SUPPORTING INFORMATION

Antimicrobial Activity of Pyrazinamide Coordination Frameworks

Synthesised by Mechanochemistry

Silvia Quaresma?, Paula C. Alves!?, Patricia Rijo34, M. Teresa Duarte 15" and Vania André 12

1 Centro de Quimica Estrutural, Instituto Superior Técnico, Universidade de Lisboa, Av. Rovisco Pais, 1049-
001 Lisboa, Portugal
2 Associacao do Instituto Superior Técnico para a Investigagao e Desenvolvimento (IST-ID), Av. Rovisco Pais,

1049-003 Lisboa, Portugal

3 Universidade Lus6fona’s Research Center for Biosciences and Health Technologies (CBIOS), Campo Grande
376, 1749-024 Lisboa, Portugal
4 Research Institute for Medicines (iMed. ULisboa), Faculty of Pharmacy, Universidade de Lisboa (UL), Av.
Prof. Gama Pinto, 1649-003 Lisboa, Portugal
5 Departamento de Engenharia Quimica, Instituto Superior Técnico, Universidade de Lisboa, Av. Rovisco
Pais, 1049-001 Lisboa, Portugal

Table S1. Selected bond lengths (A) and angles (°) for 1.

o(1) Zn(l) - OQ) 172.71(15)

28; ggi i?g‘;g; o(1) Zn(1) - N 97.09(15)
Zn(1) o) 2'073(3) 0() - Zn(1) - N() 100.98(15)
Zn(1) NG)b 2i79(5) OBW) - Zn(l) - N(1) 94.90(2)
Zn(1) OGBW) ) 0'42(6) N(1) - Zn(1) - N(@4) 90.03(18)
Zn(1) N . 1805) o(1) - Zn(l) - OBW) 97.70(18)
' o(1) - Zn(l) - N@G)b 86.43(15)

o) - Zn(1) - N(@) 76.01(15)

OBW) - Zn(l) - N(@4) 165.13(19)
N(1) - Zn(1) - NG)b 162.62(16)

o) - Zn(1) - N() 76.42(15)

. 0Q) - Zn(l) - OBW) 89.28(18)

Symmetry operations used to generate oQ) - Zn(1) - NG)b 95.71(15)
sq_““’;/lzerit atl‘;“f‘ OBW) - Zn(l) - NE)b 90.00(2)
Ty, T2 N@4) - Zn() - N@G)b 89.34(18)

Table S2. Selected bond lengths (A) and angles (°) for 2.

O() - Mn(l) - O®IW) 97.54(5)

O@) - Mn(l) - O@) 147.96(4)

O(1W) - Mn(l) - O@2W) 169.75(5)

MR O 2T G gy - N o2.605)
Mn(l) - O(IW) 2'1178(1 2 O@RW) - Mn(l) - O(5) 89.28(5)
Mn() - N() 2‘3433(12) O@B) - Mn(1) - O() 47.96(4)
Mn(1) - OQW) 21640(13) OF) - Mn(l) - N{1) 76.01(5)
Mn(l) - O@) 2'3161(13) O() - Mn(l) - O@2W) 92.71(5)
‘ O(1) - Mn(1) - N() 71.99(4)

O(1W) - Mn(l) - O@3) 85.27(5)

O(1W) - Mn(1) - N(@) 93.28(5)

O@RW) - Mn(l) - N() 90.82(5)




O@B) - Mn(1) - N@) 123.75(5)
OGB) - Mn(l) - N@ 129.11(4)
O(1) - Mn(l) - O@3) 164.01(4)
O() - Mn(1) - N@#) 82.93(4)
O(1W) - Mn(1) O(5) 82.18(6)
O(2W) - Mn(1) O@3) 84.80(5)
O(2W) - Mn(1) N#4) 87.69(5)
O@3) - Mn(l) - N@) 81.19(4)
N(@I) - Mn(l) - N@) 154.78(4)
Table S3. Selected bond lengths (A) and angles (°) for 3.
Ag(l) - N@@)#1 2.230(5)
Ag(l) - N() 2.230(5) N(1)#¥1 - Ag1) - N() 154.1(3)
C1) - N@) - Ag() 121.3(4)
Symmetry transformationsused to  C(4) - N(1) - Ag(l) 122.0(4)
generate equivalent atoms:
#1x,-y+3/2,z
Table S4. Selected bond lengths (A) and angles (°) for 4.
Ag(1) 0(2) 2.660(6) O@2) - Ag® - N@) 119.49(17)
Ag(1) N(1) 2.227(4) N(I) - Agl) - O@2)a 84.64(17)
Ag(1) O(2)a 2.660(6) O@2) - Agl - 0O@2)a 74.46(18)
Ag(1) N(1)a 2.227(4) N(@I) - Agl) - N(Da 150.99(18)
O@2) - Agl - N@a 84.64(17)
Symmetry operations used to generate O(2)a - Ag(l) - N(1)a 119.49(17)
equivalent atoms:
a=1-xvy,32-z
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Figure S1. PXRD patterns of the experimental (top) (1) and simulated (bottom) of HAYKUP.
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Figure S2. PXRD patterns of the experimental (top) and simulated (bottom) 2.
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Figure S3. PXRD patterns of the experimental (top) and simulated (bottom) 3.
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Figure S4. PXRD patterns of the simulated crystal of 4 (top) compared with the experimental 3
(bottom).
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Figure S5. PXRD patterns of the experimental of 5 (red) compared with its diffractogram after 11
months in shelf conditions (blue), 3 (black), pyrazinamide* (green) and AgNO:s (purple), confirm-
ing the formation of the new reaction product, 5. *All pyrazinamide polymorphs were also com-

pared; these comparisons are not displayed for clarity reasons.
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Figure S6. 2D fingerprint plots for 1 for the most relevant interactions. Reciprocal contacts are included.
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Figure S7. 2D fingerprint plots for 2 for the most relevant interactions. Reciprocal contacts are included.
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Figure S8. 2D fingerprint plots for 3 for the most relevant interactions. Reciprocal contacts are included.
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Figure S9. 2D fingerprint plots for 4 for the most relevant interactions. Reciprocal contacts are included.
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Figure S10. Percentage of various intermolecular contacts contributing to the Hirshfeld surfaces for 1-4. Reciprocal con-
tacts are included.
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Figure S11. PXRD patterns of the experimental (red), after 14 months on the shelf at room conditions (blue) and the re-
spective simulated diffractogram from the crystal structure (black) for the synthesised new compounds (a) 1, (b) 2, (c) 3
and (d) 5. For compound 5, the experimental diffractograms (red and blue) are compared with the starting materials:
pyrazinamide (black) and silver nitrate (grey), as its structural elucidation was not possible.



