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Table 4: Reduction Potentials for the Pt(IV) complexes (V vs SHE, 295 K).

	Scan Rate (mVs-1)
	Epc (V vs SHE)

	
	[Pt(tame2)]4+
	[Pt(Me5-tricosatrieneN6)]4+

	
	HMDE
	HMDE
	EPG
	Au

	
	0.1 M NaClO4
	1 M HClO4
	1 M H2SO4
	0.1 M HCl
	0.1 M HCl

	20
	–0.23
	–0.19
	+0.08
	
	

	50
	–0.22
	
	+0.08
	+0.03
	+0.02

	100
	–0.21
	–0.20
	+0.07
	
	

	200
	–0.20
	
	+0.06
	
	

	500
	–0.19
	
	+0.06
	
	

	900
	
	
	
	–0.01
	

	
	[Pt(Me5-tricosaneN6)]4+
	[Pt(sep)]4+ 
	[Pt(en)3]4+ 

	
	HMDE
	HMDE
	HMDE

	
	0.1 M CF3COOH
	1 M HClO4
	1 M HClO4

	20
	+0.13
	
	

	50
	+0.12
	
	

	100
	+0.12
	
	

	200
	+0.11
	
	

	500
	+0.09
	–0.18
	–0.24

	900
	+0.08
	
	


Tables S1_S12 follow and

Figure S.1: 300 MHz 1H NMR spectra of [Pt(Me5-tricosatrieneN6)]Cl4 taken at (a) 0 h, (b) 0.5 h and (c) 2 h  of hydrogenation over a Pd/charcoal catalyst in D2O at 293 K.

Figure S 2 : 300 MHz 1H NMR spectra of [Pt(Me5-tricosatrieneN6]Cl4 after 16h hydrogenation over a Pd/charcoal catalyst in D2O at 293K.
Structure factors,atomic coordinates,displacement parameters,inter atomic distances,angles and torsional angles are available on CIF.                             

Table S.1: Atomic Coordinates and Displacement Parameters for [Pt(Me5tricosatrieneN6)](ZnCl4)1.5Cl.2H2O
	Atom
	X
	Y
	Z
	Ueq

	Pt1
	0.0000
	0.0000
	0.36249(1)
	0.025(0)

	N1
	0.1065(4)
	-0.0088(3)
	0.3845(1)
	0.031(1)

	N2
	0.1177(3)
	0.1101(3)
	0.3406(1)
	0.028(1)

	C1
	0.0000
	0.0000
	0.4467(3)
	0.062(4)

	C2
	0.0000
	0.0000
	0.4182(2)
	0.042(3)

	C3
	0.0696(5)
	-0.0436(5)
	0.4093(1)
	0.038(2)

	C4
	0.2013(4)
	0.0212(4)
	0.3789(1)
	0.040(1)

	C5
	0.2559(5)
	0.0730(5)
	0.3566(1)
	0.039(1)

	C6
	0.3728(5)
	0.1255(6)
	0.3580(1)
	0.062(2)

	C7
	0.2256(5)
	0.1545(5)
	0.3496(1)
	0.041(1)

	C8
	0.1108(5)
	0.0747(5)
	0.3155(1)
	0.036(2)

	C9
	0.0000
	0.0000
	0.3073(2)
	0.033(2)

	C10
	0.0000
	0.0000
	0.2796(3)
	0.049(3)

	Zn1
	0.0327(2)
	0.3214(2)
	0.2378(0)
	0.083(1)

	Cl1
	0.0038(4)
	0.4509(2)
	0.2471(1)
	0.062(1)

	Cl2
	0.1069(5)
	0.2870(5)
	0.2683(1)
	0.212(3)

	Cl3
	0.1394(3)
	0.3722(3)
	0.2063(1)
	0.110(2)

	Cl4
	-0.1121(3)
	0.1818(3)
	0.2252(1)
	0.169(3)

	Cl5
	0.1557(4)
	0.3220(4)
	0.3227(1)
	0.060(2)

	O1
	0.1451(25)
	0.3188(24)
	0.3301(9)
	0.060(2)

	O2
	0.2888(7)
	0.2554(6)
	0.2586(2)
	0.088(4)


Table S.2: Displacement parameters in [Pt(Me5-tricosatrieneN6)](ZnCl4)1.5Cl.2H2O

	atom
	U11
	U22
	U33
	U12
	U13
	U23

	Pt1
	0.021(0)
	0.021(0)
	0.034(0)
	0.000
	0.000
	0.000

	N1
	0.033(2)
	0.023(2)
	0.038(2)
	0.001(2)
	-0.001(2)
	0.003(2)

	N2
	0.021(2)
	0.024(2)
	0.040(2)
	-0.002(2)
	0.001(2)
	0.002(2)

	C1
	0.076(6)
	0.076(6)
	0.034(6)
	0.000
	0.000
	0.000

	C2
	0.044(4)
	0.044(4)
	0.038(6)
	0.000
	0.000
	0.000

	C3
	0.039(3)
	0.035(3)
	0.040(3)
	0.005(2)
	-0.006(2)
	0.001(2)

	C4
	0.024(3)
	0.037(3)
	0.059(4)
	0.005(2)
	-0.011(2)
	-0.007(3)

	C5
	0.027(3)
	0.048(3)
	0.041(3)
	0.008(2)
	0.003(2)
	0.004(2)

	C6
	0.040(3)
	0.077(5)
	0.069(4)
	-0.010(3)
	0.000(3)
	-0.001(4)

	C7
	0.042(3)
	0.031(3)
	0.049(4)
	-0.011(2)
	0.006(3)
	-0.009(2)

	C8
	0.036(3)
	0.033(3)
	0.040(3)
	-0.001(2)
	0.002(2)
	0.002(2)

	C9
	0.029(3)
	0.029(3)
	0.041(5)
	0.000
	0.000
	0.000

	C10
	0.050(4)
	0.050(4)
	0.046(6)
	0.000
	0.000
	0.000

	Zn1
	0.061(1)
	0.070(1)
	0.118(3)
	0.006(1)
	-0.003(1)
	-0.016(1)

	Cl1
	0.049(1)
	0.069(1)
	0.069(3)
	-0.005(1)
	0.005(1)
	-0.016(1)

	Cl2
	0.265(7)
	0.168(3)
	0.202(6)
	0.116(4)
	-0.104(4)
	0.013(3)

	Cl3
	0.084(3)
	0.097(2)
	0.149(5)
	-0.007(2)
	0.048(2)
	-0.057(2)

	Cl4
	0.081(3)
	0.077(1)
	0.347(9)
	-0.020(1)
	0.057(3)
	-0.077(2)

	Cl5
	0.048(2)
	0.024(2)
	0.108(4)
	0.008(2)
	0.033(3)
	0.032(2)

	O1
	0.048(2)
	0.024(2)
	0.108(4)
	0.008(2)
	0.033(3)
	0.032(2)

	O2
	0.091(7)
	0.066(5)
	0.107(10)
	-0.021(4)
	0.051(5)
	-0.029(3)


Uij values are relative to orthogonal crystal axes parallel to a,b*,c

Ueq = 1/3 (U11 + U22 + U33)
Table S.3: Atomic coordinates of H atoms in [Pt(Me5tricosatrieneN6)](ZnCl4)1.5Cl.2H2O. Thermal parameters are equal to those of bonded atom.

