd-7-7I =22 o]|E (ethyl 1l-methyl-6-oxo-6H-
pyrido[2,1-alisoquinoline-7-carboxylate)®] A|F

Me =

|

N\

NS0

CO,Et

Al 19]  ethyl 2-diazo—-2-(2-(pyridin-2-yl)phenyl)acetate THAle] ethyl 2-diazo-2-(3-methyl-2-
(pyridin-2-yl)phenyl)acetate (56.3 mg, 0.2 mmol)E AFE3F AS A|Lstas= AAd 13 L3k WhHo = db
SAA 54 A Ag-11-wE-6-542-6-T 2 E[2,1, aloto]l T EmH-T-7H A H O E (87%, 47.0 mg)E &
Atk
A .

I NR (400 MHz, CDCl;) & 9.98 (d, J = 6.8 Hz, 1H), 8.77 (d, J = 8.6 Hz, 1H), 8.03-8.00 (m, 1H), 7.74

(d, J =8.2 Hz, 1), 7.61 (t, J=6.5Hz, 1), 7.43 (t, J = 7.7 Hz, 1H), 7.08 (d, J = 6.5 Hz, 1H),
4.55 (q, J=7.1Hz, 2H), 2.91 (s, 3H), 1.48 (t, J=7.1Hz, 3H)

[ 3] ANE-10-HE-6-=42-6F9 T E[2,1,alo}ol A2F]uwd-7-7I =22 o]|E (ethyl 10-methyl-6-oxo-6H-
pyrido[2,1-alisoquinoline-7-carboxylate)] A|F

a

Me N

X0
CO,Et
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AAd 19]  ethyl 2-diazo-2-(2-(pyridin-2-yl)phenyl)acetate wAlol] ethyl 2-diazo-2-(4-methyl-2-
(pyridin-2-y1)phenyl)acetate (56.3 mg, 0.2 mmol) & A}83 AL ALste AAd 13 FL3 Hyo=w
WAl A B2 31etE<l o e-10-HE-6-2A-6FT 8 (2,1, alolo]| A EA-7-FEAH o) E (80%, 45.0 mg)E
A9t}
= A .

' NMR (400 MHz, CDCl3) & 9.89 (d, J = 7.0 Hz, 1H), 8.64 (d, J = 8.8 Hz, 1H), 8.05-8.01 (m, 2H), 7.94

(d, J=8.8 Hz, 1H), 7.58 (td, J = 10.4 Hz, J = 1.1 Hz, 1H), 7.40 (dd, J =8.8 Hz, J = 1.4 Hz, 1H),
4.55 (q, J=7.1Hz, 2H), 2.46 (s, 3H), 1.48 (t, J=7.1Hz, 3H0)

[AAlof 4] oE8-9-"E-6-24-64T 2] %=[2,1,a]l0lo|AF=sd-7T-7I 52 o|E  (ethyl 9-methyl-6-oxo-6/-
pyrido[2,1-alisoquinoline-7-carboxylate)2] A%

“ ]

~ "N

Me X0

CO,Et

A 19]  ethyl 2-diazo-2-(2-(pyridin-2-yl)phenyl)acetate wAlol] ethyl 2-diazo-2-(5-methyl-2-
(pyridin-2-y1)phenyl)acetate (56.3 mg, 0.2 mmol)E AF&3F AL A|Qstais HAAld 13 L3 WHoz b
SAA BA sEE A Y-9-vEH-6-2 A6 T E[2,1, alo}o] AF]EA-7-FHEA Y O] E (91%, 51.2 mg)E &
ot

' NR (400 MHz, CDCl3) & 9.84 (d, J = 6.5 Hz, 1H), 8.58 (d, J = 8.6 Hz, 1H), 8.13 (d, J = 8.6 Hz,

1H), 8.03-7.98 (m, 1H), 7.74 (s, 1H), 7.57-7.53 (m, 1H), 7.04-7.02 (m, 1H), 4.56 (q, J = 7.1 Hz, 2H),
2.45(s, 3H), 1.50 (t, J=7.1Hz, 3H)

[AA]of 5] AE-9-w|EA-6-242-6/T2]=[2,1,a]olo] A EH-7-7}5 4 o]E (ethyl 9-methoxy-6-oxo-6/-
pyrido[2,1-alisoquinoline-7-carboxylate)2] A%

“ ]

