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S1. Preparation of 2,4-di-tert-butyl-6-nitrophenol 
Concentrated nitric acid (6.0 g) was added dropwise to a well-stirred solution of 
2,4-di-tert-butylphenol (10.0 g, 48.4 mmol) in acetic acid (200 mL) at 10 °C over 
a period of 5 min. The reaction mixture was then poured into water (300 mL).  

The mixture was extracted with toluene (100 mL x 3) and washed with brine 
(100 mL x 3). The organic phase was dried over Na2SO4, filtered and 
evaporated. The crude product was purified by column chromatography on 

silica gel using hexanes as eluent to give yellow crystals (10.2 g, 83.7%).  
1H NMR (CDCl3,, 27 °C) δ 11.45 (s, 1H, OH), 7.97 (d, 1H, 4J = 2.2 Hz, ArH), 

7.28 (d, 1H, 4J = 2.2 Hz, ArH), 1.48 (s, 9H, CCH3), 1.32 (s, 9H, CCH3). 

caution 

Once in several trials of this preparation, a compound probably resulting from 
excessive nitration (2-tert-butyl-4,6-dinitrophenol) was obtained as a main 

product.  
1H NMR (CDCl3,, 27 °C) δ 11.67 (s, 1H, OH), 8.96 (d, 1H, 4J = 2.2 Hz, ArH), 

8.46 (d, 1H, 4J = 2.2 Hz, ArH), 1.50 (s, 9H, CCH3). 

 
S2. Preparation of 2-amino-4,6-di-tert-butylphenol 
Dried ethanol (200 mL) was added into a reaction vessel charged with 

2,4-di-tert-butyl-6-nitrophenol (10.2 g, 40.6 mmol) and Pd/C (5%, 100 mg). The 
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atmosphere in the vessel was replaced with hydrogen and the reaction mixture 
was stirred at room temperature for 2 days. The mixture was filtered thorough 
celite under an inert atmosphere and the filtrated was concentrated to ca. 20 

mL. After cooling to 0°C, the white crystals were collected by filtration and dried 
under vacuum (8.2 g, 91.2%) 
1H NMR (CDCl3, 27 °C) δ 6.92 (d, 1H, 4J = 2.2 Hz, ArH), 6.82 (d, 1H, 4J = 2.2 Hz, 

ArH), 5.69 1H, OH), 3.17 (bs, 2H, NH2), 1.41 (s, 9H, CCH3), 1.27 (s, 9H, CCH3). 
 
S3. 1H NMR chart of complex 3 (CDCl3, 25 °C) 
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S4. 1HMR Chart of 1・HCl (25 °C, C6D6) 
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S5. Reaction NMR Chart (complex 1, iBu3Al, 75 °C in C6D6) 

