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	UV-vis spectrum of the 1,1,3-triphenylallyl triflate (1a-OTf) in dichloromethane at –70 °C,

max = 515 nm;  = 1.18 × 105 L mol–1 cm–1.
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(OMe)2allylOAc mit OTMS-Dihydrofuran in CH2Cl2 bei T = -70 °C


	UV-vis spectrum of the 1,1-bis(4-methoxy–phenyl)-3-phenylallyl triflate (1b-OTf) in dichloromethane at –70 °C, 

max = 515 nm;  = 5.33 × 104 L mol–1 cm–1.
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(NMe2)2allylBF4 in CH2Cl2 mit Bu3SnH bei 20 °C


	UV-vis spectrum of the 1,1-bis(4-dimethylaminophenyl)-3-phenylallyl tetra–fluoroborate (1c-BF4) in dichloromethane at +20 °C, 

max = 661 nm;  = 5.95 × 104 L mol–1 cm–1.

	
[image: image4.wmf]0.0

0.2

0.4

0.6

0.8

Abs

200.0

300.0

400.0

500.0

600.0

700.0

800.0

900.0

1000.0

nm

(NMe2)3allylBF4 mit 2-OTMS-dihydrofuran in CH2Cl2


	UV-vis spectrum of the 1,1,3-tris(4-dimethylaminophenyl)allyl tetrafluoroborate (1d-BF4) in dichloromethane at +20°C,

max = 698 nm; = 9.00 × 104 L mol–1 cm–1.


1,1,3-Triphenylhexa-1,5-diene (17)

Reaction of 1a-OTf with allylstannane 8

As described for the combination of 1a-OTf with 7, acetate 4a (0.65 g, 2.0 mmol), trimethylsilyl triflate (0.39 mL, 2.2 mmol) and allylstannane 8 (1.00 g, 2.56 mmol) reacted for 2 h. After work up and chromatography 17 (0.41 g, 66%) was isolated as a colourless oil which crystallised on standing, mp 56–57°C. The NMR spectra were identical to those of 17 obtained from the reaction of 1a-OTf with 7.

1,1-Bis(4-methoxyphenyl)-3-phenylhexa-1,5-diene (18)

As described for the formation of 19, compound 4b (0.21 g, 0.54 mmol), trimethylsilyl triflate (0.10 mL, 0.55 mmol), and allylstannane 9 (0.20 mL, 0.65 mmol) reacted for 3 d. After work up and chromatography 18 (0.08 g, 40%) was obtained as a yellow oil (Found C, 84.10; H, 7.12. C26H26O2 requires C, 84.29; H, 7.07%); H (400 MHz, CDCl3)31 2.46–2.50 (2 H, m, 4-H2), 3.49–3.55 (1 H, m, 3-H), 3.77, 3.84 (2 × 3 H, 2 s, 2 × OMe), 4.93–5.02 (2 H, m, 6-H2), 5.61–5.72 (1 H, m, 5-H), 6.10 (1 H, d, J 10.5, 2-H), 6.76–6.79, 6.87–6.90, 7.02–7.05 (3 × 2 H, 3 m, ArH), 7.13–7.19 (5 H, m, ArH), 7.26–7.30 (2 H, m, ArH); C (100 MHz, CDCl3)31 41.89 (t, C-4), 45.11 (d, C-3), 55.20, 55.27 (2 q, 2 × OMe), 113.42, 113.49 (2 d, ArH), 116.07 (t, C-6), 126.00, 127.40, 128.45, 128.46 (4 d, ArH), 130.45 (d, C-2), 130.96 (d, Ar), 132.60, 135.61 (2 s), 136.49 (d, C-5), 140.50, 145.08 (2 s), 158.59, 158.83 (2 s, Ar); m/z (EI) 370 (M+, 1%), 330 (26), 329 (100), 221 (18).

