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Table	S2.		Bond	lengths	[Å]	and	angles	[°]	for	1.	
 
            C(1)-S(1)                     1.636(3) 
            C(1)-S(2)                     1.727(3) 
            C(1)-S(3)                     1.732(3) 
            C(2)-C(3)                     1.345(4) 
            C(2)-C(4)                     1.484(4) 
            C(2)-S(2)                     1.730(3) 
            C(3)-C(6)                     1.492(4) 
            C(3)-S(3)                     1.734(3) 
            C(4)-O(1)                     1.199(4) 
            C(4)-O(2)                     1.316(3) 
            C(5)-O(2)                     1.452(4) 
            C(6)-O(3)                     1.189(4) 
            C(6)-O(4)                     1.319(4) 
            C(7)-O(4)                     1.453(4) 
  
            S(1)-C(1)-S(2)              122.50(18) 
            S(1)-C(1)-S(3)              124.59(18) 
            S(2)-C(1)-S(3)              112.90(16) 
            C(3)-C(2)-C(4)              125.7(3) 
            C(3)-C(2)-S(2)              116.3(2) 
            C(4)-C(2)-S(2)              117.9(2) 
            C(2)-C(3)-C(6)              123.9(3) 
            C(2)-C(3)-S(3)              116.5(2) 
            C(6)-C(3)-S(3)              119.5(2) 
            O(1)-C(4)-O(2)              125.5(3) 
            O(1)-C(4)-C(2)              124.2(3) 
            O(2)-C(4)-C(2)              110.2(3) 
            O(3)-C(6)-O(4)              125.0(3) 
            O(3)-C(6)-C(3)              123.9(3) 
            O(4)-C(6)-C(3)              111.2(3) 
            C(4)-O(2)-C(5)              116.3(3) 
            C(6)-O(4)-C(7)              115.5(3) 
            C(1)-S(2)-C(2)               97.34(14) 
            C(1)-S(3)-C(3)               96.97(14) 
 
           Symmetry transformations used to generate equivalent atoms: 
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Table	 S3.	 	 Anisotropic	 displacement	 parameters	 (A^2	 x	 10^3)	 for	1.	 The	 anisotropic	
displacement	factor	exponent	takes	the	form:		‐2	pi^2	[	h^2	a*^2	U11	+	...	+	2	h	k	a*	b*	
U12	]	
 
                U11        U22        U33        U23        U13        U12 
  
    C(1)     40(2)      46(2)      38(2)       1(1)       8(1)      -3(1) 
    C(2)     34(1)      41(2)      47(2)      -1(1)      11(1)      -3(1) 
    C(3)     33(1)      38(2)      49(2)       1(1)       8(1)       0(1) 
    C(4)     36(2)      40(2)      57(2)       2(1)      11(1)      -2(1) 
    C(5)     74(3)      45(2)      80(2)      -8(2)      19(2)     -19(2) 
    C(6)     35(2)      40(2)      60(2)       1(1)       8(1)      -1(1) 
    C(7)     50(2)      56(2)      88(3)       2(2)      27(2)      14(2) 
    O(1)     58(2)      54(1)      83(2)      -7(1)      38(1)     -12(1) 
    O(2)     60(1)      37(1)      64(1)      -4(1)      21(1)      -9(1) 
    O(3)     35(1)      64(2)     128(2)     -28(2)       4(1)      -4(1) 
    O(4)     39(1)      45(1)      79(2)      -8(1)      21(1)       0(1) 
    S(1)     44(1)      59(1)      73(1)      -2(1)      26(1)     -11(1) 
    S(2)     40(1)      40(1)      66(1)       2(1)      20(1)       1(1) 
    S(3)     38(1)      37(1)      61(1)       3(1)      13(1)      -3(1) 
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	Table	S4.		Hydrogen	bonds	for	1	[Å	and	°].	
 ____________________________________________________________________________ 
  
Nr Typ Res Donor --- H....Acceptor [    ARU  ]      D - H      H...A      D...A    D - H...A     
------------------------------------------------------------------------------------------ 
  
 1         1 C(5)  --H(5B)  ..O(1)       [  4545.01]       0.96       2.52     3.458(4)        165 
 
 
 
 
 
 
 
 
Table	 S5.	 	 Atomic	 coordinates	 (	 x	 10^4)	 and	 equivalent	 isotropic	 displacement	
parameters	 (A^2	 x	 10^3)	 for	 2.	 U(eq)	 is	 defined	 as	 one	 third	 of	 the	 trace	 of	 the	
orthogonalized	Uij	tensor.	
       