	Atom
	X
	Y
	Z

	H1(O1)
	0.1345
	0.3108
	0.3123

	H2(O1)
	0.2205
	0.3694
	0.3336

	H1(O2)
	0.2223
	0.2578
	0.2600

	H2(O2)
	0.2796
	0.2021
	0.2463

	H(N2)
	0.1048
	0.1705
	0.3398

	H(C1)
	-0.0450
	0.0283
	0.4527

	H1(C3)
	0.1317
	-0.0183
	0.4201

	H2(C3)
	0.0282
	-0.1220
	0.4097

	H(C4)
	0.2432
	0.0080
	0.3911

	H1(C5)
	0.2316
	0.0189
	0.3436

	H1(C6)
	0.4040
	0.1587
	0.3423

	H2(C6)
	0.3987
	0.1807
	0.3708

	H3(C6)
	0.3937
	0.0724
	0.3621

	H1(C7)
	0.2334
	0.1980
	0.3640

	H2(C7)
	0.2748
	0.2001
	0.3368

	H1(C8)
	0.1527
	0.0385
	0.3140

	H2(C8)
	0.1414
	0.1378
	0.3049

	H(C10)
	-0.0725
	-0.0489
	0.2737


Table S.4: Interatomic distances in [Pt(Me5-tricosatrieneN6](ZnCl4)1.5Cl.2H2O (Å)
	Bond
	Distance (Å)
	Bond
	Distance(Å)

	N1-Pt1
	2.044(5)
	N2-Pt1
	2.078(4)       

	C2-C1
	1.595(18)
	C3-N1
	1.483(7)       

	C3-C2
	1.538(8)
	C4-N1
	1.274(7)       

	C5-C4
	1.474(8)
	C6-C5
	1.495(9)       

	C7-N2
	1.471(7)
	C7-C5
	1.525(9)       

	C8-N2
	1.477(7)
	C9-C8
	1.513(7)       

	C10-C9
	1.541(17)
	
	

	Cl1-Zn1
	2.213(3)
	Cl2-Zn1
	2.215(3)       

	Cl3-Zn1
	2.223(5)
	Cl4-Zn1
	2.211(3) 

	N2-Cl5      
	3.049(6)
	N2-Cl5c
	3.114(6) 

	N2-O1       
	2.950(33)
	N2-O1c
	3.123(32)

	O2-Cl2      
	2.988(10)
	Cl4-O2a
	2.845(5) 

	O1-Cl4d
	3.113(47)
	O1-Cl2
	3.485(47)

	Cl5-Cl2     
	3.101(8)
	Cl2-Cl5c
	4.328(8) 

	Cl4-O1e
	3.587(46)
	Cl4-Cl5d
	2.730(8) 

	Cl4-Cl5e
	3.955(8) 
	
	


Table S.5: Bond Angles in [Pt(Me5-tricosatrieneN6](ZnCl4)1.5Cl.2H2O 
	Bond Angle
	Angle (˚)
	Bond Angle
	Angle (˚)

	N1-Pt1-N2
	 92.0(2)
	N1-Pt1-N1a
	 87.8(2)       

	N1-Pt1-N2b
	 91.3(2)
	N2-Pt1-N2a
	 88.9(2)       

	N1-Pt1-N2a
	179.1(2)       
	
	

	Pt1-N1-C3
	115.0(4)
	Pt1-N1-C4
	125.1(4)       

	Pt1-N2-C7
	116.1(4)
	Pt1-N2-C8
	113.5(3)       

	C3-N1-C4
	119.7(5)
	C7-N2-C8
	110.4(4)       

	N1-C3-C2
	111.2(6)      
	N2-C8-C9
	113.8(6) 

	N1-C4-C5
	127.2(5)
	N2-C7-C5
	114.4(5)       

	C1-C2-C3
	108.8(5)
	C8-C9-C10
	107.7(5)       

	C4-C5-C6
	114.2(5)
	C4-C5-C7
	109.0(4)       

	C6-C5-C7
	108.7(5)
	 
	

	Cl1-Zn1-Cl2
	110.2(2)
	Cl2-Zn1-Cl3
	109.9(2)       

	Cl1-Zn1-Cl3
	107.7(2)
	Cl2-Zn1-Cl4
	112.9(2)       

	Cl1-Zn1-Cl4
	111.4(2)
	Cl3-Zn1-Cl4
	104.5(2)       

	Pt1-N2-Cl5
	130.2(2)
	Pt1-N2-Cl5c
	119.5(2)

	C3-N2-Cl5
	136.3(2)
	C3-N2-Cl5c
	114.1(2)

	C4-N2-Cl5
	139.2(2)
	C4-N2-Cl5c
	118.6(2)

	Pt1-N2-O1
	123.7(8)
	Pt1-N2-O1c
	126.6(8)

	C3-N2-O1
	128.4(9)
	C3-N2-O1c
	121.7(9)

	C4-N2-O1
	135.0(8)
	C4-N2-O1c
	123.3(8)

	O1-Cl2-O2
	 96.0(6)
	Cl5-Cl2-O2
	 93.0(2) 

	N2-Cl5-Cl2
	103.9(2)
	N2-Cl5c-Cl2c
	 99.1(2) 

	N2-O1-Cl4d
	 98.2(11)
	N2-O1c-Cl4d
	 85.9(9) 

	N2-O1c-Cl2c
	 91.2(10)
	Zn1-Cl2-Cl5
	144.5(3)

	Cl2-O2-Cl4b
	126.4(3)
	Zn1-Cl2-O1
	142.7(6) 

	Cl4-O2a-Cl2a
	126.4(3)
	Zn1-Cl2-O2
	118.5(3)


Table S.6: Torsional angles in [Pt(Me5-tricosatrieneN6](ZnCl4)1.5Cl.2H2O 
	bond angle
	angle (°)
	bond angle
	angle (°)

	C3-N1-Pt1-N2
	155.3(4)
	 C9-C8-N2-C7
	 162.7(4) 

	C4-N1-Pt1-N2
	-18.5(5)
	 N1-C3-C2-C1
	 202.1(3) 

	C7-N2-Pt1-N1
	-10.0(4)
	 C6-C5-C4-N1
	 163.4(6) 

	C8-N2-Pt1-N1
	119.5(4)
	 C7-C5-C4-N1
	  41.6(8) 

	C2-C3-N1-Pt1
	-36.7(5)
	 N2-C7-C5-C4
	 -72.1(6) 

	C2-C3-N1-C4
	 137.6(5)
	 N2-C7-C5-C6
	 162.8(5) 

	C10-C9-C8-N2     
	-199.1(3)
	 C5-C4-N1-Pt1
	  3.7(9)

	C5-C4-N1-C3
	-169.9(5)
	 C5-C7-N2-Pt1
	 53.4(6)

	C5-C7-N2-C8
	 -77.6(6)
	 C9-C8-N2-Pt1
	 30.3(5) 


a   –y,x–y,z;   b   –x+y,–x,z;   c 1/3–x,2/3–y,2/3–z;   d   –x,-x+y,1/2–z;   e   –1/3+x,1/3+x–y,1/6+z.

