Dataset S4. 3¢ PcB chromophore contacts of the protein residues. The data were obtained from u-[*3C,"N]-PCB-Cph1A2 with an LG-CP contact time of 2.3 ms in both Pr and Pfr states. H NMR chemical shift differences (Ac")
of the chromophore contacts during Pr-to-Pfr photoconversion are listed at the right-most column as the values for Pfr minus those for Pr.

Pr Pfr

Proton contact o™ (ppm) Cofactor carbon  ¢®™" (ppm) ®“  XRD distance (A) © &P (ppm) Cofactor carbon  ¢%™" (ppm) ®¥  XRD distance (A) "9 A" ®"P) (ppm)
Ala-212 +0.6
Ala-256 -0.9
Ala-288 -

+0.4
Arg-222 -0.5
Arg-254 -

-0.4
Arg-472 -3.7
Asp-207* -0.6

*Continued on following page.
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Pr Pfr

Proton contact o™ (ppm) Cofactor carbon  ¢®™" (ppm) ®“  XRD distance (A) © &P (ppm) Cofactor carbon  ¢%™" (ppm) ®¥  XRD distance (A) "9 A" ®"P) (ppm)
Asp-207 -0.2
+0.6
Cys-259 +0.6
+0.6
His-260* -
-0.3

*Continued on following page.
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Pr Pfr

Proton contact o™ (ppm) Cofactor carbon  ¢®™" (ppm) ®“  XRD distance (A) © &P (ppm) Cofactor carbon  ¢%™" (ppm) ®¥  XRD distance (A) "9 A" ®"P) (ppm)
His-260* -0.4
+0.1
+0.1

*Continued on following page.
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Pr Pfr

Proton contact o™ (ppm) Cofactor carbon  ¢®™" (ppm) ®“  XRD distance (A) © &P (ppm) Cofactor carbon  ¢%™" (ppm) ®¥  XRD distance (A) "9 A" ®"P) (ppm)
His-260 -

-0.9
- _ _ -0.9

*Continued on following page.
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Pr Pfr

Proton contact o™ (ppm) Cofactor carbon  ¢®™" (ppm) ®“  XRD distance (A) © &P (ppm) Cofactor carbon  ¢%™" (ppm) ®¥  XRD distance (A) "9 A" ®"P) (ppm)
His-290 -
-0.4
His-470 -
-0.6
lle-20 -
-0.2
-1.0
lle-208* +0.3
+0.1

*Continued on following page.
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Pr Pfr

Proton contact o™ (ppm) Cofactor carbon  ¢®™" (ppm) ®“  XRD distance (A) © &P (ppm) Cofactor carbon  ¢%™" (ppm) ®¥  XRD distance (A) "9 A" ®"P) (ppm)
lle-208 -0.1

-0.4
Leu-15 -0.4

-0.4
Leu-18 -
Leu-469 +0.2
Met-174 -0.6
Met-267 -0.3
Phe-216* -0.3

*Continued on following page.
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Pr Pfr

Proton contact o™ (ppm) Cofactor carbon  ¢®™" (ppm) ®“  XRD distance (A) © &P (ppm) Cofactor carbon  ¢%™" (ppm) ®¥  XRD distance (A) "9 A" ®"P) (ppm)
Phe-216 -0.3
Pro-209 -0.1
Pro-471 -0.4

-0.1
Ser-206 +0.2

-0.6
Ser-272 -1.0
Thr-274* -0.3

+0.7

*Continued on following page.
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Pr Pfr

Proton contact """ (ppm) Cofactor carbon

o™ (ppm) ©4  XRD distance (A) © &P (ppm) Cofactor carbon  ¢%™" (ppm) ®¥  XRD distance (A) "9 A" ®"P) (ppm)

Thr-274

Tyr-176

Tyr-198

Tyr-203*

-0.1

+0.5

-0.1

+0.9

*Continued on following page.
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Pr Pfr

Proton contact o™ (ppm) Cofactor carbon  ¢®™" (ppm) ®“  XRD distance (A) © &P (ppm) Cofactor carbon  ¢%™" (ppm) ®¥  XRD distance (A) "9 A" ®"P) (ppm)
Tyr-203 -0.7
Tyr-257 -0.9
+0.1
Tyr-263 -
-0.7
-0.5
Tyr-458 -
Val-186 -0.1
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Pr Pfr

Proton contact o™ (ppm) Cofactor carbon  ¢®™" (ppm) ®“  XRD distance (A) © &P (ppm) Cofactor carbon  ¢%™" (ppm) ®¥  XRD distance (A) "9 A" ®"P) (ppm)
w1 -

-0.6
w2 +0.2
w3 -0.5
W4 (-IT) -1.1
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Pr Pfr

Proton contact o™ (ppm) Cofactor carbon  ¢®™" (ppm) ®“  XRD distance (A) © &P (ppm) Cofactor carbon  ¢%™" (ppm) ®¥  XRD distance (A) "9 A" ®"P) (ppm)

W5 (-I1) +0.7

\[J

w7

{W5+[OH['wa} (-1)

1
o
o
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