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Assembly of polyoxometalates (POMs) and metal-organic polyhedra (MOPs) into POM-
MOP salts is a powerful strategy to generate new functional materials. However, early materials
development using [(Zr;Cp;O(OH);)4(BDC)s]*" (ZrMOP) and POM was plagued by some
batch-to-batch irreproducibility. We discovered that this was due to some cage isomerism, with
cages adopting either a cigar-shape or a tetrahedral shape (Figure 1)". We devised a simple
strategy to purify such mixture, based on differential solubility. Using purified 74 cages allowed
an improved crystallinity of ZrMOP-POM salts. In particular, assembly with the Dawson-type
[PaW15062]% (P2W ) resulted in either orthorhombic phase or a hexagonal depending on the
P, W 3-to-ZrMOP ratio.
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Hhze i A9 D BHE-A R IEIR (MOPs) 1. B LUWEREMA B ORERk3ESE & L
THEHENTWS, Fexld, AU E (POM) & MOPs 2 POM-MOP ¥ & L CER/ML L
T B RS REME A B D BR & A D TN 5, [(ZrsCpsO(OH)3)a(BDC)s]*" (ZrMOP) &
Dawson i [P,W15062]> (P2Wis) % V7= ZtMOP-P,Wis SEFEIK DGR Tld, ZtMOP &
PoWis D EEERITIEG UCTRIT A F 7238 OB E S av, #7850 TIEE WA RE
bR I, L L, ZORFEOMIZEL TIX, AROHFERMEMROFEN H -
7o ZOBEHMEOMK S I, ZrMOP (21X IE N AR & BRI O E N FEE L TE Y
(Figure 1)V, SUSSMHIZ L T ZtMOP REMALLTLE S Z e BFKRTH -T2, &
T, WIREOENEFIH L CAEORFRE, 72 5 NTEM LD E & W UGS
Ehcwlt Uiz, TOREE, HBR L ENEARE Z2MOP % Hw5 Z & T, ZrMOP-
PoWis SE£FEAEOE OB LOREMtEsm L7z, 70, FEEM ZtMOP % v
7285AE. BoEEOERBIENE ST,

Figure 1 Tetrahedral and cigar geometries of [(Zr;CpsO(OH)3)4(BDC)s]*" (ZrMOP)
1) A. Gosselin, D. Bloch et al., Chemistry of Materials, 2020, 32
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