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Figure S1. Refined cell parameters of La, Ca,Ge,O5.,/; as a function of Ca doping

content.
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Figure S2. EDS spectrum of La; 925Cag g75Ge20g 963-
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Figure S3. SEM elemental mapping and EDS spectrum of La; 925Cag ¢75G€,06 963
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Figure S4. Complex impedance plots of Lajg,5Cag75Ge;06963 at 600 °C under

different oxygen partial pressures.
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Figure S5. Bulk conductivities of Lajg5Cag075Ge;06963 under dry and wet

atmospheres.
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Figure S6. Refined cell parameters and angles versus temperatures

Laj 925Cag.075G€206 963
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Figure S7. TG-DSC curves of La; 955Ca,075G€20¢ 963-



Table S1. The anisotropic displacement parameters (ADPs) for La; 9;5Cag 075Ge,0¢ 963

from the Rietveld refinement of NPD data in P1,

Atom  Site  UII(A?)  U22(A%)  U33(A?) UI2(A?) UI3(A2) U23(A?)

Lal 2i 0.020(7)  0.005(5)  0.001(5)  0.002(5)  0.000(5) -0.022(4)
La2 2i 0.041(10)  0.006(6)  0.004(7)  0.004(5) -0.005(6) -0.012(4)
La3 2i 0.008(7)  0.037(8)  0.005(6)  0.002(5) -0.010(4) -0.028(5)
Cal 2i 0.008(7)  0.037(8)  0.005(6)  0.002(5) -0.010(4) -0.028(5)
La4 2i 0.0208)  0.001(6)  0.010(7)  0.006(4) -0.001(5)  0.013(4)
Gel 2i 0.002(6)  0.013(6)  0.008(6)  0.004(4) -0.017(4) -0.026(5)
Ge2 2i 0.001(6)  0.001(5)  0.008(6) -0.004(4) -0.014(4)  0.002(4)
Ge3 2i 0.007(6)  0.002(5)  0.000(6) -0.006(5)  0.004(5)  0.003(4)
Ged 2i 0.007(6)  0.004(5)  0.003(5) -0.002(4) -0.001(4) 0.011(4)
o1 2i 0.039(11)  0.009(9)  0.033(10)  0.024(7) -0.010(7) -0.003(6)
02 2i 0.030(13)  0.018(6)  0.009(8) -0.004(7)  0.050(8) -0.014(5)
03 2i 0.007(11) ~ 0.003(10)  0.026(5)  -0.020(7) ~ 0.003(5)  0.002(5)
04 2i 0.023(10)  0.005(8)  0.026(9)  0.013(7)  0.008(8)  0.008(6)
05 2i 0.043(14)  0.018(12)  0.0059) -0.016(9)  0.016(8) -0.022(7)
06 2i 0.052(13)  0.023(10)  0.005(8)  0.018(8) 0.011(7)  0.032(6)
07 2i 0.005(10)  0.011(9)  0.020(11) -0.009(7) -0.023(7)  0.015(7)
08 2i 0.021(12)  0.013(6)  0.010(7)  0.010(7)  0.005(6)  0.006(5)
09 2i 0.027(11)  0.004(7)  0.0209) -0.003(6) -0.012(7)  0.027(6)
010 2i 0.013(12)  0.006(7)  0.0059) -0.013(7) -0.019(7)  0.008(6)
ol11 2i  0.005(10)  0.005(10) 0.003(9) -0.008(7) -0.012(6)  0.008(7)
012 2i 0.010(10)  0.037(12)  0.012(10) -0.001(7)  0.020(7)  0.007(7)
013 2i 0.057(15)  0.013(6)  0.010(8) -0.005(7) -0.007(7)  0.009(5)

014 2i 0.024(12)  0.004(9)  0.022(11) -0.034(7) -0.029(7)  0.009(7)
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Figure S8. Coordination environments and bond lengths of (a) Gel and (b) Ge2, Ge3

and Ge4 in parent La,Ge,0;.



