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Table S1. Structural data of all the reported structures with 6-hydroxypicolinic acid.

CCDC M Form | Structure Ref

AYIVIO Cs(I) Keto 3D 1
BEGXOC | Ru(Il) Enol | Monom 2
BOPXOU | Cu(Il) Keto | Monom 3

DICFEC Cu(II) Keto Monom 4

EXOYIZ | Mn(III) L> Dimer 5

FEFGIH Cu(I) Enol Monom 6
JOFZUC Cu(Il) L> Dimer .
JOGBAL Cd(I) L* 1D

MIWJIM Cu(ll) L* 2D

MIW]JOS Cu(II) L> Dimer 8
MIWJUY | Cu(l) L* 2D

MUTEFIT | Dy(III) L* Trimer 9

QEFRIE Ru(IT) Enol | Monom 10

RIYDE] Na(I) Keto 3D 11
RUWCAO | Ni(Il) Enol Monom 1
RUWCIW | Ni(I) Enol Monom

ULEYAL Re(II) L* Dimer 13
ULEYEP Re(II) L* Dimer

VAGXAF | Re(Ill) Enol Monom

VAGXE] Re(V) Enol Monom 1
VAHZEM | Re(IV) L* Dimer

VAJPEE Re(IV) L* Dimer
VUSNON | Ru(II) Enol Monom 15
XAMHUP | Er(III) L* Trimer 16
XAMJAX | Tb(III) L> Trimer

XIZYUB Co(II) Enol Monom 17
XOLCEH | Zn(Il) L* Dimer

XOLCIL Zn(II) L> Dimer 18
XOLCOR | Zn(II) L* 2D

1 Mn(Il) | Keto 3D This work




Table S2. Coordination bond lengths (A) and angles (°) in complex 1.

Atoms Distance (A) | Atoms Distance (A)
Mn1-O1 2.140(2) Mn1-O8 2.126(3)
Mn1-O1! 2.140(2) Mn1-O8! 2.126(3)
Mn1-O9* 2.211(3) Mn1-O9° 2.211(3)
Mn2-O2 2.137(3) Mn2-O4 2.152(2)
Mn2-O7 2.152(2) Mn2-O6? 2.224(3)
Mn2-O3° 2.219(3) Mn2-O58 2.144(3)
N1-HIN1 0.98(4) N2-H2N2 0.83(4)
N3-H3N3 0.90(4)

Atoms Angle (%) Atoms Angle (%)
O1-Mn1-O8 | 89.42(10) 0O1-Mn1-O1! | 174.00(10)
O1-Mn1-O8! | 86.83(10) 01-Mn1-O9* | 82.71(9)
01-Mn1-09° | 101.97(9) O1!-Mn1-O8 | 86.83(10)
O8-Mn1-O8! | 102.35(11) 08-Mn1-O9* | 165.00(10)
0O8-Mn1-O9¢ | 89.99(10) O1!-Mn1-O8! | 89.42(9)
O1'-Mn1-09%* | 101.97(9) 0O1-Mn1-09°¢ | 82.71(9)
O8!-Mn1-O9* | 89.99(10) 08!-Mn1-09¢ | 165.00(10)
09-Mn1-09° | 79.25(10) 02-Mn2-04 | 82.69(9)
02-Mn2-O7 | 96.30(9) 02-Mn2-O6? | 89.57(10)
02-Mn2-03° | 176.70(10) 02-Mn2-O5% | 102.60(10)
04-Mn2-O7 | 172.31(9) 04-Mn2-06? | 81.50(9)
03°>-Mn2-O4 | 95.54(10) 04-Mn2-O5% | 100.26(9)
062-Mn2-O7 | 90.87(9) 03°>-Mn2-O7 | 85.08(9)
058-Mn2-O7 | 87.41(9) 03°>-Mn2-06? | 87.42(10)
058-Mn2-06? | 167.81(10) 03>-Mn2-0O5® | 80.42(10)

1=-x,vy,1/2-2,2=-x,y, 1/12-2; 3 =X, -y, 1/2+z; 4 = -1/2+x, -1/2+y, z; 5 = 1/2+x, 1/2+y, z; 6 =

1/2-x, -1/2+y, 1/2-z; 7 = 1/2-x, 1/2+y, 1/2-z; 8 =1/2-x, 1/2-y, 1-z




Table S3. Hydrogen bond dimensions for complex 1.

D-H-A D-H/(A) | H-A/(A) | D--A/(A) | <D-H-A/(°) | symmetry
N3-H3N3--O7 | 0.90(4) | 2.40(5) | 2.718(4) 101(3)

N3-H3N3--03 | 0.90(4) | 2.00(4) | 2.894(4) 171(4) 1/2+x, 1/2+y, z
N2-H2N2--O4 | 0.83(4) | 2.33(5) | 2.698(4) 108(3)

N2-H2N2--06 | 0.83(4) | 2.02(4) | 2.830(4) 167(4) 1-x, -y, 1-z
N1-HIN1--O1 | 0.98(4) | 2.33(5) | 2.682(4) 100(3)

N1-HIN1--O9 | 0.98(4) | 1.90(4) | 2.868(4) 174(4) -1/2+x, -1/2+y, z
C5-H5--04 0.95 2.35 3.040(8) 129 -1/2+x, -1/2+y, z
C16-H16--N2 0.95 2.56 3.306(5) 136 -1/2+x, 1/2-y, -1/2+z
C17-H17--01 0.95 2.57 3.268(4) 131 1/2-x, 1/2+y, 1/2-z
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Figure S1. Simulated and experimental X-ray powder diffractograms for compound 1.
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Figure S2. IR spectra of compound [Mn(HL):] (1).

Figure S3. ps-bridging mode of the ligand through carboxylato and hydroxy groups.
Colour code: C = grey, O =red, N = blue and Mn = purple).



Figure S4. Hydrogen bonding interactions present in the complex. Colour code: C =

black, O =red, N = blue and Mn = green. Pink lines indicate the H-bonds.
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Figure S5. 2D fingerprint plots for a) O---H, b) H--O, ¢) N---H, d) H-~'N, e) N--O and f)
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Figure S6. Solid-state absorption spectra of compound 1.
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Figure S7. Solid-state emission spectra of compound 1.
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Figure S8. Thermal variation of xmT for compound 1. Inset shows the low temperature
region.
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Figure S9. Isothermal magnetization at different temperatures for compound 1.
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