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Table S1: All the parameters tested during the optimization process are listed, with their corresponding isolated product yields. Methanol, 2-propanol, and water 

were independently evaluated as reaction solvents. In each case, the extraction process turned out to be troublesome and the product could not be isolated.  

Assessed parameters Time (min.) Temperature (°C) Yield (%) 

Time test 

CuCl2 0,1 eq 10 80 82 
CuCl2 0,1 eq 15 80 82 
CuCl2 0,1 eq 30 80 65 
CuCl2 0,1 eq 60 80 60 
CuCl2 0,1 eq 80 80 57 
CuCl2 0,1 eq 90 80 48 

Reagents 
test 

CuCl2 0,05 eq 10 80 73 
CuCl2 0,05 eq 30 80 56 
NaBH4 3 eq. 10 80 59 
CuCl2 0,1 eq / 10 min. stirring prior to CuCl2 addition 10 80 82 
CuCl2 0,05 eq / 15 min. stirring prior to CuCl2 addition 10 80 71 
CuCl2 0,025 eq / 15 min. stirring prior to CuCl2 addition 30 80 42 
CuCl2 0,05 eq / NaBH4 and nitrostyrene order switched 10 80 68 
CuCl2 0,1 eq / CuCl2 addition between NaBH4 split in two portions 80 80 48 
CuCl2 0,1 eq / DETA addition 10 80 80 
CuCl2 0,05 eq / DETA addition in NaOH solution 10 80 70 
CuCl2 0,05 eq / DETA addition in NaOH solution 90 80 41 

Temp. test 
CuCl2 0,1 eq 15 60 64 
CuCl2 0,1 eq 10 110 82,6 
CuCl2 0,1 eq o.n. rt 79 

Solvents 
MeOH 15 80  - 
2-PrOH 15 80  - 
H2O 15 80  - 
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Figure S1: ESI/MS spectrum of the crude mixture for the synthesis of 4b after 15 minutes of stirring at 80 ˚C. The major peaks relate to the target product ([M+H] + m/z = 
182,2) and the fragment with mass [M+H]+ m/z = 165,0 originated from α-cleavage of 4b [1]. 

Figure S2: ESI/MS spectrum of the crude mixture for the synthesis of 4b after 30 minutes of stirring at 80 ˚C. 
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Figure S3: ESI/MS spectrum of the crude mixture for the synthesis of 4b after 45 minutes of stirring at 80 ˚C. New structures with higher molecular masses emerge, while 
the concentration of 4b decreases. The peaks with masses > 500 might indicate the formation of trimeric products. 

Figure S4: ESI/MS spectrum of the crude mixture for the synthesis of 4b after 60 minutes of stirring at 80 ˚C. The peak with [M+H]+ m/z = 151,0 is associated to the 
fragment originated from β-cleavage of 4b [1]. The peak with [M+H]+ m/z = 362,2 might be resulting from the formation of N,N-bis(2,5-dimethoxyphenethyl)hydroxylamine as 
an intermediate species. 
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Figure S5: ESI/MS spectrum of the crude mixture for the synthesis of 4b after 75 minutes of stirring at 80 ˚C. 

Figure S6: ESI/MS spectrum of the crude mixture for the synthesis of 4b after 90 minutes of stirring at 80 ˚C. 
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