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[2-{(CH20).CH}C ¢H4]2SnCl, (1)

- the crystakontains dl:1 mixture ofA-[pSwPSoE)]-[Scr)Reas)-1 and
A-[pRoapRo@]-[Re@Scs)-1 isomers

Figure S1. Molecular structure ofA-[pSuPSoE]-[Sc(7Rewsl-1 isomer [eft) and A-
[PRowPRo@E]-[RemScas]-1 isomer (ight) in the crystal ofl, showing the intramolecular
chlorine-hydrogen contacts (only methine hydrogems hydrogen atoms involved in
intramolecular contacts are shown).

- intramolecular distance CI(1)---H{§)2.85 A Srvaw(ClLH) 3.01 A
Cl(2)---H(15%), 2.88 A

HoA

Figure S2.View alonga axis of a chain polymer based on intermoleculdorate-hydrogen
contacts between alternating[pSowpSoEl- ScrReas]-1 and A-[pRowpRo@)-[RemSce]-1
isomers in the crystal df (only hydrogen atoms involved in-8---Cl contacts are shown)
[symmetry equivalent atom®.6+x, 1.5-y 0.5+2), (-0.5+x 1.5y —0.5+2 and €£1+x, y, —
1+2z) are given by “a”, “b” and “c”, respectively].

- intermolecular distance CI(1)- - - H(9A}yiene2.77 A S'rvaw(Cl,H) 3.01 A
CI(2)- - -H(16@)thine2.90 A
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Figure S3.View alongb axis of a chain polymer based on intermoleculdoraie-hydrogen
contacts between alternating[pSowpSoEl- ScrReas]-1 and A-[pRowpRo@)-[RemSce]-1
isomers in the crystal df (only hydrogen atoms involved in-8---Cl contacts are shown)
[symmetry equivalent atom®.6+x, 1.5-y 0.5+2), (-0.5+x 1.5y —0.5+2 and €1+x, y, —
1+2) are given by “a”, “b” and “c”, respectively].

Figure S4.View along a chain polymer in the crystal bfonly hydrogen atoms involved in
C—H---Cl contacts are shown).
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Figure S5. View of the 3D architecture in the crystal &f based on chlorine-hydrogen,
oxygen-hydrogen and &l -t (Phentroig CONtacts between parallel chain polymers (only
hydrogen atoms involved in such contacts are shdaymmetry equivalent atoms-@.5—x,
0.5+y, 0.5-%, (% 1-y, -2, (-1+x, y, 2 and €x, 1-y, —2) are given by “d”, “e”, “f” and “g”,

respectively].
- inter-chain distance Cl(1)---H(14§)2.94 A S'rvaw(Cl,H) 3.01 A
O(4)- - - H(8A)ethine2.53 A Srvaw(O,H) 2.60 A
C(3f)-H(3Mary* -  PRentroidC(10)-C(15)} 2.98 A
y=4.7°

C(189}H(1889)methiné e Plaentroic{c(lo)'c(15)} 2.83 A
vy =16.8°
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[2-(O:CH)C6H 4] 2SnCl, (2)

- the crystakontains d:1 mixture ofA-2 andA-2 isomers

Figure S6.Molecular structure oA-2 isomer [eft) and A-2 isomer (ight) in the crystal oR,
showing the intramolecular chlorine-hydrogen cotgta¢only carbonyl hydrogens and
hydrogen atoms involved in intramolecular contacesshown).

- intramolecular distance Cl(1)---H{§)2.87 A S'rvaw(ClH) 3.01 A
Cl(2)---H(13), 2.84 A

Figure S7. View alonga axis of a dimer association @&-2 and A-2 isomers based on

intermolecular chlorine-hydrogen contacts in thegstal of 2 (only carbonyl hydrogens and

hydrogen atoms involved in intermolecular contauts shown) [symmetry equivalent atoms
(=X, 1-y, 2—yare given by “prime”].

