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Fig. S1 PXRD Rietveld refinement profiles of Li; Nb,Mn;,,0,. Observed (+), calculated () and difference (-)
profiles are shown. The vertical blue bars (|) at the bottom indicate Bragg reflections corresponding to respective
space group. The small peak around 26 = 38° is due to the instrument holder.
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Fig. S2 PXRD Rietveld refinement profiles of Li;\Nb,Fe;.,,0 »(x = 0.2 and 0.4). Observed (+), calculated (-)
and difference (—) profiles are shown. The vertical blue bars (|) at the bottom indicate Bragg reflections
corresponding to respective space group. The small peak around 26 = 38° is due to the instrument holder.
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Fig. S3 PXRD Rietveld refinement profiles of Li;Ta,Fe;,,0, (x = 0.2 and 0.4) Observed (+), calculated () and
difference (—) profiles are shown. The vertical blue bars (|) at the bottom indicate Bragg reflections
corresponding to respective space group. The small peak around 20 = 38° is due to the instrument holder.
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Fig. S4 The process of disordering: in the first step cations disorder only in the interslab layer and in the second step cations
disorder between slab and interslab layers to give completely disordered LigsNbg s:Feg 40,.



Table S1 Configurational entropy of mixing in the interslab, Sc, interslab, DE€tWeen interslab and
slab, S interslab-siab , total configurational entropy, S, and the term, TAS, of all the compounds

Com pou nd Sc, interslab Sc, interslab-slab Sc, total 'TASC
(JK'Imol?) (JKImol?) (JKImol?t)  (kJ/mol) at 298K
Li; 2Nbg2Mng 60, 7.898 7.965 15.863 -4.73
Li; sNbg3Mng 40, 9.062 8.098 17.160 -5.11
Li; 4Nbg 4Mng,0, 8.771 7.593 16.364 -4.88
Li; ,Nbg,Feq 60, 7.898 7.965 15.863 -4.73
Li; sNbgsFeq40, 9.062 8.098 17.160 -5.11
Li; 4Nbg 4Feq,0, 8.771 7.593 16.364 -4.88
Li; ;Tag2Fep 602 7.898 7.965 15.863 -4.73
Li; 3Tag3Fep.40; 9.062 8.098 17.160 -5.11
Li; 4Tag.4Fe 20, 8.771 7.593 16.364 -4.88




