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Fig. S1 Formation of the supramolecular dimer of (a) [Mn(o-vanhd)(N3)(H,0)]-CH;0OH
(Solvated methanol molecules and hydrogen atoms are omitted for clarity), (b) [Mn(o-
vanhd)(NCS)(H,0)]. 2CH;CN (Solvated acetonitrile molecules and hydrogen atoms are

omitted for clarity), (¢) [Mn(o-vanhd)(H,0),] Cl0,4 -H,O.









Fig. S2 n-m Stacking interactions within the supramolecular dimer of [Mn(o-
vanhd)(N3)(H,0)]-CH3;0H (Solvated methanol molecules and hydrogen atoms are omitted
for clarity), (b) [Mn(o-vanhd)(NCS)(H,0)]. 2CH;CN (Solvated acetonitrile molecules and

hydrogen atoms are omitted for clarity), (¢) [Mn(o-vanhd)(H,0),] ClO,4 -H,O.

TH NMR

Mn N3



VASAN 181 2 C:\Bruker\TOPSPIN MVRLAB

182 2 C:\Bruker\TOPSPIN MVRLAB

VASAN 181 2 C:\Bruker\TOPSPIN MVRLAB

S

T T : T T : : : : : T T T T : T
40 20 0 -20 [ppm]
VASAN 166 44 C:\Bruker\TOPSPIN SRINIVASAN
[ l VASAN 167 44 C:\Bruker\TOPSPIN SRINIVASAN
{ l VASAN 166 44 C:\Bruker\TOPSPIN SRINIVASAN
, \
1
} 1
! u

\

.

40 20



Fig. S3 'H NMR spectra of [Mn(o—vanhd)(N3)(H,0)]-CH;0H(1) and [Mn(o—
vanhd)(H,0)]- C104 H,0 (3) complexes.

BOND VALENCE SUM ANALYSIS (BVS)

Manganese is an interesting metal not only in application part and its structural

aspects. It exhibits different oxygen states in the complexes. For that, we decided to use
bond valence sum analysis to predict formal oxidation number as well as to check the
quality of crystal data and interactions of molecules. Many programs are involved in

calculating the formal oxidation number and quality of a crystal by using certain
parameters like bond lengths of the metal center.

Table S1 Selected Bond Distances (A) in MnO4N, units and Bond valence sum
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