                         x             y             z           U(eq) 
 
          C(1)         1801(3)       6684(9)       5039(2)       64(1) 
          C(2)         5489(4)       -201(11)      6355(4)       85(1) 
          C(3)         3735(3)       1372(8)       6486(2)       62(1) 
          C(4)         2871(3)       3205(8)       6107(2)       59(1) 
          C(5)         1928(3)       3523(8)       6438(2)       57(1) 
          C(6)         1616(3)       2275(9)       7266(2)       63(1) 
          O(1)         4591(2)       1563(7)       6041(2)       73(1) 
          O(2)         3680(2)       -122(7)       7111(2)       80(1) 
          O(3)          563(2)       3094(6)       7401(2)       65(1) 
          S(1)         1393(1)       8860(3)       4250(1)       77(1) 
          S(2)         3036(1)       5090(2)       5154(1)       66(1) 
          S(3)         1012(1)       5714(2)       5856(1)       61(1) 
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Table	S6.		Bond	lengths	[Å]	and	angles	[°]	for	2.	
           
            C(1)-S(1)                     1.632(4) 
            C(1)-S(2)                     1.718(4) 
            C(1)-S(3)                     1.740(4) 
            C(2)-O(1)                     1.443(5) 
            C(3)-O(2)                     1.196(5) 
            C(3)-O(1)                     1.337(4) 
            C(3)-C(4)                     1.461(5) 
            C(4)-C(5)                     1.346(5) 
            C(4)-S(2)                     1.746(4) 
            C(5)-C(6)                     1.497(5) 
            C(5)-S(3)                     1.729(4) 
            C(6)-O(3)                     1.415(4) 
  
            S(1)-C(1)-S(2)              124.3(2) 
            S(1)-C(1)-S(3)              122.9(2) 
            S(2)-C(1)-S(3)              112.8(2) 
            O(2)-C(3)-O(1)              124.5(4) 
            O(2)-C(3)-C(4)              124.2(3) 
            O(1)-C(3)-C(4)              111.3(3) 
            C(5)-C(4)-C(3)              124.3(3) 
            C(5)-C(4)-S(2)              116.5(3) 
            C(3)-C(4)-S(2)              119.2(3) 
            C(4)-C(5)-C(6)              126.6(3) 
            C(4)-C(5)-S(3)              115.9(3) 
            C(6)-C(5)-S(3)              117.5(3) 
            O(3)-C(6)-C(5)              110.3(3) 
            C(3)-O(1)-C(2)              115.8(3) 
            C(1)-S(2)-C(4)               97.20(18) 
            C(5)-S(3)-C(1)               97.63(18) 
   Symmetry transformations used to generate equivalent atoms: 
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Table	 S7.	 	 Anisotropic	 displacement	 parameters	 (A^2	 x	 10^3)	 for	2.	 The	 anisotropic	
displacement	factor	exponent	takes	the	form:	‐2	pi^2	[	h^2	a*^2	U11	+	...	+	2	h	k	a*	b*	
U12	]	
 
              U11        U22        U33        U23        U13        U12 
      
    C(1)     66(2)      63(2)      63(2)      -4(2)      10(2)     -10(2) 
    C(2)     68(2)      91(3)      99(3)       3(3)      15(2)      17(2) 
    C(3)     61(2)      62(2)      63(2)      -3(2)       9(2)       1(2) 
    C(4)     59(2)      57(2)      63(2)      -2(2)      12(2)      -2(2) 
    C(5)     62(2)      53(2)      57(2)      -8(1)      10(1)      -5(2) 
    C(6)     61(2)      72(2)      59(2)      -2(2)      14(2)       1(2) 
    O(1)     59(1)      82(2)      80(2)       6(1)      19(1)       7(1) 
    O(2)     77(2)      92(2)      74(2)      16(2)      17(1)      14(2) 
    O(3)     61(1)      61(2)      75(2)      -2(1)      22(1)      -2(1) 
    S(1)     79(1)      82(1)      71(1)      16(1)       4(1)      -7(1) 
    S(2)     62(1)      73(1)      64(1)       5(1)      16(1)      -4(1) 
    S(3)     59(1)      64(1)      62(1)       2(1)      10(1)       0(1) 
 