1,1-Bis(4-methoxyphenyl)-5-methyl-3-phenylhexa-1,5-diene (20)

Reaction of 1b-OTf with nucleophile 11

As described for the formation of 19, compound 4b (0.12 g, 0.31 mmol), trimethylsilyl triflate (70 L, 0.39 mmol), and allylsilane 11 (84 mg, 0.65 mmol) reacted for 24 h. The crude product was purified by chromatography on neutral alumina with n-hexane–diethyl ether (15:1) as eluent to yield 20 (50 mg, 42%) as a colourless oil. The product was identical with that obtained from the reaction of 4b with allylstannane 12.

1,1-Bis(4-dimethylaminophenyl)-5-methyl-3-phenylhexa-1,5-diene (21)

A solution of 1c-BF4 (0.23 g, 0.52 mmol) and allylstannane 12 (0.22 g, 0.64 mmol) in dichloromethane (10 mL) was stirred for 3 d at ambient temperature. Then the solvent was removed in vacuo and the residue was purified by chromatography on neutral alumina with n-hexane–diethyl ether (5:1) as eluent to yield 21 (0.11 g, 52%) as a colourless oil; H (400 MHz, CDCl3)31 1.53 (3 H, br s, 5-Me), 2.43 (2 H, d, J 7.7, 4-H2), 2.89, 2.95 (2 × 6 H, 2 s, 2 × NMe2), 3.69 (1 H, dt, J 10.3, J 7.7, 3-H), 4.65–4.69 (2 H, m, 6-H2), 6.00 (1 H, d, J 10.3, 2-H), 6.59–6.63, 6.67–6.70, 6.97–7.00 (3 × 2 H, 3 m, ArH), 7.11–7.29 (7 H, m, ArH); C (100.6 MHz, CDCl3)31 22.30 (q, 5-Me), 40.56, 40.61 (2 q, 2 × NMe2), 43.48 (d, C-3), 46.81 (t, C-4), 111.86 (d, Ar), 112.07 (t, C-6), 112.09, 125.70, 127.46, 128.28, 128.32, (5 d, Ar), 128.59 (d, C-2), 128.73 (s), 130.78 (d, Ar), 132.13, 140.99, 143.90, 146.24, 149.32, 149.65 (6 s); m/z (EI): 410 (M+, 5%), 355 (100).

1,1,3-Tris(4-dimethylaminophenyl)-5-methylhexa-1,5-diene (22)

As described for the formation of 21, 1d-BF4 (0.25 g, 0.52 mmol) and allylstannane 12 (0.19 g, 0.55 mmol) reacted for 22 h. The crude product was purified by chromatography on neutral alumina with n-hexane–diethyl ether (3:1) to yield 22 (87.6 mg, 37%) as a colourless oil; H (300 MHz, CDCl3)31 1.52 (3 H, s, 5-Me), 2.40 (2 H, d, J 7.6, 4-H2), 2.89, 2.90, 2.95 (3 × 6 H, 3 s, 3 × NMe2), 3.61 (1 H, mc, 3-H), 4.66–4.68 (2 H, m, 6-H2), 5.96 (1 H, d, J 10.3, 2-H), 6.58–6.63 (2 H, m, ArH), 6.67–6.71 (4 H, m, ArH), 6.99–7.03 (2 H, m, ArH), 7.10–7.15 (4 H, m, ArH); C (75.5 MHz, CDCl3)31 22.32 (q, 5-Me), 40.56, 40.61, 40.83 (3 q, 3 × NMe2), 42.32 (d, C-3), 46.82 (t, C-4), 111.78 (t, C-6), 111.82, 112.06, 112.97, 127.94, 128.26 (5 d, Ar), 128.92 (s), 129.39 (d, C-2), 130.84 (d, Ar), 132.39, 134.49, 140.16, 144.27, 148.76, 149.21, 149.51 (7 s); m/z (EI) 453 (M+, 7%), 452 (14), 412 (11), 398 (100), 384 (21).

