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Table S1. Crystal data and structure refinement for (BuyN),[VO(C,04),] (1),
{BuyN)(VO1(C204))}a (IT), [Pt(NH3)4][VO(H,0)(C;04),]-2H,O (II) and

{[Pt(NH;3)4][VO(C204)21}n (IV).

Complex BuN),[VO(C0)] | {BuN(VO,C,09)} | [PUNH)I[VO(H,0)(C,0.),12H;0 | {[Pt(NH,),][VO(C;05).1}
@ an @

Eﬁ’:ﬁ;al C3gH7oN,00V CsH3NOgV CH gN,0,,PtV CH,,N,O0PtV

Formula 727.89 413.42 560.25 506.21

weight

Crystal monoclinic monoclinic triclinic monoclinic

system

Space group, C2/e, 4 P2,/n, 4 P-1,2 C2/e, 8

a(4) 18.9092(19) 8.8694(5) 7.27950(10) 19.603(8)

b(4) 13.9416(12) 14.9160(6) 8.24340(10) 7.945(3)

c(d) 18.272(3) 16.6499(7) 12.9863(2) 15.358(6)

/° 90 90 108.1350(10) 90

B/ 120.899(3) 103.309(2) 97.3040(10) 97.242(13)

v/° 90 90 95.7430(10) 90

V(A3) 4133.4(8) 2143.56(17) 726.455(18) 2372.8(16)

dCalc(g/em3) 1.170 1.281 2.561 2.834

Wmn'! 0.289 0.493 10.331 12.618

F(000) 1588.0 888.0 534.0 1896.0

(Crgz;al s1ze 0.09 x 0.09 x 0.07 | 0.09 x 0.06 x 0.05 0.1 x 0.09 x 0.04 0.05 x 0.03 x 0.01

20 range for

data 5.022- 56.558 4.81-54.978 3.348 - 66.264 5.348-46.522

collection/®

Index ranges -25<h<2 -11<h<11 -10<h<11 -21<h<21
-18<k<18 -19<k<19 J12<k<12 8<k<8
24<1<23 20<1<21 -19<1<19 17<1<10

Reflections 25901 23280 15497 4516

collected

Independent 3125 [Rin = BIHRn= 1 5492 [Ryy = 0.0258, Rgma = | 1703 [Ripe = 0.1196,

reflections 0.0738, Ryigma = 0.0771, Ryigma = 0.0279] Regns = 0.1500]

(Rint) 0.0543] 0.0698] : sigma — U-

Completeness

to theta = 99.9 % 99.8 % 100 % 99.8 %

50.5°

Data /

restraints / 5125/0/222 4914/0/239 5492/0/213 1703/78/179

parameters

Goodness-of-

on o 1.040 1.035 1.065 0.950

Final R

;M R, =0.0449, wR, = | R, =0.0473, wR, = R, =0.0561, wR, =

indices R;=0.0192, wR, =0.0414

(5220 (1) 0.1022 0.0951 0.0987

R indices (all R1 = 00648, WR2 = R1 = 00729, WR2 = _ _ R] = 00996, WRZ =

data) 0.1157 0.1098 Ry =0.0252, wR, =0.0433 0.1190

Largest diff.

peak and hole 0.41/-0.32 0.32/-0.33 0.61/-1.58 1.33/-1.55

(e/A3)




Figure S3. Packing of (BuyN),[VO(C,04),] (I) (view along the ¢ axis).



Figure S6. Packing of {(BusN)(VO,(C,04))}, (I) (view along the ¢ axis).
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Figure S8. Packing of [Pt(NH3),4][VO(H,0)(C,04),]:2H,0 (III) (view along the b axis).

Figure S9. Packing of [Pt(NH3),4][VO(H,0)(C,04);]:2H,0 (IIT) (view along the ¢ axis).



Figure S12. Packing of {[Pt(NH3)4][VO(C,04),]}. (IV) (view along the ¢ axis).
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Figure S13. IR spectrum of (BugN),[VO(C;04);] (I).
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Figure S14. IR spectrum of {(BusN)(VO(C204))}a(ID).
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Figure S15. IR spectrum of [Pt(NH;3)4][VO(H,0)(C,04),]:2H,O(I1I).
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Figure S16. IR spectrum of {[Pt(NH3)4][VO(C,04),]}n (IV).



Transmittance,%
© o o o o
» ~ ~ (0] (0]
(&) ] o (é)] o [é)]
1 1 1 1 1

0.60

T T T T T T T T T T
600 500 400 300 200 100
Wavenumbers, cm™”

Figure S17. IR spectrum of [Pt(NH;)4][VO(H,0)(C,04),]-2H,O(I1I).
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Figure S18. IR spectrum of {[Pt(NH3)s][VO(C204)2]}a (IV).
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Figure S19. X-ray powder diffraction pattern of (BuyN);[VO(C,04),](D).
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Figure S20. X-ray powder diffraction pattern of {(BuyN)(VO,(C,04))}n.(ID).
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Figure S21. X-ray powder diffraction pattern of [Pt(NH3)4][VO(H,0)(C,04),]-2H,O(I1I).
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Figure S22. X-ray powder diffraction pattern of {{Pt(NH;3)4][VO(C;,04):1}. (IV).
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Figure S23. EPR spectra of {{[Pt(NH3)4][VO(C,04),]}n (IV): a- experimental, b- simulated.
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Figure S24. TG curves of (BugN),[VO(C;04);](I) obtained in reducing atmosphere at a heating
rate of 10 deg/min.
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Figure S25. TG curves of [Pt(NH3)4][VO(H,0)(C,04),]:2H,O(III) obtained in inert (He)
atmosphere at a heating rate of 10 deg/min.
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Figure S26. TG curves of {[Pt(NH3)4][VO(C,04),]}x (IV) obtained in inert atmosphere at a
heating rate of 10 deg/min.
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Figure S27. TG curves of of {{[Pt(NH3)4][VO(C,04),]}, (IV) obtained in reducing atmosphere at
a heating rate of 10 deg/min.



Figure S28. Microscope image of (BuyN);[VO(C,04),](1).
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Figure S29. SEM pictures of IV thermolysis product at 700°C for 1 hour at two different scales.