 
 
 
 
 

Table	S8.		Hydrogen	coordinates	(	x	10^4)	and	isotropic	displacement	parameters	(A^2	
x	10^3)	for	2.	
  
                               x             y             z           U(eq) 
         ________________________________________________________________ 
  
          H(2A)        5734           439          6921         128 
          H(2B)        6049            20          5980         128 
          H(2C)        5283         -2237          6372         128 
          H(6A)        1672           141          7254          76 
          H(6B)        2094          3001          7735          76 
          H(3O)        200(40)       1540(130)     7370(40)      96(17) 
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	Table	S9.		Hydrogen	bonds	for	2	[Å	and	°].	
 ____________________________________________________________________________ 
  
 Nr Typ Res Donor --- H....Acceptor [    ARU  ]      D - H      H...A      D...A  D - H...A     
-------------------------------------------------------------------------------------------- 
 1       1 O(3)  --H(3O)  ..O(3)   [  2555.01]       0.84(6)    1.89(6)   2.708(4)     166(6) 
  
 2       1 C(2)  --H(2A)  ..O(2)   [  2645.01]       0.96       2.59      3.430(7)     146 
  
Translation of ARU-Code to CIF and Equivalent Position Code 
=========================================================== 
   [  2645.] =            1-x,-1/2+y,1/2-z 
   [  2555.] =            -x,1/2+y,1/2-z 
 
 
 

Table	 S10.	 	 Atomic	 coordinates	 (	 x	 10^4)	 and	 equivalent	 isotropic	 displacement	
parameters	 (A^2	 x	 10^3)	 for	 3.	 U(eq)	 is	 defined	 as	 one	 third	 of	 the	 trace	 of	 the	
orthogonalized	Uij	tensor.	
  
 
                             x                 y                 z              U(eq) 
         _______________  _________________________________________________ 
  
          S(1)         2853(1)       4555(1)       3946(1)       26(1) 
          S(2)         4912(1)       2887(1)       4815(1)       26(1) 
          S(3)         3290(1)       4357(1)       6002(1)       31(1) 
          O(1)         2232(2)       4740(2)       1996(2)       29(1) 
          O(2)         6836(2)       1853(2)       3677(2)       31(1) 
          C(1)         3314(3)       3867(3)       2180(2)       28(1) 
          C(2)         3710(3)       3686(3)       3208(2)       22(1) 
          C(3)         4686(3)       2924(3)       3610(2)       24(1) 
          C(4)         5554(3)       2094(3)       3108(2)       30(1) 
          C(5)         3666(3)       3961(3)       4967(2)       25(1) 
          S(4)         1520(1)       1409(1)       4734(1)       29(1) 
          S(5)         1259(1)       1056(1)       2770(1)       28(1) 
          S(6)         3363(1)       -386(1)       4002(1)       37(1) 
          O(3)        -1331(3)       2697(2)       5157(2)       34(1) 
          O(4)          -26(2)       3240(2)       1727(2)       29(1) 
          C(6)         -419(3)       3251(3)       4593(2)       29(1) 
          C(7)          314(3)       2334(3)       4071(2)       23(1) 
          C(8)          163(3)       2151(3)       3150(2)       23(1) 
          C(9)         -807(3)       2772(3)       2415(2)       26(1) 
          C(10)        2113(3)        627(3)       3839(2)       26(1) 
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Table	S11.		Bond	lengths	[Å]	and	angles	[°]	for	3.	
 

