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Table S1. New methods of guanidine synthesis

Entry Substrate General conditions Yields (%) Ref.
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3
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Table S1 (contd.). New methods of guanidine synthesis

Entry  Substrate General conditions Yields (%) Ref.
2 2 - TMEDA (1.1 eq.) N7 =
8 RoNH N OMs Ras R 71-95 12
| R,NH, (1.0eq.)  RsR4NH (2.0 eq.) )\
)\ Rl\ i~
Ry Cl  rt, THF DBU/DMF or not N NHR,
35to 70 °C
9 R:NH, or . ¢ NBoc 21-97 13
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NR solvent free H | ' H
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XL * NAY 10% CuCl-PPh (1:2) N% 1. HCI, t-BuOH, 80 °C, 5h HN
A
>r \]< CDCl3, 50-65 °C, 24h R/K/N\é 2. conc. HCI, 90 °C, 20h RA/NH
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Table S1 (contd.). New methods of guanidine synthesis

Entry  Substrate General conditions Yields (%) Ref.

14 NCOR NCOR 70-99 18

Pd(OAc), (10 mol%)

N “NHCOR CuCl; (2.1 eq.) N~ NCOR'
~ R
R& K,CO3 (l eq) >Q_/
R DMF, 1t R

15 NCOR' NCOR' 81-99 18
Py Pd(OAC), (10 mol%) )L
H NHCOR' CuCl; (2.1 eq) R N~ "NCOR'
Rﬁg\% KoCOg (1 eq.) R>Q—/
n DMF, rt
16 ArNH- HR AlMe; (2 mol%) NAr >99 19
e
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17 m NH /@\fo 63, 93 20
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\(/ NN EtN, DMF N© NRdR,
R, r, 24 h Ra
19 NTs 56, 71 22

1. DPPB, CH,Cl,, 22 h
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3 2. TSNCO, 20 °C to 1t, 22 h \_<

R
R
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Table S1 (contd.). New methods of guanidines synthesis

Entry  Substrate General conditions Yields (%) Ref.
21 NBoc NBoc 6'51 24
BocHNJJ\NH\NHRl w 5 e

W At ],
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22 RiNH- or 3 NIS, EtgN NR;R, 15-85 25
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