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Table  S1    First-order rate constants (kobsd) for the reaction of NBD-Cl with p-X-substituted anilines (1a-f) 1:1 buffers  in H2O - Me2SO - 0.2 mol dm-3 Me4NCl mixtures ; T = 25°C.

	p-X-substituted anilines (X)
	H2O -  Me2SO

(% v/v)
	[1] /mol dm-3
	103 x kobsd  /s-1

	1a  (Cl)
	70 - 30
	0.00536

0.01

0.02

0.03

0.04

0.05
	0.08

0.19

0.31

0.42

0.56

0.63

	
	20 - 80
	0.0125

0.0231

0.0333

0.0435

0.0536
	0.12

0.20

0.30

0.36

0.42

	1b  (H)
	70 - 30
	0.01

0.02

0.03

0.05

0.07

0.1
	0.38

0.66

1.03

1.81

2.75

3.83

	
	20 - 80
	0.0054

0.01

0.02

0.03

0.05

0.07
	0.17

0.39

0.76

0.94

1.44

1.98

	1c  (Me)
	70 - 30
	0.01

0.02

0.05

0.07

0.1
	1.67

3.02

7.19

10.1

14.2

	
	20 - 80
	0.01

0.02

0.05

0.07
	1.31

2.64

5.91

7.96

	1d  (OMe)
	70 - 30
	0.01

0.02

0.03

0.04

0.05
	2.92

6.08

8.50

13.4

14.8

	
	20 - 80
	0.005

0.01

0.02

0.03

0.04

0.05
	2.28

5.07

8.67

13.1

17.9

20.2

	1e  (OH)
	70 - 30
	0.01

0.02

0.03

0.04

0.05
	5.40

9.80

15.8

21.3

26.6

	
	20 - 80
	0.005

0.01

0.02

0.03

0.04

0.05
	8

20.5

30.7

53

65.9

76

	1f  (NH2)
	70 - 30
	0.001

0.005

0.0075

0.01

0.02

0.03
	4.57

19

28.2

35.5

61.4

88.3

	
	20 - 80
	0.001

0.0025

0.004

0.005

0.0075

0.01
	18.4

32.5

58.4

100

102

123


	p-X-substituted anilines (X)
	H2O - Me2SO

(% v/v)
	[1] /mol dm-3
	 103 x kobsd  /s-1

	1b  (H)
	70 - 30


	0.02

0.05

0.07
	0.20

0.52

0.71

	
	20 - 80
	0.02

0.05

0.07
	0.38

0.90

1.19

	1c  (Me)
	70 - 30
	0.01

0.02

0.03

0.04
	0.46

0.80

1.16

1.52

	
	20 - 80
	0.01

0.02

0.03

0.04
	0.93

1.68

2.59

3.45

	1d  (OMe)
	70 - 30
	0.01

0.02

0.03

0.04

0.05
	0.83                    

2.11                    

2.79                    

3.82                    

4.68                    

	
	20 - 80
	0.01

0.02

0.03

0.04
	3.69             

7.14                

10.7              

14.1              

	1f  (NH2)
	70 - 30
	0.004

0.005

0.00625

0.0075

0.00875

0.01

0.011

0.012
	7.25

8.83

12.1

14.3

16.2

18.2

20.2

21.4

	
	20 - 80
	0.004

0.005

0.00625

0.0075

0.00875
	112

146

186

239

304


Table  S2    First-order rate constants (kobsd) for the reaction of NBD-Im+ with p-X-substituted anilines (1b-d,f) 1:1 buffers  in H2O - Me2SO - 0.2 mol dm-3 Me4NCl mixtures ; T = 25°C.

Figure S1 : The influence of the oxidation potential E° of anilines on the rates of reaction of NBD-Im+ with 1b-d and 1f in 70-30 (v/v) H2O-Me2SO; I = 0.2 mol dm-3 (Me4NCl); T = 25°C. Numbering from Table 1.
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Figure S2 : The influence of the oxidation potential E° of anilines on the rates of reaction of NBD-Im+ with 1b-d and 1f in 20-80 (v/v) H2O-Me2SO; I = 0.2 mol dm-3 (Me4NCl); T = 25°C. Numbering from Table 1.

[image: image2.emf]-2

-1

0

1

2

0.5 0.6 0.7 0.8 0.9 1 1.1

logk

E°, V

H

NH

2

MeO

Me

R=0.989








_1110105362.doc










































































0.5







0.6







0.7







0.8







0.9







1







1.1







logk







E°, V







R=0.991







H







NH







2







MeO







Me