Table S.7: Atomic Coordinates and Biso/Beq for [Pt(Me5tricosaneN6)](H2OZnCl3)2.123(ZnCl4)0.877.H2O

	atom
	   x
	   y
	   z
	 Beq

	Pt(1) 
	 0.5000
	 0.25005(2)
	 0.2500
	 2.392(5)

	Zn(1) 
	 0.68662(6)
	 0.08466(9)
	 0.6568(1)
	 4.17(3)

	Zn(1') 
	 0.6800(1)
	 0.1572(6)
	 0.6933(8)
	 4.2(2)

	Zn(2) 
	 0.30418(6)
	 0.04219(7)
	-0.0653(1)
	 4.00(3)

	Zn(3) 
	 0.42122(7)
	 0.60177(7)
	 0.2072(1)
	 4.35(3)

	Cl(11)
	 0.7066(1)
	 0.1672(2)
	 0.5382(2)
	 4.38(6)

	Cl(12)
	 0.5805(1)
	 0.1126(2)
	 0.6069(2)
	 5.40(6)

	Cl(13)
	 0.7072(4)
	-0.0541(2)
	 0.6346(3)
	 6.63(8)

	Cl(13')
	 0.691(1)
	 0.300(1)
	 0.761(2)
	 6.2(5)

	Cl(14)
	 0.7460(2)
	 0.1266(4)
	 0.8346(3)
	 9.5(2)

	Cl(21)
	 0.4072(1)
	 0.0439(2)
	-0.0410(2)
	 4.51(5)

	Cl(22)
	 0.3037(1)
	 0.1008(2)
	 0.0852(2)
	 5.03(6)

	Cl(23)
	 0.2397(1)
	 0.1050(2)
	-0.2257(2)
	 6.40(7)

	Cl(31)
	 0.4276(1)
	 0.5156(2)
	 0.3434(2)
	 4.57(6)

	Cl(32)
	 0.4863(1)
	 0.5468(2)
	 0.1414(2)
	 4.86(6)

	Cl(33)
	 0.4415(2)
	 0.7402(2)
	 0.2484(2)
	 6.71(8)

	O(1')  
	 0.738(3)
	 0.063(3)
	 0.813(4)
	 5.0 

	O(2)  
	 0.2740(4)
	-0.0754(5)
	-0.0676(7)
	 6.6(2)

	O(3)  
	 0.3263(4)
	 0.5814(6)
	 0.0881(6)
	 7.0(2)

	O(4)  
	 0.3065(7)
	 0.1557(9)
	 0.623(1)
	 13.0(5)

	N(1)  
	 0.5472(4)
	 0.3589(5)
	 0.2283(6)
	 3.4(2)

	N(2)  
	 0.5361(4)
	 0.2697(5)
	 0.4226(6)
	 3.0(2)

	N(3)  
	 0.4664(4)
	 0.2193(5)
	 0.0814(6)
	 2.8(2)

	N(4)  
	 0.4222(4)
	 0.3271(5)
	 0.2227(6)
	 3.2(2)

	N(5)  
	 0.5863(4)
	 0.1760(4)
	 0.2895(6)
	 3.1(2)

	N(6)  
	 0.4498(3)
	 0.1428(5)
	 0.2606(6)
	 3.1(2)

	C(1)  
	 0.6234(8)
	 0.2613(7)
	 0.057(1)
	 4.3(3)

	C(2)  
	 0.5846(6)
	 0.2570(5)
	 0.126(1)
	 3.4(2)

	C(3)  
	 0.5694(5)
	 0.3485(6)
	 0.1414(7)
	 3.4(2)

	C(4)  
	 0.6019(4)
	 0.4009(6)
	 0.3336(8)
	 4.2(2)

	C(5)  
	 0.5858(4)
	 0.4131(6)
	 0.4252(7)
	 3.8(2)

	C(6)  
	 0.6342(6)
	 0.4815(7)
	 0.508(1)
	 5.8(3)

	C(7)  
	 0.5903(4)
	 0.3293(6)
	 0.4832(7)
	 3.6(2)

	C(8)  
	 0.4829(5)
	 0.2914(7)
	 0.4500(7)
	 3.8(2)

	C(9)  
	 0.4227(8)
	 0.2422(6)
	 0.379(1)
	 3.8(2)

	C(10) 
	 0.3859(8)
	 0.2372(8)
	 0.443(1)
	 4.8(3)

	C(11) 
	 0.5182(4)
	 0.2077(6)
	 0.0490(7)
	 3.2(2)

	C(12) 
	 0.4160(4)
	 0.2761(6)
	-0.0047(7)
	 3.2(2)

	C(13) 
	 0.3600(4)
	 0.3032(6)
	 0.0138(7)
	 3.4(2)

	C(14) 
	 0.3087(4)
	 0.3461(7)
	-0.0913(7)
	 4.3(2)

	C(15) 
	 0.3807(4)
	 0.3670(6)
	 0.1070(7)
	 3.3(2)

	C(16) 
	 0.3801(5)
	 0.2901(7)
	 0.2667(7)
	 3.5(2)

	C(17) 
	 0.6235(5)
	 0.2078(6)
	 0.2320(8)
	 3.2(2)

	C(18) 
	 0.5822(4)
	 0.0798(5)
	 0.2825(7)
	 3.6(2)

	C(19) 
	 0.5443(5)
	 0.0420(6)
	 0.3321(7)
	 3.8(2)

	C(20) 
	 0.5588(6)
	-0.0591(6)
	 0.346(1)
	 5.6(3)

	C(21) 
	 0.4722(5)
	 0.0567(5)
	 0.2563(7)
	 3.7(2)

	C(22) 
	 0.4329(5)
	 0.1504(6)
	 0.3520(8)
	 3.6(2)


Beq = 8/3 2(U11(aa*)2 + U22(bb*)2 + U33(cc*)2 + 2U12(aa*bb*)cos  + 2U13(aa*cc*)cos  + 2U23(bb*cc*)cos )

Table S.8:
Displacement parameters in [Pt(Me5tricosaneN6)](H2OZnCl3)2.12(ZnCl4)0.877.H2O

	atom
	  U11
	  U22
	  U33
	  U12
	  U13
	  U23

	Pt(1) 
	0.0329(1)
	0.0309(1)
	0.0238(1)
	-0.0014(1)
	 0.0109(1)
	-0.0011(1)

	Zn(1) 
	0.0439(7)
	0.0638(8)
	0.0408(6)
	-0.0059(6)
	 0.0121(5)
	 0.0091(6)

	Zn(2) 
	0.0427(5)
	0.0488(6)
	0.0499(6)
	-0.0015(5)
	 0.0138(5)
	-0.0063(5)