            S(1)-C(5)                     1.718(3) 
            S(1)-C(2)                     1.736(3) 
            S(2)-C(5)                     1.727(3) 
            S(2)-C(3)                     1.741(3) 
            S(3)-C(5)                     1.659(3) 
            O(1)-C(1)                     1.422(4) 
            O(2)-C(4)                     1.418(4) 
            C(1)-C(2)                     1.510(4) 
            C(2)-C(3)                     1.339(4) 
            C(3)-C(4)                     1.501(4) 
            S(4)-C(10)                    1.728(3) 
            S(4)-C(7)                     1.743(3) 
            S(5)-C(10)                    1.728(3) 
            S(5)-C(8)                     1.748(3) 
            S(6)-C(10)                    1.641(3) 
            O(3)-C(6)                     1.423(4) 
            O(4)-C(9)                     1.431(3) 
            C(6)-C(7)                     1.502(4) 
            C(7)-C(8)                     1.347(4) 
            C(8)-C(9)                     1.493(4) 
            C(5)-S(1)-C(2)               97.17(14) 
            C(5)-S(2)-C(3)               96.88(15) 
            O(1)-C(1)-C(2)              111.0(2) 
            C(3)-C(2)-C(1)              125.9(3) 
            C(3)-C(2)-S(1)              116.4(2) 
            C(1)-C(2)-S(1)              117.7(2) 
            C(2)-C(3)-C(4)              125.3(3) 
            C(2)-C(3)-S(2)              116.2(2) 
            C(4)-C(3)-S(2)              118.5(2) 
            O(2)-C(4)-C(3)              109.3(3) 
            S(3)-C(5)-S(1)              123.85(17) 
            S(3)-C(5)-S(2)              122.78(19) 
            S(1)-C(5)-S(2)              113.36(17) 
            C(10)-S(4)-C(7)              98.06(15) 
            C(10)-S(5)-C(8)              98.03(15) 
            O(3)-C(6)-C(7)              111.8(2) 
            C(8)-C(7)-C(6)              127.8(3) 
            C(8)-C(7)-S(4)              116.0(2) 
            C(6)-C(7)-S(4)              116.2(2) 
            C(7)-C(8)-C(9)              128.3(3) 
            C(7)-C(8)-S(5)              115.7(2) 
            C(9)-C(8)-S(5)              116.1(2) 
            O(4)-C(9)-C(8)              109.4(2) 
            S(6)-C(10)-S(4)             123.1(2) 
            S(6)-C(10)-S(5)             124.71(19) 
            S(4)-C(10)-S(5)             112.18(16) 
           Symmetry transformations used to generate equivalent atoms: 
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Table S12.  Anisotropic displacement parameters (A^2 x 10^3) for 3. The anisotropic displacement factor 
exponent takes the form: ‐2 pi^2 [ h^2 a*^2 U11 + ... + 2 h k a* b* U12 ]. 

 
              U11        U22        U33        U23        U13        U12 
 
    S(1)     24(1)      26(1)      27(1)       1(1)       4(1)       4(1) 
    S(2)     24(1)      28(1)      27(1)       1(1)       3(1)       4(1) 
    S(3)     33(1)      35(1)      27(1)       1(1)       9(1)       5(1) 
    O(1)     23(1)      28(1)      34(1)       5(1)      -2(1)       0(1) 
    O(2)     25(1)      33(1)      34(1)      -8(1)      -3(1)       8(1) 
    C(1)     28(2)      27(2)      29(2)       1(1)       4(1)       1(1) 
    C(2)     21(1)      21(1)      24(2)       1(1)       1(1)      -4(1) 
    C(3)     22(2)      23(2)      26(2)      -1(1)       3(1)      -2(1) 
    C(4)     24(2)      34(2)      32(2)      -6(2)       2(1)       7(1) 
    C(5)     20(1)      25(2)      29(2)       3(1)       4(1)       0(1) 
    S(4)     27(1)      36(1)      24(1)       2(1)       2(1)       5(1) 
    S(5)     30(1)      28(1)      26(1)       0(1)       8(1)       4(1) 
    S(6)     28(1)      33(1)      51(1)       5(1)       7(1)       9(1) 
    O(3)     26(1)      52(2)      24(1)      -6(1)       4(1)      -1(1) 
    O(4)     28(1)      37(1)      23(1)       6(1)       4(1)      -6(1) 
    C(6)     28(2)      30(2)      29(2)       0(1)       3(1)       4(1) 
    C(7)     18(1)      25(2)      26(2)       3(1)       4(1)      -2(1) 
    C(8)     20(1)      23(2)      27(2)      -1(1)       8(1)       0(1) 
    C(9)     24(2)      33(2)      23(2)       5(1)       4(1)      -3(1) 
    C(10)    22(1)      23(2)      34(2)       1(1)       7(1)      -1(1) 
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Table	 S13.	 	 Hydrogen	 coordinates	 (	 x	 10^4)	 and	 isotropic	 displacement	 parameters	
(A^2	x	10^3)	for	3.	
  
