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Figure S1 Space-filling diagrams for the molecular structures of the three tetranuclear complexes 2
(top), 3 (middle) and 4 (bottom) comparing their intramolecular arrangements, which clearly depend on
the flexibility of their spacers. Flexible ethylene bridges of succinate ligands allow to keep both
[ZnL*]" subunits almost perpendicular in two different ways, whereas rigid terephthalate anion

separates and turns 180° both dinuclear nodes, as occurred in the corresponding carbonate complex.'*
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Figure S2 'H NMR spectra for: a) HiL?; b) [(Zn,L?),(p-OOC-C¢H,-CHO)]-2H,0 and c¢) [Zn,L*(p-

00C-CsH,-CO0)]-2H,0 in DMSO-dq
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Figure S3 ES mass spectrum for [(Zn,L?),(O0C-CH,-CO0)]-6H,0 in MeOH as solvent
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Figure S4 A) Absorption spectrum of ligands HsL' and H;L? in absolute ethanol at 298 K ([HsL'] =
[H5L?] = 10”° M); B) Solid state emission of ligands H;L' and H;L?. Aexc = 400 nm
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Figure S5 Absorption, emission and excitation spectra of Zn(Il) complexes with H;L': A) [Zn,L'(OOC-CgH,-
CHO)]-4H,0 in absolute ethanol (3) ([3] = 10° M, Aexc = 370 nm, 298 K); B) [Zn,L'(0-OOC-C¢H,-
COOH)]-6H,0 in absolute ethanol/DMSO 90/10 v/v (5) ([5] 10° M, Xexc = 370 nm, 298 K); C)
[(Zn,L"),(00C-CH,-CO0)]-10H,0 in absolute ethanol (7) ([7] = 10° M, Aexc = 380 nm, 298 K); D)
[(Zn,L"),(p-O0C-C¢H,-COO0)]-11H,0 in absolute ethanol/DMSO 90/10 v/v (9) ([9] = 10° M, Aexc = 370 nm,
298 K); E) [(Zn,L"),(0,C-CH,CH,-C0O,)]-4.25H,0 in DMSO (11) ([11] =107 M, Aexc = 370 nm, 298 K)
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Figure S6 Absorption, emission and excitation spectra of Zn(Il) complexes with H;L*: A) [Zn,L}(O0C-CgH,-
CHO)]-2H,0 (4) in absolute ethanol ([4] = 10° M, Aexc = 382 nm, 298 K); B) [Zn,L*(0-OOC-C¢H,-
COOH)]-3H,0 in absolute ethanol (6) ([6] = 10° M, Aexc = 380 nm, 298 K); C) [(Zn,L*),(OOC-CH,-
C00)]-10H,0 in DMSO (8) ([8] = 10 M, Aexc = 381 nm, 298 K); D) [(Zn,L>),(p-O0C-C¢H,-CO0)]-2H,0
in DMSO (10) ([10] = 3.55 x 10° M, Aexc = 372 nm, 298 K); E) [(Zn,L?),(0,C-CH,CH,-CO,)]-5H,0 in
DMSO (12) ([12] = 1.05 x 10 M, Aexc = 372 nm, 298 K).
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