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Fig. S1 XRD patterns of the samples synthesized with FeCl, and CoCl,
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Fig. S2 XRD patterns of the samples synthesized with FeCl, and NiCl,
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Fig. S3. XRD patterns of the sample synthesized with MnCl,
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Fig. S4 FT-IR spectra of the Fe/Mn-MOFs, Fe/Co-MOFs and Fe/Ni-MOFs
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Fig. S5 SEM images of the Fe/Co-MOFs
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Fig. S6 SEM images of the Fe/Ni-MOFs
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Fig. S7 EDS mapping of metal elements of the Fe/Co-MOFs
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Fig. S8 EDS mapping of metal elements of the Fe/Ni-MOFs



Table S1 The contents of Fe and Co and the real ratio of n(Fe)/n(Co) in these Fe/Co-

MOFs
Sample Fe/Co-MOF-91 Fe/Co-MOF-71 Fe/Co-MOF-51  Fe/Co-MOF-31
Fe/wt% 18.16 16.72 17.48 16.48
Co/wt% 0.63 0.60 1.19 1.90
n(Fe)/n(Co) 30.37 29.36 15.48 9.14

Table S2 The contents of Fe and Ni and the real ratio of n(Fe)/n(Ni) in these Fe/Ni-

MOFs
Sample Fe/Ni-MOF-91 Fe/Ni-MOF-71 Fe/Ni-MOF-51 Fe/Ni-MOF-31
Fe/wt% 14.34 15.38 13.92 13.10
Ni/wt% 1.57 2.11 2.89 3.90

n(Fe)/n(Ni) 9.62 7.68 5.07 3.54
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Fig. S9. TG curves of the Fe/Co-MOFs
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Fig. S10. TG curves of the Fe/Ni-MOFs
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Table S3 Results of several blank experiments

Catalyst Conv.(phenol)/  Conv.(H,0;)/%  Conv.(COD)/

% %

None <1 <2 <1
Fe(BDC)(DMF.F <2 - <1

)

Fe/Mn-MOF-31 <3 - <2
Fe/Mn-MOF-51 <2 - <2
Fe/Mn-MOF-71 <2 - <2
Fe/Mn-MOF-91 <2 - <1
Fe/Co-MOF-31 <2 - <1
Fe/Co-MOF-51 <2 - <2
Fe/Co-MOF-71 <2 - <3
Fe/Co-MOF-91 <2 - <2
Fe/Ni-MOF-31 <1 - <3
Fe/Ni-MOF-51 <2 - <2
Fe/Ni-MOF-71 <2 - <1
Fe/Ni-MOF-91 <3 - <2

Reaction conditions: 35 °C, 1 atm, cat 0.064 g L-!, n(H,0,):n(phenol)=14, [phenol],

1000 mg L1, 3 h, initial pH 6.2.
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Fig. S11 Time conversion plot of phenol degradation with removal of catalysts after

30 minitues reaction (Conditions: initial phenol concentration, 1000 mg L!;

n(H,O,):n(phenol)=14; initial pH 6.2; cat 0.064 g L~'; 35 °C, 1 atm, 3 h)
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Fig. S12. XRD patterns of the four Fe/Mn-MOFs before and after catalysis
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Fig. S13 XRD patterns of Fe(BDC)(DMF.,F) before and after reactions

13

Fe(BDC)(DMF.F)
used
'Y | U 1 A ey o a
fresh
a2k ‘ e A A adkon e e Y
10 20 30 40 50



Table S4. Summary of Fe and Mn species leached in the solution after degradation

Catalyst Fe/mg-L1 Mn/mg-L!
Fe(BDC)(DMF,F 1.3 0
)
Fe/Mn-MOF-31 1.1 0.4
Fe/Mn-MOF-51 1.2 0.2
Fe/Mn-MOF-71 1.1 0.5
Fe/Mn-MOF-91 1.0 0.4

Reaction conditions: initial phenol concentration, 1000 mg L~'; n(H,0,):n(phenol)=

14; initial pH 6.2; cat 0.32 g L!; 35 °C, 1 atm, 3 h.
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