~ "N

MeO AN

CO,Et

AN 19 ethyl 2-diazo-2-(2-(pyridin-2-y1)phenyl)acetate TtHAle] ethyl 2-diazo-2-(5-methoxy-2-
(pyridin-2-y1)phenyl)acetate (59.5 mg, 0.2 mmol)E AF&3F AL A|Qstais AAld 13 L3 WHoz b
SAA EAZ FFEQ AEH-9-HEA-6-S -6 2] E[2,1,a]0to]| AFEA-7T-FIE A H o E (81%, 48.0 mg)=
E=PA=

' NR (400 MHz, CDCls) & 9.82 (d, J = 7.0 Hz, 1H), 8.50 (d, J = 8.8 Hz, 1H), 8.19 (d, J = 9.2 Hz,

M), 7.97 (t, J=7.8 Hz, 1), 7.50 (t, J= 7.0 Hz, 2H), 6.86 (dd, J = 9.3 Hz, J = 1.3 Hz, 1H), 4.54
(q, J=7.1Hz, 2H), 3.94 (s, 3H), 1.49 (t, J=7.1Hz, 3H)

[AAle] 6] AE-6-=4-6/[1,3]tF0]F4[4,5,-¢lH B E[2,1,alolo] A =d-7-7FE A ]E  (ethyl 6-oxo-
6H-[1,3]dioxolo[4,5-g]lpyrido[2,1-alisoquinoline-7-carboxylate)2] A%
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“ ]
STy
(o] X 0

CO,Et

AAl 19] ethyl 2-diazo-2-(2-(pyridin-2-yl)phenyl)acetate TtHAle] ethyl 2-diazo-2-(6-(pyridin-2-
vD)benzo[d][1,3]dioxol-5~yl)acetate (62.3 mg, 0.2 mmol)E AFE3 AE A|Ystas Al 13 FLg W4
o2 BESAIA A SRHEQ Ad-6-54-6/F[1,3]th0] %A [4,5,-¢l B E[2,1, aloto]l T EmR-T-THE A E o E
(80%, 50.0 mg)S AU}

'H NIR (400 MHz, CDCly) & 9.90 (dg, J = 6.7 Hz, J= 0.7 Hz, 1H), 8.59 (d, J = 8.8 Hz, 1H), 8.06-8.00

(m, 2H), 7.60 (td, J=7.0Hz, J=1.3 Hz, 1), 6.95 (d, J 9.0 Hz, 1H), 6.16 (s, 2H), 4.49 (q, J = 7.1
Hz, 2H), 1.43 (t, J=7.1Hz, 3H)

[AAd] 7] ANE-9-ZF 2 Z2-6-242-6FYXE[2,1,a]olo]| 2FAEH-7-7tE 2 o]E (ethyl 9-fluoro-6-oxo-6H-
pyrido[2,1-alisoquinoline-7-carboxylate)] A|F

7

“ "N

F NS0

CO,Et

AAle 19]  ethyl 2-diazo-2-(2-(pyridin-2-yl)phenyl)acetate THAle] ethyl 2-diazo-2-(5-fluoro-2-

(pyridin-2-yl)phenyl)acetate (57.13 mg, 0.2 mmol)S A3 AL AL3laies AAd 13 L3 WyHo=z

HPQ/\]%] 22 3eEe oEH-9-ZFQ 2-6-24-6/T 8 XE[2,1,alolo] AF EH-7-7FEAHo]E (88%, 50.6 m
E 1:}1\1;}-

I NMR (400 MHz, CDCl3) & 9.83 (d, J =6.9 Hz, 1H), 8.56 (d, J = 8.8 Hz, 1H), 8.24 (dd, J = 9.3 Hz, J

= 5.7 Hz, 1), 8.12-8.08 (m, 1H), 7.71 (dd, J = 11.9 Hz, J = 2.4 Hz, 1H), 7.61 (td, J = 10.4 Hz, J =
1.0 Hz, 1H), 6.94-6.90 (m, 1H), 4.54 (q, J = 7.1 Hz, 2H), 1.49 (t, J=7.1 Hz, 3H)

[ Ao 8] oE-10-FE2-6-242-6H9TE[2,1,aloto] AFuwd-7-7IE 2 o]E (ethyl 10-chloro-6-oxo-6H-
pyrido[2,1-alisoquinoline-7-carboxylate) ] A%

7

Cl NN

NS0

CO,Et

e 19] ethyl 2-diazo-2-(2-(pyridin—2-yl)phenyl)acetate ™ Alol ethyl ethyl 2-(4-chloro—2-(pyridin-
2-y1)phenyl)-2-diazoacetate (60.3 mg, 0.2 mmol) & AR A& AQstas AAld 13 L3 oz v
SAIA A SEEQ oE-10-FRE2-6-S 46T 2 =[2,1,alolo]l AT EH-T-FHE A H Ol E (91%, 55.0 mg)E
Ao}
= A .

