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JanssenAtA] §FA1%S ARR-81% .28, a-phenyl-
N-iso-propylnitronee} fxo] A4 AlLH
benzaldehyde 3 718} & XA E2 JunseirlA)
13 AoFe AHsil, 738 thioureas
JunseiA A 55419 AHE-SHA T

N-iso-Propyl-hydroxylamine& 4o &ujz2
AFE S ol AR L FlukartA] 1§ AlgS, ¥He-&
of 2 QA Lo AFR3F methanolz} ethanol
< JunseirbA]l 15 A oFS AMS-3EY @489 B
ds Y& fistd AHgd 7171=& Ferkin-
Elmer FT-IR € Vanan EM 3608 A}/ &
F71E AHgEgE, WeEE 2L Beckman
DU-7 A9} #3718 A3t

2. a-Phenyl-N~iso -propyinitrone % T xjjel
g
1) N-iso-Propyl~hydroxylamine®] $4
Kamm'®2] §#4ye] mel 37 Za23d 2-
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a-Phenyl-N-iso -propylnitrone

UV :294nm

IR(KBr) : 2500~3500cm™(CH, NH), 1500~1650
cm '(aromatic C=C), 1200~1400cm (C=N),
1150~1200cm™(N-0O)

NMR(CDCh) : ¢ 1.5(d, 6H, (CHs).), 4.2~4.3
(m, 1H, CH), 7.4~8.3(m, 5H, ArH), 7.7(s, 1H,
CH=N)

a—{(Bromophenyl)-N ~iso ~propylnitrone (FAol A
e =34 A3 ;58§ 1 72%)

UV :294.5nm

IR(KBr) : 2500~3500cm™'(CH, NH), 1500~1652
cm '{aromatic C=C), 1200~1400cm™(C=N),
1150~1200cm™(N-0), 720cm '(C-Br)
NMR(CDCls) : ¢ 1.5~2.0(d, 6H, (CHs)z), 3.6~
4.4(m, 1H, CH), 7.3~9.2(m, 5H, ArH), 7.6(s,
1H, CH=N)

a~(Methylphenyl)-N-iso -propyinitrone(d o] ¢
= =3 A 5§ 1 75%)

UV :291.5nm

IR(KBr) : 2500~3500cm™(CH, NH), 1500~1625
cm (aromatic C=C), 1200~1400cm™(C=N),

- 1150~1200cm™(N-0), 780cm™*(aromatic C-C)

NMR(CDCL) : ¢ 1.4~1.9(d, 6H, (CHs).), 2.5(s,
3H, Ar-CHs), 3.6~4.4(m, 1H, CH), 7.2~9.9
(m, 4H, ArH), 7.4(s, 1H, CH=N),

a—(Methoxyphenyl)-NQiso —propyinitrone( %1 /d o
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A = A 58 1 77%)
UV :298.8nm
IR(KBr) : 2500~3500cm™'(CH, NH), 1500~1625
cm Yaromatic C=C), 1200~1400cm '(C=N),
1150~1200cm Y (N-0), 800~820cm '(aromatic
C-C), 900~1100cm™(C-0)
NMR(CDCL) : ¢ 1.3~1.8(d, 6H, (CHas)z), 3.5(s,
3H, Ar-OCHs), 3.6~4.3(m, 1H, CH), 7.3~9.0
(m, 4H, ArH), 7.4(s, 1H, CH=N)
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cm”'(aromatic C=C), 1200~1400cm™(C=N),
1150~1200cm ™ *(N-0O), 900~1100cm~-0800~820
cm (aromatic C-C)

NMR(CDCl) : ¢ 1.3~1.8(d, 6H, (CHs)2), 4.18~
4.3(m, 1H, N-CH), 7.3~7.7(m, 5H, ArH), 8.4
(s, 2H, NH:), 8.4(s, 1H, NH)
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Table 1.

The rate constants for the addition reac-
tion of thiourea to a-phenyl-N-iso -pro-

pyinitrone at various pH and 25T

Buffer soution pH

k(sec™)

Observed

Calculated

0.5
1.0
1.5
HCl 2.0
2.5
3.0
3.5

7.102x10°
2.104x10™
7.352% 107
2.742X107°
1.107x107°
8.502%107
6.152%x107°

7.160x 107"
1.190x 10
7.248 %107
2.750% 107
1.005% 1073
7.620%107
6.161x 107

4.0
4.5

5.0
HAc -+ NaAc 55

6.0
6.5

4.992x107°
4.672x10°
4.567 %107
4.552x107
4.478%1073
4.462x107°

4.914x 107
4.664%107°
4,521 x107
4.473x1073
4.459% 107
4.459%1073

7.0

KHzP_Qn -+ KaHPOs 75

4.452%10°
4.472%x10°

4.471%10°3
4.518x107

8.0

- 8.5

HsBOs + NaOH 9.0
8.5

10.0

4.846 %10
4.997x107°
6.170x107°
6.552% 107
8.901x10°

4.656%1073
5.101x107
6.155x10
6.601x107
8.018x107

10.5
11.0
11.5
12.0

2.672x107
7.025%10™
1.663x10™
7.124%10"

2.561 %107
7.169x 10
1.651x10™
7.082x10™
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Fig. 1. pH-Rate profile for the addition reaction of
. thiourea at a-phenyl—-N-iso—propylnitrone at
25TC.
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Fig. 2. The plot rate constants vs. concentration of
acetate ion at pH 4.78 and 25%C.
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Fig. 3. Hammett plots for the addition reaction of
thiourea at a—-phenyl-N-2so-propyinitrone
derivatives at various pH.
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ke=2.041[Hs0"]+6.252 % 107*4-71.39[OH "]
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ke=1.025[Hs0"]-+8.992 X 10™*+64.89[OH "]
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ke=0.810[H:0"*]-+7.355 % 107*+-44.47[OH "]
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