- intermolecular distance Cl(2)---H{#)2.93 A S'rvaw(Cl,H) 3.01 A
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Figure S8. View alonga axis of a ribbon-like polymer of dimers based orei-dimer
chlorine-hydrogen contacts in the crystaRdpnly hydrogen atoms involved in intermolecular
contacts are shown) [symmetry equivalent atoaxs {-y, 2-% (X, vy, 1+2, (-x, 1-y, 3-2, (X,

y, =142 and €x, 1-y, 1-g are given by “prime”, “a”, “prime a”, “b” and “pme b”,
respectively].

- inter-dimer distance CI(1)- - - H(14&onyi2.95 A Srvaw(ClLH) 3.01 A

Figure S9. View alongc axis of a ribbon-like polymer of dimers based orei-dimer
chlorine-hydrogen contacts in the crystaRdpnly hydrogen atoms involved in intermolecular
contacts are shown).
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Figure S10.View alonga axis of a layer based on inter-chain oxygen-hyenogpntacts in the
crystal of2 (only hydrogen atoms involved in intermoleculanaxts are shown) [symmetry

equivalent atomsléx, 1-y, 1-z) are given by “prime d”].
- inter-chain distance O(1) - - H(%&hony1 2.53 A S rvaw(O,H) 2.60 A

- no further contacts between parallel layers.

Figure S11.View alongc axis of a layer based on inter-chain oxygen-hyenogpntacts in the
crystal of2 (only hydrogen atoms involved in intermoleculantaxts are shown).
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[2-(2',4',6'-M€3C6H 2N:CH)C6H4] zan|2 (4)

- the crystakontains d:1 mixture ofA-4 andA-4 isomers

Figure S12.Molecular structure oh-4 isomer [eft) andA-4 isomer (ight) in the crystal o#,
showing the intramolecular chlorine-hydrogen aneHC t (Pheentroig cOntacts (only imine
hydrogens and hydrogen atoms involved in intramdéeaontacts are shown).

- intramolecular distance CI(1)- - - H{§)2.93 A Srvaw(ClLH) 3.01 A
Cl(1): - -H(32B)etny1 2.70 A
Cl(2)---H(22),1 2.96 A
Cl(2): - - H(14G)etnyi 2.72 A
C(30}H(BOA)methyr - - PRentroidC(1)-C(6)} 2.71 A
y=19.1°

Figure S13. View of a chain polymer of alternating-4 and A-4 isomers based on
intermolecular chlorine-hydrogen contacts in thestal of4 (only hydrogen atoms involved in
intermolecular contacts are shown) [symmetry edaintaatoms X, 0.5—y, 0.5+f (X, 0.5~y, —
0.5+2) and &, y, —1+3 are given by “a”, “b” and “c”, respectively].

- intermolecular distance CI(1)---H(19aR.89 A Srvaw(ClLH) 3.01 A
Cl(2)- - -H(32Ca}ny1 2.93 A
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Figure S14.View alongc axis of a chain polymer of alternating4 and A-4 isomers in the
crystal of4.

Figure S15.View alongb axis of a layer based on inter-chain chlorine-bgen and €H- - «
(Pheentroig contacts in the crystal df (only hydrogen atoms involved in intermoleculantaxts
are shown) [symmetry equivalent atomi+x y, z) and (L+x, y, z) are given by “d” and “e”,
respectively].

- inter-chain distance Cl(2)---H(3)2.91 A Srvaw(ClLH) 3.01 A
C(30)H(30B)methyr * - PRentroid C(17d)-C(22d)} 2.92 A
v = 10.0°
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Figure S16.View alongc axis of a layer based on inter-chain chlorine-bgen and €H- - «
(Pheentroig contacts in the crystal df(only hydrogen atoms involved in intermoleculantaxts

are shown).

- no further contacts between parallel layers.



Electronic Supplementary Material (ESI) for Dalton Transactions
This journal is © The Royal Society of Chemistry 2013

[2-(PhCH2N:CH)C6H 4] zan|2 (5)

- the crystatontains d.:1 mixture ofA-5 andA-5 isomers

Figure S17.Molecular structure oA-5 isomer [eft) andA-5 isomer (ight) in the crystal ob,
showing the intramolecular chlorine-hydrogen cotsgonly imine hydrogens and hydrogen
atoms involved in intramolecular contacts are shown

- intramolecular distance CI(1)- - - H{§)2.90 A S'rvaw(ClH) 3.01 A
Cl(2)---H(2Q}, 2.86 A

1
i
’
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Figure S18. View along a axis of azig-zag chain polymer ofA-5 isomers based on
intermolecular chlorine-hydrogen and-K& - © (Phentroig cOntacts in the crystal d& (only
hydrogen atoms involved in intermolecular contats shown) [symmetry equivalent atoms
(0.5—x, —0.5+y, 1.597 (0.5-x, 0.5+y, 1.59zand &, 1+y, 2 are given by “a”, “b” and “c”,
respectively].

