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H NMR(400 MHz, CDCI3) & 10.0 (d, J = 7.2 Hz, 1H), 8.70 (s, 1H), 7.91 (d, J
= 7.6 Hz 2H), 7.82 (s, 1H), 7.79 (d, J = 8.0 Hz, 2H), 7.23 (d, J = 7.2 Hz, 1H),
4.40 (q, J = 7.2 Hz, 2H), 1.41 (t, J = 7.2 Hz, 3H); 13C NMR(100 MHz, CDCl3),
5 184.0, 162.8, 141.9, 137.7, 133.3, 132.6, 129.3, 128.9, 125.3, 124.7, 12
4.0, 122.6, 122.0, 121.2, 117.1, 110.9, 108.9, 60.6, 14.4.
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14 NMR(400 MHz, CDCI3) & 95.5 (d, J = 7.2 Hz, 1H), 7.90 (s, 2H), 7.87 (s, 1
H), 7.78 (d, J = 8.0 Hz, 2H), 7.40 (s, 1H), 7.13 (d, J = 7.2 Hz, 1H); 13C NMR(1
00 MHz, NNN) 6 183.1, 142.4, 135.0, 133.1, 129.2, 127.6, 126.6, 125.6, 12
55, 124.4, 123.0, 121.7, 115.4, 110.4, 93.0; LRMS (ESI) m/z calcd for C17Hsg
BrFgNO [M+Na]* : 435.0, found : 436.3.
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1H NMR (400 MHz, CDCI3) & 10.07 (d, J = 7.6 Hz, 1H), 8.11 (s, 1H), 7.95 (d,
J =8.8 Hz, 2H), 7.80 (d, J = 8.8 Hz, 2H), 7.74 (d, J = 8.4 Hz, 2H), 7.66 (s, 1H
), 7.64 (s, 1H), 7.52 (s, 1H), 7.18 (dd, J = 7.4 Hz, 2 Hz, 1H); 13C NMR (100 M
Hz, CDCl3z) & 183.9, 142.9, 137.1, 134.4, 133.4, 133.1, 129.5, 129.2, 128.3,
127.3, 127.0, 126.2, 126.0, 125.6, 125.1, 124.5, 123.2, 122.8, 122.4, 121.8,
119.2, 115.3, 110.4; LRMS (ESI) m/z calcd for Cop4H13FgNO [M+H]*: 502.08; f
ound: 502.10.

goooaoan

ooooooooooooao
obobooobooboooboooobooobooboobooooboooboooboooboooboaa
ooooooooooobooooooooooooooooobooOoooOobooooooooaon
oooooobooob bobooooboob oboobooboooooobooboboboobooo
uybobdobobdoouoboouoboobooobouobooboobooobooobooboooboaa
goooobooobooboobooobooboobooboo0oobooobooboooboao
ubobooobdoobooobooobooobooboobooobooobooobooboooboaa
oooooooobobooooobooo



(64) JP 7590565 B2 2024.11.26

Doooo
Heg# 2]

CF3

oooooo

oo000ooo0oo0ooOoD0oooooDU0oooooDoooooOoo

1H NMR (400 MHz, CDCl3) & 10.06 (d, J = 7.6 Hz, 1H), 8.15 (s, 1H), 8.07 (d,
J=6.8 Hz, 2H), 7.95 (d, J = 8.4 Hz, 2H), 7.80 (d, J = 8.4 Hz, 2H), 7.64 (d, J =
6.8 Hz, 2H), 7.54 (s, 1H), 7.18 (dd, J = 7.6 Hz, 2 Hz, 1H), 2.65(s, 3H); 13C N

MR (100 MHz, CDClg) 6 197.2, 183.9, 142.9, 138.2, 135.8, 134.4, 133.0, 12
9.5, 129.3, 129.2, 128.0, 127.3, 126.9, 125.9, 125.6, 124.5, 123.3, 122.4, 1
21.8, 119.4, 115.5, 115.4, 110.4, 26.9; LRMS (ESI) m/z calcd for C25H16FgN

O2 [M+H]*: 476.10; found: 476.15.
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1H NMR (400 MHz, CDCl3) & 10.05 (d, J = 7.6 Hz, 1H), 8.14 (s, 1H), 7.95 (d,
J=8.0 Hz, 2H), 7.79 (d, J = 8.0 Hz, 2H), 7.55 (s, 1H), 7.53 (d, J = 3.6 Hz, 2H
), 7.49 (d, J = 3.2 Hz, 2H), 7.39 (d, J = 7.2 Hz, 1H), 7.14 (dd, J = 7.4 Hz, 2.4
Hz, 1H); 13C NMR (100 MHz, CDCl3) & 183.7, 143.1, 134.4, 133.3, 133.2, 13
2.9, 129.3, 129.2, 128.1, 127.5, 126.6, 125.8, 125.5, 125.4, 125.1, 124.7, 1
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22.9, 122.0, 120.9, 115.7, 110.1; HRMS (ESI) m/z calcd for Co3H14FgNO [M+
H]*: 434.0980; found: 434.0979.
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1H NMR (400 MHz, CDCl3) & 10.02 (d, J = 6.8 Hz, 1H), 8.08 (s, 1H), 7.94 (d,
J =8.0 Hz, 2H), 7.78 (d, J = 8.0 Hz, 2H), 7.46 (s, 1H), 7.42 (d, J = 5.0 Hz, 2H
), 7.10 (dd, J = 7.4 Hz, 2.0 Hz, 1H), 7.02 (dd, J = 6.8 Hz, 2.0 Hz, 2H), 3.86 (s,
3H); 13C NMR (100 MHz, CDCI3) & 183.5, 159.0, 143.1, 134.4, 133.0, 132.7,
129.2, 127.6, 126.3, 125.9, 125.6, 125.5, 125.4, 125.4, 125.1, 125.6, 122.7,
122.4,121.9, 120.7, 115.7, 114.6, 114.1, 109.9; LRMS (ESI) m/z calcd Co4H
16F6NO2 for [M+H]*: 464.10; found: 464.10.
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1H NMR (400 MHz, CDCI3) 8 10.01 (d, J = 7.6 Hz, 1H), 8.12 (s, 1H), 7.94 (d,
J=8.0 Hz, 2H), 7.78 (d, J = 8.0 Hz, 2H), 7.41 (d, J = 5.0 Hz, 2H), 7.40 (s, 1H
), 7.09 (d, J = 7.6 Hz, 1H), 6.84 (d, J = 7.6 Hz, 2H), 3.02 (s, 6H); 13C NMR (1
00 MHz, CDCI3) 8 183.4, 149.8, 143.3, 134.3, 132.9, 132.6, 129.2, 129.1, 1
28.8, 125.9, 125.7, 125.5, 125.1, 124.7, 122.6, 122.4, 122.0, 121.5, 121.4,
121.0, 116.0, 115.9, 112.9, 109.7, 40.6; LRMS (ESI) m/z calcd for CosH19FgN
20 [M+H]*: 477.13; found: 477.35.
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1H NMR(400 MHz, CDCI3) & 9.88 (d, J = 7.6 Hz, 1H), 8.59 (s, 1H), 7.78 (s, 1
H), 7.74 (d, J = 6.8 Hz, 2H), 7.53 (t, J = 7.4 Hz, 1H), 7.44 (d, J = 7.6 Hz, 2H),
7.10 (dd, J = 7.4 Hz, 1H), 4.35 (q, J = 7.1 Hz, 2H), 1.37 (t, J = 7.0 Hz, 3H)

13C NMR(100 MHz, CDCl3) & 185.3, 163.0, 138.8, 137.2, 131.7, 129.2, 128.
8, 128.5, 128.3, 128.2, 128.0, 124.2, 123.2, 121.5, 117.0, 110.4, 108.5, 60.
5,6 14.5
OLRMS
0

m
wn
=

m/z calcd for C1gH14F3NO [M+Na]* : 361.1, found : 362.1.
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H NMR(400 MHz, CDCI3) & 9.96 (d, J = 7.6 Hz, 1H), 7.90 (s, 1H), 7.79 (d, J
= 8.0 Hz, 2H), 7.59 (t,J = 7.4 Hz, 1H), 7.51 (t,J = 7.4 Hz, 1H), 7.46 (s, 1H),
7.09 (d, J =7.6 Hz, 1H)

13¢C NMR(100 MHz, CDCI3) & 185.4, 139.1, 134.2, 131.7, 128.9, 128.8, 128.
3,127.4, 126.1, 125.7, 124.4, 123.2, 121.7, 115.1, 109.8, 92.3

OLRMS (ESI) m/z calcd for C;6HgBrF3NO [M+Na]* : 367.0, found : 368.0.
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1H NMR (400 MHz, CDCl3) & 10.05 (d, J = 7.6 Hz, 1H), 8.09 (s, 1H), 7.85 (d,
J=8.2 Hz, 2H), 7.74 (d, J = 8.0 Hz, 2H), 7.66 (d, J = 8.0 Hz, 2H), 7.60 (t, J =
6.8 Hz, 1H), 7.57 (s, 1H), 7.54 (d, J = 7.6 Hz, 2H), 7.14 (dd, J = 7.4 Hz, 2.0 H
z, 1H); 13C NMR (100 MHz, CDCI3) 8 185.5, 139.8, 137.5, 133.9, 131.8, 129
.5, 129.1, 128.6, 128.3, 126.4, 126.2, 126.2, 126.0, 125.8, 123.8, 118.7, 11
5.3,110.0, 110.0, 47.1, 34.7; LRMS (ESI) m/z calcd for Co3H14FgNO [M+H]*:
434.09; found: 434.30.

oooooao
gooooobuoooood
goooooboooooooooooooob o000 b ooob0oooobDooOoood
oo obo0 b ooob bbb oo LD Uooooo
dodooooboobotoooooooobobobtooooo o oo oODbObuooooooboOoao
oo oob oL b oo oo LU OooOooo
dodooooboobooooooooooobbtoooooo o oo bODbObuoooooobooan
oo obooooob oo ooobL0U00 oDboooobobooooo
dodooooboobotoodoooooDbobObbtodooo oo LoD bODbObUooUooooboOoo
goooooboooooooobooooboooobao
ooooad
(L& 7]
o}
FaC
3 / —
N /
gooooad

000000000000 000000000O00O00oooon
1H NMR (400 MHz, CDCl3) 8 10.03 (d, J = 7.2 Hz, 1H), 8.13 (s, 1H), 8.06 (d,
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J=8.4 Hz, 2H), 7.84 (d, J = 8.4 Hz, 2H), 7.64 (d, J = 8.0 Hz, 2H), 7.59 (s, 1H
), 7.52 (d, J = 7.4 Hz, 3H), 7.12 (dd, J = 7.2 Hz, 1.6 Hz, 1H), 2.65 (s, 3H); 13¢C
NMR (100 MHz, CDClg) & 197.5, 185.6, 139.9, 138.8, 135.8, 134.1, 132.0, 1
29.7, 129.5, 129.3, 128.7, 128.1, 126.8, 126.5, 126.1, 124.9, 123.9, 122.2,

119.1, 115.6, 115.6, 110.1, 110.2, 27.1; LRMS (ESI) m/z calcd for C24H17F3

NO2 [M+H]*: 408.11; found: 408.10.

oooooa
Oo00ooo0ooooooooao
oo0ooo0ooooooooooooooooo0ooooo0ooooooooboooooonOan
ooooooooooooooooooooboooobo0boooboooooooooodn
Oo0ooo0oooooo0ooooooooooo0ooooo0ooooooobooooooOonao
pooodoooodoooooooobooooooooooooooobDooDoooUoan
Oo00ooo0oobooo0oooooooooooob o000 b ooob0booooboooOooodd
gooooooooooooooooboooooooooooooooonUoao
ooogo

Lt ]

FsC

3 / =

S N. /
0]

gooooad

0000000000000 000000000000000000
1H NMR (400 MHz, CDCI3) & 10.04 (d, J = 7.2 Hz, 1H), 8.12 (s, 1H), 7.86 (d,
J=7.2 Hz, 2H), 7.58 (d, J = 6.0 Hz, 1H), 7.52 (m, 7H), 7.38 (d, J = 7.6 Hz, 1

H), 7.10 (dd, J = 7.6 Hz, 1.6 Hz, 1H); 13C NMR (100 MHz, CDCl3) 8 185.3, 14
0.0, 133.8, 133.7, 131.5, 129.2, 129.1, 129.1, 128.4, 128.1, 127.3, 126.0, 1
25.8, 125.7, 123.4, 122.1, 120.4, 115.7, 115.6, 109.6, 47.0, 34.6; LRMS (ESI
) m/z calcd for C22H15F3NO [M+H]*: 366.10; found: 366.10.
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1H NMR (400 MHz, CDCl3) & 10.02 (d, J = 7.6 Hz, 1H), 8.07 (s, 1H), 7.85 (d,

J=6.8 Hz, 2H), 7.58 (d, J = 7.2 Hz, 1H), 7.52 (d, J = 8.0 Hz, 2H), 7.48 (s, 1H
8.8 Hz, 2H), 7.07 (dd, J = 7.2 Hz, 1.6 Hz, 1H), 7.02 (d, J = 8.8

Hz, 2H), 3.86 (s, 3H); 13C NMR (100 MHz, CDCI3) & 185.1, 158.8, 139.9, 13

3,6, 131.4, 129.2, 129.0(2), 128.3, 125.9, 125.6, 125.5, 125.4, 125.2, 123.1,
120.1, 115.6, 115.5, 114.5, 109.4, 109.3, 55.5; LRMS (ESI) m/z calcd for C23
H17F3NO2 [M+H]*: 396.11; found: 396.10.
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1H NMR (400 MHz, CDCl3) 8 10.02 (d, J = 7.2 Hz, 1H), 8.11 (s, 1H), 7.87 (d,
7.2 Hz, 2H), 7.57 (d, J
), 7.43 (d, J = 8.8 Hz, 2H), 7.05 (dd, J = 7.4 Hz, 2.0 Hz, 1H), 6.87 (d, J = 8.0
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= 7.2 Hz, 2H), 7.52 (d, J = 7.6 Hz, 1H), 7.48 (s, 1H
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Hz, 2H), 3.02 (s, 6H); 13C NMR (100 MHz, CDCI3) & 185.2, 166.7, 149.8, 14
0.3, 133.8, 131.5, 129.2, 129.0, 128.4, 127.3, 125.8, 125.4, 125.1, 125.0, 1
23.2,122.3,121.0, 116.1, 116.0, 113.2, 109.4, 47.1, 41.0, 34.7; LRMS (ESI)
m/z calcd for Co4H20F3N20 [M+H]*: 409.14; found: 409.20.
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1H NMR(400 MHz, CDCI3) & 9.93 (d, J = 7.2 Hz, 1H), 8.69 (s, 1H), 7.89 (s, 1

