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Figure S1. '"H NMR spectrum of compound 1 (DMSO-ds, 500 MHz, 25°C).
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Figure S2. *C NMR spectrum of compound 1 (DMSO-ds, 100 MHz, 25°C).
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Figure S3. ESI MS spectrum of compound 1 (Ion Polarity: Positive).
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Figure S4. IR spectrum of compound 1 (KBr tablet).
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Figure S5. 'H NMR spectrum of compound 2 (DMSO-ds, 500 MHz, 25°C).
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Figure S6. *C NMR spectrum of compound 2 (DMSO-ds, 100 MHz, 25°C).
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Figure S7. ESI MS spectrum of compound 2 (Ion Polarity: Positive).
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Figure S8. IR spectrum of compound 2 (KBr tablet).
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Figure S9. '"H NMR spectrum of compound 3 (DMSO-d6, 500 MHz, 25°C).




0 1 © © - N - O W W HOO O 1 m ~ @ Qu- ] «
88 BE 08N HRE8 SERA AT 0§ g LSS © 5
\/ || I\ SiY N ]| | |\
OH
\

1 [
Lolommmenbmdish

T T T T T T T
160 150 140 130 120 110 100 80 70 60 50 40 30 20

90
1 (ma)

Figure S10. ®*C NMR spectrum of compound 3 (DMSO-ds, 100 MHz, 25°C).
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Figure S11. ESI MS spectrum of compound 3 (Ion Polarity: Negative).
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Figure S12. IR spectrum of compound 3 (KBr tablet).
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Figure S13. 'H NMR spectrum of compound 4 (DMSO-d6, 500 MHz, 25°C).
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Figure S14. *C NMR spectrum of compound 4 (DMSO-ds, 100 MHz, 25°C).
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Figure S15. ESI MS spectrum of compound 4 (Ion Polarity: Negative).
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Figure S16. IR spectrum of compound 4 (KBr tablet).
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Figure S17. '"H NMR spectrum of compound 5 (DMSO-d6, 500 MHz, 25°C).
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Figure S18. *C NMR spectrum of compound 5 (DMSO-d¢, 100 MHz, 25°C).
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Figure S19. ESI MS spectrum of compound 5 (Ion Polarity: Positive).
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H NMR spectrum of compound 6 (DMSO-d6, 500 MHz, 25°C).

Figure S21.
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Figure S22. *C NMR spectrum of compound 6 (DMSO-d¢, 100 MHz, 25°C).
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Figure S23. ESI MS spectrum of compound 6 (Ion Polarity: Negative).
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Figure S24. IR spectrum of compound 6 (KBr tablet).

Figure $25. The nt-staking involving the pyrimidine and 2-arylmethylidene groups for compound 3 (dco-c13 = 3.341 A)

12,674 A
1

Figure S26. The n-mt interaction of electron pair belonging to OMe group disposed in orto position
of the phenyl substituent at C5-atom with the m-conjugated pyrimidyl moiety displaying the
019...C3N2 centroid distance equal to 2.674 A.



Figure S27. The 2D sheets formed by mt-stacking of molecules for compound 4 in crystal.
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Figure S28. 1D halogen bonded chain of 6 is composed of two types of racemic dimers: the first one
acts as bis-XB-donor due to two Br-atoms belonging two H-bonded molecules in the dimer structure

and the another one behaving as bis-XB-acceptor offering two carbonyl ester O-atoms for interaction
with Br-atoms.

Figure 529. Part of the crystal packing demonstrating the arrangement of the layers resulting from

the halogen bonding in crystal of 5. R-, S-isomers, hydrogen and halogen bonds are colored in blue,
red, light blue and green, respectively.
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Figure S30. A part of the crystal packing showing the arrangement of layers due to halogen-bonding
in crystal of compound 6. R-, S-isomers, hydrogen and halogen bonds are colored in blue, red, light
blue and green, respectively.



Figure S31. The standard 3D Hirshfeld surfaces of compound 1-6 mapped over dnorm.



2.8

2.6|

2.4

2.2]

2.0]

1.8

1.6

1.4

1.2

1.0

0.8

0.6]

2.8

2.6|

2.4

2.2]

2.0

1.8

1.6

1.4

1.2

1.0

0.8|

0.6

de

di

Ub U8 I.U 1.7 14 16 18 20 ZZ 24 Zb 28

1

de

di

U6 08 1.0 I.Z 1.4 1o 1.8 2ZU ZZ ZF Zb 218

3

2.8

2.6

2.4

2.2|

2.0

de

di

Figure S32. The overall two-dimensional fingerprint plots for compounds 1-6 showning the sum of the con-
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Table S1. Bond distances and angles of asymmetric C5 atom in studied compounds established by SCXRD.

