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A. Mass spectra with accurate mass calculations

Instrument : Synapt G2-Si QTof mass spectrometer (Waters) - ZsprayTM ESI-probe for electrospray ionization (Waters)
Acquisition : positive polarity full scan mode
Data processing : MassLynxTM V4.2 software (Waters)



Chemical Formula: C34H24st4
Exact Mass: 588,08
Molecular Weight: 588,82

2,2’-(N-Me-Ind),-Ts

1a

1a 86 (1.688) AM2 (Ar.40000.0.0.00,0.00); Cm (25:103) 1: TOF MS ES+
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Elemental Composition Report Page 1

Single Mass Analysis

Tolerance = 5.0 PPM / DBE: min =-2.5, max = 200.0
Element prediction: Off

Number of isotope peaks used for i-FIT = 5

Monoisotopic Mass, Odd and Even Electron lons

2 formula(e) evaluated with 1 results within limits (all results (up to 1000) for each mass)
Elements Used:

C:34-34 H:24-25 N:2-2 Na:0-2 S:4-4

1a 86 (1.688) AM2 (Ar,40000.0,0.00,0.00); Cm (25:103) 1: TOF MS ES+
3.99e+006
100 588.0815
587.0742. 589.0837 611.0718
%% 582.4036 B ‘ ( ‘ 592.0801 595.3816 603.0692 605.4236.606.4280 | 61‘2.0747515-0593 619.5275 i
I i e e e o o L T L e o T e e e L e o e
580.0 585.0 590.0 595.0 600.0 605.0 610.0 615.0
Minimum: -2.5
Maximum: 5.0 5.0 200.0
Mass Calc. Mass mDa PPM DBE i-FIT Norm Conf (%) Formula

24.0 1645.5 n/a n/a C34 H24 N2 s4
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588.0815 588.0822 -0.



Chemical Formula: C44H44st4
Exact Mass: 728,24
Molecular Weight: 729,09

2,2-(N-Hex-Ind)>-Ta

1b

1b 91 (1.793) AM2 (Ar.40000.0,0.00.0.00): Cm (25:103) 1: TOF MS ES+
728.2380 1.61e7
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Elemental Composition Report Page 1
Single Mass Analysis
Tolerance = 5.0 PPM / DBE: min = -2.5, max = 200.0
Element prediction: Off
Number of isotope peaks used for i-FIT =5
Monoisotopic Mass, Odd and Even Electron lons
1 formula(e) evaluated with 1 results within limits (all results (up to 1000) for each mass)
Elements Used:
C:44-44 H:44-45 N:2-2 Na:0-2 S:44
1b 91 (1.793) AM2 (Ar,40000.0,0.00,0.00); Cm (25:103) 1: TOF MS ES+
1.61e+007
100 7282380 759 0410
oﬁ opasro 7234612 7262224 157 5ngg (| 7s1pae7 7322971 rosaps T8 757 g1y 130119
e o R AL e B o = MRS A == o A
722.0 724.0 726.0 728.0 730.0 732.0 734.0 736.0 738.0
Minimum: -2.5
Maximum: 5.0 5.0 200.0
Mass Calc. Mass mDa PPM DBE i-FIT Norm Conf (%) Formula
728.2380 728.2387 -0.7 -1.0 24.0 1581.3 n/a n/a C44 H44 N2 54



Chemical Formula: C4sH;,N,S,
Exact Mass: 740,14
Molecular Weight: 741,02

2,2'-(N-Me-|nd)2-thT4

2a

2a 101 (1.981) AM2 (Ar,40000.0,0.00,0.00); Cm (25:103) 1: TOF MS ES+
740.1441 1.4206
100+
4 741.1477
B
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Elemental Composition Report Page 1

Single Mass Analysis

Tolerance = 5.0 PPM / DBE: min = -2.5, max = 200.0
Element prediction: Off

Number of isotope peaks used for i-FIT =5

Monoisotopic Mass, Odd and Even Electron lons

2 formula(e) evaluated with 1 results within limits (all results (up to 1000) for each mass)
Elements Used:

C:46-46 H:32-33 N:22 Na:0-2 S:4-4

2a 101 (1.981) AM2 (Ar40000.0,0.00,0.00); Cm (25:103) 1: TOF MS ES+
1.422+006
740.1441
100
763.1340
"/j 721.5083 7282382 730.2385 /21964 ‘ | (7421457 45 22807532266 758, 2525\ | 7651343 775.1125 777.1114781 1086 y
e S 2280 753, 2208 58 2806 ) 27811088

720.0 725.0 750 0 735.0 740.0 745.0 750.0 755.0 760 0 765.0 770.0 775.0 780.0 785.0

Minimum: -2.5
Maximum: 5.0 5.0 200.0
Mass Calc. Mass mDa PPM DBE i-FIT Norm Conf (%) Formula