2-(1,3,3-Tris(4-dimethylaminophenyl)prop-2-enyl)cyclohexanone (24)

A solution of 1d-BF4 (577 mg, 1.19 mmol) and enamine 13 (557 mg, 3.33 mmol) in dichloromethane (10 mL) was stirred for 15 min at ambient temperature. Then the solvent was removed in vacuo and the residue was washed with dry diethyl ether to yield a green powder (203 mg). The solid was dissolved in dichloromethane (20 mL), 2 M HCl (3 mL) was added and the mixture was stirred for 10 min. After the addition of water (20 mL) the solution was neutralised with 2 M NaOH. The phases were separated, and the aqueous layer was extracted with dichloromethane (1 × 20 mL). The combined organic phases were dried (Na2SO4), filtered, and the solvent was removed in vacuo. The residue was purified by chromatography on neutral alumina with n-hexane–ethyl acetate (5:2) as eluent to yield 24 (29.4 mg; 5%) as a yellow solid, ratio of diastereomers 71 : 29 (determined by 1H NMR spectroscopy); 
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H (300 MHz, CDCl3)31 1.46–2.25 (8 H, m, 3-H2, 4-H2, 5-H2, and 6-H2), 2.64-3.07 (19 H, m, 2-H and 3 × NMe2), 3.78–3.87 (1 H, m, 1'-H), 5.92 (0.71 H, d, J 10.9, 2'-H, major diastereomer), 6.03 (0.29 H, d, J 10.6, 2'-H, minor diastereomer), 6.57–6.77 (6 H, m, ArH), 6.97–7.13 (6 H, m, ArH); C (75.5 MHz, CDCl3)31 major diastereomer: 23.08 (t, C-4), 28.51 (t, C-5), 31.75 (t, C-3), 40.57, 40.60, 40.68 (3 q, 3 × NMe2), 41.66 (t, C-6), 43.91 (d, C-1'), 57.26 (d, C-2), 112.02, 112.06, 112.85 (3 d), 127.25 (d, C-2'), 127.98, 128.35 (2 d), 128.66 (s), 130.77 (d), 131.69, 131.78, 141.28, 148.87, 149.34, 149.61 (6 s), 212.85 (s, C-1), additional signals of the minor diastereomer: 21.33 (t, C-4), 27.93 (d, C-5), 29.94 (t, C-3), 40.18 (t, C-6), 40.55, 40.70 (2 q, NMe2), 43.96 (d, C-1'), 58.18 (d, C-2), 111.77, 112.91 (2 d), 126.75 (d, C-2'), 128.33, 128.53 (2 d), 128.69 (s), 131.03 (d), 131.35, 132.18, 140.80, 149.07, 149.36, 149.67 (6 s), 214.07 (s, C-1); m/z (EI): 495 (M+, 2%), 399 (48), 398 (100), 253 (14).

3-(1,3,3-Tris(4-dimethylaminophenyl)prop-2-enyl)dihydrofuran-2-one (26)