	Zn(3) 
	0.0720(7)
	0.0508(6)
	0.0381(6)
	 0.0136(6)
	 0.0228(5)
	 0.0052(5)

	Cl(11)
	0.050(1)
	0.069(2)
	0.047(1)
	 0.007(1)
	 0.022(1)
	 0.013(1)

	Cl(12)
	0.049(1)
	0.110(2)
	0.043(1)
	 0.007(1)
	 0.019(1)
	 0.016(1)

	Cl(13)
	0.087(2)
	0.060(2)
	0.103(3)
	 0.001(2)
	 0.044(2)
	 0.012(2)

	Cl(14)
	0.103(3)
	0.178(5)
	0.035(1)
	-0.040(3)
	-0.003(2)
	 0.003(2)

	Cl(21)
	0.046(1)
	0.061(1)
	0.060(1)
	-0.005(1)
	 0.021(1)
	-0.025(1)

	Cl(22)
	0.054(3)
	0.070(3)
	0.071(3)
	-0.019(2)
	 0.033(2)
	-0.027(3)

	Cl(23)
	0.057(3)
	0.106(4)
	0.061(3)
	 0.024(3)
	 0.019(2)
	 0.026(3)

	Cl(31)
	0.075(3)
	0.057(3)
	0.048(2)
	 0.018(2)
	 0.036(2)
	 0.011(2)

	Cl(32)
	0.087(3)
	0.049(2)
	0.061(3)
	 0.010(2)
	 0.046(3)
	 0.008(2)

	Cl(33)
	0.144(6)
	0.052(3)
	0.053(3)
	 0.004(3)
	 0.043(3)
	-0.005(2)

	O(1)  
	0.026(5)
	0.089(8)
	-0.019(3)
	-0.030(5)
	-0.025(3)
	 0.006(4)

	O(2)  
	0.12(1)
	0.052(8)
	0.074(9)
	-0.028(8)
	 0.044(9)
	-0.016(7)

	O(3)  
	0.07(1)
	0.11(1)
	0.08(1)
	 0.000(9)
	 0.016(8)
	 0.017(9)

	O(4)  
	0.21(3)
	0.19(2)
	0.13(2)
	-0.10(2)
	 0.12(2)
	-0.07(2)

	N(1)  
	0.05(1)
	0.046(9)
	0.031(8)
	 0.000(7)
	 0.019(7)
	 0.003(6)

	N(2)  
	0.06(1)
	0.035(7)
	0.017(7)
	 0.014(8)
	 0.009(7)
	 0.002(6)

	N(3)  
	0.028(8)
	0.051(8)
	0.025(7)
	-0.014(7)
	 0.012(6)
	-0.005(7)

	N(4)  
	0.044(9)
	0.047(9)
	0.038(8)
	 0.016(8)
	 0.024(7)
	 0.007(7)

	N(5)  
	0.026(7)
	0.037(8)
	0.034(7)
	 0.008(6)
	 0.006(6)
	 0.004(6)

	N(6)  
	0.031(8)
	0.032(7)
	0.034(7)
	 0.001(6)
	 0.007(6)
	 0.004(6)

	C(1)  
	0.07(2)
	0.11(2)
	0.04(1)
	-0.02(1)
	 0.04(1)
	-0.01(1)

	C(2)  
	0.04(2)
	0.05(1)
	0.03(1)
	-0.001(9)
	 0.01(1)
	 0.003(8)

	C(3)  
	0.04(1)
	0.06(1)
	0.027(9)
	 0.008(9)
	 0.010(8)
	 0.005(8)

	C(4)  
	0.040(9)
	0.06(1)
	0.07(1)
	-0.023(9)
	 0.024(9)
	-0.04(1)

	C(5)  
	0.037(8)
	0.037(8)
	0.041(9)
	 0.002(7)
	 0.007(7)
	 0.001(7)

	C(6)  
	0.07(1)
	0.06(1)
	0.08(1)
	-0.02(1)
	 0.05(1)
	-0.03(1)

	C(7)  
	0.037(9)
	0.044(9)
	0.030(8)
	-0.003(8)
	-0.001(7)
	-0.010(7)

	C(8)  
	0.07(1)
	0.04(1)
	0.03(1)
	 0.01(1)
	 0.03(1)
	-0.006(8)

	C(9)  
	0.05(2)
	0.04(1)
	0.03(1)
	-0.002(8)
	 0.02(1)
	 0.004(7)

	C(10) 
	0.05(1)
	0.06(1)
	0.07(2)
	 0.01(1)
	 0.03(1)
	 0.01(1)

	C(11) 
	0.05(1)
	0.06(1)
	0.035(9)
	-0.02(1)
	 0.026(9)
	-0.006(9)

	C(12) 
	0.044(9)
	0.044(9)
	0.027(7)
	-0.001(7)
	 0.013(7)
	 0.002(6)

	C(13) 
	0.040(9)
	0.07(1)
	0.038(8)
	 0.002(8)
	 0.021(7)
	 0.015(8)

	C(14) 
	0.041(9)
	0.07(1)
	0.024(8)
	 0.003(9)
	 0.009(7)
	 0.005(8)

	C(15) 
	0.040(9)
	0.047(9)
	0.026(8)
	-0.002(8)
	 0.005(7)
	 0.003(7)

	C(16) 
	0.04(1)
	0.04(1)
	0.031(9)
	 0.004(9)
	 0.020(8)
	 0.006(8)

	C(17) 
	0.05(1)
	0.05(1)
	0.05(1)
	-0.01(1)
	 0.02(1)
	-0.02(1)

	C(18) 
	0.06(1)
	0.031(8)
	0.06(1)
	 0.008(8)
	 0.029(9)
	-0.002(8)

	C(19) 
	0.06(1)
	0.037(8)
	0.038(9)
	 0.005(8)
	 0.024(8)
	 0.004(7)

	C(20) 
	0.10(2)
	0.05(1)
	0.08(1)
	 0.00(1)
	 0.05(1)
	 0.02(1)

	C(21) 
	0.06(1)
	0.030(8)
	0.040(9)
	-0.008(8)
	 0.016(8)
	-0.004(7)

	C(22) 
	0.05(1)
	0.035(9)
	0.04(1)
	-0.011(9)
	 0.023(9)
	-0.003(8)


The general temperature factor expression:

exp(-22(a*2U11h2 + b*2U22k2 + c*2U33l2 + 2a*b*U12hk + 2a*c*U13hl + 2b*c*U23kl))

Table S.9
Atomic coordinates of hydrogen atoms in [Pt(Me5tricosaneN6)](H2OZnCl3)2.123(ZnCl4)0.877.H2O. 