H), 7.86 (d, J = 8.8 Hz, 2H), 7.18 (d, J = 7.4Hz, 1H), 7.03 (d, J = 8.8 Hz, 2H),
4.41 (d, J = 7.2 Hz, 2H), 3.92 (s, 3H), 1.42 (d, J = 6.6 Hz, 3H); 13C NMR(100

MHz, CDCIl3) 6 184.1, 163.2, 162.7, 137.0, 131.3, 131.1, 129.2, 127.9, 127.
8, 127.6, 124.3, 123.3, 121.6, 121.3, 116.9, 113.6, 110.1, 108.2, 60.5, 55.4,
14.5; LRMS (ESI) m/z calcd for CogH16F3NO4 [M+Na]* : 391.1, found : 392.2.
oooooo
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1

H NMR(400 MHz, CDCI3) & 9.88 (d, J = 8.0 Hz, 1H), 7.88 (s, 1H), 7.82 (d, J
= 8.8 Hz, 2H), 7.46 (s, 1H), 7.05 (d, J = 7.6 Hz, 1H), 7.01 (d, J = 8.8 Hz, 2H),
3.90 (s, 3H); 13C NMR(100 MHz, CDCI3) & 183.3, 162.5, 133.8, 131.5, 131.1,
128.8,126.7,125.6,125.3.124.4,123.3,121.7,121.3,115.1,109.4,62.0,55.5.
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1H NMR (400 MHz, CDCl3) & 9.91 (d, J = 7.2 Hz, 1H), 8.05 (s, 1H), 7.65 (s, 1
H), 7.51 (m, 6H), 7.37 (t, J = 7.2 Hz, 2H), 6.98 (dd, J = 7.4 Hz, 1.6 Hz, 1H), 2
.63 (s, 3H); 13C NMR (100 MHz, CDCl3) & 187.4, 133.6, 132.8, 129.0, 128.8,
127.9, 127.1, 125.2, 124.9, 124.7, 123.4, 122.9, 122.0, 119.9, 115.4, 115.4,
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109.3, 109.2, 27.7. HRMS (ESI) m/z calcd for Co4H16FgNO2 [M+H]": 464.108
5; found: 464.1080.
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1H NMR (400 MHz, CDCl3) & 9.96 (d, J = 7.6 Hz, 1H), 8.12 (s, 1H), 8.07 (t, J
= 8.2 Hz, 3H), 7.88 (d, J = 9.2 Hz, 2H), 7.72 (d, J = 8.4 Hz, 1H), 7.66 (d, J =

8.4 Hz, 1H), 7.60 (s, 1H), 7.09 (dd, J = 7.4 Hz, 2.0 Hz, 1H), 7.03 (d, J = 8.8 H
z, 1H), 3.91 (s, 3H), 2.66 (s, 3H); 13C NMR (100 MHz, CDCI3) & 197.0, 183.8,
162.4, 143.8, 138.4, 136.2, 135.2, 133.0, 131.8, 131.1, 129.0, 128.7, 127.5,
127.1, 125.4, 124.9, 124.5, 123.6, 121.8, 118.3, 115.1, 113.5, 109.2, 55.4,

26.6; LRMS (ESI) m/z calcd for CasH19F3NO3 [M+H]*: 437.12; found: 438.15.
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1H NMR (400 MHz, CDCI3) 8 9.95 (d, J = 7.6 Hz, 1H), 8.11 (s,1H), 7.88 (d, J
= 8.8 Hz, 2H), 7.56(m, 3H), 7.49 (t, J = 7.8 Hz, 2H), 7.38 (m, 1H), 7.06 (dd, J
= 7.8 Hz, 2.0 Hz, 1H), 7.02 (d, J = 8.8 Hz, 2H), 3.91 (s, 3H); 13C NMR (100 M
Hz, CDCl3) & 184.5, 162.7, 134.1, 133.6, 132.7, 131.6, 129.4, 129.3, 128.4,
127.5, 125.8, 125.5, 125.4, 125.1, 123.7, 122.4, 120.3, 115.9, 115.8, 114.0,
109.6, 109.5, 55.9; LRMS (ESI) m/z calcd for Co3H17F3NO2 [M+H]*: 396.11; f
ound: 396.10.
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1H NMR (400 MHz, CDCl3) & 9.93 (d, J = 7.6 Hz, 1H), 8.05 (s, 1H), 7.87 (d, J
= 8.8 Hz, 2H), 7.49 (s, 1H), 7.47 (d, J = 8.8 Hz, 2H), 7.03 (d, J = 6.4 Hz, 3H),
7.01 (d, J = 6.4 Hz, 2H), 3.90 (s, 3H), 3.87 (s, 3H); 13C NMR (100 MHz, CDCl3
) & 183.8, 162.2, 158.7, 133.0, 132.2, 131.1, 129.0, 128.8, 126.0, 124.9, 1
24.8, 124.7, 124.6, 123.1, 122.1, 119.7, 115.4, 115.4, 114.4, 113.5, 108.8,
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108.9, 55.4, 55.3; LRMS (ESI) m/z calcd for Co4H19F3NO3 [M+H]*: 426.12; fo
und: 426.15.
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1H NMR (400 MHz, CDCI3) & 9.92 (d, J = 7.6 Hz, 1H), 8.08 (s, 1H), 7.87 (d, J
= 7.6 Hz, 2H), 7.48 (s, 1H), 7.43 (d, J = 8.8 Hz, 2H), 7.01 (d, J = 8.8 Hz, 3H),
6.85 (d, J = 8.8 Hz, 2H), 3.90 (s, 3H), 3.01 (s, 6H); 13C NMR (100 MHz, CDCl3
)6 183.8, 162.1, 149.5, 133.0, 132.4, 131.1, 128.7, 128.6, 127.5, 124.8, 1
24.5, 124.4, 124.2, 123.8, 123.0, 122.1, 121.4, 120.5, 119.4, 115.7, 113.4,
112.7, 108.7, 55.4, 40.5; LRMS (ESI) m/z calcd for CosH22F3N202 [M+H]*: 4
39.16; found: 439.15.
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1H NMR(400 MHz, CDCl3) & 9.83 (d, J = 8.0 Hz, 1H), 8.66 (s, 1H), 7.91 (s, 1
8.8 Hz, 2H), 7.11 (d, J = 7.4 Hz, 1H), 6.72 (d, J = 5.4 Hz, 2H),
4.41 (q, J = 6.9, 2H), 3.46 (9, J = 6.6 Hz, 4H), 1.43 (t,J = 5.2, 3H), 1.25 (d, J
5.5 Hz, 6H); 13C NMR(100 MHz, CDCl3) & 182.8, 163.1, 150.4, 136.1, 131.
4,128.9, 126.7, 126.4, 126.1, 124.6, 124.3, 123.6, 121.6, 116.5(2), 109.8,
109.1, 109.2, 107.4, 60.0, 44.2, 14.3, 12.3; LRMS (ESI) m/z calcd for Co23H23
F3N2O3[M+Nal]* : 432.2, found : 433.2.
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14 NMR(400 MHz, CDCl3), 8 9.83 (d, J = 8.0 Hz, 1H), 8.66 (s, 1H), 7.91 (s, 1
H), 7.84 (d, J = 8.8 Hz, 2H), 7.11 (d, J = 7.4 Hz, 1H), 6.72 (d, J = 5.4 Hz, 2H),
4.41 (q, J = 6.9, 2H), 3.46 (q, J = 6.6 Hz, 4H), 1.43 (t, J = 5.2, 3H), 1.25 (d, J
= 5.5 Hz, 6H); 13C NMR(100 MHz, CDCl3) & 182.0, 152.9, 135.2, 134.2, 133.

9, 129.0, 128.8, 126.9, 126.0, 125.7, 124.6, 123.2, 122.3, 121.9, 120.1, 11
5.3, 92.5,46.5, 12.8, 12.7.
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1H NMR (400 MHz, CDCI3) & 9.95 (d, J = 7.6 Hz, 1H), 8.07 (s, 1H), 7.83 (d, J
= 8.6 Hz, 1H), 7.76 (s, 1H), 7.74 (d, J = 5.6 Hz, 1H), 7.67 (m, 4H), 7.64 (s, 1

H), 7.15 (d, J = 8.4 Hz, 1H), 7.09 (dd, J = 7.6 Hz, 2.0 Hz, 1H), 3.00 (q, J = 6.9
Hz, 4H), 0.98 (t, J = 7.0 Hz, 6H); 13C NMR (100 MHz, CDCl3) 8 184.3, 152.6,
145.1, 137.7, 133.6, 133.5, 133.2, 132.5, 130.1, 129.4, 129.3, 129.0(2), 12

8.3, 126.3, 126.2(2), 125.7, 125.6, 125.5, 125.1, 124.0, 120.0, 118.4, 46.0,

12.4; LRMS (ESI) m/z calcd for Co7H23FgN20 [M+H]": 505.16; found 505.20.
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1H NMR (400 MHz, CDCl3) & 9.95 (d, J = 7.6 Hz, 1H), 8.12 (s, 1H), 8.08 (d, J
= 8.4 Hz, 2H), 7.91 (d, J
7.63 (s, 1H), 7.00 (m, 2H), 3.29 (q, J = 7.0 Hz, 4H), 2.66 (s, 3H), 1.14 (t, J =

7.2 Hz, 6H); 13C NMR (100 MHz, CDCI3) 8 197.2, 183.1, 151.4, 138.6, 135.6,

2.0 Hz, 1H), 7.30 (m, 2H), 7.67 (d, J = 8.8 Hz, 2H),

133.6, 133.3, 132.1, 129.2, 128.7, 128.2, 127.9, 125.2, 121.5, 118.8, 46.1,
29.9, 26.9, 12.7; LRMS (ESI) m/z calcd for C2gH26F3N202 [M+H]*: 479.19; fo
und 479.25.
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1H NMR (400 MHz, CDCl3) & 9.96 (d, J = 7.2 Hz, 1H), 8.11 (s, 1H), 7.81 (s, 1
H), 7.66 (s, 1H), 7.59 (t,J = 7.6 Hz, 3H), 7.50 (t, J = 6.8 Hz, 1H), 7.40 (m, 2

H), 7.32 (d, J = 6.6 Hz, 1H), 7.13 (d, J = 8.4 Hz, 1H), 7.05 (d, J = 7.2 Hz, 1H),
3.03 (q, J = 6.5 Hz, 4H), 1.01 (t, J = 6.6 Hz, 6H); 13C NMR (100 MHz, CDCl3)

6 184.7, 152.6, 141.7, 135.1, 134.2, 133.6, 133.5, 132.5, 129.7, 129.4, 12

9.3, 128.8, 128.7, 128.4, 127.4, 127.1, 125.3, 125.2, 124.0, 120.2, 119.8, 1
15.9, 109.4, 46.1, 12.6; LRMS (ESI) m/z calcd for CogH24F3N20 [M+H]*: 437,
18; found 437.20.
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1H NMR (400 MHz, CDCl3) & 9.84 (d, J = 7.6 Hz, 1H), 8.02 (s, 1H), 7.86 (d, J
= 9.2 Hz, 2H), 7.54 (s, 1H), 7.48 (d, J = 8.8 Hz, 2H), 7.03 (d, J = 8.8 Hz, 2H),
6.96 (dd, J = 7.6 Hz, 2.4 Hz, 1H), 6.71 (d, J = 9.2 Hz, 2H), 3.87 (s, 3H), 3.45
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(g, J = 6.9 Hz, 4H), 1.23 (t, J = 7.2 Hz, 6H); 13C NMR (100 MHz, CDCIl3) 3 18
4.0, 152.0, 141.0, 134.4, 133.6, 133.0, 132.8, 131.9, 129.0, 128.7, 128.2, 1
28.1, 127.8, 126.8, 126.5, 124.9, 124.7, 124.5, 123.3, 121.8, 119.6, 119.1,
115.2, 108.8, 45.4, 29.6, 12.0; LRMS (ESI) m/z calcd for C27H25F3N202 [M+
H]*: 467.19; found: 467.27.
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1H NMR (400 MHz, CDCI3) & 9.95 (d, J = 7.2 Hz, 1H), 8.10 (s, 1H), 7.81 (d, J
= 2.4 Hz, 1H), 7.77 (d, J = 8.6 Hz, 1H), 7.61 (s, 1H), 7.52 (d, J = 8.8 Hz, 2H),
7.46 (d, J = 8.8 Hz, 1H), 7.10 (d, J = 8.4 Hz, 1H), 7.00 (dd, J = 7.4 Hz, 2.0 Hz,
1H), 6.87 (d, J = 8.8 Hz, 1H), 6.79 (d, J = 8.8 Hz, 1H), 3.07 (q, J = 7.1 Hz, 4H
), 3.03 (s, 3H), 3.00 (s, 3H), 1.01 (d, J = 7.2 Hz, 6H); 13C NMR (100 MHz, CD
Cl3) & 184.2, 151.8, 149.3, 149.0, 134.6, 132.7, 132.2, 129.0, 128.8, 128.6,
128.5, 128.1, 124.6, 124.2, 124.1, 123.8, 123.2, 121.9, 121.5, 120.1, 119.2,
115.5, 112.6, 112.1, 108.4, 45.1, 40.4, 11.9; LRMS (ESI) m/z calcd for CogH>
9F3N30 [M+H]*: 480.22; found 480.35.
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1H NMR(400 MHz, CDCIl3), 8 9.87 (dd, J = 7.2, 1.2 Hz, 1H), 8.96 (s, 1H), 7.92
(d, J
7.2 Hz, 2H), 1.42 (t, J = 7.2 Hz, 3H)
163.5, 142.5, 138.8, 134.8,133.7, 133.3, 129.4, 129.1, 128.9, 125.8, 125.7
(2), 125.2, 123.4, 122.5, 121.6, 121.1, 113.1, 109.9 60.9, 26.6, 14.9; LRMS
(ESI) m/z calcd for C21H16F3NO4 [M+Na]* : 403.1, found : 404.2.
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8.0 Hz, 2H), 7.79 (m, 3H), 7.61 (dd, J = 7.4, 2.4 Hz, 1H), 4.40 (q, J =
+ 13C NMR(100 MHz, CDCl3) 195.6, 184.4,
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1

