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NMR-Spectra and HPLC 
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Methyl (S)-2-amino-3-(4-aminophenyl)propanoate 3 
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Methyl (S,E)-2-amino-3-(4-(phenyldiazenyl)phenyl)propanoate 4 
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Methyl (S,E)-2-amino-3-(4-((4-chlorophenyl)diazenyl)phenyl)propanoate 5 
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AzoGW1929 
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AzoGW1929-2 
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2'-methyl-[1,1'-biphenyl]-4-amine 9 

B
OH

OH

H2NH2N

g

8 9  

Scheme S1 g) 2-bromotoluene, Pd(PPh3)4, K2CO3, H2O, DMF, 85 °C, 16 h (55 %). 
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AzoRosi 
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AzoRosi-2 
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AzoRosi-3 
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AzoRosi-4 
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Photophysical Characterization and Photostationary States (PSS) 

 

Figure S1 Photophysical evaluation of PPARγ photohormones AzoMDG548 (A-D), AzoGW1929-

2 (E-H), AzoRosi-2 (I-L), AzoRosi-3 (M-P), AzoGW1929 (Q), AzoRosi (R) and AzoRosi-4 (S) 

The UV-Vis spectra of the photohormones (25 µM in DMSO) in the dark-adapted (trans, black), 

365 nm-adapted (cis, gray) and 460 nm-adapted (trans, blue) photostationary states (A,E,I,M). 
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Reversible cycling of the photohormones (25 µM in DMSO) between photoisomers with alternating 

illumination at the two distinct wavelengths 365 nm and 460 nm (B,F,J,N). Reversible cycling 

between photoisomers of the photohormones (25 µM in DMSO) with alternating illumination at 

varying wavelengths between 320 nm and 420 nm (C,G,K,O). Natural thermal relaxation rates of 

the cis-isomers of the photohormones (25 µM in DMSO) at room temperature in the dark 

(D,H,L,P,Q,R,S). 
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Crystallography 

 

 

Figure S2 (A) Structure of thiazolidinedione 6 drawn at the 50% ellipsoid probability level. (B) 

Structure of trans-AzoRosi-3 drawn at the 50% ellipsoid probability level. (C) Cell of 

thiazolidinedione 6. (D) Cell of trans-AzoRosi-3. 
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Table S1 Crystallographic data for thiazolidionedione 6 and trans-AzoRosi-3. 

 Thiazolidinedione 6 trans-AzoRosi-3 
net formula C3H3NO2S C17H12F3N3O2S 
Mr/g mol−1 117.127 379.36 

crystal size/mm 0.466 × 0.264 × 0.162 0.100 × 0.090 × 0.060 
T/K 173(2) 100(2) 

radiation MoKα MoKα 
diffractometer 'Oxford XCalibur' 'Bruker D8 Venture TXS' 
crystal system monoclinic monoclinic 
space group P21/c 'P 21/c' 

a/Å 8.6725(6) 41.211(2) 
b/Å 5.3541(3) 5.7604(3) 
c/Å 10.2330(8) 13.6180(7) 
α/° 90 90 
β/° 110.081(8) 90.4930(10) 
γ/° 90 90 

V/Å3 446.27(5) 3232.7(3) 
Z 4 8 

calc. density/g cm−3 1.74332(20) 1.559 
μ/mm−1 0.585 0.251 

absorption correction 'multi-scan' multi-scan 
transmission factor range 0.97519–1.00000 0.8803–0.9585 

refls. measured 2322 38444 
Rint 0.0223 0.0587 

mean σ(I)/I 0.0257 0.0525 
θ range 4.24–26.37 2.966–26.47 

observed refls. 820 4920 
x, y (weighting scheme) 0.0292, 0.1830 0.0585, 15.7648 

hydrogen refinement H(C) constr, H(N) refall constr 
refls in refinement 916 6598 

parameters 68 469 
restraints 0 0 
R(Fobs) 0.0260 0.0847 
Rw(F2) 0.0670 0.2055 

S 1.093 1.020 
shift/errormax 0.001 0.001 

max electron density/e Å−3 0.335 1.890 
min electron density/e Å−3 −0.258 −0.870 
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Isothermal titration calorimetry (ITC) 

 

Figure S3 Isothermal titration calorimetry experiments show exclusive binding of cis-AzoRosi4 to 

recombinant PPARγ LBD protein. 
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