A solution of 1d-BF4 (0.26 g, 0.54 mmol) and silyl ketene acetal 14 (0.22 g, 1.4 mmol) in dichloromethane (10 mL) was stirred for 2 d at ambient temperature. Work up and chromatography as described for the isolation of 25 yielded 26 (95.5 mg, 37%) as a yellow oil, ratio of diastereomers 58 : 42 (determined by 1H NMR spectroscopy). 
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H (400 MHz, CDCl3)31 2.01–2.26 (2 H, m, 4-H2), 2.85–2.90 (1 H, m, 3-H), 2.90, 2.91 (12 H, m, NMe2), 2.95, 2.96 (6 H, m, NMe2), 3.84–3.98 (2 H, m, 5-H and 1'-H), 4.02–4.08 (1 H, m, 5-H), 6.17 (0.58 H, d, J 10.7, 2'-H, major diastereomer) and 6.33 (0.42 H, J 10.7, 2'-H, minor diastereomer), 6.59–6.71 (6 H, m, ArH), 6.94–7.01 (2 H, m, ArH), 7.13–7.17 (4 H, m, ArH). C (100.6 MHz, CDCl3)31 25.87, 26.19 (2 t, C-4), 40.42, 40.45, 40.47, 40.52 (4 q, NMe2), 44.02, 44.30 (2 d, C-1'), 45.20, 45.62 (2 d, C-3), 66.33, 66.35 (2 t, C-5), 111.84, 111.85, 111.90, 111.93, 112.64, 112.74 (6 d, Ar), 123.57, 124.39 (2 d, C-2'), 128.08, 128.12 (s, Ar), 128.33, 128.43, 128.51, 128.78 (4 d, Ar), 129.95, 130.02 (2 s, Ar), 130.58* (d, Ar), 131.58, 131.69, 142.30, 142.60, 149.20*, 149.36, 149.39, 149.71, 149.72 (9 s, C-3' and Ar), 177.58, 177.62 (2 s, C-2), signals with double intensity are marked with an asterisk; m/z (EI) 483 (M+, 12%), 399 (38), 398 (100), 253 (11) (HRMS: Found m/z 483.2878. C31H37N3O2 requires 483.2886).

1,1,3-Tris(4-dimethylaminophenyl)prop-1-ene (28)

A solution of 1d-BF4 (0.25 g, 0.51 mmol) and stannane 15 (0.15 mL, 0.17 g, 0.57 mmol) in dichloromethane (10 mL) was stirred for 4 d at ambient temperature. Work up and chromatography as described for the isolation of 27 yielded 28 (61.5 mg, 30%) as a colourless oil; H (300 MHz, CDCl3) 2.90, 2.91, 2.96 (3 × 6 H, 3 s, 3 × NMe2), 3.41 (2 H, d, J 7.5, 3-H2), 6.03 (1 H, t, J 7.5, 2-H), 6.58–6.75, 7.08–7.19 (2 × 6 H, 2 m, ArH); C (75.5 MHz, CDCl3) 34.93 (t, C-3), 40.57, 40.61, 40.95 (3 q, 3 × NMe2), 112.01, 112.09, 113.1 (3 d, ArH), 124.60 (d, C-2), 128.26 (d, Ar), 128.63 (s), 129.00 (d, Ar), 130.18 (s), 130.83 (d, Ar), 132.08, 141.51, 149.03, 149.34, 149.57 (5 s); m/z (EI): 399 (M+, 100%), 398 (41), 355 (13), 278 (24), 265 (20) (HRMS: Found m/z 399.2664. C27H33N3 requires 399.2674).

Table S1. Kinetics of the reactions of the 1,3,3-triphenylallyl cation (1a)a with (-nucleophiles (in CH2Cl2, determined spectrophotometrically at  = 510 ± 5 nm).

	T /
°C
	[1a]o /
mol L–1
	[Nuc]o /
mol L–1
	[TMSOTf] /
mol L–1
	Conv. /
%
	k /
L mol–1 s–1

	Nuc = 2-methylthiophene (6) 

