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1 OH 1.0 mol % If{pF(t-Bu)ppy)y 3.0 equiv CsF, DMSO, blue LED (456 nm), 22 °C, 24 h. l
2 OH 1.0 mol % I[dF(CF;)ppy)y(dtbby)PE, 12 equiv K,HPO, DMF, blue LED (456 um), 22 °C, 24 b :
3 OH 1.0 mol % I{dF(CF,)ppyl,(dtbby)PE, 3.0 equiv Na;CO, DMA, blue LED (456 nm), 30 °C, 8 b N
4 OH 10 mol % Fe(OAc), 10 mol % 44-dMeObpy, 1.8 equiv 2,4,6-collidine, MeCN, purple LED, 22 °C, 14 h 1
s NHPI 2.0 mol % [Ru(bpy);](PE),, 1.5 equiv Hantzsch ester, 1.0 equiv i-Pr;NEY, blue LED (456 nm), CH,Cl,, 22 °C, 15 h 11 1
6  NHPI 2.117::’?1 9% I[dF(CF;)ppyl(dibbpy)PFy, 1.5 equiv Hantzsch ester, 1.0 equiv i-Pr;NEt, blue LED (456 nm), DMSO, 22 °C, 18 :
7 NHPI 2.0 mol % If{dF(CF;)ppy)(dtbbpy)PF,, 1.0 equiv i-Pr;NEY, blue LED (46 nm), DMSO, 22 °C, 1S b traces :
8  NHPI 40 equiv CeCl, 2.0 equiv TESC], THF/DMF (3:5), 22 °C, 15 h 91,
9 NHPI 30 mol % CtCl,, 2.0 equiv TESCI, 40 mol % TDAE, TBACIO,, (+)Al/(—)Ni foam, 2.5 mA, MeCN, 22 °C, 24 h 8
10 NHPI 1S equiv (n-Bu);SnH, 20 mol % AIBN, PhMe, 110 °C,2 h 80 ]
11 NHPI 5.0 equiv (TMS),SiH, 20 mol % AIBN, PhMe, 110 °C, 24 h 18 '
12 NHPI 10 mol % NiCly6H,0, 20 mol % dtbbpy, 1.5 equiv PhSiHy, 05 equiv Zn, THF/DME/i-PrOH, 22 °C, 14 h ) :
'

Scheme 3. Oxidoreductase Phase for Vallesamidine®
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