' NR (400 MHz, CDCl3) & 9.95 (d, J = 6.8 Hz, 1H), 8.64 (d, J = 8.7 Hz, 1H), 8.25 (d, J = 2.0 Hz,

1), 8.16-8.12 (m, 1H), 8.07 (d, J = 9.2 Hz, 1H), 7.71 (t, J = 6.9 Hz, 1H), 7.51 (dd, J = 9.2 Hz, J =
2.0 Hz, 1H), 4.54 (q, J=7.1Hz, 2H), 1.48 (t, J=17.1Hz, 3H)
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[0096]

[0097]
[0098]

[0099]

[0101]

[0102]

[0103]

[0104]

[0106]

[0107]
[0108]

ZIHSd 10-2017-0056081

[A Ao 9] oE-9-FEZ2-6-2A-6H9TE[2,1,a]l0to] AFuwd-7-7IE 2 o]E (ethyl 9-chloro-6-oxo-6H
pyrido[2,1-alisoquinoline-7-carboxylate)] A|F

7

2\

Cl NS0

CO,Et

AAle 19] ethyl 2-diazo-2-(2-(pyridin-2-yl)phenyl)acetate tTHAle] ethyl 2-(5-chloro-2-(pyridin-2-
vl)phenyl)-2-diazoacetate (56.3 mg, 0.2 mmol) & AF&3 ZAE ALslares AAld 139 53 WhHog uk-g
AA EA SEEEQ] dE-9-F22-6-5A-6/FF B E[2,1, alolol aF E--T-FIE A E (87%, 47.0 mg)E &
Atk
AN .

I NMR (400 MHz, CDCly) & 9.82 (dd, J = 7.0 Hz, J = 0.8 Hz, 1H), 8.57 (d, J = 8.7 Hz, 1H), 8.13-8.09

(m, 2H), 7.98 (d, J = 2.0 Hz, 1H), 7.64 (td, J = 10.5 Hz, J = 1.3 Hz, 1H), 7.07 (dd, J = 9.0 Hz, J =
2.1 Hz, 1H), 4.54 (q, J=7.1Hz, 2H), 1.50 (t, J=7.1Hz, 3H)

[ Ao 10] AE-6-24-9-(EZZF 2 E)-6/32%=[2,1,alolo] 2FEH-7-7tE Aol E (ethyl 6-oxo-9-
(trifluoromethyl)-6Hpyrido[2,1-alisoquinoline-7-carboxylate)?] A%

a

~ "N

FsC NS0

CO,Et

AAld 19] ethyl 2-diazo-2-(2-(pyridin-2-yl)phenyl)acetate tAlel ethyl 2-diazo-2-(2-(pyridin-2-yl)-5-
(trifluoromethyl)phenyl)acetate (67.1 mg, 0.2 mmol)E AFES AS ALslus Ao 13 A3 HHo=z
HESAA 54 SEHEQ dE-6-5A-9-(EEF L2 E)-6FT 2 XE[2,1, aloto) AF =AU -7-THE A o] E
(70%, 47.0 mg)E AAT}.

I NMR (400 MHz, CDCl3) & 9.91 (d, J = 6.8 Hz, 1H), 8.72 (d, J = 8.6 Hz, 1H), 8.36-8.33 (m, 1H), 8.21

(t, J=7.4Hz, 1), 7.75 (t, J=6.9 Hz, 1H), 7.33-7.31 (m, 1H), 4.56 (q, J = 7.1 Hz, 2H), 1.50 (t, J
= 7.1 Hz, 30)

[ Ao 11] oE€-9-Alo}—6-2A4A-6HT T E[2,1,a]0}o]| AFEH-7-7F2 2 Ho]E (ethyl 9-cyano-6-oxo-6H-
pyrido[2,1-alisoquinoline-7-carboxylate)®] A%