	–71.1
	4.68 × 10–5
	1.41 × 10–3
	1.23 × 10–3
	88
	1.92

	–70.9
	4.57 × 10–5
	2.76 × 10–3
	1.20 × 10–3
	73
	2.15

	–66.6
	4.80 × 10–5
	1.09 × 10–3
	1.16 × 10–3
	83
	2.72

	–66.2
	6.25 × 10–5
	1.09 × 10–3
	1.16 × 10–3
	71
	2.76

	–65.1
	5.42 × 10–5
	2.05 × 10–3
	1.19 × 10–3
	67
	2.94

	–61.4
	5.53 × 10–5
	2.25 × 10–3
	1.12 × 10–3
	86
	3.88

	–61.3
	4.54 × 10–5
	2.74 × 10–3
	1.19 × 10–3
	77
	3.75

	–60.6
	5.96 × 10–5
	6.44 × 10–4
	1.03 × 10–3
	81
	4.81

	–59.5
	5.09 × 10–5
	1.28 × 10–3
	1.03 × 10–3
	82
	4.81

	–59.4
	5.00 × 10–5
	1.72 × 10–3
	1.19 × 10–3
	79
	4.68

	–55.1
	4.62 × 10–5
	1.05 × 10–3
	1.21 × 10–3
	86
	6.07

	–55.0
	4.84 × 10–5
	1.53 × 10–3
	9.75 × 10–4
	83
	6.31

	–50.9
	4.12 × 10–5
	2.49 × 10–3
	9.94 × 10–4
	88
	8.07

	–50.4
	5.84 × 10–5
	6.31 × 10–4
	1.10 × 10–3
	84
	8.01

	Nuc = allyltrimethylsilane (7)

	–71.0
	5.98 × 10–5
	1.82 × 10–3
	1.21 × 10–3
	47
	1.18

	–71.0
	4.91 × 10–5
	3.27 × 10–3
	1.08 × 10–3
	76
	1.25

	–70.0
	5.30 × 10–5
	1.61 × 10–3
	1.08 × 10–3
	55
	1.28

	–69.6
	5.09 × 10–5
	3.09 × 10–3
	1.03 × 10–3
	89
	1.33

	–68.8
	5.85 × 10–5
	2.67 × 10–3
	1.19 × 10–3
	56
	1.39

	–64.4
	4.69 × 10–5
	1.64 × 10–3
	1.17 × 10–3
	40
	2.05

	–64.0
	5.12 × 10–5
	1.12 × 10–3
	1.07 × 10–3
	61
	2.23

	–63.3
	5.84 × 10–5
	2.43 × 10–3
	1.07 × 10–3
	58
	2.22

	–61.0
	5.03 × 10–5
	2.20 × 10–3
	1.05 × 10–3
	49
	2.69

	–59.6
	5.46 × 10–5
	2.27 × 10–3
	1.19 × 10–3
	65
	3.46

	–59.6
	5.60 × 10–5
	1.88 × 10–3
	1.08 × 10–3
	50
	2.88

	–55.0
	5.31 × 10–5
	1.47 × 10–3
	9.68 × 10–4
	45
	3.90

	Nuc = allyltriphenylstannane (8)

	–69.6
	5.16 × 10–5
	1.55 × 10–3
	1.28 × 10–3
	69
	6.78 × 101

	–63.9
	4.97 × 10–5
	2.39 × 10–3
	1.23 × 10–3
	78
	9.84 × 101

	–61.4
	4.59 × 10–5
	8.83 × 10–4
	1.14 × 10–3
	55
	1.10 × 102

	–59.5
	4.97 × 10–5
	2.03 × 10–3
	1.23 × 10–3
	85
	1.28 × 102

	–55.5
	4.53 × 10–5
	1.63 × 10–3
	1.13 × 10–3
	78
	1.76 × 102

	–55.0
	4.28 × 10–5
	1.03 × 10–3
	1.06 × 10–3
	71
	1.63 × 102

	–50.2
	4.47 × 10–5
	6.45 × 10–4
	1.11 × 10–3
	58
	2.03 × 102


a Generated from 4a and trimethylsilyl triflate in dichloromethane.

Table S2. Kinetics of the reactions of the 1,1-bis(4-methoxyphenyl)-3-phenylallyl cation (1b)a with (-nucleophiles (in CH2Cl2, determined spectrophotometrically at  = 470 ± 5 nm).