H NMR(400 MHz, CDCIl3), 8 9.87 (d,J =7.4 Hz, 1H), 8.18 (s, 1H), 7.90 (d, J
= 8.0 Hz, 2H), 7.79 (d, J = 8.0 Hz, 2H), 7.53 (dd, J = 7.4, 2 Hz, 1H), 7.39 (s,
1H), 2.72 (s, 3H); 13C NMR(100 MHz, CDCl3) 195.2, 183.3, 142.7, 135.8, 133
.5, 133.2, 132.8, 129.3, 128.5, 127.6, 125.7(2), 125.2, 123.5, 122.5, 119.2,
112.5, 94.5, 26.7; LRMS (ESI) m/z calcd for C1gH11BrF3NO> [M+Na]* : 409.0,
found : 410.0.
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14 NMR (400 MHz, CDCl3) & 9.97 (d, J = 7.4 Hz, 1H), 8.42(s, 1H), 7.95 (d, J
= 8.0 Hz, 2H), 7.78 (d, J = 8.4 Hz, 2H), 7.75 (d, J = 8.0 Hz, 2H), 7.68 (d, J =
8.4 Hz, 2H), 7.55 (dd, J = 7.2 Hz, 1.6 Hz, 1H), 7.49 (s, 1H), 2.67(s, 3H); 13C
NMR (100 MHz, CDClg) & 195.3, 183.9, 143.1, 137.4, 135.3, 133.5, 133.1, 1
29.7, 129.4, 129.3, 128.7, 128.5, 126.3 (2), 125.8, 125.7 (2), 125.2, 123.7,
122.9, 122.5, 120.5, 119.1, 112.6, 26.8; LRMS (APCIl) m/z calcd for CosH16Fs6
NO2 [M+H]*: 476.10; found: 476.59.
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1H NMR (400 MHz, CDCI3) & 9.97(d, J = 7.2 Hz, 1H), 8.46 (s, 1H), 8.08 (dd, J
= 8.4 Hz, 1.6 Hz, 2H), 7.96 (d, J = 8.4 Hz, 2H), 7.90 (d, J = 8.4 Hz, 1H), 7.80
(d, J = 8.4 Hz, 2H), 7.67 (dd, J = 6.6 Hz, 2.0 Hz, 2H), 7.55 (dd, J = 7.4 Hz, 1.6
Hz, 1H), 7.51 (s, 1H), 6.90(d, J = 8.4 Hz, 1H), 2.67 (dd, J = 7.6 Hz, 2.8 Hz, 4
H); 13C NMR (100 MHz, CDCl3) & 197.4, 196.9, 195.4, 184.0, 160.4, 143.1,
138.6, 135.9, 135.4, 133.5, 133.1, 132.8, 131.1, 130.5, 129.4 (2), 128.8, 12
8.2, 127.9, 125.9, 125.7 (2), 125.2, 123.8, 122.5, 120.8, 119.8, 119.3, 115.
5,112.6, 36.1, 27.1, 26.8, 26.7. LRMS (APCI) m/z calcd for CogH19F3NO3 [M
+H]*: 450.12; found: 450.63.
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(84) JP 7590565 B2 2024.11.26

14 NMR (400 MHz, CDCl3) 3 9.94 (d, J = 8.0 Hz, 1H), 8.40 (s, 1H), 7.86 (d, J
= 7.6 Hz, 2H), 7.75 (d, J = 8.4 Hz, 2H), 7.69 (d, J = 8.0 Hz, 2H), 7.62 t, J = 5.
2 Hz, 1H), 7.51 (m, 4H), 2.65 (s, 3H); 13C NMR (100 MHz, CDCl3) 3 195.4, 1
85.5, 140.0, 137.8, 134.7, 132.6, 131.8, 129.5, 129.2, 128.6 (2), 128.4, 126
.3,126.2, 125.8, 124.2, 120.1, 119.1, 112.2, 26.7; LRMS (APCIl) m/z calcd fo
r Cog4H17F3NO2 [M+H]*: 408.11; found: 408.51.
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1H NMR (400 MHz, CDCI3) & 9.92 (d, J = 7.4 Hz, 1H), 8.39 (s, 1H), 7.94 (d, J
= 8.0 Hz, 2H), 7.78 (d, J = 8.4 Hz, 2H), 7.49 (m, 3H), 7.38 (s, 1H), 7.04 (d, J

= 8.8Hz, 1H), 6.78 (s, 1H), 3.88 (s, 3H), 2.66 (s, 3H). 13C NMR (100 MHz, CD
Clz) 8 195.5, 183.7, 159.2, 143.4, 135.2, 133.2, 132.9, 132.4, 129.5, 129.4,
128.5, 126.1, 125.6, 125.5, 125.4, 125.3, 123.3, 122.6, 122.3,119.8,116.2,

115.0, 114.8, 112.2, 56.1, 55.7, 30.1, 26.7; LRMS (APCIl) m/z calcd for CosH
19F3NO3 [M+H]*: 438.12; found: 438.009.

oooooaod

obooooboobooobogooan
ooooooooooboooooooooooooooobooOoooobooooooooaon
goobooobooboooboobooobooboobooobooobooobooboooboao
ooooooooooobooooooooooooooooobooOoooobooooooooao
gooooobooobooboobooboobooboobooobDooboobooobao
uboboobdoobooboooboooboobooboobooobobooobOooboooboaa
ooooooooooboobooooooooooobobobbOobobboooa

10

20

30

40

50



(85) JP 7590565 B2 2024.11.26

O0o000
YbEm2 5]

oooooo

0000000000000 0O00O000O00O000O00O0O0oood

1H NMR (400 MHz, CDCl3) & 9.91 (d, J = 7.6 Hz, 1H), 8.4 3(s, 1H), 7.95 (d, J
8.0 Hz, 2H), 7.78 (d, J = 8.0 Hz, 2H), 7.46 (m, 3H), 7.36 (s, 1H), 6.85 (d, J
= 8.0 Hz, 2H), 3.03 (s, 6H), 2.65(s, 3H); 13C NMR (100 MHz, CDCl3) & 195.5,
183.6, 150.0, 143.6, 135.2, 133.1, 132.8, 132.1, 129.4, 129.1, 128.4, 125.5
(2), 125.3, 125.0, 123.3, 123.1, 122.6, 121.5, 120.2, 113.1, 112.0, 40.9, 30.

1,26.6; LRMS (APCI) m/z calcd for CogH22N202 [M+H]": 451.16; found: 451.65.
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1H NMR(400 MHz, CDCl3) & 9.83 (dd, J = 7.2, 0.8 Hz, 1H), 8.90(s, 1H), 7.80(
m, 3H), 7.54(m, 4H) 4.38(q, 2H), 2.69(s, 3H); 13C NMR(100 MHz, CDCl3) 195.
7,163.7, 139.4, 138.3, 134.3, 132.1, 129.2, 128.9, 128.9, 128.9,121.1, 60.8
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9; LRMS (ESI) m/z calcd for CogH17NO4 [M+Na]*:335.1 ,found: 336.2.
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1H NMR(400 MHz, CDCl3), 8 9.85(d, J = 7.4 Hz, 1H), 8.17(s, 1H), 7.8(d, J = 7
.6 Hz, 2H), 7.52(m,5H), 2.71(s, 3H); 13C NMR(100 MHz, CDCl3), & 195.3, 18
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135.2, 132.2, 131.9, 129.1, 128.6, 128.3, 127.5, 123.9, 119.2, 1
26.7; LRMS (ESI) m/z calcd for C17H12BrNO> [M+Na]* : 341.0, fo
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1H NMR (400 MHz, CDCl3) & 9.94 (d, J = 7.6 Hz, 1H), 8.40 (s, 1H), 7.85 (dd
J=5.6 Hz, 2.4 Hz, 2H), 7.74 (d, J = 8.0 Hz, 2H), 7.66 (d, J = 8.0 Hz, 2H), 7.6
0 (t,J = 6.8 Hz, 1H), 7.50 (m, 4H), 2.67 (s, 3H); 13C NMR (100 MHz, CDCl3)
& 195.3, 185.5, 140.0, 137.8, 134.7, 132.6, 131.8, 129.2, 128.6, 128.4, 12
6.3, 126.2(3), 125.8, 124.2, 120.1, 119.1, 112.2, 26.7; LRMS (ESI) m/z calcd
for Co4H17F3NO2 [M+H]*: 408.11; found: 408.10.
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1H NMR (400 MHz, CDCl3) & 9.93 (d, J = 7.6 Hz, 1H), 8.44 (s, 1H), 8.07 (d, J
= 8.0 Hz, 2H), 7.85 (d, J = 7.2 Hz, 2H), 7.67 (d, J = 12.0 Hz, 2H), 7.54 (m, 5H
), 2.66 (s, 3H), 2.65 (s, 3H); 13C NMR (100 MHz, CDCI3) & 197.4, 195.4, 185
.5, 140.0, 138.9, 135.7, 134.8, 132.6, 131.8, 129.4, 129.2, 128.6, 128.1, 12
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5.8, 124.3, 120.4,119.3, 112.2, 27.0, 26.7; LRMS (APCI) m/z calcd for CosH>
oNO3 [M+H]*: 382.14; found: 382.17.
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1H NMR (400 MHz, CDCI3) & 9.92 (d, J = 7.6 Hz, 1H), 8.42 (s, 1H), 7.84 (dd,
J=8.2Hz, 1.2 Hz, 2H), 7.60 (d, J = 4.8 Hz, 3H), 7.50(m, 6H), 7.38 (t, J =
Hz, 1H), 2.65 (s, 3H); 13C NMR (100 MHz, CDCI3) & 195.6, 185.5, 140.2, 13
4.7,134.1, 132.1, 131.7, 129.3, 129.2, 128.5, 128.3, 127.4, 125.7, 123.9, 1
21.9, 119.8, 111.8, 26.7; LRMS (APCI) m/z calcd for C23H1gNO2 [M+H]*: 340
ound: 340.22.
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1H NMR (400 MHz, CDCl3) & 9.88 (d, J = 7.6 Hz, 1H), 8.36 (s, 1H), 7.84 (dd,
J=8.2 Hz, 1.2 Hz, 2H), 7.50(m, 7H), 7.01 (d, J = 4.0 Hz, 2H), 3.86 (s, 3H), 2.
65 (s, 3H): 13C NMR (100 MHz, CDCl3) & 195.6, 185.4, 159.1, 140.2, 134.6,
131.8, 131.6, 129.5, 129.2, 128.5, 128.3, 126.4, 125.4, 123.8, 121.8, 121.6,
119.9, 114.8, 111.7, 55.7, 26.7; LRMS (ESI) m/z calcd for Co4H29NO3 [M+H]*

:370.14; found: 370.15.
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1H NMR (400 MHz, CDCl3) & 9.89 (d, J = 7.4 Hz, 1H), 8.42 (s, 1H), 7.86 (dd,
J =8.2 Hz, 1.2Hz, 2H), 7.51 (m, 7H), 6.85 (d = 6.8 Hz, 2H), 3.02 (s, 6H), 2.65
(s, 3H); 13C NMR (100 MHz, CDCl3) 8 195.6, 185.3, 149.9, 140.4, 134.5, 13
1.5(2), 129.3, 129.1, 128.5, 128.2, 125.0, 123.8, 122.6, 121.9, 120.3, 113.1,
111.5, 53.8, 40.9, 26.6; LRMS (ESI) m/z calcd for C25H23N20> [M+H]*: 383.1
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7; found: 383.20.
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1H NMR(400 MHz, CDCl3) 9.62 (dd J = 7.4, 0.4 Hz, 1H), 8.76 (s, 1H), 7.74(dd,
J=6.6,2Hz, 2 H), 7.69 (s, 1H), 7.39 (dd, J = 7.4, 2 Hz, 1H), 6.92(dd, J = 6.8

, 2 Hz, 2H), 4.33(q, J = 7.2 Hz, 2H), 3.82(s,3H), 2.61(s, 3H), 1.362(t, J = 7.2
Hz, 3H); 13C NMR(100 MHz, CDCl3) 195.6, 184.3, 163.4, 162.8, 137.6, 133.7,
131.9, 131.4, 128.4, 127.5, 123.2, 120.9, 113. 8, 112.5, 109.1, 60.6, 55.6,
26.4, 14.8; LRMS (ESI) m/z calcd for C21H19NO4 [M+Na]+ : 365.1 ,found :366.2.
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1H NMR(400 MHz, CDCl3) 9.73(d, J = 7.2Hz,1 H), 8.12(s, 1H), 7.81(d, J = 8.8
Hz, 2H), 7.42 (m, 1H), 6.99(d, 2H), 3.88(s, 3H), 2.68(s, 3H); 13C NMR(100 M
Hz, CDCl3)195.3, 183.7, 162.8, 134.8, 132.0, 131.9, 131.4, 128.1, 126.9, 12
4.0, 119.3, 113.9, 111.7, 93.9, 55.8, 26.6; LRMS (ESI) m/z calcd for C1gH14
NO4 [M+Na]+ : 372. 2 ,found : 372.1.
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1H NMR (400 MHz, CDCl3) & 9.84 (d, J = 7.4 Hz, 1H), 8.39 (s, 1H), 7.88 (dd,

J
4

= 6.8 Hz, 2.0 Hz, 2H), 7.74 (d, J = 8.8 Hz, 2H), 7.69 (d, J = 8.8 Hz, 2H), 7.5

(s, 1H), 7.45 (dd, J = 7.2 Hz, 2.0 Hz, 1H), 7.02(d, J = 6.8 Hz, 2H), 3.91 (s,

3H), 2.67 (s, 3H); 13C NMR (100 MHz, CDCI3) & 195.6, 184.5, 162.8, 137.9,
134.3, 132.4, 132.2, 131.5, 128.4, 126.3, 126.2, 125.3, 124.3, 119.9, 119.3,
114.0, 111.9, 55.9, 26.8; LRMS (ESI) m/z calcd for CosH19F3NO3 [M+H] *: 43

8.