“

2\

NC NS0

CO,Et

AAle 19] ethyl 2-diazo-2-(2-(pyridin-2-yl)phenyl)acetate TtHAle] ethyl 2-(5-cyano—2-(pyridin-2-
yl)phenyl)-2-diazoacetate (58.5 mg, 0.2 mmol)E A3t AS AJslis AAd 13 L3 YHo = bk
AlA ZF 3EECl o E-9-A ol -6-2 -6 2 E[2,1,alolo| AFH EH-7T-7IE Aol E (72%, 42.0 mg)E A
Ak,
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[0109]

[0111]

[0112]
[0113]

[0114]

[0116]

[0117]
[0118]

[0119]

[0121]

[0122]
[0123]

ZIHSd 10-2017-0056081

' NMR (400 MHz, CDCls) & 10.02 (d, J = 6.8 Hz, 1H), 8.77 (d, J = 8.6 Hz, 1H), 8.53 (s, 1H), 8.37 (d,

J=28.8 Hz, 1H), 8.31-8.26 (m, 1H), 7.85 (t, J = 6.7 Hz, 1H), 7.34 (dd, J = 8.7 Hz, J = 1.2 Hz, 1H),
4.56 (q, J=7.1Hz, 2H), 1.50 (t, J=7.1Hz, 3H)

[AA]of 12] dlE-9-o}ME-6-3A4-6 2] =[2,1,a]lolo] AFAEH-7T-7} 54 o] E (ethyl 9-acetyl-6-oxo-6/-

pyrido[2,1-alisoquinoline-7-carboxylate)2] A%

e 12] ethyl 2-diazo-2-(2-(pyridin-2-yl)phenyl)acetate THAIo] ethyl 2-(5-acetyl-2-(pyridin-2-
vl)phenyl)-2-diazoacetate (61.9 mg, 0.2 mmol)E AFE3F AL ALstars AAd 13 L3 WHoz kg
AA BA 33EQ o d-9-ol | E-6-2 6T E[2,1, alo}o] 2F] EA-7-FHE A o] E (84%, 52.0 mg)E &
Sk,

1H NMR (400 MHz, CDCls) & 10.04 (d, J = 6.9 Hz, 1H), 8.82-8.79 (m, 2H), 8.39 (d, J = 8.9 Hz, 1H),

8.23-8.19 (m, 1H), 7.80-7.77 (m, 2H), 4.59 (q, J=7.1Hz, 2H), 2.73 (s, 3H), 1.52 (t, J=7.1Hz, 3H)

[AA]e]  13]  thold8-6-24-69E=[2,1,alol0] A EH-7,9-t}o| 72 AP o]E  (diethyl 6-oxo-6/
pyrido[2,1-alisoquinoline-7,9-dicarboxylate)®] A=

N
>
o
o
o
o
2
>
ol
>
N

(10.3 mg, 0.03 mmol), =<l (toluene, 1.75 mlL)E Y1 Uitslets HEHS 18
ot wHkatth. fulE A At AY ARvulE Y (acetone:MC = 1:4)E Fd Egste], 54 3}gE2 o

o
2
it
>
Jo
B
&
F
L)
n
ey
o
=
3
o
o
B
4
s
(o
4
“
Ko
o
Ny
Je
e
i)
o
[
o
2
(@)}
-
o
=

e

' NR (400 MHz, CDCls) & 9.89 (d, J = 6.7 Hz, 1H), 8.72 (d, J = 8.7 Hz, 1H), 8.64 (d, J = 1.2 Hz,

1H), 8.28 (d, J = 8.9 Hz, 1H), 8.18-8.14 (m, 1H), 7.73-7.68 (m, 2H), 4.58 (g, J = 7.1 Hz, 2H), 4.44
(q, J=7.1Hz, 2H), 1.52 (t, J=7.1Hz, 3H), 1.45 (t, J=7.1Hz, 3H)

[AA]d] 14] oA E-6-F4-9-Hd-64-9 2] =[2,1,alo0]| 2 E=H-7T-7 52 H]E  (ethyl 6-oxo-9-phenyl-6/-

pyrido[2,1-alisoquinoline-7-carboxylate)2] A%

7

= "N

Ph NS0

CO,Et

A 19] ethyl 2-diazo-2-(2-(pyridin—2-yl)phenyl)acetate THAlo] ethyl 2-diazo-2-(4-(pyridin-2-yl)-
[1,1'-biphenyl]-3-yl)acetate (68.7 mg, 0.2 mmol)E A}&3 AL ALslae AAld 13 FL3 wygoz wb
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[0124]

[0126]

[0127]

[0128]

[0129]

[0131]

[0132]

[0133]

[0134]