Expansion 1
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Expansion 2
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S6. Reaction of complex 1 with MAO 
The procedure is similar to the reaction of complex 2 with MAO. Recovery of 
2-benzilideneamino-4,6-di-tert-butylphenoxide was 85%. 
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S7. DFT Calculated Structure for Figure 4 (mol file) 
TS-3F6bC3_cis1_1 
  Cerius2 06200516263D 1   1.00000                           
Coordinates from ADF 2004.01 
109114  0  0  0  0  0  0  0  0999 V2000 
    0.0000    0.0000    0.0000 Ti  0  1  0  0  0  0 
   -0.0532    0.0243    2.0556 C   0  5  0  0  0  0 
   -0.2441   -1.4774    2.1199 C   0  0  0  0  0  0 
    0.6705   -2.1998    3.1118 C   0  0  0  0  0  0 
   -0.8873    0.6047    2.4317 H   0  0  0  0  0  0 
    0.8948    0.3716    2.4514 H   0  0  0  0  0  0 
   -1.2838   -1.7136    2.3113 H   0  0  0  0  0  0 
   -0.0425   -1.9467    1.1373 H   0  0  0  0  0  0 
    1.7126   -2.0010    2.8933 H   0  0  0  0  0  0 
    0.4580   -1.8572    4.1166 H   0  0  0  0  0  0 
    0.5057   -3.2699    3.0700 H   0  0  0  0  0  0 
   -1.8470   -0.0008   -0.2777 O   0  5  0  0  0  0 
   -0.3437   -1.7669   -1.2456 N   0  0  0  0  0  0 
   -2.5360   -0.9742   -0.9580 C   0  0  0  0  0  0 
   -3.9234   -1.0498   -1.0582 C   0  0  0  0  0  0 
   -1.7057   -1.9527   -1.5457 C   0  0  0  0  0  0 
    0.6513   -2.5863   -1.4536 C   0  0  0  0  0  0 
    1.8505    0.0000   -0.2575 O   0  5  0  0  0  0 
    0.3437    1.7669   -1.1824 N   0  0  0  0  0  0 
    2.5408    0.9813   -0.9296 C   0  0  0  0  0  0 
    1.7022    1.9646   -1.4999 C   0  0  0  0  0  0 
    3.9257    1.0627   -1.0380 C   0  0  0  0  0  0 
   -0.6548    2.5964   -1.3322 C   0  0  0  0  0  0 
   -4.4140   -2.0809   -1.8602 C   0  0  0  0  0  0 
   -2.2432   -2.9307   -2.3782 C   0  0  0  0  0  0 
   -3.6157   -3.0036   -2.5492 C   0  0  0  0  0  0 
    2.2195    2.9548   -2.3255 C   0  0  0  0  0  0 
    4.4109    2.1075   -1.8307 C   0  0  0  0  0  0 
    3.6104    3.0391   -2.5055 C   0  0  0  0  0  0 
    0.6095   -4.0232   -1.6499 C   0  0  0  0  0  0 
   -0.2315   -4.8522   -0.9056 C   0  0  0  0  0  0 
    1.5947   -4.6598   -2.3982 C   0  0  0  0  0  0 
   -0.1348   -6.2244   -0.9384 C   0  0  0  0  0  0 
    1.7216   -6.0338   -2.4358 C   0  0  0  0  0  0 
    0.8462   -6.8197   -1.7067 C   0  0  0  0  0  0 
   -0.6245    4.0332   -1.5378 C   0  0  0  0  0  0 
   -1.6332    4.6423   -2.2865 C   0  0  0  0  0  0 
    0.2278    4.8872   -0.8342 C   0  0  0  0  0  0 
   -1.7745    6.0114   -2.3641 C   0  0  0  0  0  0 
    0.1056    6.2598   -0.8997 C   0  0  0  0  0  0 
   -0.8971    6.8241   -1.6676 C   0  0  0  0  0  0 
    1.6347   -2.1634   -1.3474 H   0  0  0  0  0  0 
   -1.6353    2.1688   -1.2227 H   0  0  0  0  0  0 
   -5.4759   -2.1651   -1.9618 H   0  0  0  0  0  0 
   -1.5950   -3.6034   -2.8994 H   0  0  0  0  0  0 
    1.5647    3.6306   -2.8337 H   0  0  0  0  0  0 
    5.4733    2.1961   -1.9350 H   0  0  0  0  0  0 
   -1.1594   -4.2829   -0.0469 F   0  0  0  0  0  0 
    2.4851   -3.8790   -3.1228 F   0  0  0  0  0  0 
   -0.9845   -7.0023   -0.1754 F   0  0  0  0  0  0 
    2.7213   -6.6257   -3.1825 F   0  0  0  0  0  0 
    0.9708   -8.1909   -1.7238 F   0  0  0  0  0  0 
   -2.5274    3.8314   -2.9745 F   0  0  0  0  0  0 
    1.1831    4.3469    0.0089 F   0  0  0  0  0  0 
   -2.7840    6.5736   -3.1198 F   0  0  0  0  0  0 
    0.9583    7.0686   -0.1731 F   0  0  0  0  0  0 
   -1.0336    8.1927   -1.7174 F   0  0  0  0  0  0 
   -4.9298   -0.1550   -0.3283 C   0  0  0  0  0  0 
   -4.2904    0.9416    0.5355 C   0  0  0  0  0  0 
   -5.0836    1.4903    1.0339 H   0  0  0  0  0  0 
   -3.7241    1.6417   -0.0647 H   0  0  0  0  0  0 
   -3.6373    0.5266    1.2918 H   0  0  0  0  0  0 
   -5.7658   -1.0565    0.6087 C   0  0  0  0  0  0 
   -6.3348   -1.7975    0.0580 H   0  0  0  0  0  0 
   -6.4668   -0.4479    1.1716 H   0  0  0  0  0  0 
   -5.1205   -1.5776    1.3098 H   0  0  0  0  0  0 
   -5.8503    0.5298   -1.3573 C   0  0  0  0  0  0 
   -5.2699    1.1399   -2.0428 H   0  0  0  0  0  0 
   -6.5586    1.1699   -0.8405 H   0  0  0  0  0  0 
   -6.4171   -0.1887   -1.9389 H   0  0  0  0  0  0 
    4.9396    0.1660   -0.3220 C   0  0  0  0  0  0 
    4.3070   -0.9432    0.5309 C   0  0  0  0  0  0 
    5.1040   -1.4970    1.0175 H   0  0  0  0  0  0 
    3.7366   -1.6352   -0.0748 H   0  0  0  0  0  0 
    3.6591   -0.5366    1.2956 H   0  0  0  0  0  0 



