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Figure S1. N2 adsorption/desorption isotherms of the MOF-808 material.
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Figure S2. (a) SEM image of the as-prepared PEO-LiTFSI/MOF-808 composite SPE film. (b) EDS elemental mapping of Zr on surface of the PEO-LiTFSI/MOF-808 SPE film.
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Figure S3. (a, b) SEM image showing the cross-section of the as-prepared PEO-LiTFSI SPE film; EDS elemental mapping of (c) fluorine, (d) oxygen, (e) sulfur in PEO-LiTFSI SPE film.
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Figure S4. (a) Visualization of the PEO-LiTFSI/MOF-808 membrane, imaged using X-ray CT; (b) top- and (c) side-view of the reconstructed tomography. (d) Zoom-in image from the red rectangle at the cross-section of the composite SPE membrane.
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Figure S5. Microstructure analysis of the reconstructed CT analysis for the PEO-LiTFSI/MOF-808 membrane.
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Figure S6. Impedance spectra of (a) PEO-LiTFSI membrane and PEO-LiTFSI/MOF-808 membrane with (b) 5 wt.% MOF, (c) 15 wt.% MOF and (d) 20 wt.% MOF contents measured at different temperatures within a range of 25-80 ℃.




Figure S7. Impedance spectra of the PEO-LiTFSI/MOF membrane with different MOF contents measured at 60℃.
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[bookmark: _Hlk173415877]Figure S8. (a) Schematic of the assembled ASSB cells. Charge/discharge curves of LFP||PEO-LiTFSI||Li (b) and LFP||PEO-LiTFSI/MOF-808||Li (c) cells at different current rate. (d) Comparison of the derived dQ/dV profiles. Rate performance (e) and calculated specific capacitance of the assembled LFP||PEO-LiTFSI||Li and LFP||PEO-LiTFSI/MOF-808||Li cells at different current rates. 
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Figure S9. Comparison of the dQ/dV profiles of the LFP||PEO-LiTFSI/MOF-808||Li cell (a) and LFP||PEO-LiTFSI||Li cell (b) at 0.5 C and 60 ℃.
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Figure S10. (a) Charge/discharge profiles, (b) differential capacity curves and (c) rate performance of NCM811||PEO-LiTFSI/MOF-808||Li cell at different rates at 50 ℃.
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Figure S11. Evolution of dQ/dV profiles of NCM811||PEO-LiTFSI/MOF-808||Li cell along 150 charge-discharge cycles at 0.2 C at 50 ℃.






Table S1.The atomic composition analysis of the as-prepared PEO-LiTFSI/0.1MOF-808 SPE film.

	Element
	At. No.
	Mass Norm(%)
	Atom(%)
	Abs.error(%)(3 sigma)

	O
	8
	0.2
	0.4
	0.0

	F
	9
	17.2
	29.1
	0.3

	S
	16
	63.6
	63.8
	0.5

	Zr
	40
	19.0
	6.7
	0.3

	
	
	100.0
	100.0
	





Table S2.Activation energy value of CSPEs with different contents of MOF-808.

	contents of MOF (wt%)
	Ea (eV)
25-50℃                     50-80℃

	0
	1.16
	0.54

	5
	1.09
	0.56

	10
	1.06
	0.50

	15
	1.08
	0.51

	20
	1.07
	0.51






Table S3. Comparison of electrochemical performance with other CSPE based on PEO-LiTFSI polymer electrolyte in Li/LiFePO4 cells.

	MOF
	working temperature (℃)
	cycle rate (C)
	specific capacity (mAh g-1)
	Ref.

	MOF-5
	80
	1
	151
	1

	Al(OH)(1,4-NDC)
	60
	0.2
	160.5
	2

	Al-BTC-MOF
	70
	1
	118
	3

	Mg-BTC-MOF
	70
	1
	110
	4

	Ni-BTC-MOF
	70
	0.1
	118
	5

	ZIF-8
	60
	0.5
	130.5
	6

	HKUST-1
	50
	0.1
	155
	7

	Bi/HMT-MOFs
	60
	1
	124.2
	8

	ZIF-67
	60
	0.5
	149
	9

	Ce-MOF
	60
	1
	161.6
	10

	Zr-MOF(MOF-808)
	60
	0.2
0.5
1
	164.5
155.1
115.6
	This work
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