- intermolecular distance Cl(2)---H(1QaR.95 A S'rvaw(Cl,H) 3.01 A
C(11}H(A1)aryr - - PBentroid C(1b)-C(6b)} 2.75 A
y=7.5°
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Figure S19. View along b axis of azig-zag chain polymer ofA-5 isomers based on
intermolecular chlorine-hydrogen contacts in thestal of5 (only hydrogen atoms involved in
intermolecular contacts are shown).

Figure S20. View alongc axis of a layer based on-B--n (Phenroig cOntacts between
alternating chains oA-5 and A-5 isomers, respectively, in the crystal ®f(only hydrogen
atoms involved in intermolecular contacts are shoggmmetry equivalent atom®.6—x, —
0.5+y, 1.5-7, (0.5—x, 0.5+y, 1.59z (X, 1+y, 2 and (@.5-x, —0.5+y, 1.59zare given by “a”,
“b”, “c” and “d”, respectively].

- inter-chain distance C(IM(19)aryi" - - PBentroid C(23d)-C(28d)} 2.76 A
y=6.6°
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Figure S21.View alongb axis of a layer based on-B--n (Phentroig CONtacts between
alternating chains oA-5 and A-5 isomers, respectively, in the crystal ®f(only hydrogen
atoms involved in intermolecular contacts are shown

- no further contacts between parallel layers.
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[2-(M€2NCH -,CH 2N:CH)C6H4]2SHC|2 (6)

- the crystatontains d.:1 mixture ofA-6 andA-6 isomers

Figure S22.Molecular structure oh-6 isomer [eft) andA-6 isomer (ight) in the crystal ob,
showing the intramolecular chlorine-hydrogen cotsgonly imine hydrogens and hydrogen
atoms involved in intramolecular contacts are shown
- intramolecular distance Cl(1)-- - H{§)2.97 A S'rvaw(Cl,H) 3.01 A
CI(1)- - - H(20B)ethyiene2.90 A
Cl(2)---H(1%), 2.93 A

Slc

Figure S23.View alongb axis of a chain polymer ok-6 isomers based on intermolecular

chlorine-hydrogen contacts in the crystabdpbnly hydrogen atoms involved in intermolecular

contacts are shown) [symmetry equivalent atorisrX, vy, 2, (1+X, y, 2 and @+x, y, 2 are

given by “a”, “b” and “c”, respectively].

- intermolecular distance CI(1)- - - H(Fme: 2.92 A Srvaw(CIlLH) 3.01 A
Cl(2)- - - H(7@}ine 2.95 A

Figure S24.View alonga axis of a chain polymer ok-6 isomers based on intermolecular
chlorine-hydrogen contacts in the crystabdpbnly hydrogen atoms involved in intermolecular
contacts are shown).
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Figure S25.View alongc axis of a wave-like layer based orHG -t (Phentroig CcONtacts
between parallel chains @f-6 isomers in the crystal & (only hydrogen atoms involved in
intermolecular contacts are shown) [symmetry edeintaatoms{1+x, y, 3, (1+X, y, 2, (2+X,
y, 2 and Q0.5+x, —0.5+y, 0.5-zare given by “a”, “b”, “c” and “d”, respectively]

- inter-chain distance C(1MH(10Cnethyr - - PRentroidC(12d)-C(17d)} 2.82 A
y=12.3°

Figure S26.View alongb axis of a wave-like layer based onrHG - 1 (Phentroig cONtacts
between parallel chains @f-6 isomers in the crystal & (only hydrogen atoms involved in
intermolecular contacts are shown).
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- no further contacts between parallel layerda-@f andA-6 isomers, respectively.