[0136]

ZIHSd 10-2017-0056081

SAA BA 3EQ g EH-6-L42-9-9I-6/FT B E[2,1,a]oo] AF EA-7T-FFR A o] E (85%, 58.5 mg)E A

I NIR (400 MHz, CDCl3) & 9.90 (d, J = 6.2 Hz, 1H), 8.67 (d, J = 8.7 Hz, 1H), 8.32 (d, J = 8.8 Hz,

1), 8.256 (d, J = 1.7 Hz, 1H), 8.08-8.04 (m, 1H), 7.71 (d, J = 7.0 Hz, 2H), 7.57 (td, J = 10.4 Hz, J =
1.1 Hz, 1H), 7.51-7.40 (m, 4H), 4.58 (q, J = 7.1 Hz, 2H), 1.51 (t, J = 7.1 Hz, 3H)

[AA] 4] 15] NE-6-5 -6/ AN [ AT HE[2,1, alolo]l £F EA-7-7l 52 o] E (ethyl 6-0x0-6H-
benzol[ hlpyrido[2,1-alisoquinoline-7-carboxylate)?] A%

WS-8 7)o ethyl 2-diazo-2-(1-(pyridin-2-yl)naphthalen-2-yl)acetate (63.5 mg, 0.2 mmol), Co,(CO)s (3.4

mg, 0.01 mmol), &<l (toluene, 1.75 mL)E ¥ L2eeth WMEHES 18T A7 T A4 547F F<t
wakEkA T, &S AASte AW A RrEdd (acetone:NC = 1:4)5 3 EElsle], 22 3§E<] oE-6-
S -6 Z[ AT E[2,1, a]otol A A HB-7-FFE A O] E (45%, 29.0 mg)E LT},

' NR (400 MHz, CDCl3) & 9.80 (dd, J = 6.8 Hz, J = 2.8 Hz, 1H), 8.90 (dd, J = 8.7 Hz, J = 5.4 Hz,

1), 8.42 (dd, J = 8.2 Hz, J = 4.9 Hz, 1H), 7.90-7.77 (m, 4H), 7.67-7.57 (m, 1H), 7.52-7.46 (m, 1H),
4.57 (q, J=7.1Hz, 2H), 1.49 (t, J=7.1Hz, 3H)

[AA] o 16] Ne-6-2 -6 HZ[g] T E[2,1,alolo] AFmH-7-7I Aol E (ethyl 6-ox0—-6H-
benzol glpyrido[2,1-alisoquinoline-7-carboxylate)?] A%

&
99¢
NS0
CO,Et
Ao 159 ethyl 2-diazo-2-(1-(pyridin-2-yl)naphthalen-2-yl)acetate thAlel]l Wk&-87]o] ethyl 2-diazo-2-
(3-(pyridin-2-yl)naphthalen-2-yl)acetate (63.5 mg, 0.2 mmol)E AF&3 AS A|Lstas AAd 158 Y
3k ‘%}moi HPQ/\]%] 52 SRME oEY-6-S4A-6FHE[g]T e (2,1, alotol AT EU-T-FIE A H O E (76%,
1H NMR (400 MHz, CDCls) & 9.76 (d, J = 6.7 Hz, 1H), 8.67 (d, J = 8.5 Hz, 1H), 8.57 (s, 1H), 8.35 (s,

1), 8.14-8.10 (m, 1H), 7.72 (d, J = 8.4 Hz, 1H), 7.64 (d, J = 8.4 Hz, 1H), 7.55 (t, J = 6.9 Hz, 1H),
7.38 (t, J=7.2 Hz, 1H), 7.25 (t, J=7.4Hz, 1), 4.62 (q, J=7.1Hz, 2H), 1.55 (t, J=7.1Hz, 3H)

(Ao 17] dE-1-WHE-6-=24-6FY 2 E[2,1,alolo] AFA=H-7-7}E A o]E  (ethyl 1-methyl-6-oxo-6H-
pyrido[2,1-alisoquinoline-7-carboxylate)] A|F
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[0137]
[0138]

[0139]

[0141]

[0142]
[0143]

[0144]

[0146]

[0147]
[0148]

[0149]