O
O

12; found: 438.15.
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1H NMR (400 MHz, CDCl3) & 9.84 (d, J = 7.2 Hz, 1H), 8.43 (s, 1H), 8.07 (d, J
= 8.0 Hz, 2H), 7.88 (dd, J = 7.0 Hz, 2.0 Hz, 2 H), 7.68 (d, J = 8.4 Hz, 2H), 7.5
6 (s, 1H), 7.45 (dd, J = 7.4 Hz, 2.0 Hz, 1H), 7.02(dd, J = 6.8 Hz, 1.6 Hz, 2H),
3.90 (s, 3H), 2.65(s, 6H); 13C NMR (100 MHz, CDCl3) & 197.4, 195.5, 184.5,
162.8, 139.1, 135.6, 134.3, 132.4, 132.3, 131.5, 129.4, 128.4, 128.1, 125.2,
124.4,120.1, 119.4, 114.0, 111.9, 55.8, 30.1, 27.0, 26.7; LRMS (ESI) m/z ca
lcd for CogH22NO4 [M+H]*: 412.15; found: 412.15.
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1H NMR (400 MHz, CDCl3) & 9.84 (d, J = 7.2 Hz, 1H), 8.42 (s, 1H), 7.89 (dd,

J=6.8 Hz, 1.6 Hz, 2H), 7.60 (dd, J

3H), 7.43 (dd, J

8.2 Hz, 1.6 Hz, 2H), 7.50 (t, J = 8.0 Hz,

7.6 Hz, 2.0 Hz, 1H), 7.38 (t, J = 7.2 Hz, 1H), 7.01(dd, J = 6

.8 Hz, 2.0 Hz, 2H), 3.90 (s, 3H), 2.64 (s, 3H). 13C NMR (100 MHz, CDCl3) & 1
95.6, 184.4, 162.6, 134.2(2), 132.7, 131.8, 131.5, 129.3, 128.3, 128.2, 127.
4,125.1, 124.1, 121.7, 119.9, 113.9, 111.5, 55.8, 26.7; LRMS (ESI) m/z calc
d for CoaH2oNO3 [M+H]*: 370.14; found: 370.15.
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1H NMR (400 MHz, CDCI3) & 9.81 (d, J = 7.2 Hz, 1H), 8.36 (s, 1H), 7.87 (d, J
6.6 Hz, 2.0 Hz, 2H), 7.45(s, 1H), 7.40 (d
d, J=7.2 Hz, 2.0 Hz, 1H), 7.02 (m, 4H), 3.90(s, 3H), 3.87 (s, 3H), 2.63 (s, 3

H); 13C NMR (100 MHz, CDCl3) & 195.6, 184.4, 162.6, 159.0, 134.2, 132.7,

131.5, 129.5, 128.1, 126.6, 124.8, 124.0, 121.6, 119.9, 114.8, 113.8, 111.4,
55.8, 55.7, 30.1, 26.6. LRMS (ESI) m/z calcd for CosH22NO4 [M+H]*: 400.15;

7.4 Hz, 2.8 Hz, 2 H), 7.49 (dd, J =
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found: 400.15.
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1H NMR (400 MHz, CDCI3) & 9.80 (d, J = 7.2 Hz, 1H), 8.40 (s, 1H), 7.88 (dd

J=6.8Hz, 2.0 Hz, 2H), 7.46 (m, 3H), 7.40 (dd, J = 7.4Hz, 2.0 Hz, 1H), 7.00 (
dd, J = 6.6 Hz, 2.0 Hz, 2H), 6.86 (dd, J = 6.8 Hz, 2.0 Hz, 2H), 3.90(s, 3H), 3.0
2 (s, 6H), 2.63 (s, 3H): 13C NMR (100 MHz, CDCl3) & 195.7, 184.4, 162.5, 1
49.9, 134.1, 132.9, 131.5, 131.2, 129.1, 128.0, 124.5, 124.0, 122.4, 122.1,

120.4, 113.8, 113.2, 111.2, 55.8, 40.9, 26.6; LRMS (ESI) m/z calcd for CogH>
5N203 [M+H]*: 413.18; found: 413.20.
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1H NMR(400 MHz, CDCI3), 8 9.66(d, J = 7.6 Hz, 1H), 8.89(s, 1H), 7.8(m, 3H),
7.46(dd, J = 7.6Hz, 2Hz, 1H), 6.69(d, J = 7 Hz, 2H), 4.39(q, J = 7.2Hz, 2H), 3.
43(q, J = 7.2 Hz, 4H), 2.68(s, 3H), 1.42(t, J = 7.2 Hz, 3H), 1.21(t, J = 7.2Hz,
6H); 13C NMR(100 MHz, CDCI3), 3 195.9, 183.9, 164.1, 151.0, 137.5, 133.3,
132.3, 132.2, 128.5, 127.1, 125.4, 124.7, 121.6, 121.3, 111.7, 110.5, 108.8,
60.6, 44.9, 26.5, 14.9, 13.0; LRMS (ESI) m/z calcd for C24H2N204 [M+Na]+ :
406.2, found : 407.2.
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1H NMR(400 MHz, CDCI3), 8 9.61(d, J = 7.2 Hz, 1H), 8.06(s, 1H), 7.77(d, J =
8.8 Hz, 2H), 7.42(s, 1H), 7.32(dd, J = 2 Hz, 7.4 Hz), 6.66(d, J = 8.8 Hz, 2H),
3.42(q, 7.2 Hz, 4H), 2.64(s, 3H), 1.21(t, J = 7.2 Hz, 6H); 13C NMR(100 MHz,
cbcClz), 8 195.4, 183.1, 150.9, 133.9, 132.1, 131.0, 127.8, 125.9, 125.6, 12
4.6, 119.4, 111.0, 110.5,93.4, 77.7, 77.4, 77.1, 44.9, 26.6, 13.0; LRMS (ESI)
m/z calcd for C21H21BrN202 [M+Na]+ : 412.08 ,found : x.
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14 NMR (400 MHz, CDCl3) 8 9.75 (d, J = 7.6 Hz, 1H), 8.39 (s, 1H), 7.87 (d, J
= 7.2 Hz, 2H), 7.73 (q, J = 8.8 Hz, 4H), 7.59 (s, 1H), 7.40 (dd, J = 7.6 Hz, 1.6
Hz, 1H), 6.72 (d, J = 9.2 Hz, 2H), 3.46 (q, J = 7.2 Hz, 4H), 2.65 (s, 3H), 1.24
(t, J = 8.0 Hz, 6H); 13C NMR (100 MHz, CDCl3) 8 195.6, 183.9, 150.9, 138.3,
133.5, 132.2, 131.5, 128.3, 128.2, 126.2, 126.0, 125.0, 124.3, 119.5, 119.4,
111.3, 110.5, 44.9, 26.7, 13.0; LRMS (APCI) m/z calcd for C2gH25F3N202 [M
+H]*: 479.19; found: 479.30.
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1H NMR (400 MHz, CDCI3) 8 9.74 (d, J = 7.4Hz, 1H), 8.43 (s, 1H), 8.08 (dd, J
= 6.4 Hz, 2.0 Hz, 2H), 7.87 (d, J = 8.0 Hz, 2H), 7.70 (dd, J = 6.8 Hz, 1.6 Hz, 2
H), 7.61 (s, 1H), 7.39 (dd, J = 7.8 Hz, 1.6 Hz, 1H), 6.72 (d, J = 8.4 Hz, 2H), 3.
46 (q, J = 7.2 Hz, 4H), 2.67 (s, 3H), 2.65 (s, 3H), 1.24 (t, J = 7.2 Hz, 6H); 13C
NMR (100 MHz, CDClg) & 197.5, 195.6, 183.9, 150.9, 139.5, 135.4, 133.6, 1
32.2, 131.5, 129.4, 128.2, 128.0, 126.0, 125.1, 124.3, 119.7, 119.6, 111.3,
110.6, 44.9, 27.0, 26.7, 13.0; LRMS (APCI) m/z calcd for CogH29gN203 [M+H]"
. 453.21; found: 453.15.
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1H NMR (400 MHz, CDCl3) & 9.73 (d, J = 7.4 Hz, 1H), 8.41 (s, 1H), 7.88 (d, J
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= 8.0 Hz, 2H), 7.60 (d, J = 6.4 Hz, 2H), 7.57 (s, 1H), 7.50(t, J = 6.4 Hz, 2H),

7.37 (d, J = 7.2 Hz, 2H), 6.71 (d, J = 9.2 Hz, 2H), 3.45 (q, J = 6.8 Hz, 4H), 2.
63 (s, 3H), 1.24 (t, J = 7.2 Hz, 6H); 13C NMR (100 MHz, CDCl3) 8 195.7, 184
.0, 150.8, 134.6, 133.4, 132.1, 131.0 129.2, 128.3, 128.0, 127.1, 126.3, 12
4.7, 124.3, 121.3, 120.0, 110.9, 110.5, 44.9, 26.6, 13.0; LRMS (APCIl) m/z ca
lcd for Co7H27N202 [M+H]*: 411.20; found: 411.20.
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1H NMR (400 MHz, CDCl3) & 9.72(d, J = 7.8 Hz, 1H), 8.36 (s, 1H), 7.87 (dd, J
= 7.2 Hz, 2.0 Hz, 2H), 7.52 (dd, J = 6.6 Hz, 2.4 Hz, 3H), 7.35 (dd, J = 7.6 Hz,
1.6 Hz, 1H), 7.04 (dd, J = 6.6 Hz, 2.0 Hz, 2H), 6.71 (d, J = 8.8 Hz, 2H), 3.88 (
s, 3H), 3.45 (q, J = 7.2 Hz, 4H), 2.63(s, 3H), 1.23 (t, J = 7.2Hz, 6H); 13C NMR
(100 MHz, CDCl3) 3 195.7, 183.9, 158.9, 150.7, 133.3, 132.1, 130.7, 129.5,
127.9, 127.0, 126.4, 124.6, 124.0, 121.2, 120.1, 114.7, 110.8, 110.5, 55.7,
44.9, 26.6, 13.0; LRMS (APCI) m/z calcd for CogHogN203 [M+H]*: 441.21; fo

und: 441.15.
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1H NMR (400 MHz, CDCI3) & 9.70 (d, J = 7.2 Hz, 1H), 8.39 (s, 1H), 7.87 (d, J
= 9.2 Hz, 2H), 7.49 (dd, J = 8.6 Hz, 2.0 Hz, 3H), 7.34 (dd, J = 7.6 Hz, 2.0 Hz,
1H), 6.87 (d, J = 8.8Hz, 2H), 6.70 (d, J = 8.8 Hz, 2H), 3.45 (q, J = 7.6 Hz, 4H),
3.03 (s, 6H), 2.62 (s, 3H), 1.24 (t, J = 6.8Hz, 6H); 13C NMR (100 MHz, CDCl3)
6 195.8, 184.0, 150.7, 149.8, 133.3, 132.2, 130.4, 129.1, 127.8, 126.4, 12
4.6, 123.8, 122.5, 122.0, 120.6, 113.2, 110.6, 110.5, 44.9, 41.0, 26.5, 13.0;
LRMS (ESI) m/z calcd for C29gH32N302 [M+H]*: 454.24; found: 454.23.
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1H NMR(400 MHz, CDCI3), 8 9.98(d, J = 6.8 Hz, 1H), 8.42(d, J = 9.2 Hz, 1H),
7.91(d, J = 8.0 Hz, 2H), 7.78(d, J = 8.4 Hz, 2H), 7.76(s, 1H), 7.50(t, J = 8.0 H
z, 1H), 7.14(d, J = 6.2 Hz, 1H), 4.38(q, J = 7.1 Hz, 2H), 1.40(t, J = 7.1 Hz, 3H
); 13C NMR(100 MHz, CDCI3) 8 183.6, 163.6, 142.9, 140.0, 132.9, 132.6, 12
9.1, 129.9, 128.9, 128.1, 125.3(3), 125.0, 122.3, 121.9, 121.4, 119.5, 115.6,
106.8, 60.3, 14.7; LRMS (ESI) m/z calcd for C19gH14F3NO3 [M+Na]* : 361.1, f
ound : 362.1.
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1H NMR(400 MHz, CDCl3), 8 9.96 (d, J = 7.2 Hz, 1H), 7.87 (d, J = 7.6 Hz, 2H
), 7.76 (d, J = 8.0 Hz, 2H), 7.64 (d, J = 9.2 Hz, 1H), 7.35 (t, J = 7.8 Hz, 1H),
7.32 (s, 1H), 7.05 (t, J = 7.0 Hz, 1H); 13C NMR(100 MHz, CDCl3) & 181.4, 14
2.9, 136.6, 132.4, 128.8, 128.3, 126.5, 125.4, 125.0, 124.9, 122.2, 121.3, 1
16.7, 114.6, 89.9;LRMS (ESI) m/z calcd for C1gHoBrF3NO[M+Na]* : 367.0, fou
nd : 368.0.
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14 NMR (400 MHz, CDCl3) 8 10.05 (d, J = 6.8 Hz, 1H), 7.93 (d, J =

H), 7.90 (d, J 8.4 Hz, 2H), 7.68 (q, J =

8.8 Hz, 1H), 7.78 (d, J

7.43 (s, 1H), 7.37 (dt, J
H): 13C NMR (100 MHz, CDCl3) & 182.8, 143.6, 138.0, 136.7, 132.7, 132.4,

129.2, 129.0, 128.7, 128.4, 127.8, 126.2, 125.8, 125.8, 125.5, 125.4, 125.3
(2), 122.1, 117.3, 116.4, 114.9; LRMS (ESI) m/z calcd for C23H14FsNO [M+H]
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: 434.35; found: 434.15.

