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Table S1. Geometric parameters of 77t interactions observed in the crystals 1 - 4 (only distances Cg-+Cg <5 A are shown).

Cg-Cg Symmetry Cg-Cg P Q R S alpha beta gamma Cgl-perp CgJ-perp slippage
code distance
1
Cgl--Cgl -I+x, y, z 4.7895(10) 0.6582 0.7374 0.1518 -3.2330 0.00(8) 48.8 48.8 3.1526(7) 3.1526(7) 3.606
2
Cgl-Cgl 1-x,1-y,1-z  4.6924(7) -0.6162 0.5336 0.5792 10.2047 0.00(6) 473 473 3.1816(5) 3.1816(5)
Cgl-Cgl -1+x,y, 2 4.8526(8) 0.6162 -0.5336 -0.5792 -10.0135 0.00(6) 52.0 52.0 2.9904(5) 2.9904(5)
3
Cgl-Cgl 1-x,2-y,1-z  4.1620(7) -0.7740 -06295 -0.0684 -17.3739 0.00(5) 36.5 36.5 3.344995) 3.3449(5) 2.477
4
CglCgl 1-x, -y, -z 4.2894(11) 0.5417 -0.6043 -0.5843 3.0752 0.0009) 40.9 40.9 3.2434(8) 3.2334(8) 2.807
Table S2. Geometric parameters of C-O~t interactions observed in the crystals 1 - 4.
Y- X(I) Symmetry code X-Cg P Q R S X-Perp gamma Y-X-Cg Y--Cg Y-X, Pi
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Table S3. Gallery of H-bonding supramolecular synthons containing 2,4-diaminopyrimidine moiety.

1

D(2) *nH2)N4-H4 A ~O2(coo-)
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*~NH2)N3-H3 A - O4(coon) & (ca2)C2-H2 A - O5120)

D%(9) «NH2)N4-H4 A - O4(coon) & (120/05-H5 A Ol (coo-)
*NH2)N3-H3 A O4(coon) & (120005-H5A Ol (coo-
*NH2)N4-H4 A~ O2(c00-) & (nH2)N3-H3B - O5(120)
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nH2)N3-H3 A O4coon)p & cH2)C3-H3C - O4(coon)
ina2)N4-H4 A - O2 o092 & (coonO3-H3:-O2(coo
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«NH2)N2-H2 - O2(coo-2 & (nH2)N4-H4B N1 ey
(nH2)N4-H4 A - O4(coon)p2 & (coonO3-H3-O2(coo-)
*NH2)N4-H4 A 02 (coo2 & (cH2)C2-H2B O3 coom)
*NHeyc) N2-H2-O2(coom)2 & (ct2)C2-H2B O3 coon)
~H2)N4-H4 A O2 o092 & (ca2)C3-H3C - O4coony

“NHeyeh) N2-H2--O2(coo-)2 & (cH2)C3-H3C--O4coon)
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~H2)N3-H3DO3(cya)) & (cyeh N 1-H1...O3(coo-)2
~H2)N4-H4D--O1coon) & nv2)N3-H3D-+O1coom)
~H2)N3-H3D-O1(coon) & zwa2)N3-H3D--O3(coo-2
NHeyah)N1-H1-O3(coo-) & vz N3-H3D Ol (coon

~NHeye) N 1-H1 O3 (coo-) & nvuz)N4-H4D--O1coon)
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D%(9)
D(11)
D%(9)
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C2(10)
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Du(3)

D*%(5)

~H2N4-H4C - O520) & (120005-H5 A - O4(coo-)
*NHeyc) N 1-H1O3(co0-) & (120005-H5A - O4 (oo,
*NH2)N3-H3D - O3(c00-) & (120)05-H5 A O4coo-)
~H2)N4-H4D--O1(coon) & H2005-H5 A - O4(coo-
NHeych)N1-H1--O3(coo-2 & (coonO2-H2:-O3coo-)
~NH2N3-H3CN2(cye)) & nH2)N3-H3 D O3(coo-2
NH2N3-H3C N2 (eyd)) & (cye) N 1-H1 - O3(coo-)2

~H2)N4-H4D--O1(coonyz & (coonO2-H2--O3(coo-

*NHeyc)N2-H2-O2(coo-)
*~NH2)N4-H4CO1(coo,
*~H2)N3-H3C - O1coo,)
*CHeyc)C10-H10--O1(coo-)
*(CHeyc) C9-H9--O3coon)

