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Table S2. Selected bond lengths (A) and angles (°)

1

Cd(1)-0(2) 2.3202)  Cd(1)-N(1) 2339(2)  Cd(1)-N(6)#1 2.321(2)
0(2)-Cd(1)-N(6)#1 89.43(8)  O(2)-Cd(1)-N(6)#2 90.57(8)  O(H#3-Cd(1)-N(1) 89.83(9)
0(2)-Cd(1)-N(1) 90.17(9)  N(6)#1-Cd(1)-N(1) 90.16(8)  N(6)#2-Cd(1)-N(1) 89.84(8)
2

Cd(1)-N(1) 2453(2)  Cd(1)-N(6)#2 2363(2)  Cd(1)-N(7) 2.323(2)
Cd(1)-N(12) #4 2.383(2)  Cd(1)-N(13) 23102)  Cd(1)-0(5) 2.419(3)
N(13)-Cd(1)-N(7) 178.058)  N(13)-Cd(1)-N(6)#2 90.87(8)  N(7)-Cd(1)-N(6)#2 91.01(8)
N(13)-Cd(1)-N(12)#4  89.38(8)  N(7)-Cd(1)-N(12)#4 88.68(8)  N(6)#2-Cd(1)-N(12)#4  169.22(8)
N(13)-Cd(1)-0(5) 87.0909)  N(7)-Cd(1)-0(5) 92.58(9)  N(6)#2-Cd(1)-O(5) 115.70(9)
N(12)#3-Cd(1)-0(5) 75.07(8)  N(13)-Cd(1)-N(1) 90.61(8)  N(7)-Cd(1)-N(1) 89.00(8)
N(6)#2-Cd(1)-N(1) 85.90(8)  N(12)#3-Cd(1)-N(1) 8333(7)  O(5)-Cd(1)-N(1) 158.30(9)
3

Cd(1)-N(1) 2.380(5)  Cd(1)-N(6)#7 2.348(5)  Cd(1)-N(7) 2.384(4)
Cd(1)-N(12)#6 2.341(4)  Cd(1)-N(13)#5 2.291(6)  Cd(1)-S(1) 2.686(2)
N(13)#5-Cd(1)-N(12)#6  92.41(18)  N(I3)#5-Cd(1)-N(6)#7  88.45(18)  N(I12)#6-Cd(1)-N(6)#7 177.37(16)
N(13)#5-Cd(1)-N(1) 84.18(16)  N(12)#6-Cd(1)-N(1) 88.95(16)  N(6)#7-Cd(1)-N(1) 88.67(16)
N(13)#5-Cd(1)-N(7) 171.02(16)  N(12)#6-Cd(1)-N(7) 85.05(15)  N(6)#7-Cd(1)-N(7) 93.73(16)
N(1)-Cd(1)-N(7) 87.17(15)  N(13)#5-Cd(1)-S(1) 100.86(12) N(I12)#6-Cd(1)-S(1)  89.72(12)
N(6)#7-Cd(1)-S(1) 92.56(12)  N(1)-Cd(1)-S(1) 174.84(11)  N(7)-Cd(1)-S(1) 87.75(12)
N(13)-C(27)-S(1) 178.1(6)

4

Cd(1)-N(1) 2337(3)  Cd(1)-N(6)#8 23843)  Cd(1)-N(7) 2.380(3)
Cd(1)-N(12)#6 2.3293)  Cd(1)-N(13) 2.296(4)  Cd(1)-S(1)#4 2.7005(17)
N(13)-Cd(1)-N(12)#6  91.80(12)  N(13)-Cd(1)-N(1) 90.48(12)  N(I12)#6-Cd(1)-N(1)  177.10(10)
N(13)-Cd(1)-N(7) 172.1509)  N(12)#6-Cd(1)-N(7) 85.44(9)  N(1)-Cd(1)-N(7) 92.07(9)
N(13)-Cd(1)-N(6)#8 83.24(9)  N(12)#6-Cd(1)-N(6)#8  88.66(9)  N(1)-Cd(1)-N(6)#8 89.82(9)
N(7)-Cd(1)-N(6)#8 89.34(8)  N(13)-Cd(1)-S(1)#4 100.54(6)  N(12)#6-Cd(1)-S(1)#4  89.69(6)
N(1)-Cd(1)-S(1)#4 91.67(6)  N(7)-Cd(1)-S(1)#4 86.81(6)  N(6)#8—Cd(1)-S(1)#4  175.92(7)
N(13)-C(27)-S(1) 178.5(3)