 
                               x                 y                z           U(eq) 
 
          H(1A)        4145          4137          1906          34 
          H(1B)        2996          3091          1889          34 
          H(4A)        5043          1330          2955          36 
          H(4B)        5740          2474          2522          36 
          H(1O)        1530(40)      4380(30)      1870(30)      42(11) 
          H(2O)        7150(40)      1180(30)      3530(30)      53(12) 
          H(6A)         287          3738          4987          35 
          H(6B)        -965          3802          4147          35 
          H(9A)       -1520          2194          2127          32 
          H(9B)       -1295          3438          2690          32 
          H(3O)       -1860(40)      2380(30)      4880(30)      38(13) 
          H(4O)        -470(40)      3070(40)      1240(30)      63(15) 
  



29 
 

	Table	S14.		Hydrogen	bonds	for	3	[A	and	deg.].	
 ____________________________________________________________________________ 
  
 Nr Typ Res Donor --- H....Acceptor [    ARU  ]      D - H      H...A      D...A  D - H...A     
------------------------------------------------------------------------------------------- 
 1       1 O(1)  --H(1O)  ..O(4)   [         ]    0.79(4)    1.95(4)   2.727(3)     168(3) 
 2       1 O(2)  --H(2O)  ..O(1)   [  2645.01]    0.84(3)    1.90(4)   2.737(3)     171(4) 
 3       2 O(3)  --H(3O)  ..O(2)   [  1455.01]    0.70(4)    2.10(4)   2.762(3)     158(4) 
 4       2 O(4)  --H(4O)  ..O(3)   [  4554.02]    0.80(4)    1.89(4)   2.669(3)     166(4) 
  
Translation of ARU-Code to CIF and Equivalent Position Code 
=========================================================== 
   [  4554.] =            x,1/2-y,-1/2+z 
   [  2645.] =            1-x,-1/2+y,1/2-z 
   [  1455.] =            -1+x,y,z 
 
 
 
 
 

Table	 S15.	 	 Atomic	 coordinates	 (	 x	 10^4)	 and	 equivalent	 isotropic	 displacement	
parameters	 (A^2	 x	 10^3)	 for	 4.	 U(eq)	 is	 defined	 as	 one	 third	 of	 the	 trace	 of	 the	
orthogonalized	Uij	tensor.	
 
                         x             y             z           U(eq) 
         ________________________________________________________________ 
  
          S(1)         4076(1)       7219(1)       1673(1)       26(1) 
          S(2)         7059(1)       5941(1)        616(1)       23(1) 
          O(4)         9210(4)       2992(2)        699(1)       28(1) 
          O(1)         4751(4)       8634(2)        669(1)       37(1) 
          O(3)         7999(4)       2505(2)       1639(1)       36(1) 
          O(2)         2925(4)       5564(2)       2681(1)       38(1) 
          C(4)         6767(4)       4837(2)       1243(1)       22(1) 
          C(3)         5409(4)       5422(2)       1727(1)       23(1) 
          C(5)         8034(5)       3330(2)       1223(1)       23(1) 
          C(1)         5227(5)       7499(2)        931(1)       26(1) 
          C(6)        10519(6)       1515(2)        640(1)       33(1) 
          C(2)         4922(5)       4688(2)       2317(1)       27(1) 
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Table	S16.		Bond	lengths	[Å]	and	angles	[°]	for	4.	
 