~H2N3-H3D- N1y

~H2N3-H3CO1coo-) & nH2)N3-H3C Ol (coo,)
NHeye)N2-H2 02 (c00-) & (nH2)N4-H4C--O1coo-)
*NH2)N4-H4C-O1(c00-) & (cHeyehC10-H10--O1(coo-)
*~H2)N4-H4C:-O1(coo-) &« na2)N3-H3C--O1(coo-
NHeyeh) N2-H2--O2(co0-) & (cHeyey C10-H10--O1coo-
NHeych)N2-H2 - O2(coo-) & nu2)N3-H3C--O1(coo-)
~H2N4-H4C 01 c00 & (cHeya) CI-H O3 (coon
*NH2)N4-H4C-O1(co0-) & (120005-H5C Ol (oo,
*cHeye) C10-H10--O1(coo-) & 120005-H5D-O1 (coo,
*NH2)N3-H3C-O1(co0) & (H20)05-H5D--O1coo-

~NHeye) N2-H2 - O2(co0-) & 1120005-H5C - O1(coo-)




D*(12) cHeye)C9-HI9--O3coon) & 120005-H5D--O1 (coo-)
D2(6) *cHeye) C10-H10:--O1(coo-) & 1120005-H5D - O1(coo,) & 1120005-H5C--O1(coo.)

*~nH2)N3-H3C--O1(coo,) & [120)05-H5D--O1 (coo-2

D%(14) [(NHeye)N2-H2--O2(cooq2 & (coonyO4-H4--O2(coo-)
D3(8) NHeych)N2-H2 - O2(co0-) & 120005-H5C-+O1(coo-2
D3(9) ~H2N3-H3CO1coo-) & nu2)N3-H3D- N1 (cya
D3(11) ~NH2N3-H3D N1 (eye) & (cHeyey C10-H10--O1(coo-2

D3(13) NHeyeh) N2-H2--O2(coop & (ch2)C3-H3 A -S2

D3(15) cHeye)C9-H9--O3coonyp & (cn2)C3-H3A-S2
D35(16) ~H2N4-H4C--O1(coo-2 (coonyO4-H4--O2coo-)
4

R?(8) ~NH2N3-H3B N2 (cyen2

D(2) ~H2)N4-H4 A - O5120)

D*(12) *cHeye) C12-H12:-O3(coony2

*~NH2)N3-H3 A -O1(cooq2

Level 2
R%(8) ~H2N3-H3A - O1coo,) & nHeyah)N1-H1--O2(coo,)
R%(14) (CHeyehC12-H12--O3(coon) & (nvi2)N4-H4B - O3(coon)
D'2(3) *NHeyc) N 1-H1-O2(co0-) & (coonO4-H4 - O2(coo-)

«NH2)N4-H4 A -~ O5(120) & (cH2)C6-HO6B - O5 1120
*NH2)N4-H4 A -~ O5(120) & (cH2)C2-H2B 05120
D*(4) *NH2)N4-H4 A - O5(#20) & (120/05-H5 A - O1(coo-)
D*(5) *NH2)N3-H3 A O1(co0-) & (coonO4-H4-O2coo-
*(CHeye) C12-H12:-O3coon) & (cH2C2-H2 A O4coon)
D%(6) *~H2)N4-H4B--O3(coon) & (coornyO4-H4--O2(coo-)
NH2)N4-H4B O3 coon) & (cH2C6-HO6B~Ob5 20

*NHeye) N 1-H1--O2(co0o-) & (cr2)C2-H2 A - O4coony




D*(8) (cHey) C12-H12:-O3coon) & nv2)N3-H3 A+ O1(coo-)
D*(9) ~N1-H1-O02co0-) & NnH2)N4-H4A - O5t20)
D%(11) *(CHeye) C12-H12:-O3coon & (cH2)Co-HOBO520)
*Heyeh) N 1-H1--O2(coo,) & (c2)C2-H2 A - Odcoon)
D*(12) NHeyah)N1-H1-O2(co0-) & (coonO4-H4-- 02 oo
D*(13) ~H2N4-H4B O3 coon) & (coornO4-H4 -~ O2(coo-)
D?(11) ~H2)N4-H4A -~ O5(120) & (cH2)C2-H2B - O5(t20)
D3(11) ~H2N4-H4 A - O5320) & (cr2)COH-HO6B~Ob5 1120
D3(13) ~H2N4-H4A - O5#20) & (nH2)N3-H3B N2 (cya))

D35(15) nH2)N4-H4B--O3coony & (nuz)N4-H4 A - O5¢20)

Table S4. Percentage contributions of close intermolecular contacts in the crystals 1 - 4 (Hirshfeld surface

analysis for 2,4-diaminopyrimidine motif).

1 2 3 4

H-H 30 34.5 40 36.7

O-H/H-O 27.2 224 21.3 20.7

N-H/H--N 15.1 19.3 16 18.2
C-H/H-C 13.1 15.1 9.6 14.7
N--C/C-N 29 3.8 5.7 2.8
O--N/N-O 2 1.3 1.9 24
O-C/C-O 2 2.1 3.2 1.7
N-N 1.7 0.8 1.1 1.5
C-C 0.3 0.7 0.6 1.4

S--C/C-S 1.4
S-H/H:-S 3.1 0.6

S+N/N-S 1.2