	atom
	   x
	   y
	   z
	 Beq

	H(1a) 
	 0.6632
	 0.2052
	-0.0299
	 6.4759

	H(1b) 
	 0.3923
	 0.2929
	-0.0814
	 6.4759

	H(1c) 
	 0.6632
	 0.2911
	 0.0995
	 5.1

	H(02) 
	 0.3436
	 0.2161
	 0.3836
	 3.9271

	H(3a) 
	 0.4039
	 0.3799
	 0.1003
	 4.0609

	H(3b) 
	 0.3335
	 0.3716
	 0.0035
	 4.0609

	H(03) 
	 0.2387
	 0.1667
	 0.0002
	 3.2804

	H(4a) 
	 0.4316
	 0.3616
	 0.2920
	 5.2429

	H(4b) 
	 0.4070
	 0.4539
	 0.2471
	 5.2429

	H(04) 
	 0.2356
	 0.3767
	 0.1983
	 3.8939

	H(5)  
	 0.3359
	 0.4349
	 0.3224
	 4.0362

	H(05) 
	 0.4070
	 0.1873
	 0.2944
	 3.3898

	H(06) 
	 0.2006
	 0.1473
	 0.1249
	 3.3888

	H(6a) 
	 0.4702
	 0.4585
	 0.4673
	 6.2282

	H(6b) 
	 0.4241
	 0.5330
	 0.3987
	 6.2282

	H(6c) 
	 0.4169
	 0.4905
	 0.4949
	 6.2282

	H(7a) 
	 0.4213
	 0.3014
	 0.4204
	 4.1650

	H(7b) 
	 0.3866
	 0.3430
	 0.4807
	 4.1650

	H(8b) 
	 0.2680
	 0.3516
	 0.3711
	 4.3638

	H(8a) 
	 0.2908
	 0.2750
	 0.4547
	 4.3638

	H(10a)
	 0.1692
	 0.2971
	 0.3840
	 5.4928

	H(10b)
	 0.1396
	 0.2090
	 0.3282
	 5.4928

	H(10c)
	 0.2044
	 0.2115
	 0.4393
	 5.4928

	H(11a)
	 0.2961
	 0.2235
	-0.0977
	 4.0620

	H(11b)
	 0.3217
	 0.1459
	-0.0159
	 4.0620

	H(12b)
	 0.2301
	 0.3272
	-0.0785
	 3.7936

	H(12a)
	 0.1914
	 0.2457
	-0.1416
	 3.7936

	H(13) 
	 0.1359
	 0.2546
	-0.0388
	 4.4261

	H(14a)
	 0.1203
	 0.3971
	-0.1755
	 4.5824

	H(14b)
	 0.0888
	 0.3076
	-0.2208
	 4.5824

	H(14c)
	 0.0667
	 0.3627
	-0.1503
	 4.5824

	H(15a)
	 0.1982
	 0.4096
	 0.0237
	 3.9800

	H(15b)
	 0.1360
	 0.3894
	 0.0321
	 3.9800

	H(16b)
	 0.1501
	 0.3380
	 0.2088
	 3.4726

	H(16a)
	 0.1424
	 0.2525
	 0.1441
	 3.4726

	H(17b)
	 0.4499
	 0.2452
	 0.2115
	 4.6363

	H(17a)
	 0.4352
	 0.1596
	 0.1445
	 4.6363

	H(18a)
	 0.3573
	 0.0625
	 0.1371
	 4.7092

	H(18b)
	 0.4191
	 0.0578
	 0.2525
	 4.7092

	H(19) 
	 0.3499
	 0.0653
	 0.3332
	 4.4380

	H(20a)
	 0.3268
	-0.0898
	 0.3020
	 6.6026

	H(20b)
	 0.3408
	-0.0857
	 0.2023
	 6.6026

	H(20c)
	 0.3966
	-0.0719
	 0.3227
	 6.6026

	H(21b)
	 0.2420
	 0.0159
	 0.2074
	 4.2904

	H(21a)
	 0.2558
	 0.0436
	 0.1118
	 4.2904

	H(22a)
	 0.2645
	 0.1282
	 0.3501
	 3.9305

	H(22b)
	 0.1911
	 0.1157
	 0.2691
	 3.9305


Table S.10:
Interatomic distances in [Pt(Me5tricosaneN6)](H2OZnCl3)2.123(ZnCl4)0.877.H2O (Å)

	Bond
	distance (Å)
	Bond
	distance (Å)

	Pt(1)–N(1)
	2.113(9)
	Pt(1)–N(2)
	2.11(1)

	Pt(1)–N(3)
	2.102(9)
	Pt(1)–N(4)
	2.059(9)

	Pt(1)–N(5)
	2.159(9)
	Pt(1)–N(6)
	2.079(9)

	Zn(1)–Cl(11)
	2.282(3)
	Zn(1)–Cl(12)
	2.288(4)

	Zn(1)–Cl(13)
	2.252(5)
	Zn(1)–Cl(14)
	2.242(5)

	Zn(1')–Cl(11)
	2.49(1)
	Zn(1')–Cl(12)
	2.16(1)

	Zn(1')–Cl(13')
	2.36(2)
	Zn(1')–O(1')
	2.12(2)

	Zn(2)–Cl(21)
	2.280(4)
	Zn(2)–Cl(22)
	2.254(4)

	Zn(2)–Cl(23)
	2.205(4)
	Zn(2)–O(2)
	1.945(9)

	Zn(3)–Cl(31)
	2.235(3)
	Zn(3)–Cl(32)
	2.278(4)

	Zn(3)–Cl(33)
	2.205(4)
	Zn(3)–O(3)
	2.06(1)

	N(1)–C(3)
	1.52(2)
	N(1)–C(4)
	1.54(1)

	N(2)–C(7)
	1.47(1)
	N(2)–C(8)
	1.50(2)

	N(3)–C(11)
	1.50(1)
	N(3)–C(12)
	1.49(1)

	N(4)–C(15)
	1.53(1)
	N(4)–C(16)
	1.50(2)

	N(5)–C(17)
	1.51(2)
	N(5)–C(18)
	1.49(1)

	N(6)–C(21)
	1.44(1)
	N(6)–C(22)
	1.49(1)

	C(1)–C(2)
	1.59(2)
	C(2)–C(3)
	1.50(2)

	C(2)–C(11)
	1.59(2)
	C(2)–C(17)
	1.50(2)

	C(4)–C(5)
	1.48(2)
	C(5)–C(6)
	1.57(2)

	C(5)–C(7)
	1.50(2)
	C(8)–C(9)
	1.48(2)

	C(9)–C(10)
	1.49(3)
	C(9)–C(16)
	1.56(2)

	C(9)–C(22)
	1.51(2)
	C(12)–C(13)
	1.51(2)

	C(13)–C(14)
	1.52(2)
	C(13)–C(15)
	1.50(2)

	C(18)–C(19)
	1.47(2)
	C(19)–C(20)
	1.59(2)

	C(19)–C(21)
	1.52(2)
	
	


Table S.11:
Bond Angles in [Pt(Me5-tricosaneN6)](H2OZnCl3)2.123 (ZnCl4)0.877.H2O

	Bond angle
	angle
	Bond angle
	angle

	N(1)–Pt(1)–N(2)
	95.0(6)
	N(1)–Pt(1)–N(3)
	87.8(5)

	N(1)–Pt(1)–N(4)
	88.3(6)
	N(1)–Pt(1)–N(5)
	89.4(6)