	T /
°C
	[1b]o /
mol L–1
	[Nuc]o /
mol L–1
	[Lewis acid] /
mol L–1
	Conv. /
%
	k /
L mol–1 s–1

	Nuc = allyltributylstannane (9) (Lewis acid: ZnCl2·OEt2)

	–65.4
	6.34 × 10–5
	4.40 × 10–3
	1.87 × 10–2
	68
	2.29

	–60.1
	5.46 × 10–5
	4.33 × 10–3
	4.04 × 10–2
	69
	4.23

	–59.9
	6.09 × 10–5
	3.02 × 10–3
	4.50 × 10–2
	69
	3.88

	–55.7
	4.71 × 10–5
	1.87 × 10–3
	4.38 × 10–2
	58
	6.39

	–55.6
	6.13 × 10–5
	1.22 × 10–3
	4.53 × 10–2
	77
	6.45

	–50.6
	5.48 × 10–5
	1.09 × 10–3
	4.05 × 10–2
	66
	8.84

	–50.2
	5.37 × 10–5
	2.13 × 10–3
	3.88 × 10–2
	65
	9.49

	–49.5
	5.06 × 10–5
	3.01 × 10–3
	3.66 × 10–2
	67
	9.41

	Nuc = (2-methylallyl)trimethylsilane (11) (Lewis acid: ZnCl2·OEt2)

	–68.1
	5.38 × 10–5
	5.77 × 10–3
	1.77 × 10–2
	70
	1.24 × 10–1

	–65.0
	3.86 × 10–5
	3.62 × 10–3
	1.27 × 10–2
	72
	2.05 × 10–1

	–61.9
	4.56 × 10–5
	3.66 × 10–3
	1.50 × 10–2
	72
	2.29 × 10–1

	–60.5
	4.57 × 10–5
	1.84 × 10–3
	1.50 × 10–2
	72
	2.65 × 10–1

	–55.1
	4.63 × 10–5
	3.10 × 10–3
	1.52 × 10–2
	75
	4.50 × 10–1

	–51.7
	4.22 × 10–5
	1.13 × 10–3
	1.39 × 10–2
	80
	5.77 × 10–1

	–50.1
	4.27 × 10–5
	3.39 × 10–3
	1.41 × 10–2
	73
	7.21 × 10–1

	–50.1
	4.54 × 10–5
	6.16 × 10–3
	1.50 × 10–2
	75
	5.96 × 10–1

	–49.9
	4.39 × 10–5
	2.98 × 10–3
	1.44 × 10–2
	74
	5.90 × 10–1

	Nuc = tributyl(2-methylallyl)stannane (12) (Lewis acid: TMSOTf)

	–71.3
	5.22 × 10–5
	1.57 × 10–3
	5.11 × 10–3
	70
	1.64 × 102

	–69.9
	5.50 × 10–5
	3.30 × 10–3
	5.38 × 10–3
	79
	1.85 × 102

	–69.8
	5.46 × 10–5
	4.37 × 10–3
	5.35 × 10–3
	82
	1.90 × 102

	–65.7
	5.25 × 10–5
	2.63 × 10–3
	5.14 × 10–3
	83
	2.47 × 102

	–59.9
	4.88 × 10–5
	1.95 × 10–3
	4.78 × 10–3
	77
	3.67 × 102

	–55.7
	5.24 × 10–5
	1.57 × 10–3
	5.13 × 10–3
	77
	4.09 × 102

	–50.8
	5.37 × 10–5
	1.08 × 10–3
	5.26 × 10–3
	70
	6.02 × 102

	Nuc = 1-phenyl-1-(trimethylsiloxy)ethene (10) (Lewis acid: ZnCl2·OEt2)