8.0 Hz, 1
8.0 Hz, 5H),

7.9 Hz, 1.2 Hz, 1H), 7.08 (dt, J = 6.2 Hz, 1.6 Hz, 1
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1H NMR (400 MHz, CDCl3) 8 10.03 (d, J = 7.2 Hz, 1H), 7.93 (d, J =

H), 7.84 (d, J 8.0 Hz, 2H), 7.46 (d, J =

9.2 Hz, 1H), 7.77 (d, J

8.0 Hz, 2
8.8 Hz, 2H),
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7.34 (s, 1H), 7.27 (dt, J = 7.8 Hz, 0.8 Hz, 1H), 7.00 (d, J = 8.8 Hz, 3H), 3.86
(s, 3H); 13C NMR (100 MHz, CDCI3) & 182.3, 158.5, 144.0, 136.8, 132.4, 13
2.0, 129.0(2), 126.6, 125.3, 125.2(2), 125.1(2), 124.9, 122.5, 121.5, 118.0,
117.6, 114.5, 114.3, 55.4; LRMS (ESI) m/z calcd for C24H17F3NO2 [M+H]*: 4
08.11; found: 408.23.
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1H NMR (400 MHz, CDCIl3) & 10.04 (d, J = 6.8 Hz, 1H), 7.92 (t, J = 8.0 Hz, 2
H), 7.76 (d, J = 8.0 Hz, 2H), 7.55 (d, J 7.6 Hz, 3H), 7.45 (t, J = 7.8 Hz, 2H),
7.39 (s, 1H), 7.32 (m, 2H), 7.04 (dt, J = 6.9 Hz, 1.2 Hz, 1H); 13C NMR (100 M
Hz, CDCl3) 6 182.5, 143.9, 136.8, 134.2, 132.5, 132.1, 129.1, 129.0, 128.9,
127.8, 126.7, 125.6, 125.3, 125.2, 122.5, 121.7, 118.2, 117.6, 114.6; LRMS
(ESI) m/z calcd for C22H15F3NO [M+H]*: 366.10; found: 366.24.
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1H NMR (400 MHz, CDCl3)
), 7.88 (d, J = 8.4 Hz, 2H),
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0000000000000 O00O0O00
5 9.99 (d, J = 7.2 Hz, 1H), 7.99 (d, J = 8.4 Hz, 2H
7.73 (d, J = 8.4 Hz, 2H), 7.66 (d, J = 8.4 Hz, 1H),

7.60 (d, J = 8.0 Hz, 2H), 7.42 (s, 1H), 7.32 (t, J = 8.0 Hz, 1H), 7.01 (t, J = 6.8
Hz, 1H), 2.60 (s, 3H); 13C NMR (100 MHz, CDCl3) & 197.1, 182.6, 144.0, 14
3.5, 139.1, 136.7, 136.3, 135.0, 132.6, 132.2, 129.1, 128.9, 128.8, 127.4, 1

27.2,126.2, 125.2, 122 .4,

122.1, 117.4, 116.6, 114.9, 26.7; LRMS (ESI) m/z

calcd for Co3H17F3NO2 [M+H]*: 396.11; found: 395.98.
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1H NMR (400 MHz, CDCI3)
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5 10.03 (d, J = 6.8 Hz, 1H), 7.92 (d, J = 8.0 Hz, 2

H), 7.87 (d, J = 8.4 Hz, 1H), 7.75 (d, J = 8.0 Hz, 2H), 7.42 (d, J = 8.8 Hz, 2H),
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7.31 (s, 1H), 7.27 (t,J = 7.2 Hz, 1H), 7.00 (dt, J = 6.9 Hz, 1.6 Hz, 1H), 6.82 (
d, J = 8.8 Hz, 2H), 2.98 (s, 6H); 13C NMR (100 MHz, CDCl3) 8 181.7, 149.1,1
43.8, 136.5, 131.9, 131.6, 128.8, 128.6, 128.3, 124.9, 124.8, 124.7, 124.3,

122.2, 121.8, 121.1, 118.4, 117.5, 114.1, 112.5, 40.3; LRMS (ESI) m/z calcd
for Co4H20F3N20 [M+H]*: 409.14; found: 409.15.
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14 NMR(400 MHz, CDCl3), & 9.83(d, J = 7.2 Hz, 1H), 8.25(d, J = 9.0 Hz, 1H),
7.73(d, J = 7.2 Hz, 2H), 7.71(s, 1H), 7.46(d, J = 7.2 Hz, 1H), 7.40(t, J = 7.2 H
z, 2H), 7.29(t, J = 8.0 Hz, 1H), 6.93(t, J = 7.0 Hz, 1H), 4.29(q, J = 7.0 Hz, 2H
), 1.31(t, J = 7.0 Hz, 3H); 13C NMR(100 MHz, CDCl3) 5 184.8, 163.4, 139.5,

139.3, 131.1, 128.7, 128.6, 128.4, 128.0, 127.2, 122.1, 121.2, 119.0, 114.9,
105.9, 59.9, 14.5; LRMS (ESI) m/z calcd for C1gH15NO3 [M+Na]* : 293.1, fou
nd : 294.2.
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1H NMR(400 MHz, CDCI3), 8 10.04 (d, J = 6.8 Hz, 1H), 7.78 (d, J = 6.4 Hz, 2
H), 7.61 (d, J = 8.8 Hz, 1H), 7.54 (d, J = 7.6 Hz, 1H), 7.50 (d, J =7.6 Hz, 2H),
7.37 (s, 1H), 7.30 (m, 1H), 6.98 (t, J = 7.0 Hz, 1H); 13C NMR(100 MHz, CDCl3
) 6 184.0, 140.3, 136.9, 131.3, 129.0, 128.8, 128.5, 127.2, 125.4, 122.3, 1
17.3, 114.8, 89.9, 47.1, 34.8, LRMS (ESI) m/z calcd for C15H109BrNO [M+Na]*
:299.0, found : 300.0.
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1H NMR (400 MHz, CDCl3) & 10.04 (d, J = 6.8 Hz, 1H), 7.88 (d, J = 8.8 Hz, 1
H), 7.84 (m, J = 6.8 Hz, 2H), 7.67 (m, J = 2.4 Hz, 4H), 7.56 (d, J = 7.2 Hz, 1H
), 7.52 (d, J = 7.2 Hz, 2H), 7.49 (s, 1H), 7.31 (dt, J = 7.9 Hz, 1.2 Hz, 1H), 7.0
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3 (dt, J = 6.9 Hz, 1.6 Hz, 1H); 13C NMR (100 MHz, CDCl3) 8 184.5, 140.4, 13
8.3, 136.1, 131.0, 129.0, 128.8, 128.7, 128.4, 128.2, 128.0, 127.7, 125.7, 1
25.7, 125.7, 125.6, 125.4, 122.9, 122.4, 117.1, 115.8, 114.4; LRMS (ESI) m/z
calcd for Co2H15F3NO [M+H]*: 366.10; found: 366.10.
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1H NMR (400 MHz, CDCIl3) & 10.02 (d, J = 6.8 Hz, 1H), 8.02 (d, J = 7.2 Hz, 2
H), 7.89 (d, J = 8.8 Hz, 1H), 7.84 (d, J = 6.8 Hz, 2H), 7.69 (d, J = 7.6 Hz, 1H),
7.63 (d, J = 7.6 Hz, 2H), 7.56 (d, J = 7.2 Hz, 1H), 7.53 (s, 1H), 7.51 (s, 1H), 7
.29 (t, J = 7.0 Hz, 1H), 7.00 (t, J = 6.6 Hz, 1H), 2.63 (s, 3H); 13C NMR (100 M
Hz, CDCl3) & 197.0, 184.3, 143.9, 140.3, 139.4, 136.2, 136.1, 134.6, 130.9,
128.9, 128.8, 128.7, 128.1, 127.2, 127.1, 125.6, 125.3, 122.4, 117.2, 115.9,
114.4, 26.7, 26.6; LRMS (ESI) m/z calcd for Co3H1gNO2 [M+H]*: 340.13; foun
d:340.27.
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14 NMR (400 MHz, CDCl3) 8 10.04 (d, J = 6.8 Hz, 1H), 7.89 (d, J = 9.2 Hz, 1

H), 7.84 (d, J = 6.8 Hz, 2H), 7.19 (m, 7H), 7.31 (t, J = 7.4 Hz, 1H), 7.27 (d, J

= 6.6 Hz, 1H), 7.25 (d, J = 6.6 Hz, 1H), 6.99 (t, J = 6.6 Hz, 1H): 13C NMR (100
MHz, CDCIl3) 6 183.9, 140.3, 135.9, 134.2, 130.4, 128.5, 128.4, 127.8, 127.

5,126.1, 125.0, 124.6, 121.8, 117.2, 117.1, 113.8; LRMS (ESI) m/z calcd for
Co21H16NO [M+H]": 298.12; found: 298.10.
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1H NMR (400 MHz, CDCl3) 8 10.03 (d, J = 6.8 Hz, 1H), 7.84 (s, 1H), 7.82 (m,
2H), 7.53 (d, J = 6.8 Hz, 1H), 7.50 (s, 1H), 7.48 (m, 4H), 7.40 (s, 1H), 7.23 (
m, 1H), 6.99 (d, J = 8.8 Hz, 2H), 3.85 (s, 3H); 13C NMR (100 MHz, CDCl3) &

184.1, 158.3, 140.7, 136.2, 130.7, 128.9, 128.8, 128.8, 128.1, 127.0, 125.0
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124.7, 121.9, 121.3, 117.5, 117.4, 114.2, 114.0, 55.4; LRMS (ESI) m/z calcd
for Co2H18NO2 [M+H]*: 328.13; found: 328.10.

oooooo
0O00D0000o0o0ooooooo
0ooo00ooU0o0ooO0ooOoU0oO0DOoOO0O0OoDU0UOoU0O0O0DO0D0DUODUODODODDODODUODOO
ooooooOoo0oooooOoo0ooooooo0ooooooooooooooOooOo
0000000000000 0DO00o0OoDU0UOoDU0DO0DO0DO0D0D0ODUDODODODODODDUODOO
ooooooooOooOoooUoo0ooO0oooOooU0oooooDooUoooooooooOoo
0000000000000 0o0D0Do00o0o0oDU0UoOD0Do0D0DO00D0DDoDUO0DO0DO0DO0DOoODUODOO
goooooOooOooOoooUoU0ooO0oooUooUooO0oooDooOUoUoooDooUoOoo
Ooooooao
oooono

&5 0]

NMe,
/ ===
o N /
0

oooooo

0o0oooooooooDoooOoOO0O0OoOooooooDoDoDoDoooOoO

1H NMR (400 MHz, CDCIl3) & 10.02 (d, J = 7.6 Hz, 1H), 7.87 (s, 1H), 7.84 (d,
J =6.4 Hz, 2H), 7.53 (d, J = 7.6 Hz, 1H), 7.49 (d, J = 7.6 Hz, 2H), 7.43 (d, J =
8.8 Hz, 2H), 7.39 (s, 1H), 7.21 (dt, J = 7.8 Hz, 1.2 Hz, 1H), 6.95 (dt, J = 7.0
Hz, 1.2 Hz, 1H), 6.82 (d, J = 8.8 Hz, 2H), 2.99 (s, 6H); 13¢c NMR (100 MHz, C
DCI3) 6 183.9, 149.3, 140.9, 136.2, 130.6, 128.8, 128.7, 128.6, 128.0, 124.
7,124.3, 122.5, 121.8, 121.3, 118.1, 117.7, 113.9, 112.8, 40.7; LRMS (ESI)
m/z calcd for Co3H21N20 [M+H]*: 341.16; found: 341.15.
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1H NMR(400 MHz, CDCl3), 8 9.90(d, J = 6.8 Hz, 1H), 8.38(d, J = 8.8 Hz, 1H),
7.85(s, 1H), 7.83(d, J = 3.2 Hz, 2H), 7.42(q, J = 9.0 Hz, 1H), 6.97(t, J = 7.0 H
z, 1H), 7.01(d, J
7.0 Hz, 3H); 13C NMR(100 MHz, CDCI3) & 183.6, 163.6, 162.2, 139.2, 132.
1, 131.0, 128.7, 127.6, 127.0, 122.3, 121.6, 119.0, 114.7, 113.5, 105.7, 60.

0,55.4,14.7; LRMS (ESlI) m/z calcd for C1gH17NO4 [M+Na]*:323.1, found: 324.2.
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= 8.8 Hz, 2H), 4.38(q, J = 7.1 Hz, 2H), 3.90(s, 3H), 1.40(t, J
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14 NMR(400 MHz, CDCl3), & 9.83 (d, J = 6.8 Hz, 1H), 7.77 (d, J = 8.8 Hz, 2H
), 7.51 (d, J = 8.8 Hz, 1H), 7.34 (s, 1H), 7.18 (q, J = 8.8 Hz, 1H), 6.95 (d, J =
8.8 Hz, 2H), 6.89 (t, J = 6.8 Hz, 1H), 3.84 (s, 3H); 13C NMR(100 MHz, CDCl3)
5 184.0, 164.1, 162.2, 139.3, 132.0, 130.9, 128.7, 127.9, 127.1, 122.3, 11
9.1, 114.8, 113.4, 105.3, 55.4, 51.2.
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1H NMR (400 MHz, CDCl3) & 9.96 (d, J = 6.8 Hz, 1H), 7.85 (dd, J = 7.0 Hz, 1.
6 Hz, 3H), 7.67 (d, J = 2.0 Hz, 3H), 7.51 (s, 1H), 7.28 (t, J = 7.6 Hz, 1H), 7.01
(d, J = 8.8 Hz, 2H), 6.98 (d, J = 6.8 Hz, 1H), 6.93 (d, J = 8.4 Hz, 1H); 13C NM
R (100 MHz, CDCI3) & 183.8, 162.1, 138.4, 136.1, 132.8, 131.1, 129.0, 128.
4,128.1, 127.8, 126.9, 125.8(2), 125.6, 125.4, 125.1, 122.6, 117.2, 115.7,
115.6, 114.4, 113.6, 55.6; LRMS (ESI) m/z calcd for C23H17F3NO2 [M+H]*: 3
96.11; found: 396.10.
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1H NMR (400 MHz, CDCI3) & 9.96 (d, J = 7.2 Hz, 1H), 8.03 (d, J = 8.4 Hz, 2H
), 7.90 (d, J = 9.2 Hz, 2H), 7.86 (d, J = 8.4 Hz, 2H), 7.66 (d, J = 8.0 Hz, 2H),
7.54 (s, 1H), 7.28 (t, J = 7.8 Hz, 1H), 7.02 (d, J = 8.4 Hz, 2H), 3.90 (s, 3H), 2
.64 (s, 3H): 13C NMR (100 MHz, CDCI3) & 197.1, 183.4, 161.8, 139.4, 135.7
134.4, 132.5, 130.7, 128.7, 127.1, 125.1, 124.7, 122.4, 177.0, 115.5, 114.0
113.3, 55.3, 26.4; LRMS (ESI) m/z calcd for Co4H2oNO3 [M+H]*: 370.14; foun
d:370.15.
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0000000000000 0000000000000000000
1H NMR (400 MHz, CDCI3) & 9.97 (d, J = 6.8 Hz, 1H), 7.87 (d, J = 6.4 Hz, 2H
), 7.57 (d, J = 8.0 Hz, 2H), 7.49 (s, 1H), 7.44 (d, J = 7.6 Hz, 2H), 7.31 (t, J =
7.4 Hz, 1H), 7.21 (t,J = 7.6 Hz, 1H), 7.0 (d, J = 8.4 Hz, 2H), 6.92 (t, J = 6.9

Hz, 1H), 6.89 (t, J = 6.8 Hz, 1H), 3.89 (s, 3H); 13C NMR (100 MHz, CDCI3) &

183.5, 161.9, 136.0, 134.7, 133.2, 131.0, 128.8, 127.9, 126.4, 126.6, 124.9
124.6, 123.9, 122.2, 118.6, 117.5, 117.3, 115.4, 114.0, 113.5, 102.3, 55.6