740.1441 740.1448 -0.7 -0.9 32.0 1327.9 n/a n/a C46 H32 N2 s4



2,2'-(N-Hex-|nd)2-thT4

2b

Chemical Formula: C5cHs,N,S,
Exact Mass: 880,30
Molecular Weight: 881,29

2b 97 (1.914) AM2 (Ar,40000.0,0.00,0.00); Cm (25:103) 1: TOF MS ES+
100+ 880.3020 1.92e7
81.3051
Y
1 882.3035
883.3036
884.3032
¢ T ! T T T T T T 1 miz
877 878 879 880 881 882 883 884 885 886 887 888
Elemental Composition Report Page 1
Single Mass Analysis
Tolerance = 5.0 PPM / DBE: min = -2.5, max = 200.0
Element prediction: Off
Number of isotope peaks used for i-FIT =5
Monoisotopic Mass, Odd and Even Electron lons
1 formula(e) evaluated with 1 results within limits (all results (up to 1000) for each mass)
Elements Used:
C:56-56 H:45-52 N:2-2 Na:0-2 S:4-4
2b 97 (1.914) AM2 (Ar,40000.0,0.00,0.00); Cm (25:103) 1: TOF MS ES+
1.92e+007
100 880.3020 gg1.3051
@ 715844 5725908 gop pons 878.2848 goo nooo ‘ | 883,300 884.3032 896.3032 889.3079 892.725855 570089 42095
T T T T T T T T T T T T T T
870.0 872.0 874.0 876.0 878.0 880.0 882.0 884.0 886.0 888.0 892.0 894.0
Minimum: -2.5
Maximum: 5.0 5.0 200.0
Mass Calc. Mass mDa PPM DBE i-FIT Norm Conf (%) Formula
880.3020 880.3013 0.7 0.8 32.0 1227.0 n/a n/a C56 H52 N2 54



H3C

3,3'-(N-Me-|nd)z-Ph2T4

4a Chemical Formula: C4sH3,N,S,

Exact Mass: 740,14
Molecular Weight: 741,02

4a 25 (0.519) AM2 (Ar,40000.0,0.00,0.00); Cm (25:103) 1: TOF MS ES+
100~ 740.1444 1.8326
741.1474
Bl
742.1448
743.1455
} I ‘ L ; . ; I ‘ L : L . | . iz
738 739 740 74 742 743 744 745
Elemental Composition Report Page 1
Single Mass Analysis
Tolerance = 5.0 PPM / DBE: min = -2.5, max = 200.0
Element prediction: Off
Number of isotope peaks used for i-FIT =5
Monoisotopic Mass, Odd and Even Electron lons
2 formula(e) evaluated with 1 results within limits (all results (up to 1000) for each mass)
Elements Used:
C:46-46 H:32-33 N:2-2 Na:0-2 S:4-4
4a 25 (0.519) AM2 (Ar,40000.0,0.00,0.00); Cm (25:103) 1: TOF MS ES+
1.83e+006
s A REXRr 742.1448 7445459
S 738.2759738.5056 739.8055 740.6091 | i 743.1455 744.1443 : 745.5083 7485177467365
R R R e T A e R e e e R T L= s
738.0 739.0 740.0 741.0 742.0 743.0 744.0 745.0 746.0 747.0
Minimum: -2.5
Maximum: 5.0 5.0 200.0
Mass Calc. Mass mDa PPM DBE i-FIT Norm Conf (%) Formula
740.1444  740.1448 -0.4 -0.5 32.0 1410.8 n/a n/a C46 H32 N2 S4



3,3’-(N-Hex-lnd)2-thT4

Chemical Formula: Cs4H5,N,S,
Exact Mass: 880,30
Molecular Weight: 881,29

4b 25 (0.519) AM2 (Ar.40000.0,0.00,0.00); Cm (25:103) 1: TOF MS ES+
1004 830.3008 3.8506
881.3041
3
882.3029
883.3030
903.2907
o L | ‘ | 1 L L. "
T T T T T T T T T T T T 1 miz
860 865 870 875 880 885 8g0 895 900 905 910 915 920 925 930
Elemental Composition Report Page 1
Single Mass Analysis
Tolerance = 5.0 PPM / DBE: min =-2.5, max = 200.0
Element prediction: Off
Number of isotope peaks used for i-FIT =5
Monoisotopic Mass, Odd and Even Electron lons
1 formula(e) evaluated with 1 results within limits (all results (up to 1000) for each mass)
Elements Used:
C:56-56 H:52-583 N:2-2 Na:0-2 S:4-4
4b 25 (0.519) AM2 (Ar,40000.0,0.00,0.00); Cm (25:103) 1: TOF MS ES+
3.85e+006
100 8803008 gg1 3041
%3 8823028 gg3 3030
63, erezse0 ereots | eeosote| T 8833030 ssagors sesdoos esed0z0 eers7ez eeeseo
878.0 879.0 880.0 881.0 882.0 883.0 884.0 885.0 886.0 887.0 888.0 889.0
Minimum: -2.5
Maximum: 5.0 5.0 200.0
Mass Calc. Mass mDa PPM DBE i-FIT Norm Conf (%) Formula

880.3008 880.3013 -0.5 -0.6 32.0 1189.9 n/a n/a C56 H52 N2 s4



B. IH NMR and 3C NMR spectra
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Compound 11b
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Compound 1a
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Compound 1b
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Compound 1b
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Compounds 2a and 2b

(*H NMR and 3C NMR are available for both monomers in the Supporting Information of

L. Scapinello, S. Grecchi, S. Rossi, F. Arduini, S. Arnaboldi, A. Penoni, R. Cirilli, P.R. Mussini, T. Benincori,
Chem. Eur. J. 2021, 27, 13190-13202.

cited in the main paper as reference [6])
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Compound 4a
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Compound 4b
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Compound 4c
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C. Anodic and Cathodic CV patterns in CHsCN
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A synopsis of normalized 2,2’ (left) and 3,3’ (right) monomer CV patterns in CH3CN at 0.2 V/s (or 2 V/s, superimposed orange pattern)). Side by side are 2,2’ and 3,3’ analogue

pairs.
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