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Figure S1. Results of Rietveld refinement against SXRD data (A = 0.77435 A) of CaMnTi,Os at room temperature. The observed
(red circles), calculated (black solid lines), and difference (bottom blue line) profiles are represented. The green ticks correspond to
the positions of the allowed Bragg reflections.
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Figure S2. Results of Rietveld refinement against SXRD data (A = 0.77435 A) of CaMnTiyV0.20s at room temperature. The ob-
served (red circles), calculated (black solid lines), and difference (bottom blue line) profiles are represented. The green ticks corre-
spond to the positions of the allowed Bragg reflections.
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Figure S3. Results of Rietveld refinement against SXRD data (A = 0.99985 A) of CaMnTiy¢V0.40s at room temperature. The ob-
served (red circles), calculated (black solid lines), and difference (bottom blue line) profiles are represented. The green ticks corre-

spond to the positions of the allowed Bragg reflections.
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Figure S4. Results of Rietveld refinement against SXRD data (A = 0.77435 A) of CaMnTiy4V,60s at room temperature. The ob-
served (red circles), calculated (black solid lines), and difference (bottom blue line) profiles are represented. The green ticks corre-

spond to the positions of the allowed Bragg reflections.
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Figure S5. Results of Rietveld refinement against SXRD data (A = 0.99932 A) of CaMnTiy V0305 at room temperature. The ob-
served (red circles), calculated (black solid lines), and difference (bottom blue line) profiles are represented. The green ticks corre-

spond to the positions of the allowed Bragg reflections.
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Figure S6. Results of Rietveld refinement against SXRD data (A = 0.99932 A) of CaMnTiVOs at room temperature. The observed
(red circles), calculated (black solid lines), and difference (bottom blue line) profiles are represented. The green ticks correspond to

the positions of the allowed Bragg reflections.
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Figure S7. Results of Rietveld refinement against SXRD data (A = 0.99932 A) of CaMnTig V1.0 at room temperature. The ob-

served (red

circles), calculated (black solid lines), and difference (bottom blue line) profiles are represented. The green ticks corre-

spond to the positions of the allowed Bragg reflections.

Figure S8.
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P-E curves measured on x = 0 and 0.2 samples at room temperature. The measurement frequency is 10 Hz.
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Table S1. Refined parameters and reliability factors for CaMn(Ti; xVy)206

X 0 0.1 0.2 0.3 0.4 0.5 0.6
Source Synchrotron X-ray
Temperature Room temperature
Wavelength 0.77435 0.77435 0.99985 0.77435 0.99932 0.99932 0.99932
Chemical formula CaMnT1206 CaMIlTiLgVon(, CaMHTi1‘6V0‘4O(, CaMHTi1,4V0,()O(, CaMnTiLzVo,gO(, CaMnTiL}gVo,zOé CaMI’lTiL}gVo,zOé
Formula weight 286.75 287.36 287.98 288.59 289.21 289.82 290.44
Crystal system Tetragonal Tetragonal Tetragonal Tetragonal Tetragonal Tetragonal Tetragonal
Space group P4,mc (No. 195) P4,mc (No. 195) P4,mc (No. 195) P4,mc (No. 195) P4,mc (No. 195) P4,mc (No. 195) P4,mc (No. 195)
alA 7.54607(1) 7.54017(1) 7.53576(1) 7.53288(1) 7.52846(1) 7.51899(1) 7.51271(2)
cl/A 7.59866(1) 7.58728(2) 7.58452(4) 7.56382(3) 7.54713(2) 7.53160(3) 7.51513(3)
VA3 432.692(1) 431.369(1) 430.707(2) 429.204(2) 427.753(1) 425.801(2) 424.160(3)
VA 4 4 4 4 4 4 4
dmin | A 0.39551 0.39551 0.51069 0.39551 0.51042 0.51042 0.51042
dinax | A 10.566 10.566 13.643 10.566 13.636 13.636 13.636
2 8.1058 12.8907 4.2121 6.0142 12.4658 6.7441 3.1966
R, 4.164 5.291 1.892 3.275 2.848 2.198 3.725
Ryp 6.215 8.281 2.762 4.572 4.726 3.214 5.243

Rp = ZVio — Yic / Z¥io and Rup = [ZWilYio — Yic)? / ZWiyio?]*2, where yi, and y;c are the observed and calculated intensities, respectively, and w; is the weighting factor for point i.
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