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Scheme 1. Synthesis of L-H,Tyrbenz, L-H,Serbenz, L-H,Tyrthio, L-H,Tyr-4pyr, L-H,Serthio

and L-HPhethio.



SpinWorks 3: NKTyrbery Proton test

NN B B

N ]
FBRIOGD e W
SBR IR U W
Bl ou R S

Residual
solvent peak

Fars WL W
g ErrY e
=3 WOk i1
&b D
wo g

—_ 9TvIET
09292

Yoy TR
n = it [ -
=1 ia = oo & )
@ - =1 S 3 & =
[ 3 @ 8% = =
I B e e L e D L B |
PPM 9.2 BB B4 80 76 72 6B 64 60 56 52 48 44 40 36 3.2 28 24 20 16 1.2 08 04
file: ...\nmrism backupism-110ec-2012\2Vid expt: <2930 freq. of 0 ppmi: 400130000 MHZ
transmitter freq.: 400.132471 MHz processedsize: 32768 complex points
time domain size: 65526 points. LE: 0.300 GF: 0.0000
width: 8223,68 Hz = 20,5524 ppm = 0.125483 Hz/pt Hzfem: 159,314 ppmjom: 039815
number of scans: 32
3 1
Fig. S1 '"H NMR spectrum of L-NaHTyrbenz.
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Fig. S2 'H NMR spectrum of L-NaHSerbenz.
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Fig. S3 '"H NMR spectrum of L-NaHTyrthio.
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Fig. S5 '"H NMR spectrum of L-NaHSerthio.
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Fig. S6 '"H NMR spectrum of L-NaPhethio.
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Fig. S7 FTIR spectrum of L-H,Tyrbenz.
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Fig. S8 FTIR spectrum of L-H,Serbenz.
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Fig. S9 FTIR spectrum of L-H,Tyrthio.
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Fig. S10 FTIR spectrum of L-H,Tyr4-pyr.
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Fig. S11 FTIR spectrum of L-H,Serthio.
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Fig. S12 FTIR spectrum of L-HPhethio.




Fig. S14 Hydrogen bonding network within the 1D chain in 2.
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Fig. S15 Coordination environment around Cu(II) in 3.

Fig. S16 Hydrogen bonding within the spiral chain in 3.



Fig. S18 Coordination environment around Cu(II) in 5 for two independent molecules per
asymmetric unit.
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Fig. S22 PXRD patterns of 4.
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Fig. S26 FTIR spectrum of 2.
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Fig. S28 FTIR spectrum of 4.
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Fig. S31 TGA spectra for 1-6.



Table S1. Selected Bond lengths (A) for 1,2, 3, 4 and 5.

1
Cul-03 1.931(3) Cul-05 1.957(3)
Cul-N2 2.015(3) Cul-N1 2.022(3)
Cul-04 2.211(4)
2
Cul-02 1.939(3) Cul-04 1.970(3)
Cul-N1 2.009(4) Cul-N2 2.015(3)
Cul-06 2.313(3) Cul-05 2.723(1)
3
Cul-02 1.901(5) Cul-04 1.929(5)
Cul-N1 1.997(5) Cul-N2 2.030(5)
Cul-03 2.704 (5)
4
Cul-03 1.927(2) Cul-03 1.927(2)
Cul-N1 2.047(3) Cul-N1 2.047(3)
Cul-02 2.217(5)
5
Cul-02 1.918(8) Cul-04 1.922(8)
Cul-N1 1.980(9) Cul-N2 2.003(9)
Cul-O1 2.328(9) Cu2-09 1.906(8)
Cu2-012 1.931(8) Cu2-N4 1.993(10)

Cu2-N3 1.996(9) Cu2-08 2.38(9)



Table S2. Selected Bond angles (degrees) for 1, 2, 3, 4 and 5.

1

03-Cul-05
05-Cul-N2
05-Cul-N1
03-Cul-04
N2-Cul-O4

2

02-Cul-O4
04-Cul-N1
04-Cul-N2
02-Cul-06
N1-Cul-O6

3
02-Cul-04
04-Cul-NI
04-Cul-N2

4
03-Cul-03
03-Cul-N1
03-Cul-N1
03-Cul-02
N1-Cul-02

5
02-Cul-04

04-Cul-N1
04-Cul-N2
02-Cul-0O1
N1-Cul-O1
09-Cu2-012
012-Cu2-N4
012-Cu2-N3
09-Cu2-08
N4-Cu2-08

167.04(15)
82.68(14)
93.32(15)
94.17(15)
101.18(14)

177.84(12)
94.02(13)
82.48(13)
89.97(11)
94.78(13)

171.02)
93.8(2)
82.7(2)

172.23)
94.20(11)
84.84(11)
93.90(13)
97.40(11)

177.7(4)
85.3(3)
93.1(3)
86.6(3)
91.6(3)
176.2(4)
85.1(4)
94.9(4)
88.3(4)
92.1(4)

03-Cul-N2
03-Cul-N1
N2-Cul-N1
05-Cul-04
N1-Cul-O4

02-Cul-N1
02-Cul-N2
N1-Cul-N2
04-Cul-06
N2-Cul-O6

02-Cul-N1
02-Cul-N2
N1-Cul-N2

03-Cul-N1
03-Cul-N1
N1-Cul-N1
03-Cul-02
N1-Cul-O2

02-Cul-N1
02-Cul-N2
N1-Cul-N2
04-Cul-O1
N2-Cul-O1
09-Cu2-N4
09-Cu2-N3
N4-Cu2-N3
012-Cu2-08
N3-Cu2-08

95.74(14)
84.76(16)
164.36(17)
98.75(14)
94.36(15)

85.00(14)
97.71(14)
157.76(15)
92.03(11)
107.25(13)

84.9(2)
99.6(2)
172.12)

84.79(11)
94.20(11)
165.2(2)

93.90(13)
97.40(11)

95.9(3)
85.1(3)
157.7(3)
95.4(3)
110.7(3)
94.1(4)
86.1(4)
177.7(4)
88.0(3)
90.2(3)



Table S3. FTIR peaks for carboxylates in 1-6.

Compound Carboxylate Av; (cm™) | Av, (em!) | Binding Mode
Peaks (cm™!)
Asym | sym
1 1633 1359 274 monodentate
1590 1381 209 bridging
2 1635 1350 285 monodentate
1583 1380 203 bridging
3 1639 1376 263 monodentate
4 1644 1379 265 monodentate
5 1629 1348 281 monodentate
6 1625 1358 267 monodentate

[AU = Uasym_Usym]



