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Table S1. Crystallographic data for complexes 3 and 4.

Parameters 3 4
Empirical formula C10sH36Cu24N430127PM07Vs  CiosH36Cu24N43O116PM04 Vg
CCDC Nos. 2126950 2093327
Formula weight 6536.28 6401.28
Crystal system cubic cubic
Space group Fm3m Fm3m
Unit cell a=b=c=44.5096 (2) A a=b=c=44.4496 (2) A
a=L[=y=90° o=L=y=90°
Volume 88178.2(12) A3 87822.1(12) A3
Z 8 8
Density (calcd) 0.985 g-cm™ 0.968 g-cm™
Temperature 293.00 2) K 100.00 2) K
Wavelength 1.54184 A 1.54184 A
Reflections collected 50415 24270
U 1.480 mm'! 3.978 mm'!
F (000) 25311.0 24856.0
Final R/, wR? [1 >20 (I)] 0.0652, 0.2000 0.0922, 0.2757
Final R/*, wRy® (all data) 0.0697, 0.2040 0.0978, 0.2861
GOF on F? 1.107 1.054

Table S2. A comparison of POMs@MOFs proton-conduction.

POMs@MOFs Conditions Conductivity/S cm! Ref
NENU-3 363K 70% RH 4.76x107 1
HPW@MIL-101 353K 100% RH 2.17x10° 2
PMoV>@MIL-101 353K 98% RH 6.31x107 3
PMoV@MIL-101 303K 98% RH 4.14x104 3
[Zn12(trz)20][SiW12040]- 1 1H20 368K 95% RH 1.2x104 4
NENU-530 348K 98% RH 1.5x1073 5
NENU-531 348K 98% RH 1.7x10* 5

PMoVs@MIL-101 343K 98% RH 8.03 x10°3 This work
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