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Figure S1. Absorption spectrum of py-1 in DMF with and without electrolyte with the
absorption curve peaks normalized.
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Figure S2. Absorption spectrum of py-1 in MeCN with and without electrolyte with the
absorption curve peaks normalized.
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Figure S3. Absorption spectrum of py-1 in THF with and without electrolyte with the absorption
curve peaks normalized.
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Figure S4. Absorption spectrum of py-2 in DMF with and without electrolyte with the
absorption curve peaks normalized.
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Figure S5. Absorption spectrum of py-2 in MeCN with and without electrolyte with the
absorption curve peaks normalized.
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Figure S6. Absorption spectrum of py-3 in DMF with and without electrolyte with the
absorption curve peaks normalized.
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Figure S9. Absorption spectrum of py-4 in DMF with and without electrolyte with the
absorption curve peaks normalized.
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Figure S10. Absorption spectrum of py-4 in MeCN with and without electrolyte with the
absorption curve peaks normalized.
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Figure S11. Absorption spectrum of py-5 in DMF with and without electrolyte with the
absorption curve peaks normalized.
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Figure S12. Emission spectrum of py-1 in THF with and without electrolyte with the emission
peak intensity normalized.
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Figure S13. Emission spectrum of py-2 in DMF with and without electrolyte with the emission
peak intensity normalized.
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Figure S14. Emission spectrum of py-2 in MeCN with and without electrolyte with the emission
peak intensity normalized.
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Figure S15. Emission spectrum of py-3 in DMF with and without electrolyte with the emission
peak intensity normalized.
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Figure S16. Emission spectrum of py-3 in THF with and without electrolyte with the emission
peak intensity normalized.
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Figure S17. Emission spectrum of py-4 in DMF with and without electrolyte with the emission
peak intensity normalized.
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Figure S18. Emission spectrum of py-4 in THF with and without electrolyte with the emission
peak intensity normalized.
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Figure S19. Cyclic voltammetry of py-2 in THF with electrolyte under argon and COx.
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Figure S20. '"H NMR data showing CO; binding with py-2 in CD3CN-ds.
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Figure S21. '"H NMR data showing CO; binding with py-2 in DMF-d;.
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Figure S24. Optimized geometries at the M06-2X/6-311G(d) level for computational models of
py-1, py-3, py-4, and py-5 with CO; bound. Bond lengths are given in angstroms.
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py-1 XYZ Coordinates (the first column is atomic number)

) 2 A2 N2 2,2 0000200000000 0,

53

py-1 with CO2 XYZ Coordinates (the first column is atomic number)

6
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2.239794
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-1.205431
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-0.090098
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0.026924
0.030265
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-0.359620

0.709533
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0.299441
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-0.016882
-0.047905
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py-2 XYZ Coordinates (the first column is atomic number)
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2.299621
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-0.009523
-0.010884
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0.010888
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-0.034890
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py-3 XYZ Coordinates (the first column is atomic number)
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py-3 with CO2 XYZ Coordinates (the first column is atomic number)
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-0.008868
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0.001486
-0.001503
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1.038585
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-0.091525

0.056188
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-4.55400600
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3.45804400
2.72016700
4.40308300
3.10534900

0.23349600
1.57118800
2.22287800
1.57115100
0.23348500
2.08005400
3.26853000
2.08002300
-0.54199700
-1.49088000
-0.54196800
-1.49086200
-0.42724900
-0.34922200
-0.34925100
-1.46260000
1.01914700
-1.46270500
1.01910500
-0.57541100
-0.40986300
0.15880600
-1.59168600
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0.15904100
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-0.01120100
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0.72642400
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0.64009300
0.00800800
0.00799100
0.48976600
0.19170700
0.48964500
0.19173900
-1.73369200
-2.24856300
-2.05418300
-1.89485200
-1.73371100
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-2.24854700
-1.89494300
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py-4 with CO; XYZ Coordinates
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1.14511019
1.20831445
-0.00016441
-1.20859932
-1.14526693
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-0.00020583
-2.15867838
-2.28964922
-2.09679505
2.28957620
2.09690243
-0.00005548
-3.75979705
3.75960841
-4.56396103
-4.17303964
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4.17297412
-3.38879041
-4.31654399
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-0.06562779
0.91857794
-1.44371068
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-1.44385609
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-0.12902546
1.54985883
0.52465997
-0.12913368
0.47260408
1.54971805
2.57883356
2.60004159
2.59917456