	N(1)–Pt(1)–N(6)
	175.4(6)
	N(2)–Pt(1)–N(3)
	176.7(7)

	N(2)–Pt(1)–N(4)
	86.6(6)
	N(2)–Pt(1)–N(5)
	89.7(6)

	N(2)–Pt(1)–N(6)
	88.4(6)
	N(3)–Pt(1)–N(4)
	95.3(6)

	N(3)–Pt(1)–N(5)
	88.6(6)
	N(3)–Pt(1)–N(6)
	88.8(5)

	N(4)–Pt(1)–N(5)
	175.5(7)
	N(4)–Pt(1)–N(6)
	88.8(6)

	N(5)–Pt(1)–N(6)
	93.6(5)
	Cl(11)–Zn(1)–Cl(12)
	104.2(2)

	Cl(11)–Zn(1)–Cl(13)
	107.5(2)
	Cl(11)–Zn(1)–O(1)
	112.4(3)

	Cl(12)–Zn(1)–Cl(13)
	114.7(3)
	Cl(12)–Zn(1)–O(1)
	107.2(3)

	Cl(13)–Zn(1)–O(1)
	110.7(4)
	Cl(21)–Zn(2)–Cl(22)
	109.4(2)

	Cl(21)–Zn(2)–Cl(23)
	108.0(2)
	Cl(21)–Zn(2)–O(2)
	112.3(5)

	Cl(22)–Zn(2)–Cl(23)
	115.1(2)
	Cl(22)–Zn(2)–O(2)
	102.4(5)

	Cl(23)–Zn(2)–O(2)
	109.6(5)
	Cl(31)–Zn(3)–Cl(32)
	108.5(2)

	Cl(31)–Zn(3)–Cl(33)
	116.4(2)
	Cl(31)–Zn(3)–O(3)
	100.8(5)

	Cl(32)–Zn(3)–Cl(33)
	111.0(3)
	Cl(32)–Zn(3)–O(3)
	107.1(5)

	Cl(33)–Zn(3)–O(3)
	112.3(5)
	Pt(1)–N(1)–C(3)
	115(1)

	Pt(1)–N(1)–C(4)
	116(1)
	C(3)–N(1)–C(4)
	106(1)

	Pt(1)–N(2)–C(7)
	118(1)
	Pt(1)–N(2)–C(8)
	114(1)

	C(7)–N(2)–C(8)
	110(1)
	Pt(1)–N(3)–C(11)
	115(1)

	Pt(1)–N(3)–C(12)
	119(1)
	C(11)–N(3)–C(12)
	109(1)

	Pt(1)–N(4)–C(15)
	118(1)
	Pt(1)–N(4)–C(16)
	115(1)

	C(15)–N(4)–C(16)
	110(1)
	Pt(1)–N(5)–C(17)
	114(1)

	Pt(1)–N(5)–C(18)
	120(1)
	C(17)–N(5)–C(18)
	110(1)

	Pt(1)–N(6)–C(21)
	120(1)
	Pt(1)–N(6)–C(22)
	112(1)

	C(21)–N(6)–C(22)
	109(1)
	C(1)–C(2)–C(3)
	107(2)

	C(1)–C(2)–C(11)
	107(2)
	C(1)–C(2)–C(17)
	110(2)

	C(3)–C(2)–C(11)
	111(2)
	C(3)–C(2)–C(17)
	112(2)

	C(11)–C(2)–C(17)
	108(2)
	N(1)–C(3)–C(2)
	116(2)

	N(1)–C(4)–C(5)
	113(1)
	C(4)–C(5)–C(6)
	108(1)

	C(4)–C(5)–C(7)
	110(1)
	C(6)–C(5)–C(7)
	110(1)

	N(2)–C(7)–C(5)
	115(1)
	N(2)–C(8)–C(9)
	112(2)

	C(8)–C(9)–C(10)
	106(2)
	C(8)–C(9)–C(16)
	113(2)

	C(8)–C(9)–C(22)
	112(2)
	C(10)–C(9)–C(16)
	108(2)

	C(10)–C(9)–C(22)
	107(2)
	C(16)–C(9)–C(22)
	111(2)

	N(3)–C(11)–C(2)
	114(2)
	N(3)–C(12)–C(13)
	119(1)

	C(12)–C(13)–C(14)
	109(1)
	C(12)–C(13)–C(15)
	112(1)

	C(14)–C(13)–C(15)
	108(1)
	N(4)–C(15)–C(13)
	115(1)

	N(4)–C(16)–C(9)
	109(2)
	N(5)–C(17)–C(2)
	116(2)

	N(5)–C(18)–C(19)
	114(1)
	C(18)–C(19)–C(20)
	107(1)

	C(18)–C(19)–C(21)
	111(1)
	C(20)–C(19)–C(21)
	109(1)

	N(6)–C(21)–C(19)
	115(1)
	N(6)–C(22)–C(9)
	112(1)