LRMS (ESI) m/z calcd for C2oH1gNO> [M+H]*: 328.13; found:328.15.
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14 NMR (400 MHz, CDCl3) 8 9.96 (d, J = 7.2 Hz, 1H), 7.86 (d, J = 8.8 Hz, 2H
), 7.81 (d, J = 7.6 Hz, 1H), 7.48 (d, J = 8.8 Hz, 2H), 7.42 (s, 1H), 7.19 (dt, J =
7.7 Hz, 1.2 Hz, 1H), 7.00 (d, J = 2.4 Hz, 2H), 6.98 (d, J = 2.4 Hz, 2H), 6.94 (d
t,J = 6.4 Hz, 1.2 Hz, 1H), 3.89 (s, 3H), 3.85 (s, 3H); 13C NMR (100 MHz, CDCI
3) 6 183.7,162.1, 158.6, 136.2, 133.6, 131.3, 129.3, 129.1, 127.5, 124.9,
124.7, 122.4, 117.8, 117.4, 114.6, 114.2, 113.8, 55.9, 55.8; LRMS (ESI) m/z
calcd for Co3Ho2gNO3 [M+H]*: 358.14; found: 358.10.
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1H NMR (400 MHz, CDCIl3) & 9.96 (d, J = 7.2 Hz, 1H), 7.86 (d, J = 8.8 Hz, 3H
), 7.44 (d, J = 6.8 Hz, 2H), 7.41 (s, 1H), 7.17 (dt, J = 8.8 Hz, 1.2 Hz, 1H), 6.9
9 (d,J =8.8Hz, 2H), 6.92 (dt, J = 6.9 Hz, 1.6 Hz, 1H), 6.83 (d, J = 8.8 Hz, 2
H), 3.89 (s, 3H), 2.99 (s, 6H);: 13C NMR (100 MHz, CDCI3) 3 183.3, 161.8, 14
9.3, 136.0, 133.5, 131.1, 128.7(2), 124.4, 124.0, 122.9, 117.8, 113.8, 113.5,
113.0, 55.6, 40.9; LRMS (ESI) m/z calcd for C24H23N20 [M+H]*: 371.17; fou
nd: 371.15.
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14 NMR(400 MHz, CDCl3), & 9.94 (d, J = 8.0 Hz, 1H), 8.35 (d, J = 8.0 Hz, 1H
), 7.89 (d, J = 6.0 Hz, 1H), 7.86 (s,2H), 7.34 (m, 1H), 6.98 (t, J = 7.6 Hz, 1H),
6.72 (d, J = 9.2 Hz, 2H), 4.41 (q, J = 7.2 Hz, 2H), 3.43 (q, J = 7.1 Hz, 4H), 1.
43 (t, J = 7.2 Hz, 3H), 1.22 (t, J = 7.2 Hz, 6H).; 13C NMR(100 MHz, CDCl3) &
186.8, 156.2, 136.0, 134.4, 129.4, 128.8, 127.8, 126.5, 124.8, 124.4, 124.1,
123.0, 122.1, 120.0, 118.5, 117.5, 117.4, 115.4, 114.3, 113.9, 102.5, 27.1,
27.9; LRMS (ESI) m/z calcd for Co2H24N203 [M+Na]* : 364.2, found : 365.2.
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1H NMR(400 MHz, CDCl3), & 9.88 (d, J = 7.2 Hz, 1H), 8.03 (s, 1H), 7.83(s, 1

H), 7.69 (dd, J = 8.2 Hz, 1H), 7.60 (d, J = 8.8 Hz, 1H), 7.41 (s, 1H), 7.28 (m,

1H), 7.12 (d, J = 8.4 Hz, 1H), 6.98 (t, J = 7.0 Hz, 1H), 3.25 (q, J = 6.9 Hz, 4H
), 1.10 (t, J = 7.0 Hz, 6H); 13C NMR(100 MHz, CDCl3) & 181.4, 152.2, 136.6,
135.2, 134.9, 128.6, 126.5, 125.1, 122.6, 122.0, 121.9, 120.5, 117.2, 114.6,
89.7, 46.6, 46.43, 12.8, 12.7.
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1H NMR (400 MHz, CDCl3) & 9.97 (d, J = 7.2 Hz, 1H), 7.86 (d, J = 8.0 Hz, 1H
), 7.81 (d, J = 8.4 Hz, 1H), 7.70 (m, 6H), 7.58 (s, 1H), 7.26 (m, 1H), 7.15 (d, J
= 8.4 Hz, 1H), 6.98 (dt, J = 6.9 Hz, 1.2 Hz,1H), 2.99 (g, J = 7.0 Hz, 4H), 0.98
7.2 Hz, 6H); 13¢ NMR (100 MHz, CDCI3) 6 183.9, 152.2, 136.3, 134.0,
133.7, 133.1, 130.1, 129.3(2), 129.2, 128.2(2), 126.1(2), 125.7,125.6(2), 12
3.0, 120.3, 117.5, 115.9, 114.6, 46.2, 30.2, 12.5; LRMS (ESI) m/z calcd for C
26H24F3N20 [M+H]*: 437.18; found: 437.20.
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(116) JP 7590565 B2 2024.11.26

1H NMR (400 MHz, CDCl3) & 9.95 (d, J = 6.8 Hz, 1H), 8.05 (d, J = 7.2 Hz, 3H
), 7.90 (s, 1H), 7.71 (d, J = 8.4 Hz, 3H), 7.67 (d, J = 8.4 Hz, 1H), 7.56 (s, 1H),
7.30 (dt, J = 7.4 Hz, 1.2 Hz, 1H), 7.12 (d, J = 8.0 Hz, 1H), 7.00 (m, 1H), 3.27
(q, J = 7.0 Hz, 4H), 2.65 (s, 3H), 1.13 (t, J = 7.0 Hz, 6H); 13C NMR (100 MHz,
CbCIlz) & 197.1, 182.1, 150.4, 143.9, 139.3, 136.1, 135.9, 134.5, 134.1, 13
1.5, 128.7, 128.6, 128.4, 127.7, 127.1, 125.3, 124.6, 122.1, 121.4, 117.1, 1
15.7, 114.1, 45.8, 29.6, 26.6, 12.3; LRMS (ESI) m/z calcd for Co7H27N202 [M
+H]*: 411.20; found: 411.38.
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1H NMR (400 MHz, CDCl3) & 9.98 (d, J = 7.2 Hz, 1H), 7.87 (d, J = 9.2 Hz, 1H
), 7.80 (d, J = 7.6 Hz, 1H), 7.59 (t, J = 7.4 Hz, 3H), 7.45 (t, J = 7.6 Hz, 2H), 7
.39 (t, J = 7.6 Hz, 2H), 7.30 (d, J = 7.6 Hz, 1H), 7.20 (dt, J = 7.8 Hz, 1.2 Hz,

1H), 7.12 (dd, J = 8.2 Hz, 2.4 Hz, 1H), 6.94 (dt, J = 6.9 Hz, 1.2 Hz, 1H), 3.01
(q, J = 4.4 Hz, 4H), 0.97 (t, J = 7.0 Hz, 6H); 13C NMR (100 MHz, CDCl3) & 18
3.5, 151.4, 141.1, 135.6, 134.6, 133.0, 132.7, 128.8, 128.5, 128.3, 128.0, 1
27.6, 126.4, 126.1, 124.5, 124.1, 122.1, 121.1, 119.3, 117.2, 116.8, 113.6,

45.9, 45.5, 12.0; LRMS (ESI) m/z calcd for C25H25N20 [M+H]*: 369.19; found:

369.36.
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(117) JP 7590565 B2 2024.11.26
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1H NMR (400 MHz, CDCI3) & 9.95 (d, J = 6.8 Hz, 1H), 7.89 (s, 1H), 7.82 (d, J
= 8.8 Hz, 1H), 7.70 (dd, J = 8.2 Hz, 2.0 Hz, 1H), 7.49 (d, J = 8.8 Hz, 2H), 7.44
(s, 1H), 7.22 (t,J = 7.9 Hz, 1H), 7.11 (d, J = 8.0 Hz, 1H), 7.00 (d, J = 6.8 Hz,
2H), 6.95 (dt, J = 7.2 Hz, 1.2 Hz, 2H), 3.86 (s, 3H), 3.26 (q, J = 7.1 Hz, 4H),
0.96 (t, J = 7.2 Hz, 6H); 13C NMR (100 MHz, CDCIl3) 8 182.2, 158.4, 150.4, 1
36.3, 135.0, 131.8, 129.7, 129.1, 128.9, 128.0, 127.1, 124.7, 124.6, 121.8(
2),117.6, 117.4, 114.4, 114.1, 113.7, 55.5, 46.7, 45.7, 29.9, 12.6; LRMS (ES
1) m/z calcd for Co2gH27N202 [M+H]*: 399.20; found: 399.35.
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14 NMR (400 MHz, CDCl3) & 9.95 (d, J = 6.8 Hz, 1H), 7.89 (d, J = 2.4 Hz, 1H
), 7.84 (d, J = 8.0 Hz, 1H), 7.70 (d, J = 8.4 Hz, 1H), 7.50 (d, J = 8.8 Hz, 1H),
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(118) JP 7590565 B2 2024.11.26

7.45 (d, J = 8.8 Hz, 2H), 7.43 (s, 1H), 7.20 (dt, J = 7.9 Hz, 1.2 Hz, 1H), 7.11
(d, J = 8.4 Hz, 1H), 6.93 (dt, J = 6.8 Hz, 1.2 Hz, 1H), 6.84 (d, J = 6.8 Hz, 2H),
3.26 (q, J = 7.1 Hz, 4H), 3.00 (s, 6H), 1.12 (t, J = 7.0 Hz, 6H); 13C NMR (100
MHz, CDCl3) & 197.5, 197.2, 183.5, 151.8, 146.4, 139.7, 135.9, 135.4, 134.
7,133.6, 133.1, 132.7, 129.7, 129.0, 128.9, 128.7, 128.5, 127.4, 125.3, 12
4.7, 122.7,119.8, 117.3, 115.7, 114.2, 45.8, 26.8, 12.2; LRMS (ESI) m/z calc

d for Ca7H3oN30 [M+H]*: 412.23: found: 412.25.
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1H NMR (600 MHz, CDCl3) & 9.88 (d, J = 7.5 Hz, 1H), 8.19 (s, 1H), 7.83 (d, J
= 7.6 Hz, 2H), 7.71 (dd, J = 12.7, 5.9 Hz, 2H), 7.58 (t, J = 7.4 Hz, 1H), 7.51 (
t,J = 7.6 Hz, 2H), 7.45 (dd, J = 7.3, 1.5 Hz, 1H), 7.42 (dd, J = 10.9, 5.9 Hz, 2
H), 7.39 (d, J = 7.6 Hz, 2H), 6.81 (d, J = 4.6 Hz, 1H), 2.67 (s, 3H); 13C NMR (
100 MHz, CDCl3) 8 195.1, 185.5, 140.3, 131.8, 131.6, 131.3m 129.2, 128.5,
128.3, 125.6, 120.1, 118.5, 114.5, 111.6 105.4, 102.0, 26.4, 17.3, 16.6; LR
MS (ESI) m/z calcd for C2oH17N202 [M+H]*: 341.12: found: 341.2650
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1H NMR (600 MHz, CDCI3) & 9.90 (d, J = 7.5 Hz, 1H), 8.44 (s, 1H), 7.85 (m,
2H), 7.58 (m, 1H), 7.51 (t, J = 7.6 Hz, 2H), 7.46 (dd, J = 7.0, 2.4 Hz, 2H), 7.1
7 (d, J = 7.6 Hz, 1H), 6.89 (m, 2H), 6.18 (m, 1H), 2.64 (s, 3H), 2.24 (s, 3H); 1
3C NMR (100 MHz, CDCl3) & 195.1, 185.5, 140.3, 131.8, 131.6, 131.3m 129,
2,128.5, 128.3, 125.6, 120.1, 118.5, 114.5, 111.6 105.4, 102.0, 26.4, 17.3,

16.6; LRMS (ESI) m/z calcd for C24H21N202 [M+H]*: 369.15; found: 369.3428.
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1H NMR (600 MHz, CDCI3) & 9.89 (d, J = 7.5 Hz, 1H), 8.38 (s, 1H), 7.85 (d, J
= 7.8 Hz, 2H), 7.56 (m, 1H), 7.51 (t, J = 7.5 Hz, 2H), 7.43 (m, 1H), 7.42 (s, 1
H), 7.36 (d, J = 8.2 Hz, 2H), 6.80 (d, J = 8.2 Hz, 2H), 3.80 (s, 2H), 2.63 (s, 3

H); 13C NMR (100 MHz, CDCIl3) 8 195.7, 185.5, 146.0, 140.3, 134.5, 131.6,

131.5, 129.3, 129.2, 128.4, 128.2, 125.1, 124.1, 123.7, 122.4, 120.0, 115.7,
111.5, 26.3; LRMS (ESI) m/z calcd for Co23H19N202 [M+H]*: 355.14; found: 3

55.2327.
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(121) JP 7590565 B2 2024.11.26

1H NMR (600 MHz, CDCl3) & 9.89 (d, J = 7.6 Hz, 1H), 8.43 (s, 1H), 7.86 (d, J
= 7.1 Hz, 2H), 7.57 (m, 1H), 7.51 (t, J = 7.6 Hz, 2H), 7.43 (m, 4H), 6.80 (d, J
= 8.6 Hz, 2H), 3.42 (g, J = 7.1 Hz, 4H), 2.64 (s, 3H), 1.22 (t,J = 7.1 Hz, 6H);
13¢ NMR (100 MHz, CDCl3) & 195.8, 185.4, 140.4, 134.5, 131.4, 129.3, 129.
2,128.4, 128.2, 124.9, 122.8, 120.4, 112.3, 111.4, 44.6, 26.3, 12.7; LRMS (
ESI) m/z calcd for C27H27N202 [M+H]*: 411.20; found: 411.3622.
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1H NMR (600 MHz, CDCI3) & 9.88 (d, J = 7.4 Hz, 1H), 8.43 (s, 1H), 7.85 (d, J
= 7.1 Hz, 2H), 7.57 (dd, J = 10.4, 4.2 Hz, 1H), 7.50 (t, J = 7.6 Hz, 2H), 7.44 (
dd, J=7.3, 1.8 Hz, 1H), 7.41 (t, J = 4.3 Hz, 3H), 6.75 (d, J = 8.8 Hz, 2H), 3.3
O (m, 4H), 2.64 (s, 3H), 1.66 (dd, J = 15.1, 7.5 Hz, 4H), 0.96 (t, J = 7.3 Hz, 6
H); 13C NMR (100 MHz, CDCl3) & 195.8, 147.6, 140.4, 131.4, 129.2(2), 128.
4,128.2, 124.9, 122.8, 120.4, 112.2, 111.4, 54.1, 53.0, 51.9, 47.6, 29.8, 26
.3, 20.5, 11.6; LRMS (ESI) m/z calcd for CogH31N202 [M+H]*: 439.23; found..
439.3939
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1H NMR (600 MHz, CDCI3) & 9.98 (d, J = 7.1 Hz, 1H), 7.79 (m, 3H), 7.53 (m,
6H), 7.36 (m, 1H), 7.19 (m, 1H), 6.94 (t, J = 6.8 Hz, 1H), 6.53 (d, J = 4.6 Hz,
1H); 13C NMR (100 MHz, CDCl3) & 185.1, 149.6, 140.4, 136.6, 132.2, 132.1,
131.4, 129.5, 129.0, 128.5(2), 126.4, 125.7, 122.1, 117.3, 114.9; LRMS (ESI)
m/z calcd for CogH15N20 [M+H]*: 299.11; found: 299.1516.
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7.0 Hz, 1H), 8.00 (d, J = 9.0 Hz,

