Table S1
Structural Data for metallathiirenes of
ruthenium, osmium, rhodium and iridium

Complex

Ruthenium
[Ru(n’-SCNMe,)(CO),(PPhy),] " 2°
[Ru(n*-SCNMe,)CI(CO)(PPhs),] 3
[Ru(n*-SCSMe)(CO),(PPh;),]C10,**
[Ru(SCPh)CI(CS)(PPhs),]**
[Ru(SCNMe,)CI(S,CNMe,),]"®
[Ru(n*-SCSiMe,OEt)CI(CO)(PPh;),]*
Fmet(RU-Ru) =2.65 A

Osmium
[Os(*-SCCsH4Me-4)(0,CCF;)(CO)(PPhs),]***
[Os(SCCHCHCHCH)(CO)(PPhs),]**
[Os(SCCMeCHCHCMe)(CO)(PPhs),]*"
[Os(SCCHCHMe)CI(CO)(PPhs),]*"
[0s{SCSiOC,H4);N} CI(CO)(PPh;),]"
[0s(SCCH,C1-2)CI(CO)(PPh;),]*!
[Os(SCC¢H4Br-2)CI(CO)(PPh;),]*

Fmet(0s-Os) = 2.68

Rhodium
[Rh(n*-SCNMe,)Cl(n*-S,CNMe,)(PPh3)]**
[Rh(n*-SCNMe,)ClI{PhNC(NMe,)S}(PPh;)]*"
[Rhy(SCNMe,)CL(CO)(dppm),]BE,*
[Rh(n*-SCNMe,) {HB(pz)s} (PPh;)]BF,*
Fme(Rh-Rh) = 2.69

Iridium
[Ir(n*-SCNR;)ClLy(PPh3),] 11

[Ir(n*-SCNMe,)CI(CS)(PPhs),] " 127
[Ir(n*-SCNMe,),(CO)(PPh;)]"

[Ir(SCNMe;)(S,CNMe,)(CO)(PPh3)]PF,>"!
Pimet(Ir-Ir) = 2.71

Range

Average

alA

2.047
1.959
2.044
1.975
1.996
1.978

1.908
2.000
2.027
1.927
1.988
1.960
1.957

1.897
1.956
1.933
1.945

1.971
1.994
2.005
1.960
2.001

1.897-
2.047

1.974

b/A

2.455
2.548
2.459
2.596
2.460
2.544

2513
2474
2.499
2.542
2.484
2.499
2.499

2432
2.420
2.406
2.395

2.427
2.491
2.466
2.470
2.458

2.395-
2.596

2.479

1.674
1.687
1.667
1.646
1.615
1.637

1.715
1.657
1.689
1.656
1.665
1.695
1.696

1.636
1.664
1.695
1.684

1.704
1.669
1.682
1.687
1.654

1.615-
1.715

1.672

a/deg.

81.9
88.3
82.3
91.1
85.2
89.0

87.7
84.6
84.0
90.0
85.2
85.9
86.0

86.7
83.5
82.8
82.3

82.3
85.2
83.5
84.9
84.0

82.3-91.1

853



