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TabS1 : E,..: O-vacancy formation energy; E.q: adsorption energy of Li. The oxygen vacancy is
located surface two-coordinate oxygen highlighted in FigS1;

U=4 Evac (eV) Eadsl-i (eV)

2layer 4.32 -1.14
3layer 4.24 -1.67
4 layer 4.16 -1.71
I
U=3 Evac (eV) EadsLi (eV)

2layer 4.62 -1.65
3layer 4.57 -1.77
4layer 4.50 -1.84

*@f@@oz@"’

i
G,,o

C?’O )
G@

Fig. S1. Site of the surface oxygen vacancy.

At U=3 eV, as adopted in the present work, the adsorption energy of a Li atom, and the formation
energy of an oxygen vacancy, (Table 1) display only a moderate dependency from the slab thickness.
A similar statement holds true also for the band gap, Table S2. At U= 4 eV, the variations are more

relevant.
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Table S2 Energy gap calculated for 4 and 2 layers:

E;(eV) |4Layers |2Layers
U=4 2.77 2.70
U=3 263 2.55
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Fig.S2: a) Li@TiO, spin density (left) and total DOS (right); b) Li/PEO@TiO, spin density (left) and

total DOS (right).
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