ZIHSd 10-2017-0056081

Me Z

Z "N

N0

CO,Et

AAd 19] ethyl 2-diazo-2-(2-(pyridin—2-yl)phenyl)acetate tHAlol ethyl 2-diazo-2-(2-(3-methylpyridin-
2-yl)phenyl)acetate (56.3 mg, 0.2 mmol)& A&t AE ALt AAd 13 LS PHoZ -3 AA &
2 B eHEQl dE-1-E-6-% -6/ 2 =[2,1,aloto] AF] EU-7-7FE A H o] E (80%, 45.0 mg)E LU}

I NMR (400 MHz, CDCl3) & 9.98 (dd, J = 6.8 Hz, J=0.7 Hz, 1H), 8.38 (d, J =8.6 Hz, 1H), 8.05 (d, J

= 3.1 Hz, 1), 7.98 (d, J = 3.6 Hz, 1H), 7.59-7.54 (m, 2H), 7.20-7.16 (m, 1H), 4.54 (q, J = 7.1 Hz,
2H), 3.07 (s, 3H), 1.48 (t, J=17.1Hz, 3H)

[ Ao 18] oE-3-HEA-6-2A2-64T T E[2,1,aloto] AFuwd-7-7IE 2 o]E (ethyl 3-methoxy-6-oxo-6H-

pyrido[2,1-alisoquinoline-7-carboxylate)®] A|F

Z OMe

Z N

N0

CO,Et

AAd 19l ethyl  2-diazo-2-(2-(pyridin-2-yl)phenyl)acetate ™ &le]  ethyl 2-diazo—2-(2-(5-
methoxypyridin-2-y1)phenyl)acetate (56.3 mg, 0.2 mmol)E AF&3F AS Adstas AAd 13 I3
o WbEAA A 3gEQl olE-3-mEA-6-% 46172 (2,1, a]olo] 2T EA-T-IHE A H ] E (88%, 52.0
mg)E AU},

I NIR (400 MHz, CDCl3) & 9.47 (d, J = 2.6 Hz, 1H), 8.55 (d, J = 9.5 Hz, 1H), 8.19 (d, J = 8.5 Hz,

1), 8.00 (d, J = 8.6 Hz, 1H), 7.74 (dd, J = 9.5 Hz, J = 2.7 Hz, 1H), 7.55-7.51 (m, 1H), 7.23-7.19 (m,
1H), 4.56 (q, J=7.1Hz, 2H), 4.02 (s, 3H), 1.50 (t, J=7.1Hz, 3H)

[AA]d 19] AE-3-ZF 2 Z-6-24-6FY2%[2,1,a]olo] A EH-7-7t 22 o]E (ethyl 3-fluoro-6-oxo-
6H-pyrido[2,1-alisoquinoline-7-carboxylate)] A|F

= F

2\

N0

CO,Et

A 19] ethyl 2-diazo-2-(2-(pyridin—2-yl)phenyl)acetate tHAlol ethyl 2-diazo-2-(2-(5-fluoropyridin-
2-yl)phenyl)acetate (57.1 mg, 0.2 mmol)& A&t AE ALt AAd 13 L PHoZ WA A &
A el dE-3-FF o 2-6-SA-6/FF B E[2,1, alolol AFEH-T-FIEAH ) E (82%, 47.0 mg)E AU,

1H NMR (400 MHz, CDCls) & 9.72-9.70 (m, 1H), 8.65 (dd, J = 9.6 Hz, J = 5.0 Hz, 1), 8.17 (d, J = 8.6

Hz, 1H), 7.91-7.87 (m, 2H), 7.54-7.50 (m, 1H), 7.23-7.20 (m, 1H), 4.54 (q, J = 7.1 Hz, 2H), 1.48 (t, J
= 7.1 Hz, 30)
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[0151]

[0152]
[0153]

[0154]

[0156]

[0157]

[0158]

[0159]

[0161]

[0162]
[0163]

ZIHSd 10-2017-0056081

[ Ao 20] odE-3-oFME-6-3A2-6F92]X=[2,1,a]lol0] AFAEH-7-7} 52 o]E (ethyl 3-acetyl-6-oxo-6H-
pyrido[2,1-alisoquinoline-7-carboxylate)®] A%

O
= | Me
Z\

N0

CO,Et

AN 159]  ethyl 2-diazo—2-(1-(pyridin-2-yl)naphthalen-2-yl)acetate  thAle]  ethyl 2-(2-(5-
acetylpyridin-2-yl)phenyl)-2-diazoacetate (61.8 mg, 0.2 mmol) = A}&3+ AL Aslus AAd 159 &
At WHor WREAIA 54 FFEQ dY-3-olME-6-SA-6/ Y E[2,1, alolo] AT EH-T-FHE A Y o) E
(92%, 57.0 mg)S AU}

