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ABSTRACT 

The hydrothiolation of alkenes known as the thio-ene click (TEC) reaction,1 is a powerful tool for 
construction of C-S bonds in natural products, pharmaceuticals and organic materials.2 A radical TEC 
reaction is reported for alkenes using benzophenone as an inexpensive photocatalyst at room temperature. 
Upon direct irradiation of benzophenone with light of 366 nm in the presence of the allyl ether and a series of 
alkyl and aryl thiols led to prepare a wide variety of thioethers in good to excellent yields. The photoreaction 
is depicted in Scheme 1. 

 

 
Scheme 1. 

 
Additional control experiments were further carried out to gain more insights into the reaction 

mechanism. Inhibition test with TEMPO clearly demonstrated a radical chain process during the formation of 
thioethers. Performing the photoreaction with deuterated solvents showed a HAT reaction from the solvent to 
the radical intermediate. Based on these experimental results and previous literature reports, a reaction 
mechanism was also proposed. 

ACKNOWLEDGEMENTS 

Sebastian H. Steingrüber, thanks CONICET for a postdoctoral scholarship. Juan B. Rodriguez and Sergio H. 
Szajnman is grateful to Universidad de Buenos Aires for Grant 20020220200020BA; to CONICET for Grant 
PIP 112-202001-01544CO and Agencia Nacional de Promoción Científica y Tecnológica for Grant 
PICT2021-I-A-00887. Sergio M. Bonesi is grateful to Universidad de Buenos Aires for Grant 
20020190100242BA and to CONICET for Grant PIP 112-02001-00585CO. 

REFERENCES 

1. Gress, A.;Volkel, A, Schlaad, H. Macromolecules, 2007; 40, 7928. 
2. Singh, M.; Yadav, A. K.; Dhar L.; Yadav, S.; Singh, R.K.P. Tetrahedron Lett., 2017, 58, 2206–2208. 

mailto:shs@qo.fcen.uba.ar
https://www.google.com/search?client=opera&hs=z5c&sca_esv=b94808497f26672b&sca_upv=1&sxsrf=ADLYWIJBM9kGATMM05xvim4zfq2nbeLoug:1720622735260&q=Photo+Organocatalisis&spell=1&sa=X&ved=2ahUKEwj6wbWX25yHAxXxppUCHSyBBhkQkeECKAB6BAgIEAE