1H NMR (600 MHz, (CD3)25S0) & 9.92 (d, J

1H), 7.81 (dd, J = 7.9, 0.9 Hz, 2H), 7.62 (t, J
z, 2H), 7.42 (m, 1H), 7.36 (s, 1H), 7.18 (t, J = 6.9 Hz, 1H), 7.00 (d, J = 7.6 H
z, 1H), 6.90 (s, 1H), 6.74 (d, J = 7.6 Hz, 1H), 4.92 (s, 2H), 2.08 (s, 3H): 13C
NMR (100 MHz, (CD3)2S0O) 6 183.3, 140.2, 135.4, 131.9, 131.0, 130.4, 128.
6, 128.3, 128.0, 125.4, 124.1, 121.1, 118.0, 117.6, 114.7, 54.9, 17.1; LRMS
(ESI) m/z calcd for C22H19N20 [M+H]*: 327.14; found: 327.3095.
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000000000000 000O00O00000O00
1H NMR (600 MHz, CDCl3) & 10.01 (dt, J = 7.2, 1.0 Hz, 1H), 7.82 (dt, J = 3.4,
1.4 Hz, 3H), 7.53 (m, 1H), 7.47 (m, 2H), 7.37 (s, 1H), 7.34 (m, 2H), 7.21 (ddd
,J=8.8,6.7, 1.0 Hz, 1H), 6.95 (td, J = 6.9, 1.2 Hz, 1H), 6.76 (m, 2H), 3.74 (
s, 2H).; 13C NMR (100 MHz, CDCl3) & 184.5, 145.3, 141.1, 136.5, 130.9, 12

9.1(5), 128.3(2), 125.0(2), 124.7, 122.0, 118.1, 117.9, 115.6, 114.2, 29.8; L
RMS (ESI) m/z calcd for C21H17N20 [M+H]*: 313.13; found: 313.2500.
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1H NMR (600 MHz, CDCI3) & 10.03 (dt, J = 7.0, 1.0 Hz, 1H), 7.87 (dt, J = 8.9,
1.2 Hz, 1H), 7.84 (m, 2H), 7.54 (m, 1H), 7.49 (m, 2H), 7.41 (m, 2H), 7.39 (s,
1H), 7.21 (ddd, J =8.9, 6.7, 1.1 Hz, 1H), 6.96 (td, J =6.9, 1.3 Hz, 1H), 6.77 (
m, 2H), 3.40 (q, J = 7.1 Hz, 4H), 1.20 (t, J = 7.1 Hz, 6H); 13C NMR (100 MHz,
CDCl3z) & 184.3, 146.7, 141.2, 136.5, 130.8, 129.1(2), 128.2, 124.9, 124.5,
122.0, 121.5, 118.5, 118.0, 114.1, 112.2, 44.5, 12.7; LRMS (ESI) m/z calcd f
or CogH2og5N20 [M+H]*: 369.19; found: 369.3269.
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1H NMR (600 MHz, CDCI3) & 10.01 (dt, J = 7.1, 1.1 Hz, 1Hz), 7.85 (dt, J = 8.
9, 1.2 Hz, 1H), 7.82 (m, 2H), 7.52 (m, 1H), 7.48 (m, 3H), 7.38 (m, 2H), 7.37 (
s, 1H), 7.20 (ddd, J = 8.9, 6.7, 1.1 Hz, 1H), 6.94 (td, J = 6.9, 1.3 Hz, 1H), 6.7
1 (m, 1H), 3.26 (m, 4H), 1.63 (dd, J = 15.2, 7.5 Hz, 4H), 0.94 (t,J = 7.4 Hz, 6
H); 13C NMR (100 MHz, CDCl3) & 184.3, 147.1, 141.2, 136.5, 130.8, 129.1,
129.0, 128.2, 124.9, 124.5, 122.0, 121.3, 118.5, 118.0, 114.1, 112.0, 53.0,
20.5, 11.6; LRMS (ESI) m/z calcd for Co7H2g9N20 [M+H]*: 397.22; found: 397.
3389.
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1H NMR(400 MHz, CDCI3),
8.06 (s, 1H), 7.15 (dd, J =
45 (t, J = 7.0 Hz, 3H); 13C

14H12F3NO3 [M+Na]* :
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7.2 Hz, 1H), 8.66 (t, J = 1.2Hz, 1H),

Hz, 1H), 4.43 (q, J = 7.2 Hz, 2H), 2.63(s, 3H), 1.
NMR(400 MHz, CDCl3) & 188.0, 163.1, 136.7, 129
.1, 128.3, 128.0, 127.6, 127.3, 126.9, 126.0, 124.2, 123.4, 121.5, 118.8, 11
6.9, 116.8, 110.5, 110.4, 108.1, 60.6, 27.5, 14.5; LRMS (ESI) m/z calcd for C
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299.1, found : 300.1.
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9.88 (d, J = 7.2 Hz, 1H), 7.85 (s, 1H), 7.60 (s, 1
H), 7.02 (d, J = 7.6 Hz, 1H), 2.59 (s, 1H); 13C NMR(100 MHz, CDCl3) & 204.4,
186.9, 133.6, 128.7, 124.9, 123.5, 121.7, 115.2, 109.7, 92.0, 27.5.
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1H NMR (400 MHz, CDCl3) & 9.95 (d, J = 7.2 Hz, 1H), 8.03 (s, 1H), 7.75 (d, J
= 8.4 Hz, 2H), 7.71 (s, 1H), 7.67 (d, J = 8.0 Hz, 2H), 7.03 (dd, J = 7.4 Hz, 2.0
Hz, 1H), 2.65 (s, 3H); 13C NMR (100 MHz, CDCl3) & 187.6, 137.4, 133.0, 12

9.2, 129.0, 128.1, 126.
18.2, 115.1, 109.7, 27.

07; found: 372.05.
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1H NMR (400 MHz, CDCl3) & 9.91 (d, J = 7.2 Hz, 1H), 8.06 (d, J = 8.4 Hz, 2H
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1, 125.7, 125.5, 124.6, 123.8, 123.1, 122.8, 121.9, 1
8; LRMS (ESI) m/z calcd for C1gH12FgNO [M+H]*: 372,
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), 8.01 (d, J = 8.0 Hz, 1H), 7.72 (s, 1H), 7.67 (d, J = 8.8 Hz, 1H), 7.63 (d, J =
8.0 Hz, 1H), 7.01 (d, J = 7.2 Hz, 1H), 2.63 (s, 3H), 2.61 (s, 3H): 13C NMR (10
0 MHz, CDCl3) & 197.4, 187.9, 144.4, 138.8, 136.7, 135.8, 133.3, 129.5, 12

8.0, 127.6, 124.9, 124.1, 123.4, 122.1, 118.7, 115.5, 109.9, 28.1, 27.1; LRM
S (ESI) m/z calcd for Cy9gH15F3NO2 [M+H]*: 346.10; found: 346.10.
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1H NMR (400 MHz, CDCl3) & 9.94 (d, J = 7.6 Hz, 1H), 8.07 (s, 1H), 7.86 (d, J
= 8.8 Hz, 2H), 7.73 (d, J = 8.4 Hz, 1H), 7.66 (d, J = 8.0 Hz, 1H), 7.57 (s, 1H)
7.07 (dd, J = 7.2 Hz, 2.0 Hz, 1H), 7.01 (d, J = 8.8 Hz, 1H), 3.90 (s, 3H); 13C

NMR(100 MHz, CDCl3) & 184.2, 162.6, 137.5, 133.3, 132.1, 131.2, 129.2, 1
28.1, 126.1, 126.0, 125.8, 125.1, 123.7, 118.2, 113.7, 109.5, 55.6. HRMS (E
S1) m/z calcd for C17H13F3NO [M+H]*: 304.0949; found: 304.0944.
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1H NMR (400 MHz, CDCl3) & 9.89 (d, J = 7.2 Hz, 1H), 7.99 (s, 1H), 7.60 (s, 1
H), 7.45 (d, J = 8.8 Hz, 2H), 7.03 (d, J = 8.8 Hz, 2H), 6.96 (dd, J = 7.4 Hz, 1.6
Hz, 1H), 3.87 (s, 3H), 2.62 (s, 3H); 13C NMR (100 MHz, CDCl3) & 187.4, 158.
8,132.8, 129.1, 128.8, 126.0, 125.0, 124.8, 124.6, 123.3, 122.7, 122.1, 11

9.8, 115.5, 114.5, 109.2, 55.5, 27.7; LRMS (ESI) m/z calcd for C1gH15F3NO>

[M+H]*: 334.10; found: 334.15.
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1H NMR (400 MHz, CDCl3) & 9.88 (d, J = 8.0 Hz, 1H), 8.03 (s, 1H), 7.57 (s, 1
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H), 7.41 (d, J = 8.8 Hz, 2H), 6.94 (dd, J = 7.6 Hz, 2.0 Hz, 1H), 6.83 (d, J = 8.8
Hz, 2H), 3.01 (s, 6H), 2.62 (s, 3H); 13C NMR (100 MHz, CDCl3) 3 186.9, 149.
3,132.4,128.3, 124.5, 124.1, 123.8, 122.9, 121.9, 121.8, 121.1, 121.0, 12
0.1, 115.4, 112.5, 108.6, 40.2, 27.3; LRMS (ESI) m/z calcd for C1gH18F3N20
[M+H]*: 347.13; found: 347.15.

oooood

goooooooooboooogao
0o0o0oooooooooD'oo0o0o0000o0oooooDoDoDoDoooooooooooan
dooooooooooooooooooao

goooogad

[l —1 4]

CH,CHCO,CH;CH;
p J\/\ - Cﬁ(QAﬁiz. Hy0O
O&,\ oA U e | eOAe

|
|
h s N ittt
K\/mﬁ DMF, 100 °C g DMF, 100 °C

1)NaHCO;2)NBS _ ¢

1)KOH 2)6NHCI _ O ,
A - ; i
DF, 0°C tort. N

MeOH, 100°C, reflux

IGE IG-A iG-B

OO0 oooooogd
OO0 oooOo= odg
OooooooooQgdg
Oooooooogdg
OO0 oooooogd
OoOooooooOod
OooooooooQgdg
Oooooooogdg
OO0 oooooogd
OoOooooooOod
OooooooooQgdg
Oooooooogdg
OO0 oooooogd
OoOooooooOod
OooQoooooao
Oooooooogdg
OO0 oooooogd
OoOooooooOod
OooooooooQgdg
OooQogo= ooo
OO0 oooooogd
OoOooooooOod
OooooooooQgdg
Oooooooogdg
O Oo4Qgooooao
OoOooooooOod
OooooooooQgdg
Oooooooogdg
OO0 oooooogd
OoOooooooOod

O O O 0
oooooooobobOoOoboooooooooooooDbooon
oooooooooobobooooooooooooooobDooOo oo
goooooooooOooocooooooooobobobooobooOoo

OoDoDOoOOoOoDOooOoooo0o@oQo
OooDoDoOOoOoDoOoooooo@oQg
s e Y Y e e e e e O Y Y o O o O o A
OooDoDOoDOooDooOoooooDo@oQg
OooDoDOoOOoOoDoOoOooooT OO
OooOoOOo0OoOoOoOoooooOOgQo
o e Y T e e e e e s Y A
oooUooooooogoo
oooMooooogoogog

U ooooooogoo

O oooooooooooooo

1H NMR(400 MHz, CDCI3), 3 9.85(d, J = 6.8 Hz, 1H), 8.80(s, 1H), 7.44(d, J =
7.4 Hz, 1H), 4.39(q, J = 14.2 Hz, 2H), 2.62(s, 3H), 2.58(s, 3H), 1.43(t,J =7.6
Hz, 3H); 13C NMR(100 MHz, CDCIl3), 8 185.4, 159.1, 140.2, 134.6, 131.8, 13
1.6, 129.5, 129.2, 128.5, 128.3, 126.4, 125.4, 123.8, 121.8, 121.6, 119.9, 1
14.8, 111.7, 55.7, 26.7' LRMS (ESI) m/z calcd for C15H15NO4 [M+Na]* : 273.
3, found : 274.1.
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1H NMR(400 MHz, CDCI3), 8 9.65(d, J = 7.4 Hz, 1H), 8.00(s, 1H),7.49(s, 1H),
7.32(d, 7.4Hz), 2.63(s, 3H), 2.53(s, 3H); 13C NMR(100 MHz, CDCl3), 8 195.2,
187.1, 134.4, 131.7, 128.0, 124.8, 124.1, 119.1, 111.8, 93.6, 27.9, 26.6; LR
MS (ESI) m/z calcd for C32H10BrNO> [M+Na]* : 280.1, found : 280.0.
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1H NMR (400 MHz, CDCl3) & 9.86 (d, J = 7.6 Hz, 1H), 8.36 (s, 1H), 7.77 (d, J
= 8.4 Hz, 2H), 7.70 (d. J = 12.0 Hz, 3H), 7.42(dd, J = 8.0 Hz, 2.0 Hz, 1H), 2.6
6 (s, 3H), 2.64 (s, 3H); 13C NMR (100 MHz, CDCl3) & 195.5, 187.9, 156.9, 1
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37.8, 134.0, 132.1, 129.5, 129.1, 128.4, 126.3 (2), 125.7, 124.4, 123.1, 123
.0, 119.8, 119.1, 112.1, 28.1, 26.7; LRMS (ESI) m/z calcd for C19H15F3NO2 |
M+H]*: 346.10; found: 346.10.
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14 NMR (400 MHz, CDCl3) 8 9.86 (d, J = 7.4 Hz, 1H), 8.39 (s, 1H), 8.10 (dd,
J=6.6 Hz, 1.6 Hz, 2H), 7.70 (d, J = 4.0 Hz, 2H), 7.69 (s, 1H), 7.42 (dd, J = 7.
2 Hz, 2.0 Hz, 1H), 2.67 (s, 3H), 2.66 (s, 3H), 2.64 (s, 3H); 13C NMR (100 MHz
, CDCl3) 6 197.5, 195.5, 187.9, 139.0, 135.7, 134.1, 132.1, 129.4, 128.5, 1
28.1, 124.4, 123.1, 120.1, 119.3, 112.1, 28.1, 27.1, 26.7; LRMS (ESI) m/z ca
lcd for CogH1gNO3 [M+H] *: 320.12; found: 320.10.