I NMR (400 MHz, CDCl3) & 10.42 (d, J = 1.7 Hz, 1H), 8.69 (d, J = 9.2 Hz, 1H), 8.50 (dd, J = 9.2 Hz, J

= 1.9 Hz, 1H), 8.28 (d, J = 8.6 Hz, 1H), 8.00 (d, J = 8.7 Hz, 1H) 7.61-7.57 (m, 1H), 7.27-7.20 (m,
1), 4.56 (q, J=7.11Hz, 20), 2.79 (s, 3H), 1.50 (t, J=7.1Hz, 3H)

[AA] o 21] NE-6-24-6F0lo] AFEE (1,2, alolo] AF EH-5-7FE A g o] E (ethyl 6-0x0-6H4
isoquinolino[1,2-alisoquinoline-5-carboxylate)®] A%

A 19] ethyl 2-diazo-2-(2-(pyridin—2-yl)phenyl)acetate THAlo] ethyl 2-diazo-2-(2-(isoquinolin-1-
yvl)phenyl)acetate (63.5 mg, 0.2 mmol)E AFE3 AL A|Qdtays AAd 13 T3 HhHog HkA|7 H-3
g’l‘a‘]_\jo o e-6-24-6f-olo] AFme) =[1,2,a]o}o] AH EH-5-71 B2 H o] E (45%, 28.7 mg)S AT},

' NR (400 MHz, CDCls) & 9.57 (d, J = 7.4 Hz, 1H), 8.81 (d, J = 8.4 Hz, 1H), 8.44 (d, J = 8.7 Hz,

1H), 8.12 (d, J = 4.8 Hz, 1H), 8.00 (d, J = 7.8 Hz, 1H), 7.91 (t, J = 7.5 Hz, 1H), 7.82-7.78 (m, 1H),
7.70 (d, J=7.5Hz, 1), 7.61-7.57 (m, 1H), 7.24-7.20 (m, 1H), 4.56 (q, J = 7.1 Hz, 2H), 1.49 (t, J =
7.1 Hz, 3H)

(Ao 22] E-5-Fa-5FA ol (2,3, a] A= H-4-FH5 A e]E  (ethyl  5-oxo-5H-thienol2,3-
alquinolizine-4-carboxylate)2] #|%

7]
S / N
N\
N0
CO,Et

2N 139] ethyl 3-(1-diazo-2-ethoxy-2-oxoethyl)-4-(pyridin-2-y1)benzoate THAlol ethyl 2-diazo-2-(2-
(pyridin-2-y1)thiophen-3-yl)acetate (54.7 mg, 0.2 mmol)ZE AF&3H AL ALstas AAd 133 U3
Hoz WSAA 27 32 od-5-&a-5/A 0o =[2,3, al A=Y N-4-71 Aol E (54%, 30.0 mg)S
ot
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[0164]

[0166]

[0167]
[0168]

[0169]

[0171]

[0172]
[0173]

[0174]

[0176]

ZIHSd 10-2017-0056081

' NMR (400 MHz, CDCl3) & 9.63 (d, J = 7.2 Hz, 1H), 8.07 (d, J = 5.5 Hz, 1H), 7.89-7.82 (m, 2H), 7.73

(d, J=5.5Hz, 1), 7.38-7.34 (m, 1), 4.56 (q, J=7.1Hz, 2H), 1.48 (t, J=7.1Hz, 3H)

[HAldl 23] oNE-11-WE-6-=4-6/3 2|1 E[2,1, a]ole]| AF]EA-7T-7H5 A H)E  (ethyl 1l-methyl-6-oxo-
6H-pyrimido[2,1-alisoquinoline-7-carboxylate)2] A%
Me Nﬂ

~ "N

NS0

CO,Et

AAd 19]  ethyl 2-diazo-2-(2-(pyridin-2-yl)phenyl)acetate wAlol] ethyl 2-diazo-2-(3-methyl-2-
(pyrimidin—2-yl)phenyl)acetate (56.5 mg, 0.2 mmol)E A}&3 AL ALslus AAd 17 FUI WyHo=w
WA A B2 3EEQl dE-11-HE-6-24-6F U E[2,1,alofo] AFAEH-7-7FE Ao E (87%, 47.0 mg)

g 4.