1.72373800
1.16090700
-0.19004900
-0.19005300
1.16097800
-0.91463500
3.47183700
-0.85098700
-1.85712500
-0.85126200
-1.85725800
-0.19609900
-1.23806200

-0.46972549
0.11823927
0.41662416
0.11830239

-0.46961637
0.27829837
0.85793348
0.27838250

-0.86070614

-1.28185599

-0.86076540

-1.28194370

-0.72995301

-0.06264326

-0.06246731

-0.74266083
0.05661835

-0.74229523
0.05696096
1.57959478
2.14720730
2.02337487
1.50569768
1.57970223
2.02330146
2.14753583
1.50571099
0.11541197
0.12654311
0.12319621

0.00022100
-0.00788500
-0.01826500
-0.01306300
-0.00157600
-0.02221600

0.01463300
-0.01490200
-0.02855200
-0.02392800
-0.04478900
-0.01118600

0.00517600

S22
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3.66178000
3.67607300
6.08495500
4.58228400
4.59578900
7.19757300
6.19297400
6.17972700
8.18404800
7.12635200
7.13962300
-3.58836300
-4.69656800
-3.67889900
-3.65937500
-6.08490900
-4.59762000
-4.58002400
-7.19735000
-6.17786700
-6.19487900
-8.18387500
-7.14153200
-7.12383200

0.45828800
0.44573800
-0.60397000
-1.87560700
-1.88983400
-1.64786400
0.03702900
0.05203600
-1.18122100
-2.28211600
-2.29759300
-0.19677800
-1.23816500
0.42400400
0.47801500
-0.60427600
-1.91163500
-1.85342200
-1.64745100
0.07384700
0.01395100
-1.18094000
-2.31932000
-2.25889900

py-5 with CO; XYZ Coordinates

ITTOIITOIITOOIZITZQZ2Z00Z20

-0.00036300
-1.18593000
-1.12681900
1.12656900
1.18536100
-0.00003900
-0.00060000
2.29633800
2.25234000
-2.29649800
-2.25254000
3.58791700
4.70514700
3.65376100
3.67064300
6.08755200
4.59508900
4.61009300
7.20946000
6.19111200
6.17565300

2.21925200
1.65684200
0.30582200
0.30613800
1.65717000
-0.41924900
3.96684400
-0.34809700
-1.35599100
-0.34864300
-1.35653100
0.32043600
-0.71154200
0.99137600
0.94731800
-0.06491500
-1.33375600
-1.38109900
-1.09823900
0.55966400
0.60900200

0.86230900
-0.89302800
0.01010000
0.88995700
-0.87099400
0.02750600
-0.87090500
0.88152800
0.03081000
0.91472300
-0.84943600
-0.03490900
0.00920900
-0.93170200
0.82282500
0.00066200
-0.85074000
0.90923900
0.04726100
0.85519100
-0.89623400
0.04114900
-0.81298700
0.95015100

-0.01397800
-0.01256300
-0.00646200
-0.00467800
-0.01063000
-0.00335700
-0.02159200
0.00068800
-0.00096000
-0.00202100
-0.00623900
-0.00623900
0.03022600
0.85509700
-0.89925600
0.02403600
0.92621900
-0.83293900
0.06312600
-0.86928200
0.88248300

S23
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8.19180900
7.14241000
7.15829100
-3.58816200
-4.70528000
-3.67185600
-3.65322900
-6.08773500
-4.61098500
-4.59436400
-7.20954800
-6.17519300
-6.19203500
-8.19192700
-7.15914000
-7.14163700
0.00111300

1.15563600
-1.15336500

-0.62291200
-1.71571700
-1.76557700

0.31967700
-0.71211300

0.94046000

0.99644100
-0.06563400
-1.38775900
-1.32797400
-1.09871700

0.61432200

0.55262700
-0.62348300
-1.77204900
-1.70992500
-3.20020900
-3.23722300
-3.23786200

0.05852800
0.96239500
-0.80089800
-0.01307000
0.03146700
-0.91033500
0.84366200
0.02174100
-0.82705700
0.93170300
0.06901000
0.87547700
-0.87587700
0.06201100
-0.79039800
0.97248700
-0.05249800
-0.05142500
-0.05490800

S24