gooooon

ugbobooobdoobouobooooad
goooobooobooboobooobooboobooboo0oobooobooboooboao
ubobooobooboooboooboooboobooboobooobooobooboooboaa
oooooooooobooooooooooooooobooboooobooooooooao
uboboooboooboooboooobooobooobooobooooboooboooboooboooonoaa
ooooooooooboooooooooooooooobooOoooobooooooooaon
gboooboobobooboooooooobognb

10

20

30

40

50



(133) JP 7590565 B2 2024.11.26

Oooooo

HYbEa# 8 0]
O / =
N N /
(0]

Oooooo

0o0o0ooooooooDoDoooooooooooao

1H NMR (400 MHz, CDCI3) & 9.82 (d, J = 7.4 Hz, 1H), 8.37 (s, 1H), 7.64 (s, 1
H), 7.59 (dd, J = 6.8 Hz, 1.6 Hz, 2H), 7.51 (dt, J = 7.2 Hz, 2.4 Hz 2H), 7.40 (t,
J=7.2 Hz, 2H), 2.64 (s, 3H), 2.61(s, 3H); 13C NMR (100 MHz, CDCl3) & 195.
6, 187.8, 134.1, 133.9, 131.6, 129.3, 128.3, 128.2, 127.4, 124.1, 122.9, 12
1.7, 119.8, 111.7, 28.1, 26.7; HRMS (ESI) m/z calcd for C1gH1gNO2 [M+H]™:
278.1181; found: 278.1176.
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1H NMR (400 MHz, CDCl3) & 9.78 (d, J = 7.4 Hz, 1H), 8.31 (s, 1H), 7.57 (s, 1
H), 7.49 (dd, J = 7.4 Hz, 1.6Hz, 2H), 7.35 (dd, J = 7.4 Hz, 1.6 Hz, 1H), 7.04 (
d, J = 8.8 Hz, 2H), 3.88 (s, 3H), 2.62 (s, 3H), 2.60 (s, 3H); 13C NMR (100 MH
z, CDCl3) & 195.6, 187.7, 159.1, 133.8, 131.3, 129.4, 128.1, 126.5, 124.0,
122.6, 121.6, 119.9, 114.8, 111.5, 55.7, 28.0, 26.6; LRMS (ESI) m/z calcd for
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Ci19H1gNO3 [M+H]*: 308.12; found: 308.10.
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1H NMR (400 MHz, CDCl3) & 9.78 (d, J = 7.2 Hz, 1H), 8.36 (s, 1H), 7.56 (s, 1
H), 7.47 (dd, J = 9.2 Hz, 2.4 Hz, 2H), 7.36 (dd, J = 7.8 Hz, 2.4 Hz, 1H), 6.87 (
d, J = 8.8 Hz, 2H), 3.03 (s, 6H), 2.64 (s, 3H), 2.60 (s, 3H); 13C NMR (100 MH
z, CDCI3) 8 195.7, 187.7, 149.9, 133.8, 131.0, 129.1, 128.0, 124.0, 122.4,

122.3, 122.0, 121.6(2), 120.3, 113.2, 111.4, 111.2, 40.9, 28.1, 26.6; LRMS (
ESI) m/z calcd for C2gH21N202 [M+H]*: 321.15; found: 321.15.
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1H NMR(400 MHz, CDCI3), 8 9.88 (d, J
7.99(s, 1H), 7.38(q, J = 9.3 Hz, 1H), 6.95(t, J
z, 2H), 2.60(s, 3H), 1.43(t, J = 7.2 Hz, 3H); 13C NMR(100 MHz, CDCl3) 8 187
0, 139.2, 129.1, 127.2, 126.2, 122.7, 119.4, 115.2, 105.8, 60.3, 27.

.6, 164.
.9
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LRMS (ESI) m/z calcd for C13H13NO3 [M+Na]* :
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DMF, 100 °C

1) NaHCO, 2) NBS

DMF, 0°C to r:t
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6.4 Hz, 1H), 8.34(d, J = 5.0 Hz, 1H),
7.0 Hz, 1H), 4.39(q, J = 7.1 H

231.1, found :
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1H NMR(400 MHz, CDCI3), 8 9.83 (d, J = 6.8 Hz, 1H), 7.56 (d, J = 9.2 Hz, 1H
), 7.51 (s, 1H), 7.22 (q, J = 7.8 Hz, 1H), 6.91 (t, J = 6.4 Hz, 1H), 2.54 (s, 3H);
13¢ NMR(100 MHz, CDCl3) & 185.5, 135.4, 127.9, 124.0, 123.8, 121.9, 116.
5,113.9, 88.5, 27.1; LRMS (ESI) m/z calcd for CigHgBrNO[M+Na]* : 237.0, fo
und :238.0.
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1H NMR (400 MHz, CDCIl3) & 9.93 (d, J = 7.6 Hz, 1H), 7.82 (d, J = 9.2 Hz, 2H
), 7.69 (d, J = 4.4 Hz, 2H), 7.65 (s, 1H), 7.49 (d, J = 8.6 Hz, 1H), 7.24 (d, J =
10.0 Hz, 1H), 6.95 (dt, J = 6.9 Hz, 1.2 Hz, 1H), 2.62 (s, 3H); 13C NMR (100 M
Hz, CDCI3) 6 186.8, 138.4, 135.7, 129.0, 128.1, 127.8, 125.8, 125.8, 125.6,
125.1, 122.8, 122.6, 117.1, 115.5(2), 114.4, 27.5; LRMS (ESI) m/z calcd for

C17H13F3NO [M+H]*: 304.09; found: 304.05.
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1H NMR (400 MHz, CDCI3) & 9.91 (d, J = 6.8 Hz, 1H), 8.04 (d, J = 8.4 Hz, 2H
8.8 Hz, 1H), 7.68 (s, 1H), 7.66 (d, J = 3.6 Hz, 2H), 7.23 (dt, J =
7.8 Hz, 1.2 Hz, 1H), 6.93 (dt, J = 6.9 Hz, 1.2 Hz, 1H), 2.63 (s, 3H), 2.61 (s, 3
H); 13C NMR (100 MHz, CDCl3) & 197.5, 186.9, 139.9, 135.7, 134.9, 129.1,

127.6, 127.5, 125.3, 122.9, 122.8, 117.5, 115.7, 114.5, 27.7, 27.0; LRMS (E

), 7.85 (d, J

SI) m/z
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calcd for C1gH1gNO2 [M+H]*: 278.11; found: 278.14.
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14 NMR (400 MHz, CDCl3) 8 9.91 (d, J = 7.2 Hz, 1H), 7.83 (d, J = 8.8 Hz, 1H
), 7.61 (s, 1H), 7.58 (d, J = 7.2 Hz, 2H), 7.46 (t, J = 7.6 Hz, 2H), 7.32 (t, J =
7.4 Hz, 1H), 7.17 (dt, J = 4.4 Hz, 1.2 Hz, 1H), 6.90 (t, J = 6.8 Hz, 1H), 2.60 (
s, 3H); 13C NMR (100 MHz, CDCl3) & 186.2, 135.2, 134.4, 128.5, 128.4, 127
.6, 126.2, 124.0, 122.2, 122.0, 117.2, 116.7, 113.7, 27.2; LRMS (ESI) m/z ca
lcd for C16H14NO [M+H]*: 236.10; found: 236.10.
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1H NMR (400 MHz, CDCI3) & 9.90 (d, J = 6.8 Hz, 1H), 7.77 (d, J = 6.8 Hz, 1H
), 7.55 (s, 1H), 7.49 (d, J = 8.8 Hz, 2H), 7.16 (dt, J = 7.7 Hz, 1.2 Hz, 1H), 7.0
1(t,J=6.8Hz, 2H), 6.89 (dt, J = 6.9 Hz, 1.2 Hz, 1H), 3.87 (s, 3H), 2.60 (s,
3H); 13C NMR (100 MHz, CDCI3) & 186.4, 158.3, 135.5, 129.0, 128.7, 127.2,
124.0, 122.2, 117.5, 116.8, 114.3, 113.9, 55.5, 27.5; LRMS (ESI) m/z calcd f
or C17H16NO2 [M+H]*: 266.11; found: 266.10.
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1H NMR (400 MHz, CDCl3) & 9.89 (d, J = 6.4 Hz, 1H), 7.80 (d, J = 8.8 Hz, 1H
), 7.53 (s, 1H), 7.46 (d, J = 7.2 Hz, 2H), 7.13 (t, J = 7.8 Hz, 1H), 6.84 (d, J =

6.8 Hz, 3H), 3.00 (s, 6H), 2.59 (s, 3H); 13C NMR (100 MHz, CDCl3) & 186.2,

149.3, 135.5, 128.7, 123.7, 122.8, 122.0, 121.9, 117.7, 117.5, 113.8, 113.0,

40.8, 27.5; LRMS (ESI) m/z calcd for C1gH19N20 [M+H]*: 279.14; found: 279.15.
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oooooo
L& Normalized RU (a) Celf:::i?:: ®)
{b&¥1 1. 46 1. 10
fb&aw2 1.42 1.03
&3 1. 40 1.04
e=xrt 1.33 1.05
{bA&#5 1.58 1. 05
1b&16 1.38 1.19
&1 1. 54 1. 20
{bE&#8 1.18 1. 06
&9 1.21 1.03
{t&#10 1. 67 1.21
L&l 2. 02 1.16
{E&#12 1.31 1.25
{b&#13 1.62 1.14
t&#14 1.48 1. 30
fL&#15 1.18 1.17
t&416 1. 66 1.22
k&7 1.45 1.29
L&#18 1.85 1.17
{L&W19 1.58 1.29
{L&#20 1. 46 1. 05
a2l 1.86 1.19
{b&w22 1.31 1. 09
{b&#23 1.23 .11
b&24 1.33 1.21
{b&#25 1.75 1.12
{bE426 1. 60 1.21
b&#27 1.18 1.17
L&#28 1. 69 1.13
bE4929 1.00 1. 20
&30 1.33 1.26
&3l 3.42 1.33
{b&H32 2.91 1.11

10

20

30

40

50



(143) JP 7590565 B2 2024.11.26
oooooo
{b& 4933 2.18 1.22
&34 1.52 1.26
{L&#¥35 2.22 1.26
fL&36 3.37 1.27
{L&37 1. 62 1.25
{LEW38 1. 77 1. 34
{L&#39 1. 47 1.18
{E&#40 1. 09 1. 17
{b&#a1 3.85 1. 25
fbEW44 0. 89 1.24
{b&443 1.08 1.13
b2 9. 32 1.20
L& 45 1.28 1.22
{b&#46 1.08 1.25
L& 4t 1.15 1.12
L& 48 1. 37 1.18
bAE449 1. 17 1.21
LE#50 1.18 1. 30
L&#51 6. 08 1.32
{b&#52 1.61 1.15
{bEW53 1. 30 1.18
L& 54 1.51 1.16
L& 455 1.65 1.24
L& 56 1. 40 1.23
{b& 457 0.93 1. 40
L& 58 0. 66 1.01
bE 459 1. 27 1.09
L& 460 1.25 1.28
{b&W61 1.98 1. 11
L& 962 2. 86 1.23
{L&463 2. 08 0. 98
L& 64 1.13 1.24
{bE&#965 1.13 1.25
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bA 4266 1. 16 1.32
L& 67 2.03 1. 34
{b& 468 3.16 1. 17
L& 469 2. 47 1.19
{LE#70 1.21 1. 19
L&l 0. 96 1.01
&3 1.54 0.78
&4 2. 06 0.75
&5 1.76 1.25
{L&#76 2. 02 1. 14
L& 1.24 1.28
L&78 2.43 0. 46
{L&WT9 3. 80 1.19
1t 4280 1.98 1.22
L&#81 2. 27 1.17
L& #82 2. 57 1. 16
L& 483 0.98 1.22
&84 2. 37 1. 10
L5985 2.90 1.22
L& #86 2. 46 1.22
L& 487 2.59 1. 30
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(a) Relative unit of ISRE reporter signal. Normalized response using DMSO as a control.

(b) Normalized THP-1 cell viability. RU and cell viability were measured by treatment with

20 uM of each compound
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oooad
Compound 42{(ng/ml)
v
IV Time (h) 101 102 103 {MeanIV SD CV (%)
0.083 2592 660 2724.650 2922.650 2746.65 £ 166.09 6.05
0.25 1522.940 1228.390 1506.240 1419.19 % 16545 11.66
0.50 802.916 741.777 916427 82037 + 88.62 10.80
1.00 378.601 319272 350.728 34953 % 29.68 8.49
4.00 97936 129441 94.754 10738 = 19.17 17.86
24.00 29.232 45260 30.044 3485 1+ 903 2591
PO
PO Time (h) | 201 202 203 |Mean PO Sb CV (%)
0.25 75287 114.648 79.841  89.93 + 2153 23.94
0.50 139.403164.520 165.563 156.50 + 1481 9,46
1.00 211.100232.437 230.000 224.51 + 11.68 5.20
3.00 145437155307 179.295 161.35 + 1582 9.80
6.00 98.657 123919 111.651 11141 + 12.63 11.34
24.00 38.995 37325 50.885 4240 x 139 17.44
% ND = Not determined (Parameters not determined due to inadequately defined terminal

elimination phase)

BQL = Below the lower limit of quantitation (LLOQ)

If the adjusted rsq (linear regression coefficient of the concentration value on the
terminal phase) is less than 0.9, T1/2 might not be accurately estimated

If the % AUCpxira > 20%, AUCo-ing, Cl, MRTo-in¢ and Vdss might not be accurately estimated.

If the % AUMCgyira > 20%, MRTo-inse and Vdss might not be accurately estimated

The adjusted linear regression coefficient of the concentration value on the terminal

phase is less than 0.9, T might not be accurately estimated

a: Bioavailability (%) was calculated using AUCp-ine (% AUCpura < 20%) or AUCp-1ast (% AUCggira
> 20%) with nominal dose
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