' NIR (400 MHz, CDCl3) & 10.09 (dd, J = 7.0 Hz, J = 2.2 Hz, 1H), 9.16 (dd, J = 3.9 Hz, J = 2.2 Hz,

), 7.74 (d, J = 8.6 Hz, 1H), 7.62 (dd, J = 7.0 Hz, J = 3.9, 1H), 7.54-7.50 (m, 1H), 7.13 (d, J=7.0
Hz, 1H), 4.56 (q, J = 7.1 Hz, 2H), 3.01 (s, 3H), 1.48 (t, J=7.1Hz, 3H)

[A Ao 24] (3aR,3bS,14bR, 16aR)-o El-16a-H -1, 12-t}0]%4-1,2,3,3a,3b,4,5,12,14b, 15,16, 16a-= 4] 7}3} 9]
2o FE2HE5,6]UZE[1,2, gl =[2,1-a]olo] AF EH-13-7} 5 ol E (3aR,3bS, 14bk, 16aR)-ethyl
16a-methyl-1,12-dioxo-1,2,3,3a,3b,4,5,12,14b, 15,16, 16a-dodecahydrocyclopental5,6Inaphtho[1, 2~
glpyrido[2,1-alisoquinoline-13-carboxylate)2] Az

AAle] 159  ethyl 2-diazo—2-(1-(pyridin-2-yl)naphthalen-2-yl)acetate TH2le]l ethyl 2-diazo-2-
((8S,9R, 13k, 14R)-13-methy1-17-ox0-3-(pyridin-2-y1)-7,8,9,11,12,13, 14, 15, 16, 17-decahydro-6 /-
cyclopental alphenanthren-2-yl)acetate (88.7 mg, 0.2 mmol)ZS AF&3 AL ALty AAd 159 FA3
How HE-g-A1 A 54 shet=<l (3aR,3bS, 14bR, 16aR) -l D-16a- " -1, 12-t}o] &4
1,2,3,3a,3b,4,5,12,14b,15,16, 16a- =t 7}sto] = &M o| S 2 AEH 5 6 U2 E[1,2, gl 98 =[2, 1-alofol AFA =H -
13-7HE A0l E (82%, 75.0 mg)E AAUT}.

'H NIR (400 MHz, CDCl3) & 9.90 (d, J = 7.0 Hz, 1H), 8.63 (d, J = 8.7 Hz, 1H), 8.05-8.00 (m, 3H), 7.58

(t, J =6.9 Hz, 1), 4.56 (q, J = 7.1 Hz, 2H), 3.12-2.97 (m, 2H), 2.57-2.50 (m, 2H), 2.41-2.35 (m,
1H), 2.22-2.01 (m, 4H), 1.76-1.48 (m, 8H), 0.93 (s, 3H)

[AA]d] 25]  oE-6-FA-6/FYE=[2,1,a]ot0) 2T E=P-7-7}E 2 o]E  (ethyl 6-oxo-6Hpyridol[2,1-
alisoquinoline-7-carboxylate)?] A%
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[0177]

[0178]

[0179]

ZIHSd 10-2017-0056081

7]
Z N
NS0
CO,Et
Hk28 7)o  ethyl 2-(2-(pyridin-2-yl)phenyl)acetate (48.2 mg, 0.2 mmol)¥} HEZSo|=2F%
(tetrahydrofuran, 2.00 mL)& Y3l TsN; (0.4 mmol)™} DBU (0.4 mmol)Z % 7}sle] AbLoA 12A]17F E<F vk

aitt. ol AshA o#g Fake] MEL Wk 8712 &3 F, Cox(C0)s (34.2 mg, 0.1 mmol)¥} HlEz}s}o]
E25¢ (tetrahydrofuran, 1.00 mb)& Wil dAitsters HEH
k. s A7t AY A=vkE e (acetone:NC = 1:4)&  Fal] w5t
6/F 2 %[2,1, alofol 27 -T-7H A o] E (51%, 29.3 mg)E AUt

I NMR (400 MHz, CDCl3) & 9.98 (dd, J = 7.0 Hz, J=0.7 Hz, 1H), 8.73 (d, J =8.8 Hz, 1H), 8.32 (d, J

= 8.5 Hz, 1H), 8.13-8.08 (m, 1H), 7.66 (td, J = 10.5 Hz, J = 1.3 Hz, 1H), 7.62-7.58 (m, 1H), 7.28-7.24
(m, 1H), 4.56 (q, J=7.1Hz, 2H), 1.49 (t, J=7.1Hz, 3H)
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