5

Cd(1)-N(1) 2.355(5)  Cd(1)-N(6)#9 2402(4)  Cd(1)-N(7) 2.388(5)
Cd(1)-N(12)#4 2350(5)  Cd(1)-CI(1) 2611Q2)  Cd(1)-CI(1)#10 2.656(2)
N(12)#4-Cd(1)-N(1) 169.35(15)  N(12)#4-Cd(1)-N(7) 81.29(15)  N(1)-Cd(1)-N(7) 88.07(15)
N(12)#4-Cd(1)-N(6)#9  90.56(15)  N(1)-Cd(1)-N(6)#9 88.59(14)  N(7)-Cd(1)-N(6)#9 87.09(15)
N(12)#4-Cd(1)-CI(1) ~ 91.08(12)  N(1)-Cd(1)-CI(1) 91.0009)  N(7)-Cd(1)-CI(1) 99.62(11)
N(6)#9-Cd(1)-CI(1) 173.26(10)  N(12)#4-Cd(1)-CI(1)#10  92.75(11)  N(1)-Cd(1)-CI(1)#10  97.81(11)

N(7)-Cd(1)-CI(1)#10 171.53(11)  N(6)#9-Cd(1)-CI(1)#10  86.96(10)  CI(1)-Cd(1)-CI(1)#10  86.43(4)
Cd(1)-CI(1)-Cd(1)#10  93.57(4)

6
Cd(1)-N(1) 2.321(10)  Cd(1)-N(6)#11 23128)  Cd(1)-N(7) 2.231(11)
N(7)-Cd(1)-N(6)#11 89.0(3) N(7)-Cd(1)-N(6)#12 91.03) N(7)-Cd(1)-N(1) 89.3(4)
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N(7)#7-Cd(1)-N(1) 90.8(4) N(6)#11-Cd(1)-N(1) 91.5(3) N(6)#12-Cd(1)-N(1)  88.5(3)
N(7)-C(14)-S(1) 174.6(14)

Symmetry code: #1 -x+1,-y,-z; #2 -x+1,-y+1,-z; #3 x+1,-y,-z; #4 x+1,y,2; #5 -x,-y+2,-z+1; #6 x-1,y,z; #7 -x+1,-y+1,-z+1; #8
x+1,-p,-z+ 15 #9 -x+1,-y+2,-z+1; #10 -x+2,-p+1,-z+1; #11 x+1,-p+1/2,241/2; #12 -x,y+1/2,-z+1/2.
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Table S3. Selected hydrogen bonding interaction