i L
R C6 N

OH

Compound 1 2 2 DMSO 3 4 5 5 DMSO 6
d(C5-C6), A 1.528(2) 1.524(2) 1.525(2) 1.526(2) 1.518(3) 1.522(2) 1.522(2) 1.525(4)
d(N4-C5), A 1.471(2) 1.470(2) 1.470(2) 1.473(2) 1.475(3) 1.474(4) 1.474(4) 1.479(3)
d(N4-C3), A 1.382(2) 1.382(2) 1.380(2) 1.392(1) 1.391(3) 1.391(2) 1.391(2) 1.389(3)
d(C5-C17), A 1.520(2) 1.526(1) 1.527(2) 1.522(2) 1.524(2) 1.522(3) 1.522(3) 1.524(5)
£C6-C5-N4,°  108.5(1) 107.5(1) 108.68(8) 108.74(2) 108.2(1) 108.4(2) 109.34(3) 108.0(2)
£C6-C5-C17,0  112.7(1) 112.9(1) 110.05(8) 112.0(1) 111.8(1) 111.4(2) 114.68(2) 112.8(2)
/N4-C5-C17,0  110.2(1) 110.2(1) 110.91(8) 111.59(9) 110.2 (1) 119.6(2) 110.39(2) 109.5(2)

Table S2. Selected bond distances and dihedral angles for studied compounds established by SCXRD.

Dihedral angle between thi-Dihedral angle between thi-

azolopyrimidine and the azolopyrimidine and phe-

Compound carbonyl group at C6 atom nyl substituent of benzyli- d(C2-C9), A d(C9-C10), A d(C6-C23), A
m-systems, ° dene fragment m-systems, °
1 12.47 14.30 1.349(2) 1.452(2) 1.484(2)
2 12.36 9.45 1.351(2) 1.450(3) 1.476(3)
2DMSO 11.86 9.47 1.347(2) 1.454(2) 1.472(2)
3 16.44 8.61 1.348(2) 1.453(2) 1.482(2)
4 18.97 2.77 1.347(3) 1.450(3) 1.484(3)
5 7.05 7.66 1.346(3) 1.448(4) 1.478(4)
5 DMSO 7.05 7.66 1.346(3) 1.448(4) 1.478(4)
6 8.81 9.47 1.353(4) 1.446(4) 1.480(4)
Table S3. H- bond distances presenting in crystals of studied compounds.

Compound 1 2 2 DMSO 3 4 5 5 DMSO 6
d(03-011), A 2.810(1) 2.738(2) 2.733(1) — — 2.795(2) 2.795(2) 2.672(1)
d(03-012), A 3.032(1)  2.899(2) 2.902(1) - - 3.071(1) 3.071(1) 3.162(2)
d(O11-N8), A - - - 2.763(1) 3.002(2) - - -
d(O12-N8), A _ - - 3.342(2) 3.849(2) _ _ -

£C11-011-03,0  129.04(7)  1269(1)  127.12(9) - - 129.60(2)  129.61(2)  132.4(2)
£C12-012-03,0  123.81(8)  123.8(1)  123.78(9) - - 12236(1)  122.36(1)  117.70(1)
£C11-O11-N8, 0 - - - 110.56(7) 131.4(1) - - -
£C12-012-N8, 0 - - - 97.98(7) 106.6(1) - - -




Table S4. Halogen bonds distances and angles presenting in crystals of compounds 5 and 6.

Compound 5 5 DMSO 6

d(Br-N8), A 3.036(2) 3.036(2) -

d(Br-024), A - - 3.120(2)
£C19-Br-N8, 0 177.19(8) 177.19(8) -
£C21-Br-024, 0 - - 166.0(1)

Table S5. The most important contributions (%) for the crystal packing in 1-6.

Type of interactions 1 2 3 4 5 6
H-H 46.5 34.6 49.1 44.4 38.2 41.9
H--O/O--H 11.9 24.5 15.2 18.1 16.1 13.8
H--C/C-+H 22.7 18.7 18.0 20.0 20.8 14.8
H-N/N--H 4.0 4.5 2.8 3.5 1.9 3.1
C-N/N--C 0.7 0.8 1.0 1.7 0.7 0.9
C---C 0.6 4.5 3.0 3.7 2.6 4.0
H--S/S-H 6.0 4.5 4.2 54 2.8 34
C--0O/O --C 5.0 3.3 3.1 1.9 1.3 1.3
O--0 1.1 2.1 0.6 0.2 0.7 1.4

N--O/O N 0.7 1.3 1.1 0.1 0.3 -
H--Br/Br -H - - - - 7.6 9.4

N--Br/Br N - - - - 2.3 -
O---Br/Br --O - - - - - 0.7

C-Br/Br --C - - - - 2.0 2.1




