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Table S1. Rate constants of the individual kinetic measurements (at L = 410 nm, in CH,Cl,)

of combinations of the flavylium salts 1a-X with nucleophiles.

7/°C X [1a-X]/mol L [Nucl/mol L' conv./% k/Lmol ! ™
Nuc = (2-methylallyl)trimethylsilane (4)
19.8 BF, 633 x 107 6.94 x 107 40 5.03
9.9 BF, 8.41 x 107 237 %107 38 3.16
0.0 BF, 8.39 x 107 230x 107 40 2.04
~10.1 BF, 8.26 x 107 248 x 107° 37 1.15
-10.5 OTf 6.83 x 107 6.84 x 107 37 9.81 x 10"
~20.0 BF, 8.44 x 107° 2.74 x 1073 43 7.88 x 107!
-29.9 BF, 934 x 107 2.88x 107 39 3.34 % 10"
-30.2 OTf  5.97x107 597 x 10°° 35 333 x 107"
Nuc = 1-(trimethylsiloxy)cyclohexene (5)
-30.0 BF, 8.78 x 107 2.10x 107 60 7.59
-30.7 OTf  891x107 297 x107° 62 5.41
~40.2 BF, 7.56 x 107 2.18x 107 62 3.96
—40.4 BF, 932 x107° 1.34 x 1073 62 3.42
412 OTf 6.02 x 107 3.77 %107 62 3.97
~50.0 BF, 8.91 x 107 1.96 x 1073 53 2.26
-59.8 BF, 9.57 x 107 293 %107 62 932 x 10"
~59.9 BF, 8.27 x 107° 212 %1073 62 8.69 x 107!
~69.9 BF, 1.03 x 107 3.17 %107 61 5.03x 10"
Nuc = 1-phenyl-1-(trimethylsiloxy)ethene (6)
-30.1 BF,4 8.48 x 107 1.61 x 1073 53 5.04 x 10
~40.0 BF, 933 %107 1.88 x 107 68 2.81 x 10!
~40.2 OTf  9.33x107 3.11 % 10°° 68 2.26 x 10"
~50.0 BF, 8.57 x 107 2.19x 1073 72 1.42 x 10!
~59.9 BF, 7.94 x 107 1.70 x 107 37 6.37
—60.8 OTf  6.65x107 6.66 x 10°° 37 5.86
~69.8 BF, 8.51 x 107 258 %107 52 3.09
Nuc = tributylstannane (3)
-20.1 BF, 6.90 x 107 7.88 x 107 76 2.86 % 10?
212 OTf 1.10 x 107 1.53x 107 77 3.01 x 10°
-30.1 BF, 6.59 x 107 937 x 107 60 1.74 x 10?
-39.9 BF, 7.11 %107 7.10x 107" 72 7.89 x 10!
~40.0 BF, 5.56 x 10°° 8.47 x 107 81 8.89 x 10!
—42.1 OTf 6.01 x 107 3.77 %107 71 8.55 % 10!
-50.3 BF, 6.51 x 107° 1.13 x 1073 71 4.49 x 10"
~59.4 BF, 6.08 x 107 1.19x 107 69 2.25 x 10!
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Table S2. Rate constants of the individual kinetic measurements (at L = 470 nm, in CH,Cl,)

of combinations of the 4'-methoxyflavylium salts 1b-X with nucleophiles.

7/°C X [1b-X]/mol L™ [Nul/mol L' conv./% ky/Lmol ! ™
Nuc = (2-methylallyl)trimethylsilane (4)

19.8 BF, 573 %107 7.67 %107 48 291 x 10"

19.9 BF, 6.73 x 107 3.50 x 10°° 58 2.65x 107"

20.0 BF, 6.52 <107 424 x 107 51 3.21x 10"

20.0 BF, 731 x107° 1.69 x 1073 33 3.02 x 107!

19.9 BF, 428 x 107 430% 107 42 241 %10

20.0 BF, 5.69 % 107° 3.57x10°° 37 2.60 x 107!

20.1 BF, 551 %107 440 x 107 35 242 %10

20.1 BF, 3.02 % 107° 7.23 x10°° 28 2.76 x 107!

20.0 BF, 7.86 x 107 1.74 x 107 32 3.09 x 10"

20.0 OTf  6.07x107 6.03 x 10°° 91 2.01x 10"

19.9 OTf 8.18 x 107 5.08 <107 85 2.00 x 10"

20.3 OTf  9.22x107 327 x10°° 70 233 %107

20.2 OTf 1.07 x 107 1.66 x 107 84 2.83x 10"

19.9 OTf  6.35x107 5.02 % 10°° 91 1.98 x 107!

20.0 OTf 7.76 x 107 3.71x 107 92 222 %10

Nuc = 1-(trimethylsiloxy)cyclohexene (5)
0.0 BF, 6.14 x 107° 3.82x10°° 41 7.85% 107!

-0.3 OTf 6.69 x 107 3.07 <107 39 6.44 x 107!
-10.1 BF, 6.93 x 10°° 4.61 %107 40 3.85% 107!
-10.3 OTf 477 x 107 6.57 x 107 71 5.01 x 10"
-20.0 BF, 7.04 x 107 4.68 %107 49 2.66 x 107!
-29.7 BF, 6.00 x 107 428 %107 52 137 x 107!
—40.5 BF, 481 x10° 4.00 x 107 53 731 %107

Nuc = 1-phenyl-1-(trimethylsiloxy)ethene (6)
-10.2 BF, 7.62 % 107° 2.14 x 1073 64 4.03
-10.3 OTf 6.44 x 107 5.12x 107 65 3.53
~20.0 BF, 6.21 x 107° 1.86 x 10°° 62 2.30
-30.0 BF, 6.08 x 107 1.94x 107 70 1.11
-30.3 OTf  5.31x107 732 % 10°° 70 9.64 x 107!
-39.8 BF, 6.51 x 107 2.54 %107 69 5.13x 10"
-50.1 BF, 8.15% 107 247 %1073 68 2.50 x 107!
Nuc = tributylstannane (3)

-0.3 BF, 6.98 x 107 1.10x 107 67 8.80 x 10’
-10.1 BF, 6.56 x 107 132 %1073 78 4.68 x 10!
-19.9 BF, 6.36 x 107 1.49 x 107 81 2.46 x 10
—21.7 OTf  6.57x107 3.02 x 10°° 79 2.17 x 10!
-29.7 OTf 462 %107 6.38 x 107 82 1.23 x 10
-30.1 BF, 6.90 x 107 1.98 x 10°° 81 1.30 x 10!
-39.0 BF, 5.88 %107 1.90 x 107 70 6.84
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