
Supporting materials 
 

 
1H NMR (500 MHz) spectrum of 2. 
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"Quantitative" (relaxation delay 58 s) 13C{1H} NMR (125 MHz) spectrum of 2. 



 
gCOSY spectrum of 2 (an expanded region). 

 
gHSQC spectrum of 2 (an expanded region). 



 
gHMBC spectrum of 2. 
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Linear Regression for Data1_B:
Y = A + B * X

Parameter Value Error
------------------------------------------------------------
A 179.09665 1.89661
B -0.95413 0.01434
------------------------------------------------------------

R SD N P
------------------------------------------------------------
-0.99876 2.65708 13 <0.0001
------------------------------------------------------------

GIAO     exp
45.62 134.18
62.74 119.46
69.42 111.69
66.09 114.17
73.41 109.79
173.19 12.43
174.26 11.18
173.05 12.7
174.71 10.85
161.99 24.11
135.12 49.07
93.76 95.66
180.38 11.87

 
Correlation of observed 13C NMR chemical shifts with calculated ones for 2. 



 
1H NMR (300 MHz) spectrum of 3. 
 

 
1DTOCSY spectra (arrayed mode; irradiation of signal at 2.20-2.29 ppm (α-CH2)) of 3. 



 
gHSQC spectrum of 3 (an expanded region). 

 
gHMBC spectrum of 3. 



 
1H NMR spectra (relaxation delay 1 s) of thermolyzed 1 in C6D6 in a sealed NMR tube at 100 
ºC (pure 2 is the upper record). 

  
1H NMR (300 MHz) spectrum of the mixture obtained after heating of 1 in C6D6 for 10 h at 
100 ºC (mixture composition: 1 (14 %) 2 (20%) and 4 (66 %)). 



 
13C{1H} NMR (75 MHz) spectrum of the mixture obtained after heating of 1 in C6D6 for 10 h 
at 100 ºC (mixture composition: 1 (14 %) 2 (20%) and 4 (66 %)). 

 
gCOSY spectrum of mixture obtained after heating of 1 in C6D6 for 10 h at 100 ºC (mixture 
composition: 1 (14 %) 2 (20%) and 4 (66 %)). 



 
gHSQC spectrum of mixture obtained after heating of 1 in C6D6 for 10 h at 100 ºC (mixture 
composition: 1 (14 %) 2 (20%, signals marked (#)) and 4 (66 %, labeled signals)). 

 
gHMBC spectrum of mixture obtained after heating of 1 in C6D6 for 10 h at 100 ºC (mixture 
composition: 1 (14 %) 2 (20%) and 4 (66 %)). 



 
1DTOCSY spectra (arrayed mode; irradiation of signal at −0.68-−0.52 ppm (TiCH2CH2)) of 4. 

 
1DTOCSY spectra (arrayed mode; irradiation of signal at 5.82 ppm (CH=)) of 4. 