	Pt(1)–N(1)–H(01)
	106.2
	C(3)–N(1)–H(01)
	106.1

	C(4)–N(1)–H(01)
	106.2
	Pt(1)–N(2)–H(02)
	104.4

	C(7)–N(2)–H(02)
	104.3
	C(8)–N(2)–H(02)
	104.3

	Pt(1)–N(3)–H(03)
	104.1
	C(11)–N(3)–H(03)
	104.2

	C(12)–N(3)–H(03)
	104.1
	Pt(1)–N(4)–H(04)
	104.0

	C(15)–N(4)–H(04)
	104.0
	C(16)–N(4)–H(04)
	104.0

	Pt(1)–N(5)–H(05)
	103.7
	C(17)–N(5)–H(05)
	103.7

	C(18)–N(5)–H(05)
	103.7
	Pt(1)–N(6)–H(06)
	104.8

	C(21)–N(6)–H(06)
	104.8
	C(22)–N(6)–H(06)
	104.8

	C(2)–C(1)–H(1a)
	109.5
	C(2)–C(1)–H(1b)
	109.4

	C(2)–C(1)–H(1c)
	109.5
	H(1a)–C(1)–H(1b)
	109.4

	H(1a)–C(1)–H(1c)
	109.6
	H(1b)–C(1)–H(1c)
	109.4

	N(1)–C(3)–H(3a)
	107.9
	N(1)–C(3)–H(3b)
	107.9

	C(2)–C(3)–H(3a)
	107.8
	C(2)–C(3)–H(3b)
	107.9

	H(3a)–C(3)–H(3b)
	109.4
	N(1)–C(4)–H(4a)
	108.6

	N(1)–C(4)–H(4b)
	108.7
	C(5)–C(4)–H(4a)
	108.5

	C(5)–C(4)–H(4b)
	108.6
	H(4a)–C(4)–H(4b)
	109.4

	C(4)–C(5)–H(5)
	109.5
	C(6)–C(5)–H(5)
	109.5

	C(7)–C(5)–H(5)
	109.5
	C(5)–C(6)–H(6a)
	109.5

	C(5)–C(6)–H(6b)
	109.4
	C(5)–C(6)–H(6c)
	109.5

	H(6a)–C(6)–H(6b)
	109.5
	H(6a)–C(6)–H(6c)
	109.5

	H(6b)–C(6)–H(6c)
	109.5
	N(2)–C(7)–H(7a)
	108.0

	N(2)–C(7)–H(7b)
	108.0
	C(5)–C(7)–H(7a)
	108.0

	C(5)–C(7)–H(7b)
	108.0
	H(7a)–C(7)–H(7b)
	109.4

	N(2)–C(8)–H(8b)
	108.8
	N(2)–C(8)–H(8a)
	108.8

	C(9)–C(8)–H(8b)
	108.8
	C(9)–C(8)–H(8a)
	108.9

	H(8b)–C(8)–H(8a)
	109.4
	C(9)–C(10)–H(10a)
	109.4

	C(9)–C(10)–H(10b)
	109.4
	C(9)–C(10)–H(10c)
	109.4

	H(10a)–C(10)–H(10b)
	109.5
	H(10a)–C(10)–H(10c)
	109.6

	H(10b)–C(10)–H(10c)
	109.6
	N(3)–C(11)–H(11a)
	108.4

	N(3)–C(11)–H(11b)
	108.4
	C(2)–C(11)–H(11a)
	108.4

	C(2)–C(11)–H(11b)
	108.4
	H(11a)–C(11)–H(11b)
	109.4

	N(3)–C(12)–H(12b)
	107.1
	N(3)–C(12)–H(12a)
	107.2

	C(13)–C(12)–H(12b)
	107.1
	C(13)–C(12)–H(12a)
	107.2

	H(12b)–C(12)–H(12a)
	109.5
	C(12)–C(13)–H(13)
	109.2

	C(14)–C(13)–H(13)
	109.2
	C(15)–C(13)–H(13)
	109.2

	C(13)–C(14)–H(14a)
	109.5
	C(13)–C(14)–H(14b)
	109.5

	C(13)–C(14)–H(14c)
	109.5
	H(14a)–C(14)–H(14b)
	109.4

	H(14a)–C(14)–H(14c)
	109.5
	H(14b)–C(14)–H(14c)
	109.5

	N(4)–C(15)–H(15a)
	108.1
	N(4)–C(15)–H(15b)
	108.0

	C(13)–C(15)–H(15a)
	108.0
	C(13)–C(15)–H(15b)
	108.0

	H(15a)–C(15)–H(15b)
	109.5
	N(4)–C(16)–H(16b)
	109.7

	N(4)–C(16)–H(16a)
	109.7
	C(9)–C(16)–H(16b)
	109.8

	C(9)–C(16)–H(16a)
	109.7
	H(16b)–C(16)–H(16a)
	109.4

	N(5)–C(17)–H(17b)
	107.8
	N(5)–C(17)–H(17a)
	107.7

	C(2)–C(17)–H(17b)
	107.7
	C(2)–C(17)–H(17a)
	107.6

	H(17b)–C(17)–H(17a)
	109.5
	N(5)–C(18)–H(18a)
	108.4

	N(5)–C(18)–H(18b)
	108.4
	C(19)–C(18)–H(18a)
	108.3

	C(19)–C(18)–H(18b)
	108.4
	H(18a)–C(18)–H(18b)
	109.3

	C(18)–C(19)–H(19)
	109.9
	C(20)–C(19)–H(19)
	110.0

	C(21)–C(19)–H(19)
	110.1
	C(19)–C(20)–H(20a)
	109.5

	C(19)–C(20)–H(20b)
	109.6
	C(19)–C(20)–H(20c)
	109.4

	H(20a)–C(20)–H(20b)
	109.6
	H(20a)–C(20)–H(20c)
	109.3

	H(20b)–C(20)–H(20c)
	109.5
	N(6)–C(21)–H(21b)
	108.0

	N(6)–C(21)–H(21a)
	108.1
	C(19)–C(21)–H(21b)
	108.1

	C(19)–C(21)–H(21a)
	108.1
	H(21b)–C(21)–H(21a)
	109.4

	N(6)–C(22)–H(22a)
	108.8
	N(6)–C(22)–H(22b)
	108.8

	C(9)–C(22)–H(22a)
	108.8
	C(9)–C(22)–H(22b)
	108.8

	H(22a)–C(22)–H(22b)
	109.4
	
	


Table S.12:
Torsional angles in [Pt(Me5-tricosaneN6)](H2OZnCl3)2.123 (ZnCl4)0.877.H2O 

	Bond angle
	Degrees
	Bond angle
	Degrees

	Pt(1)–N(1)–C(3)–C(2)
	 -23(2)
	Pt(1)–N(1)–C(4)–C(5)
	 -50(2)

	Pt(1)–N(2)–C(7)–C(5)
	  46(2)
	Pt(1)–N(2)–C(8)–C(9)
	  34(2)

	Pt(1)–N(3)–C(11)–C(2)
	 -29(2)
	Pt(1)–N(3)–C(12)–C(13)
	 -43(2)

	Pt(1)–N(4)–C(15)–C(13)
	  48(2)
	Pt(1)–N(4)–C(16)–C(9)
	  37(2)

	Pt(1)–N(5)–C(17)–C(2)
	 -26(2)
	Pt(1)–N(5)–C(18)–C(19)
	 -42(2)

	Pt(1)–N(6)–C(21)–C(19)
	  47(2)
	Pt(1)–N(6)–C(22)–C(9)
	  35(2)

	N(1)–Pt(1)–N(2)–C(7)
	 -18(1)
	N(1)–Pt(1)–N(2)–C(8)
	 114(1)

	N(1)–Pt(1)–N(3)–C(11)
	  61(1)
	N(1)–Pt(1)–N(3)–C(12)
	 -71(1)

	N(1)–Pt(1)–N(4)–C(15)
	  68(1)
	N(1)–Pt(1)–N(4)–C(16)
	-160(1)

	N(1)–Pt(1)–N(5)–C(17)
	 -29(1)
	N(1)–Pt(1)–N(5)–C(18)
	-162(1)

	N(1)–Pt(1)–N(6)–C(21)
	 116(8)
	N(1)–Pt(1)–N(6)–C(22)
	-115(8)

	N(1)–C(3)–C(2)–C(1)
	-169(2)
	N(1)–C(3)–C(2)–C(11)
	  74(2)

	N(1)–C(3)–C(2)–C(17)
	 -48(3)
	N(1)–C(4)–C(5)–C(6)
	-160(2)

	N(1)–C(4)–C(5)–C(7)
	  79(2)
	N(2)–Pt(1)–N(1)–C(3)
	 144(1)

	N(2)–Pt(1)–N(1)–C(4)
	  19(1)
	N(2)–Pt(1)–N(3)–C(11)
	 -87.1(1)

	N(2)–Pt(1)–N(3)–C(12)
	 141.2(1)
	N(2)–Pt(1)–N(4)–C(15)
	 163(1)

	N(2)–Pt(1)–N(4)–C(16)
	 -65(1)
	N(2)–Pt(1)–N(5)–C(17)
	-124(1)

