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1. Additional Experimental Procedures

1.1 Synthesis of potassium allenyltrifluoroborate (4):
A solution of KF (4 equiv, 11 mmol, 0.64 g) in H2O (1.0 mL) was added to a suspension of the allenylboronic acid pinacol ester, 1 (0.45 g, 2.75 mmol) in MeCN/MeOH (1:1) (3.0 mL). The mixture was stirred until complete dissolution (aprox. 1 min). L-(+)-tartaric acid [2.05 equiv, 5.64 mmol, 0.84 g in THF (4.0 mL)] was added dropwise to the rapidly stirring biphasic solution over a period of approximately 5 min, during which a white precipitate formed and rapidly flocculated. After 4.0 h stirring, the mixture was filtered, washed with more MeCN and filtered. The filtrate was concentrated in vacuo to give 4 (0.29 g, 74%)[1]. 1H NMR (400 MHz, DMSO-d6): δ 4.51 (br s, 1H, CHBF3K), 3.98 (br s, 2H, CH2=C); 13C NMR (100 MHz, DMSO-d6): δ 210.0, 65.8; 11B NMR (128 MHz, DMSO-d6): δ 0.59 (q, J11B,19F = 49.2 Hz, BF3K); 19F NMR (376 MHz, DMSO-d6): δ -133.75 (q, J19F,11B = 49.2 Hz, BF3K). The data match with the previously described compound.[2]

1.2 Typical procedure to Remove Pinacol from Obtained Products: A vial containing 3,4,5-trimethoxybenzaldehyde (1 mmol, 196 mg) and allenylboronic acid pinacol ester, 1 (1.5 mmol, 250 mg) was irradiated at 300 W at 100oC for 30 minutes. After this period, the vial contents were dissolved in 50% aqueous MeOH (10 mL) and the contents were transferred to a round-bottomed flask. All volatile materials were removed on a rotary evaporator (45–50oC/25–15 mbar) and this procedure was repeated until the crude mixture displayed less than 1 mol % of pinacol remaining by gas chromatography analysis.[3]

3. References
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[2] Nowrouzi, F.; Batey, R. A.; Angew. Chem. Int. Ed., 2013, 52, 892.
[3] Bagutski, V.; Ros, A.; Aggarwal, V. K.; Tetrahedron, 2009, 65, 9956.


2. Spectra


1H NMR spectrum (300 MHz, CDCl3) of compound 2a


13C NMR spectrum (75 MHz, CDCl3) of compound 2a


1H NMR spectrum (300 MHz, CDCl3) of compound 2b



13C NMR spectrum (75 MHz, CDCl3) of compound 2b



1H NMR spectrum (300 MHz, CDCl3) of compound 2c


13C NMR spectrum (75 MHz, CDCl3) of compound 2c



1H NMR spectrum (300 MHz, CDCl3) of compound 2d



13C NMR spectrum (75 MHz, CDCl3) of compound 2d



1H NMR spectrum (300 MHz, CDCl3) of compound 2e



13C NMR spectrum (75 MHz, CDCl3) of compound 2e







1H NMR spectrum (300 MHz, CDCl3) of compound 2f



13C NMR spectrum (75 MHz, CDCl3) of compound 2f



 
1H NMR spectrum (300 MHz, CDCl3) of compound 2g



13C NMR spectrum (75 MHz, CDCl3) of compound 2g



1H NMR spectrum (300 MHz, CDCl3) of compound 2h



13C NMR spectrum (75 MHz, CDCl3) of compound 2h



1H NMR spectrum (300 MHz, CDCl3) of compound 2i




13C NMR spectrum (75 MHz, CDCl3) of compound 2i




1H NMR spectrum (300 MHz, CDCl3) of compound 2j



13C NMR spectrum (75 MHz, CDCl3) of compound 2j




1H NMR spectrum (300 MHz, CDCl3) of compound 2k



13C NMR spectrum (75 MHz, CDCl3) of compound 2k




1H NMR spectrum (300 MHz, CDCl3) of compound 2l



13C NMR spectrum (75 MHz, CDCl3) of compound 2l



1H NMR spectrum (300 MHz, CDCl3) of compound 2m



13C NMR spectrum (75 MHz, CDCl3) of compound 2m



1H NMR spectrum (300 MHz, CDCl3) of compound 2n



13C NMR spectrum (75 MHz, CDCl3) of compound 2n



1H NMR spectrum (300 MHz, CDCl3) of compound 2o



13C NMR spectrum (75 MHz, CDCl3) of compound 2o



1H NMR spectrum (300 MHz, CDCl3) of compound 2p



13C NMR spectrum (75 MHz, CDCl3) of compound 2p



1H NMR spectrum (300 MHz, CDCl3) of compound 2q



13C NMR spectrum (75 MHz, CDCl3) of compound 2q



1H NMR spectrum (300 MHz, CDCl3) of compound 2r



13C NMR spectrum (75 MHz, CDCl3) of compound 2r



1H NMR spectrum (300 MHz, CDCl3) of compound 2s



13C NMR spectrum (75 MHz, CDCl3) of compound 2s




1H NMR spectrum (300 MHz, CDCl3) of compound 2t



13C NMR spectrum (75 MHz, CDCl3) of compound 2t






1H NMR spectrum (400 MHz, DMSO-d6) of compound 4



13C NMR spectrum (100 MHz, DMSO-d6) of compound 4



19F NMR spectrum (376 MHz, DMSO-d6) of compound 4



[bookmark: _GoBack]11B NMR spectrum (128 MHz, DMSO-d6) of compound 4
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