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Figure S1. Mass spectrum of the complex [PysTPyzPzIn(OAc)] 8H,O from solution in MeCN. Insets shown
the isotopic distribution pattern.
Comments to Figure S1

In the MALDI mass-spectrum of [PysTPyzPzInOAc] 8H20 recorded from a solution in CHsCN
the ion axially carrying the In-Cl group [PysTPyzPzInCI]" at 1287.5 Da is not present and the
molecular ion of the acetate complex [M]+ at 1310 Da is also not seen; instead, the intense peak is
present at 1251 Da, accompanied by minor peaks at 1369 Da (20%) and 2506 Da (10%). The peak at
1251 Da corresponds to the stable fragmentation cation [M-OAc]+ formed by loss of the coordinated
acetate anionand the peak at 1369 Da corresponds to the association ion [M+OAc]". It is known from
the reported literature that phthalocyanine-In""' complexes coordinate carboxylate type anions in a
bidentate fashion® and coordination number of In'" allows attachment of two such ions in cis-
position.? In the complexes with bidentate coordinated carboxylates the In'" atom is located ca 0.9 A
out of the macrocyclic plane, which is more than in the case of monodentate complexes (ca 0.9 A).
Coordination of two bidentate ions leads to further external positioning of the metal from the
macrocyclic plane (>1.05 A) in the case of bis(nitrito) complexes and this additional coordination
facilitates the demetallation.®# In addition, In(I11) can form stable sandwich complexes with the
phthalocyanine type macrocycles.® In view of this, appearance of the peaks at 2506 Da corresponding
to the dimeric ion [(M)2-In]+ with loss of one In atom is well understood. It was reported that In'"

phthalocyaninates form easily oligomeric species with bridging acetate ligands.®
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Figure S2. X-ray powder spectrum of the complex [(2-Mepy)sTPyzPzIn(OAc)](1)s'H:O.
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Figure S3. UV-visible spectra in the range 300-800 nm of [PysTPyzPzIn(OAc)]-8H.O
in CH3CN (left) and CHCI; (right).
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Figure S4. UV-visible spectra in the range 300-900 nm of [PysTPyzPzIn(OAc)]-8H.0
in DMSO (left) and pyridine (right).
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Figure S5. UV-visible spectra in the range 300-900 nm of the complex
[(2-Mepy)sTPyzPzIn(OAC)](1)s'H20 in pyridine.
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Figure S6. X-ray powder spectra of the pentanuclear complexes
[(PACI,)4PysTPyzPzIn(OAc)]-8H20 (A), [(PtCl,)4PysTPyzPzIn(OAc)]-H.O (B).
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Figure S7. UV-visible spectra in the range 300-900 nm of the pentanuclear complexes
[(PACI)4PysTPyzPzIn(OAc)]-8H20 (A) and [(PtCl,)4PysTPyzPzIn(OAc)]-H20 (B) in DMF.

0 10 20 30 40 50 60
20

Figure S8. X-ray powder spectrum of the complex
[{Pd(CBT),}+PysTPyzPzIn(OAc)]-19H,0