D-H-A d-Hy A dH-Ay A dD-Ay A ZDHA/°
1 O(1)-H(1)-0(5) 0.82 2.59 3.265(6) 140
0(2)-H(2A)--O(6)#1 0.85 1.97 2.818(4) 172
0(2)-H(2B)-N(5)#2 0.85 2.11 2.952(4) 169
C(2)- HQ2)--0(3)#3 0.93 2.53 3.417(5) 159
C(5)- H(5A)--0(4) 0.97 2.46 3.291(5) 143
C(6)-H(6)- O(3)#4 0.93 234 3.268(4) 172
C(7)- H(7)--0(6) 0.93 2.53 3.449(5) 170
2 O(1)-H(1W)-—O(7)#1 0.82 2.01 2.822(3) 170
0(2)-H2W)--O(7) 0.82 2.08 2.820(3) 150
O(3)-H(3W)-F(4)#5 0.82 2.41 2.990(3) 128
O(10)-H(10A)-N(14)#6 0.96 237 3.214(7) 147
C2)-H(2)- O(9)#1 0.93 2.47 3.288(4) 147
C(19)-H(19)--O(8) 0.93 2.30 3.182(4) 157
C(29)-H(29A)--F(6)#7 0.97 234 3.267(4) 161
C(29)-H(29B)-F(1)#8 0.97 2.44 3.312(4) 149
C(1)-H(1A)~O(6)#9 0.93 2.60 3.373(4) 140
C(1)-H(1A)~O(5)#9 0.93 2.69 3.411(4) 134
C(14)-H(14)-O(6)#9 0.93 2.62 3.439(4) 148
3 O(1)-H(1W)-O(5) 0.82 221 2.969(7) 155
0(2)-H2W)--O(5)#10 0.82 237 3.057(7) 142
0(2)-H2W)--0(6)#10 0.82 2.53 3.319(9) 162
C(3)-H(3B)--O(4)#10 0.93 2.66 3.591(7) 163
C(3)-H(3A)F(1) 0.97 227 2.927(6) 124
C(18)-H(18B)--F(2)#11 0.97 2.48 3.190(8) 130
4 0(2)-H2W)-0(3) 0.82 2.02 2.757(4) 150
C(6)-H(6)--0(5) 0.93 2.42 3.233(5) 145
C(18)-H(18A)--O(4) 0.97 2.64 3.482(5) 146
C(16)-H(16A)--0(3) 0.97 2.61 3.351(5) 134
C(5)-H(5B)--F(4) 0.97 235 2.966(4) 121
C(16)-H(16A)--F(1) 0.97 2.44 3.054(4) 120
C(16)-H(16B)--N(11) 0.97 2.51 3.152(6) 124
C(18)-H(18A)-F(3)#12 0.97 2.49 3.366(6) 150
C(19)-H(19)--F(3) 0.93 2.44 3.155(5) 133
5 0(2)-HQW)-N(13) 0.82 1.99 2.772(12) 159
C(14)-H(14)-FQ)#13 0.93 2.53 3.289(8) 139
C(15)-H(15)-N(2)#10 0.93 2.43 3.323(7) 160
C(25)-H(25)N(13) 0.93 2.38 3.155(12) 141
6  O(1)-H(1C)-N(2) 0.83 2.16 2.882(7) 145
O(IW)-H(1WB)--S(1)}#10  0.97 2.57 3.422(6) 146
C(1)-H(1)--O(1W)#10 0.93 226 3.183(7) 169

Smmetry code: #1 1-x,1-y,-z; #2 -x,1-y,-z; #3 -1+x)y,z; #4 -1+x,1+y,z; #5 x,y,-1+z; #6 -1+x,y,1+z; #7 2-x,1-y,-1-z; #8
2-x,1-y,-z; #9 2-X, -y, -z; #10 1-x,1-y,1-z; #11 2-x,1-y,-z; #12 1+x,y,-1+z; #13 x,y,1+z
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Fig. S1. The ClO4 anions are fixed between the 1-D chain through hydrogen bonds in 1.
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Figure S2. (a) Coordination geometry of 2, (b) 1D ladder-like structure of 2.

Ol

ARERER;

¢C b

L.

a




Supplementary Material for CrystEngComm
This journal is (c) The Royal Society of Chemistry 2010

Fig. S3 (a) The ClO4 anions are fixed between the layers in 3 through hydrogen bonds, (b)

The NO;™ anions are fixed between the layers in 4 through hydrogen bonds
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Figure S4. Coordination geometry of 5.
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Figure S5. Coordination geometry of 6.
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Figure S6. PXRD and simulated spectra from crystal data for polymers 3, 4, 5 and 6
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Fig. S7 The energy related conformation transformation in the range of -180~180° calculated

by Conformation Tools in Material Studio 4.3
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NOTE: The structure of HFlu in this calculation was obtained directly from CIF data of free HFIu ligand

12
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and then geometry optimized by Dmol’ program (Functional: BLYP; Basis set: DNP, all calculation quality
set to be fine). The optimized structure showed no imaginary frequency. The conformational calculation
was then carried out with Conformers program (Forcefield: Compass or pcff. All calculation quality set to
be ultra-fine). Only gauche form to anti form transformation process was taken in consideration and the
motion groups were kept rigid. The results of the two stable conformers I and II were then geometry

optimized.
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Figure S8. TGA analyses for coordination polymers 1-6
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Figure S9. The emission spectra of coordination polymers 1-6 excited by 261 nm.
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