Figure S27. View along b axis of parallel wave-like layers oh-6 and A-6 isomers,
respectively, in the crystal @& (only hydrogen atoms involved in intermoleculantaxts are
shown).



Electronic Supplementary Material (ESI) for Dalton Transactions
This journal is © The Royal Society of Chemistry 2013

[2-(2'-PyCH2N:CH)C6H4] 2SnCl, (7)

- the crystakontains d.:1 mixture ofA-7 andA-7 isomers

Figure S28.Molecular structure oh-7 isomer [eft) andA-7 isomer (ight) in the crystal ob,
showing the intramolecular chlorine-hydrogen cotggonly imine hydrogens and hydrogen
atoms involved in intramolecular contacts are showhe occupancy degree is: 0.93 for N2
(0.07 for C10B) / 0.93 for C10 (0.07 for N2B) and 9 for N4 (0.26 for C23B) / 0.74 for C23
(0.26 for N4B).

- intramolecular distance Cl(1)---H{§)2.85 A S'rvaw(ClH) 3.01 A
Cl(2)---H(1Qy 2.92 A
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[Cl,Pd{2-(2'-PyCH,N=CH)CgH},SnCl]- CH:CN (8- CHCN)

- the crystakontains d.:1 mixture ofA-8 andA-8 isomers

Figure S29.Molecular structure oA-8 isomer [eft) and A-8 isomer (ight) in the crystal of
8:CH:CN, showing the intramolecular chlorine-hydrogerd &&-H- - © (Pheentroig CONtacts
(only imine hydrogens and hydrogen atoms involvethiramolecular contacts are shown; the

solvent molecule is omitted).

- intramolecular distance Cl(2)---H(49)2.81 A S'rvaw(ClH) 3.01 A
CI(3)- - - H(21B)ethyiene2.74 A
C(8)-H(8B)methylene * - PBentroid C(14)-C(19)} 2.97 A
y = 25.5°

Figure S30.View alonga axis of a dimer association @f-8 and A-8 isomers based on
intermolecular €H- - © (Phentroig contacts in the crystal & CH;CN (only hydrogen atoms
involved in intermolecular contacts are shown) [Byetry equivalent atomd.{x, 1-y, 1-zare
given by “prime”].

- intermolecular distance C(23)(23)aryr’ - - PRentroid C(14)-C(19")} 2.61 A
y=2.8°
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Figure S31.View alonga axis of a ribbon-like polymer of dimers based otei-dimer
chlorine-hydrogen interactions in the crystal@CHCN (only hydrogen atoms involved in
intermolecular contacts are shown) [symmetry edaitaatoms 1—x, 1-y, 17 (-1+x, —1+y,
=1+2), (~x =y, =2, (1+x, 1+y, 1+2 and @—x, 2—y, 2-are given by “prime”, “a”, “prime a”,
“b” and “prime b”, respectively].

- inter-dimer distance CI(3)---H(13;8)2.65 A Yrvaw(Cl,H) 3.01 A

Figure S32.View alonga axis of a layer based on inter-chain chlorine-bgén interactions
in the crystal of8:CH;CN (only hydrogen atoms involved in intermolecutamtacts are
shown) [symmetry equivalent atonis—§, 1-y, 1% (—x, -y, —2), (1+x, 1+y, 1+2, (1-x, 1-y, —
2) and &, y, 1+2 are given by “prime”, “prime a”, “b”, “prime c’rad “d”, respectively].

- inter-chain distance CI(2)---H(7i)e 2.75 A Srvaw(ClLH) 3.01 A
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Figure S33.View along chain polymers of a layer based onrintain chlorine-hydrogen
interactions in the crystal o8- CH;CN (only hydrogen atoms involved in intermolecular
contacts are shown).

Figure S34.View of the 3D architecture in the crystal 8CHCN, based on chlorine-
hydrogen contacts between parallel layers (onlyrdiyein atoms involved in intermolecular
contacts are shown) [symmetry equivalent atoats 1-y, —kare given by “prime e”].

- inter-layer distance Cl(4)---H(1%g)2.83 A S'rvaw(Cl,H) 3.01 A