	N(2)–Pt(1)–N(5)–C(18)
	 103(1)
	N(2)–Pt(1)–N(6)–C(21)
	-106(1)

	N(2)–Pt(1)–N(6)–C(22)
	  24(1)
	N(2)–C(7)–C(5)–C(4)
	 -78(2)

	N(2)–C(7)–C(5)–C(6)
	 163(1)
	N(2)–C(8)–C(9)–C(10)
	 157(2)

	N(2)–C(8)–C(9)–C(16)
	 -85(2)
	N(2)–C(8)–C(9)–C(22)
	  41(2)

	N(3)–Pt(1)–N(1)–C(3)
	 -35(1)
	N(3)–Pt(1)–N(1)–C(4)
	-160(1)

	N(3)–Pt(1)–N(2)–C(7)
	 130.5(1)
	N(3)–Pt(1)–N(2)–C(8)
	 -97.9(1)

	N(3)–Pt(1)–N(4)–C(15)
	 -20(1)
	N(3)–Pt(1)–N(4)–C(16)
	 113(1)

	N(3)–Pt(1)–N(5)–C(17)
	  59(1)
	N(3)–Pt(1)–N(5)–C(18)
	 -74(1)

	N(3)–Pt(1)–N(6)–C(21)
	  72(1)
	N(3)–Pt(1)–N(6)–C(22)
	-158(1)

	N(3)–C(11)–C(2)–C(1)
	-160(2)
	N(3)–C(11)–C(2)–C(3)
	 -43(2)

	N(3)–C(11)–C(2)–C(17)
	  81(2)
	N(3)–C(12)–C(13)–C(14)
	-170(2)

	N(3)–C(12)–C(13)–C(15)
	  70(2)
	N(4)–Pt(1)–N(1)–C(3)
	-130(1)

	N(4)–Pt(1)–N(1)–C(4)
	 105(1)
	N(4)–Pt(1)–N(2)–C(7)
	-106(1)

	N(4)–Pt(1)–N(2)–C(8)
	  26(1)
	N(4)–Pt(1)–N(3)–C(11)
	 149(1)

	N(4)–Pt(1)–N(3)–C(12)
	  18(1)
	N(4)–Pt(1)–N(5)–C(17)
	 -90(8)

	N(4)–Pt(1)–N(5)–C(18)
	 137(8)
	N(4)–Pt(1)–N(6)–C(21)
	 168(1)

	N(4)–Pt(1)–N(6)–C(22)
	 -63(1)
	N(4)–C(15)–C(13)–C(12)
	 -71(2)

	N(4)–C(15)–C(13)–C(14)
	 168(1)
	N(4)–C(16)–C(9)–C(8)
	  41(2)

	N(4)–C(16)–C(9)–C(10)
	 158(2)
	N(4)–C(16)–C(9)–C(22)
	 -85(2)

	N(5)–Pt(1)–N(1)–C(3)
	  54(1)
	N(5)–Pt(1)–N(1)–C(4)
	 -71(1)

	N(5)–Pt(1)–N(2)–C(7)
	  72(1)
	N(5)–Pt(1)–N(2)–C(8)
	-157(1)

	N(5)–Pt(1)–N(3)–C(11)
	 -28(1)
	N(5)–Pt(1)–N(3)–C(12)
	-160(1)

	N(5)–Pt(1)–N(4)–C(15)
	 129(7)
	N(5)–Pt(1)–N(4)–C(16)
	 -99(8)

	N(5)–Pt(1)–N(6)–C(21)
	 -16(1)
	N(5)–Pt(1)–N(6)–C(22)
	 113(1)

	N(5)–C(17)–C(2)–C(1)
	-163(2)
	N(5)–C(17)–C(2)–C(3)
	  78(2)

	N(5)–C(17)–C(2)–C(11)
	 -46(2)
	N(5)–C(18)–C(19)–C(20)
	-168(1)

	N(5)–C(18)–C(19)–C(21)
	  73(2)
	N(6)–Pt(1)–N(1)–C(3)
	 -78(8)

	N(6)–Pt(1)–N(1)–C(4)
	 157(7)
	N(6)–Pt(1)–N(2)–C(7)
	 165(1)

	N(6)–Pt(1)–N(2)–C(8)
	 -63(1)
	N(6)–Pt(1)–N(3)–C(11)
	-122(1)

	N(6)–Pt(1)–N(3)–C(12)
	 106(1)
	N(6)–Pt(1)–N(4)–C(15)
	-108(1)

	N(6)–Pt(1)–N(4)–C(16)
	  24(1)
	N(6)–Pt(1)–N(5)–C(17)
	 147(1)

	N(6)–Pt(1)–N(5)–C(18)
	  14(1)
	N(6)–C(21)–C(19)–C(18)
	 -77(2)

	N(6)–C(21)–C(19)–C(20)
	 166(1)
	N(6)–C(22)–C(9)–C(8)
	 -85(2)

	N(6)–C(22)–C(9)–C(10)
	 159(2)
	N(6)–C(22)–C(9)–C(16)
	  41(2)

	C(2)–C(3)–N(1)–C(4)
	 107(2)
	C(2)–C(11)–N(3)–C(12)
	 107(2)

	C(2)–C(17)–N(5)–C(18)
	 112(2)
	C(3)–N(1)–C(4)–C(5)
	-179(1)

	C(5)–C(7)–N(2)–C(8)
	 -87(2)
	C(7)–N(2)–C(8)–C(9)
	 170(1)

	C(9)–C(16)–N(4)–C(15)
	 173(1)
	C(9)–C(22)–N(6)–C(21)
	 170(2)

	C(11)–N(3)–C(12)–C(13)
	-177(1)
	C(13)–C(15)–N(4)–C(16)
	 -87(2)

	C(17)–N(5)–C(18)–C(19)
	-177(1)
	C(19)–C(21)–N(6)–C(22)
	 -84(2)





Figure S.1: 300 MHz 1H NMR spectra of [Pt(Me5-tricosatrieneN6]Cl4 taken at (a) 0 h, (b) 0.5 h and (c) 2 h of hydrogenation over a Pd/charcoal catalyst in D20 at 293K.
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Figure S 2 : 300 MHz 1H NMR spectra of [Pt(Me5-tricosatrieneN6]Cl4 after 16h hydrogenation over a Pd/charcoal catalyst in D2O at 293K.

The methyl signals around 1 ppm decayed and new methyl signals arose. There are also new signals at 4.98 and 8.39 ppm, attributed to carbinolamine and imine protons, respectively. Significantly, the new imine signal did not show 195Pt coupling, unlike the original imine signal which implied that the imine was no longer coordinated to the metal centre. After two hours of hydrogenation, practically all the signals from the original complex had vanished and there was an increase in the number of resonances in the NMR spectra due to decomposition products. Bubbling hydrogen through the solution in the presence of the Pd/C catalyst overnight resulted in a very complicated 1H NMR spectrum which did not resemble the spectrum of the starting material nor that of the dominant intermediate after 30 m. and 2h. of hydrogenation. Clearly, substantial changes to the initial reduction product had taken place.
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