            S(1)-C(3)                     1.727(2) 
            S(1)-C(1)                     1.776(2) 
            S(2)-C(4)                     1.7463(19) 
            S(2)-C(1)                     1.760(2) 
            O(4)-C(5)                     1.328(2) 
            O(4)-C(6)                     1.454(2) 
            O(1)-C(1)                     1.204(2) 
            O(3)-C(5)                     1.206(2) 
            O(2)-C(2)                     1.412(2) 
            C(4)-C(3)                     1.349(3) 
            C(4)-C(5)                     1.466(3) 
            C(3)-C(2)                     1.512(3) 
  
            C(3)-S(1)-C(1)               96.54(9) 
            C(4)-S(2)-C(1)               95.58(9) 
            C(5)-O(4)-C(6)              115.92(15) 
            C(3)-C(4)-C(5)              123.06(17) 
            C(3)-C(4)-S(2)              118.10(15) 
            C(5)-C(4)-S(2)              118.84(13) 
            C(4)-C(3)-C(2)              127.55(18) 
            C(4)-C(3)-S(1)              116.75(15) 
            C(2)-C(3)-S(1)              115.69(14) 
            O(3)-C(5)-O(4)              124.51(18) 
            O(3)-C(5)-C(4)              123.18(17) 
            O(4)-C(5)-C(4)              112.30(16) 
            O(1)-C(1)-S(2)              123.79(16) 
            O(1)-C(1)-S(1)              123.17(16) 
            S(2)-C(1)-S(1)              113.03(11) 
            O(2)-C(2)-C(3)              111.10(17) 
 Symmetry transformations used to generate equivalent atoms: 
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Table	S17.	 	Anisotropic	displacement	parameters	(A^2	x	10^3)	 for	4.	 	The	anisotropic	
displacement	factor	exponent	takes	the	form:			‐2	pi^2	[	h^2	a*^2	U11	+	...	+	2	h	k	a*	b*	
U12	]	
  
  
              U11        U22        U33        U23        U13        U12 
    _______________________________________________________________________ 
  
    S(1)     26(1)      23(1)      27(1)      -6(1)       3(1)       1(1) 
    S(2)     29(1)      21(1)      21(1)       0(1)       2(1)       1(1) 
    O(4)     39(1)      20(1)      26(1)      -2(1)       8(1)       5(1) 
    O(1)     47(1)      23(1)      41(1)       5(1)       5(1)       6(1) 
    O(3)     51(1)      27(1)      30(1)       6(1)       8(1)       8(1) 
    O(2)     45(1)      41(1)      29(1)     -12(1)      14(1)      -7(1) 
    C(4)     22(1)      21(1)      21(1)      -2(1)       1(1)      -2(1) 
    C(3)     20(1)      23(1)      24(1)      -2(1)       0(1)      -3(1) 
    C(5)     23(1)      22(1)      24(1)      -1(1)       1(1)       0(1) 
    C(1)     26(1)      22(1)      31(1)      -2(1)       0(1)      -1(1) 
    C(6)     38(1)      22(1)      38(1)      -5(1)      10(1)       5(1) 
    C(2)     30(1)      31(1)      22(1)      -1(1)       4(1)      -3(1) 
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Table	 S18.	 	 Hydrogen	 coordinates	 (	 x	 10^4)	 and	 isotropic	 displacement	 parameters	
(A^2	x	10^3)	for	4.	
 
                             x                y                z           U(eq) 
   
          H(6A)       12219          1313           966          49 
          H(6B)       11604          1418           260          49 
          H(6C)        8615           817           655          49 
          H(2A)        3770          3734          2249          33 
          H(2B)        7196          4505          2520          33 
          H(3O)        4260(80)      6010(40)      2894(15)      72(11) 
 
 
 

 
 
Figure S27: Proposed  resonance  forms of compound 4. While  the  left  resonance  form  is certainly  the 
predominant  one, metrical  parameters  for  the  C‐O,  C‐S  and  C‐C  bonds  indicate  a  stronger  push  of 
electrons  from  the  alcohol  substituted molecule  side  to  the C=O moiety  in 4  compared  to  the other 
complexes which bear a C=S moiety. 