	–68.4
	5.21 × 10–5
	2.95 × 10–3
	1.14 × 10–2
	63
	8.59

	–68.3
	4.79 × 10–5
	1.36 × 10–3
	1.05 × 10–2
	59
	7.58

	–67.9
	4.89 × 10–5
	5.84 × 10–3
	1.07 × 10–2
	84
	7.64

	–66.2
	4.37 × 10–5
	3.91× 10–3
	9.59 × 10–3
	58
	1.00 × 101

	–64.8
	4.75 × 10–5
	4.96 × 10–3
	1.04× 10–2
	86
	9.87

	–60.7
	4.39 × 10–5
	1.93 × 10–3
	9.63 × 10–3
	66
	1.60 × 101

	–60.1
	4.04 × 10–5
	2.63 × 10–3
	9.64 × 10–3
	74
	1.51 × 101

	–59.7
	4.86 × 10–5
	3.63 × 10–3
	1.07 × 10–2
	62
	1.69 × 101

	–54.7
	4.58 × 10–5
	4.70 × 10–3
	1.00 × 10–2
	67
	2.30 × 101

	–50.2
	4.24 × 10–5
	1.27 × 10–3
	9.30 × 10–3
	65
	3.06 × 101

	–49.8
	4.56 × 10–5
	4.01 × 10–3
	1.00 × 10–2
	72
	3.40 × 101


a Generated in dichloromethane from 4b and the Lewis acid specified in the Table.

Table S3. Kinetics of the reactions of the 1,1-bis(4-dimethylaminophenyl)-3-phenylallyl tetrafluoroborate (1c-BF4–) with (-nucleophiles and tributylstannane (in CH2Cl2, determined spectrophotometrically at  = 675 nm).

	T /
°C
	[1c]o /
mol L–1
	[Nuc]o /
mol L–1
	Conv. /
%
	k /
L mol–1 s–1

	Nuc = tributyl(2-methylallyl)stannane (12)

	20.0
	4.25 × 10–5
	3.02 × 10–3
	87
	5.47 × 10–2

	20.0
	3.17 × 10–5
	2.57 × 10–3
	81
	6.42 × 10–2

	20.0
	3.22 × 10–5
	6.52 × 10–4
	87
	6.23 × 10–2

	20.0
	3.51 × 10–5
	1.42 × 10–3
	90
	7.60 × 10–2

	20.0
	3.61 × 10–5
	1.10 × 10–4
	91
	7.28 × 10–2

	20.0
	3.58 × 10–5
	2.16 × 10–4
	82
	7.89 × 10–2

	20.0
	3.01 × 10–5
	6.04 × 10–4
	64
	5.66 × 10–2

	20.0
	3.54 × 10–5
	7.95 × 10–3
	94
	6.16 × 10–2

	20.0
	3.65 × 10–5
	1.47 × 10–3
	92
	6.48 × 10–2

	20.0
	3.54 × 10–5
	8.76 × 10–3
	78
	6.62 × 10–2

	Nuc = 2-(trimethylsiloxy)-4,5-dihydrofuran (14)

	–54.0
	3.49 × 10–5
	3.19 × 10–3
	74
	1.79

	–53.7
	3.64 × 10–5
	1.62 × 10–3
	69
	1.66

	–45.4
	4.81 × 10–5
	3.21 × 10–3
	78
	3.24

	–35.0
	3.51 × 10–5
	7.81 × 10–4
	47
	6.41

	–34.8
	3.43 × 10–5
	2.29 × 10–3
	44
	7.01

	–24.3
	4.30 × 10–5
	8.73 × 10–4
	52
	1.34 × 101

	–24.2
	4.30 × 10–5
	1.75 × 10–3
	85
	1.40 × 101

	–24.2
	4.28 × 10–5
	3.47 × 10–3
	87
	1.30 × 101

	–24.0
	4.25 × 10–5
	2.59 × 10–3
	85
	1.32 × 101

	–9.9
	4.29 × 10–5
	1.75 × 10–3
	75
	3.52 × 101

	Nuc = 1-(N-morpholino)cyclohexene (13)

