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Fig. S1 Visualization of GGA+U DFT data—(a) Cation (In) vs anion(S) defect rich formation energy, (b) +2/+1 vs +1/0 and (c) 0/-1 vs
-1/-2 defect levels.
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Fig. S2 (a) DFT optimized vs unoptimized defect formation energy (DFE) (b) Distribution of DFE difference (DFT optimized — DFT
unoptimized) for SACs.
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Fig. S3 DFE of all the native defects in ZIS as a function of Eg using HSEO6 functional under S-rich conditions. The lowest energy
donor and acceptor are depicted with solid line.
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Fig. S4 Comparison of defect levels between DFT calculations and experimental observations for various (a) binary zinc blende (ZB)

semiconductors and (b) transition metal dichalcogenide (TMDC) semiconductors. Collected from prior literature®®2

reuse Fig. S4(a) has been obtained from Elsevier.

Alsc +2Aus = AH(ScS,)

Auri+2AUs = AH(TISQ)

Apy +2Aus = AH(VS;)

Alcy 4+ 2Aus = AH(CrS;)

Apinin + 2Aps = AH (MnS;)

Aige + Alis = AH (FeS)
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Allco +2Aus = AH(CoS,)

Aini +2AUs = AH(NiS,)

Apicy + Aus = AH(CusS)
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Fig. S5 (a) Snapshots of the crystal structure of Yb; (green color) in ZIS during AIMD simulations at 300 K. (b) Energy profile during
the AIMD simulation. (c) Normalized vibrational density of states (VDOS) for Yb; in ZIS.

Auty + Aps = AH(YS) Aoy + Atis = AH(DyS)
2Apag +Aus = AH(Ag,S)

Alzy +Aus = AH(ZxS) Alygo + Ats = AH(HoS)
Allcq +Aus = AH(CAS)

Aptgr 4+ Aus = AH (ErS)
Ay, +3Aus = AH(NDS3) Ao +Aps = AH(LaS)

A,uCe +A‘U,S = AH(CCS) A,uTm +A,U,S _ AH(TI'HS)

Alvo +2Aus = AH(MoS;)
Aptpr + Aps = AH (PrS)
Ay, + Ais = AH(YDS)
Attg + Ais = AH(NAS)
Apre +2Aps = AH (TcS;) Ay +Aug = AH (LusS)
u =

Aipm + Apis = AH (PmS)

Augy +Apus = AH(EuS)
Augn +2Aus = AH(RAS;) 3AuTs +2Aus = AH(TasS,)
Al +Aus = AH(GAS)

Alpg + 2Aus = AH(PdS;) Auty +Aps = AH(TbS) Apw +2Aus = AH(WS,)
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Fig. S6 (a) Diffusion profile of Yb; SAC in ZIS simulated through DFT, (b) DFT calculated migration energy barrier of the same SAC
as a function of migration coordinate, (c) cluster of Yb; (quadruple) SACs in ZIS, (d) defect formation energy of single, double, triple,
and quadruple SACs. Color scheme: In (Pink), Zn (Silver), S (Yellow), and Yb (Cyan). .

Aur +2Aps = AH(IrS,)
AUge +2Aus = AH(ReS;) 2AuUpy + Als = AH (AU, S)

Allos +2Aus = AH(OsS3) Aupe +2Aus = AH (PtS;) Aupg + Aus = AH(HgS)



Table Sl Gibbs Free Energy of SACs

Defects  Gibbs Free Energy (eV)

Scn 2.06
Tipp 0.61
Corn 0.50
Yin 2.14
Zrln 0.37
Cdpn 0.64
Lay, 2.20
Cem 1.31
Pry, 2.18
Ndj, 2.18
Pmln 2.16
Smy, 2.16
EUIn 0.63
Gdyp 2.14
Tby, 2.14
Dyln 2.13
Hoyy 2.12
Erp 2.12
Tmy, 2.11
Ybp, 1.06
Lup, 2.10
Hfp, 0.32
Tay, 0.30
Hgm 0.91
ScZn 0.97
Ml’lzn 1.04
Nizp 0.49
Yzn 0.92
TCZn 0.17
Cdyy 2.27
Lag, 0.81
Cezn 0.85
Prz, 0.83
Ndz, 0.86
szn 0.89
Smyy, 0.90
Eugz, 2.20
Gdyzy, 0.92
Tbyzy 3.37
DYZn 3.37
HOZn 3.37
Ean 0.94
Tmzn 0.95
Yby, 2.20
Lugzn 0.95
Hgzn 2.20
Ags 3.08
Aug 0.19
Cy; 0.95
Y; 0.91
Ag; 2.81
Lai 0.20
Nd; 6.42
Ey; 0.24
Gd; 0.65
Tm; 0.93
Yb; 0.07
HIf; 1.12
Ay 0.30

Hg; 0.93
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