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1. Large scale rearrangement of substrate 3a in the mixed solvent of 

water and 1,4-dioxane (v:v = 9:1). 

 

To a 200 mL round-bottom flask containing the substrate 3a (1.00 g, 5.3 mmol) 

was added 1,4-dioxane (7.5 mL), and then to the solution was added H2O (67.5 mL). 

The flask was fitted with a condenser, stirred vigorously under refluxing condition. 

After completion judged by TLC, the resulting solution was cooled to room 

temperature. The mixture was extracted with EtOAc (3 × 75 mL), washed with brine, 

dried over MgSO4 and evaporated under reduced pressure. The residue was purified 

by silica gel column chromatography (MTBE/hexane = 1:5) to afford the desired 

product 4a (817 mg, 82%) as a colorless oil. The minor products of the reaction was 

the mixture of cyclic diene 4aa and 4ab (120 mg, 13%, 4aa:4ab = 5.3:1). 
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2. Possible mechanism for the formation of products 4q-1 and 4q-2. 
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3. NMR spectra 

2-(cyclopropyl(hydroxy)methyl)phenol(1c). 

 

 

 



4 

 

 

 

 

 



5 

6-Phenylbicyclo[4.1.0]heptan-2-ol (3a). 
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6-(p-Tolyl)bicyclo[4.1.0]heptan-2-ol (3b). 
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6-(4-Chlorophenyl)bicyclo[4.1.0]heptan-2-ol (3c). 
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6-(Phenylethynyl)bicyclo[4.1.0]heptan-2-ol (3g). 
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4,4,6-trimethylbicyclo[4.1.0]heptan-2-ol (3h). 
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1-butylbicyclo[4.1.0]heptan-2-ol (3j). 

 

 

 

 



21 

 

 

 

 

 



22 

 

 

 

 

 



23 

Compound 3n. 
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Compound 3o. 
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Compound 3p. 
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Compound 3q. 
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cinnamyl alcohol (2a). 
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(E)-4-(4-methoxyphenyl)but-3-en-1-ol (2b). 
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(E)-2-(4-hydroxybut-1-en-1-yl)phenol (2c). 
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(E)-4-(4-chlorophenyl)but-3-en-1-ol (2d). 
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4-phenylpent-3-en-1-ol (2e). 
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4,4-diphenylbut-3-en-1-ol (2f). 
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6-phenylhexa-3(E or Z), 5(E)-dien-1-ol (2g). (E : Z = 8 : 1)  
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6-phenylhexa-3(E or Z), 5(E)-dien-1-ol (2h). (E : Z = 7 : 1)  
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(E)-4-phenylhex-3-en-5-yn-1-ol (2i). 
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(Z)-4,6-diphenylhex-3-en-5-yn-1-ol (2j). 
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(Z)-6-cyclopropyl-4-phenylhex-3-en-5-yn-1-ol (2k). 
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6-phenylhex-3-en-5-yn-1-ol (2l). 
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(E)-1,4-diphenylbut-3-en-1-ol (2m). 
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1-phenylpent-3(E or Z)-en-1-ol (2n). 
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1-phenylcyclohept-3-enol (4a). 
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61 

4aa and 4ab. 
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1-(p-tolyl)cyclohept-3-enol (4b). 
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1-(4-chlorophenyl)cyclohept-3-enol (4c). 
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1-methylcyclohept-3-enol (4d). 
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1-butylcyclohept-3-enol (4e). 
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cyclohept-3-enol (4f). 
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1-(phenylethynyl)cyclohept-3-enol (4g). 
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1,6,6-trimethylcyclohept-3-enol (4h). 
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3-methylcyclohept-3-enol (4i). 
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3-butylcyclohept-3-enol (4j). 
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3-phenylcyclohept-3-enol (4k-1). 
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6-phenylbicyclo[3.2.0]heptan-6-ol (4k-2). 
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2-methyl-5-(prop-1-en-2-yl)cyclohept-2-enol (4l-1). 
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6-methyl-3-(prop-1-en-2-yl)bicyclo[3.2.0]heptan-6-ol (4l-2). 
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cyclooct-3-enol (4m). 
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Compound 4n. 
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Compound 4o. 
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Compound 4p. 

 

 

 

 



112 

 

 

 

 

 



113 

 

 

 

 

 



114 

Compound 4q-2. 
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Compound 4q-1. 
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4. Crystalline state of compound 4p. (CCDC No: 1008768) 

 

Empirical formula               C22 H32 O2  

Formula weight                 328.48  

Temperature                    113(2) K  

Wavelength                     0.71073 A  

Crystal system, space group        Monoclinic,  P2(1)  

Unit cell dimensions              a = 7.9008(16) A   alpha = 90 deg.  

                               b = 9.2433(18) A    beta = 92.35(3) deg.  

                               c = 12.558(3) A   gamma = 90 deg.  

Volume                         916.3(3) A^3  

Z, Calculated density              2,  1.191 Mg/m^3  

Absorption coefficient             0.074 mm^-1  

F(000)                          360  

Crystal size                      0.20 x 0.18 x 0.12 mm  

Theta range for data collection       1.62 to 27.93 deg.  

Limiting indices                  -10<=h<=10, -12<=k<=12, -16<=l<=16  

Reflections collected / unique       11463 / 4258 [R(int) = 0.0422]  

Completeness to theta = 27.93      99.2 %  

Absorption correction             Semi-empirical from equivalents  

Max. and min. transmission        0.9912 and 0.9854  
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Refinement method              Full-matrix least-squares on F^2  

Data / restraints / parameters       4258 / 1 / 221  

Goodness-of-fit on F^2            0.941  

Final R indices [I>2sigma(I)]       R1 = 0.0352, wR2 = 0.0798  

R indices (all data)               R1 = 0.0546, wR2 = 0.0885  

Absolute structure parameter       0.6(10)  

Extinction coefficient             0.105(6)  

Largest diff. peak and hole         0.208 and -0.191 e.A^-3  

 