	–40.3
	4.29 × 10–5
	3.63 × 10–3
	87
	5.72

	–39.6
	3.62 × 10–5
	7.65 × 10–4
	78
	4.97

	–29.7
	3.66 × 10–5
	1.55 × 10–3
	78
	1.10 × 101

	–22.5
	3.66 × 10–5
	7.63 × 10–4
	82
	1.54 × 101

	–20.7
	3.66 × 10–5
	3.05 × 10–3
	97
	1.55 × 101

	–20.6
	2.92 × 10–5
	9.14 × 10–4
	94
	2.10 × 101

	–20.6
	4.89 × 10–5
	2.04 × 10–3
	98
	2.60 × 101

	–20.6
	3.37 × 10–5
	1.76 × 10–3
	88
	2.20 × 101

	–19.7
	3.67 × 10–5
	2.71 × 10–3
	93
	2.02 × 101

	–19.6
	3.55 × 10–5
	1.12 × 10–3
	86
	1.72 × 101

	–9.80
	3.19 × 10–5
	1.35 × 10–3
	80
	3.32 × 101

	–0.90
	4.19 × 10–5
	2.66 × 10–3
	97
	5.09 × 101

	Nuc = tributylstannane (15)

	20.0
	3.90 × 10–5
	2.67 × 10–3
	72
	5.64 × 10–1

	20.0
	3.75 × 10–5
	2.56 × 10–3
	74
	5.89 × 10–1


Table S4. Kinetics of the reactions of the 1,1,3-tris(4-dimethylaminophenyl)allyl tetrafluoroborate (1d-BF4–) with (-nucleophiles and tributylstannane (in CH2Cl2, determined spectrophotometrically at  = 600 nm).

	T /
°C
	[1d]o /
mol L–1
	[Nuc]o /
mol L–1
	Conv. /
%
	k /
L mol–1 s–1

	Nuc = tributyl(2-methylallyl)stannane (12) 

	20.0
	3.20 × 10–5
	7.54 × 10–3
	72
	1.18 × 10–2

	20.0
	3.86 × 10–5
	7.45 × 10–4
	26
	1.06 × 10–2

	20.0
	4.38 × 10–5
	8.00 × 10–3
	92
	1.13 × 10–2

	20.0
	4.21 × 10–5
	2.12 × 10–3
	69
	1.23 × 10–2

	20.0
	5.37 × 10–5
	3.25 × 10–3
	46
	9.84 × 10–3

	20.0
	4.50 × 10–5
	1.32 × 10–3
	58
	1.25 × 10–2

	20.0
	3.47 × 10–5
	2.78 × 10–3
	84
	1.31 × 10–2

	Nuc = 2-(trimethylsiloxy)-4,5-dihydrofuran (14)

	–62.4
	3.23 × 10–5
	2.54 × 10–3
	71
	3.27 × 10–1

	–50.5
	3.87 × 10–5
	1.52 × 10–3
	77
	7.69 × 10–1

	–40.8
	3.68 × 10–5
	1.08 × 10–3
	77
	1.71

	–30.5
	3.12 × 10–5
	1.84 × 10–3
	75
	3.47

	–20.0
	4.33 × 10–5
	8.50 × 10–4
	87
	6.38

	–19.9
	3.40 × 10–5
	2.00 × 10–3
	79
	6.52

	–19.3
	4.00 × 10–5
	2.00 × 10–3
	79
	6.17

	–19.3
	3.85 × 10–5
	1.55 × 10–3
	87
	6.69

	Nuc = 1-(N-morpholino)cyclohexene (13)

	–30.5
	5.12 × 10–5
	3.41 × 10–3
	64
	4.01

	–20.1
	3.89 × 10–5
	1.60 × 10–3
	26
	5.66

	–19.5
	3.41 × 10–5
	7.01 × 10–4
	22
	5.33

	–19.5
	5.17 × 10–5
	1.72 × 10–3
	34
	5.21

	–19.0
	3.77 × 10–5
	3.10 × 10–3
	63
	5.14

	–18.5
	4.51 × 10–5
	2.50 × 10–3
	38
	5.74

	–10.4
	5.79 × 10–5
	2.57 × 10–3
	38
	8.68

	–1.1
	3.37 × 10–5
	2.49 × 10–3
	42
	1.09 × 101

	Nuc = tributylstannane (15)

	20.0
	3.10 × 10–5
	2.34 × 10–3
	87
	1.66 × 10–1

	20.0
	2.89 × 10–5
	2.25 × 10–3
	82
	1.71 × 10–1
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