Supplementary materials

The “Supplementary materials” section contains a detailed description of the synthesis of
compounds used in the research and their NMR spectra.

2,6-bis(benzoylamino)pyridine (A1). The solution of benzoyl chloride (5.326 g, 50.93 mmol, 2.0 equiv)
in dry tetrahydrofuran (50 ml) was added dropwise to an ice-cold suspension of a 2,6-
diaminopyridine (2.065 g, 18.92 mmol, 1 equiv) with a triethylamine (7.9 ml, 56.68 mmol, 3 equiv). The
reaction mixture was stirred at 20 °C overnight. The solution was evaporated, extracted with
chloroform, washed with an aqueous solution of NaHCO3, and the solvent evaporated in vacuo. The
solid obtained was twice recrystallised from ethanol. The yield was 39%. 'H NMR (400 MHz, DMSO)
(Figure 1.A) 8 10.66 (bs, 2H), 8.00 (d, 4H), 7.92 (m, 3H), 7.62 (t, 2H), 7.54 (m, 4H). *C NMR (101 MHz,
DMSO) (Figure 1.B) o 166.40, 151.02, 140.52, 134.63, 132.46, 128.96, 128.28, 111.13. "N NMR (41 MHz,
DMSO) 137.5, 264.2. m.p. 179-180 (179-178 [1]).
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Figure S1. The 'H NMR (A) and *C NMR (B) spectrum of 2,6-(N,N'-dibenzoyl)-diaminopyridine (A1l).

2,6-bis(4-methylbenzoyldiamino)pyridine (A2). The solution of p-toluoyl chloride (5.373g, 37.76
mmol, 2.0 equiv) in dry tetrahydrofuran (50 ml) was added dropwise to an ice-cold suspension of 2,6-
diaminopyridine (1.894 g, 17.36 mmol, 1 equiv) with triethylamine (7.2 ml, 51.66 mmol, 3 equiv). The
reaction mixture was stirred at 20 °C overnight. The solution was evaporated, extracted with
chloroform, washed with an aqueous solution of NaHCOs, and the solvent evaporated in vacuo. The
solid obtained was twice recrystallised from ethanol. The yield was 50%. 'H NMR (400 MHz, DMSO)
(Figure 2.A) © 10.52 (bs, 2H), 7.91 (d, 4H), 7.89 (m, 3H), 7.34 (d, 4H). *C NMR (101 MHz, DMSO)
(Figure 2.B) d 166.17, 151.05, 142.58, 140.45, 131.76, 129.51, 128.31, 110.97, 21.48. "N NMR (41 MHz,
DMSO) 136.7, 263.4. m.p. 215-216 (215-217 [2]).
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Figure S2. The 'H NMR (A) and *C NMR (B) spectrum of 2,6-bis(4-methylbenzoyl)-diaminopyridine (A2).



2,6-bis(4-(N,N-dimethylamino)benzoylamino)pyridine (A3). The solution of 2,6-diaminopyridine
(2.500 g, 22.90 mmol, 1.0 equiv) in dry tetrahydrofuran (40 ml) was stirred at 25°C under nitrogen
atmosphere for 1 hour with sodium hydride (3.6 ml, 60% suspension in oil, 150.01 mmol, 6 equiv).
The suspension obtained was stirred at boiling point for 1 hour. Once it cooled down, ethyl-4-
(dimethylamino)benzoate (5.748 g, 29.74 mmol, 2 equiv) dissolved in dry THF was added and the
solution was warmed up again and the mixture was stirred overnight. Ammonium chloride (8.330 g,
155.72 mmol, 1.7 equiv) solution was added to the cooled solution to quench the reaction.
Subsequently, the solvent was evaporated in vacuo and the solid obtained was filtered and twice
recrystallised from ethanol. The yield was 30%. 'H NMR (400 MHz, DMSO) (Figure 3.A) o 10.10 (bs,
2H), 7.91 (d, 4H), 7.86-7.77 (m, 3H), 6.76 (d, 4H), 3.01 (s, 12H). 3C NMR (101 MHz, DMSO) (Figure 3.B)
0 165.77, 153.12, 151.36, 140.14, 129.79, 120.54, 111.32, 110.14. The signal of the -NMez group is
overlapped with the solvent. "N NMR (41 MHz, DMSO) 554, 134.4, 261.8. m.p. 221-223 (223.4-226.0
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Figure S3. The 'H NMR (A) 3C NMR (B) spectrum of 2,6-bis(4-dimethylbenzoylamino)pyridine (A3).
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