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Supplementary data
Table S1 The effect of added sodium acetate on kobs and product composition in 25 vol% MeCN in H2O at 40 oC

	[NaOAc],

M
	106 kobs,

   s-1
	                           Product composition,   mol%
	[3]/[1-OH]

	
	
	 1-OH
	   2
	    3
	   4
	1-NHCOMe
	1-OAc
	

	  0.675
	144.5
	51.35
	8.95
	26.56
	12.08
	   0.35
	0.71
	   0.52

	  0.563
	142.6
	55.10
	10.95
	23.04
	9.91
	   0.37
	0.63
	   0.42

	  0.45
	144.6
	60.06
	11.95
	19.52
	7.48
	   0.37
	0.62
	   0.33

	  0.338
	144.5
	64.04
	14.52
	15.88
	4.58
	   0.41
	0.57
	   0.25

	  0.225
	142.6
	69.23
	14.25
	12.60
	3.06
	   0.44
	0.42
	   0.18

	  0.113
	145.3
	74.46
	14.11
	9.10
	1.62
	   0.46
	0.25
	   0.12

	  0.0
	145.9
	80.31
	14.34*
	4.87
	
	   0.48
	0.0
	   0.06


*It may contain a small amount of 4.

Plot of k13’ (obtained by kobs and product composition, Scheme 2) versus base conc. yields the slope k13 = 45.5 ( 10-6 M-1s-1.

Table S2 The effect of added NaOOCCH2OMe on kobs and product composition in 25 vol% MeCN in H2O at 40 oC

	[NaO2CCH2OMe],M
	106 kobs,

s-1
	                         Product composition,  mol%
	[3]/[1-OH]

	
	
	 1-OH
	   2
	  3
	  4
	1-NHCOMe
	1-O2CCH2OMe
	

	   0.625
	112.7
	69.21
	13.18
	12.91
	2.97
	     0.53
	        1.20
	   0.19

	   0.417
	99.2
	74.16
	13.38
	9.92
	1.28
	     0.55
	        0.71
	   0.13

	   0.208
	88.2
	77.36
	12.91
	7.67
	1.06
	     0.52
	        0.48
	   0.10

	   0.0
	145.9
	80.31
	14.34*
	4.87
	
	     0.48
	        0.0
	   0.06


*It may contain a small amount of 4.

Plot of k13’ (obtained by kobs and product composition, Scheme 2) versus base conc. yields the slope k13 = 8.84 ( 10-6 M-1s-1.

Table S3 The effect of added NaOOCCH2CN on kobs and product composition in 25 vol% MeCN in H2O at 40 oC

	[NaO2CCH2CN],

    M
	106 kobs,

s-1
	Product composition, mol%
	[3]/[1-OH]

	
	
	 1-OH
	   2
	   3
	
	   1-NHCOMe
	
	

	   0.563
	117.6
	75.50
	16.63*
	7.44
	
	         0.43
	
	   0.10

	   0.375
	123.9
	77.22
	15.61*
	6.70
	
	         0.47
	
	   0.09

	   0.187
	132.7
	78.80
	14.93*
	5.80
	
	         0.47
	
	   0.07

	   0.0
	145.9
	80.31
	14.34*
	4.87
	
	         0.48
	
	   0.06


*It may contain small amounts of 4 and 1-O2CCH2CN.

Plot of k13’ (obtained by kobs and product composition, Scheme 2) versus base conc. yields the slope k13 = 2.94 ( 10-6 M-1s-1.

Table S4 The effect of added NaOOCCF3 on kobs and product composition in 25 vol% MeCN in H2O at 40 oC

	[NaO2CCF3],                                                          M
	106 kobs,

s-1
	                            Product ratio,  mol%
	

	
	
	 1-OH
	   2
	  3
	
	1-NHCOMe
	1-O2CCF3
	[3]/[1-OH]

	   0.625
	110.8
	77.87
	15.08*
	5.57
	
	     0.47
	    1.01
	   0.07

	   0.417
	122.4
	78.94
	14.68*
	5.25
	
	     0.40
	    0.73
	   0.07

	   0.208
	133.8
	79.80
	14.26*
	5.17
	
	     0.41
	    0.36
	   0.07

	   0.0
	145.9
	80.31
	14.34*
	4.87
	
	     0.48
	    0.0
	   0.06


*It may contain small amount of 4. 

Plot of k13’ (obtained by kobs and product composition, Scheme 2) versus base conc. yields a slightly
negative slope: -1.59 ( 10-6 M-1s-1.

Table S5 The effect of added NaOCH(CF3)2 on kobs and product composition in 25 vol% MeCN in H2O, 40 oC

	[NaOCH(CF3)2],

    M
	104 kobs,

    s-1
	      Product composition,  mol%

	
	
	1-OH
	
	   3
	   4

	0.01789
	138
	1.24
	
	55.56
	43.20*

	0.01193
	99.8
	1.08
	
	54.75
	44.17*

	0.01023
	96.1
	0.89
	
	52.50
	46.61*

	0.005963
	66.8
	1.40
	
	51.61
	46.99*

	0.002981
	48.4
	2.24
	
	48.45
	49.31*


*It may contain a small amount of 2. 

Plot of k13’ (obtained by kobs and product composition, Scheme 2) versus base conc. yields the slope k13 = 0.3565 M-1s-1.