 S6 

    5.7711    1.0630    0.6231 C   0  0  0  0  0  0 
    6.3389    1.8092    0.0783 H   0  0  0  0  0  0 
    6.4729    0.4527    1.1829 H   0  0  0  0  0  0 
    5.1224    1.5777    1.3257 H   0  0  0  0  0  0 
    5.8631   -0.5007   -1.3602 C   0  0  0  0  0  0 
    5.2861   -1.1071   -2.0515 H   0  0  0  0  0  0 
    6.5772   -1.1411   -0.8519 H   0  0  0  0  0  0 
    6.4235    0.2285   -1.9348 H   0  0  0  0  0  0 
   -4.2859   -4.0767   -3.4002 C   0  0  0  0  0  0 
   -5.0940   -5.0001   -2.4648 C   0  0  0  0  0  0 
   -5.5571   -5.7951   -3.0412 H   0  0  0  0  0  0 
   -5.8806   -4.4573   -1.9511 H   0  0  0  0  0  0 
   -4.4470   -5.4457   -1.7155 H   0  0  0  0  0  0 
   -3.2647   -4.9284   -4.1628 C   0  0  0  0  0  0 
   -2.6626   -4.3236   -4.8345 H   0  0  0  0  0  0 
   -3.7916   -5.6622   -4.7641 H   0  0  0  0  0  0 
   -2.6130   -5.4757   -3.4871 H   0  0  0  0  0  0 
   -5.2276   -3.4150   -4.4251 C   0  0  0  0  0  0 
   -6.0262   -2.8624   -3.9429 H   0  0  0  0  0  0 
   -5.6851   -4.1775   -5.0476 H   0  0  0  0  0  0 
   -4.6773   -2.7313   -5.0643 H   0  0  0  0  0  0 
    4.2676    4.1318   -3.3443 C   0  0  0  0  0  0 
    5.2056    3.4938   -4.3873 C   0  0  0  0  0  0 
    5.6563    4.2699   -4.9977 H   0  0  0  0  0  0 
    4.6542    2.8198   -5.0358 H   0  0  0  0  0  0 
    6.0091    2.9356   -3.9197 H   0  0  0  0  0  0 
    5.0757    5.0451   -2.3991 C   0  0  0  0  0  0 
    4.4298    5.4760   -1.6403 H   0  0  0  0  0  0 
    5.5318    5.8507   -2.9660 H   0  0  0  0  0  0 
    5.8674    4.4987   -1.8971 H   0  0  0  0  0  0 
    3.2327    4.9884   -4.0826 C   0  0  0  0  0  0 
    2.6312    4.3904   -4.7606 H   0  0  0  0  0  0 
    3.7477    5.7382   -4.6743 H   0  0  0  0  0  0 
    2.5814    5.5165   -3.3915 H   0  0  0  0  0  0 
  1  2  1  0  0  0 
  1 12  1  0  0  0 
  1 13  1  0  0  0 
  1 18  1  0  0  0 
  1 19  1  0  0  0 
  2  3  1  0  0  0 
  2  5  1  0  0  0 
  2  6  1  0  0  0 
  3  4  1  0  0  0 
  3  7  1  0  0  0 
  3  8  1  0  0  0 
  4  9  1  0  0  0 
  4 10  1  0  0  0 
  4 11  1  0  0  0 
 12 14  1  0  0  0 
 13 16  1  0  0  0 
 13 17  2  0  0  0 
 14 15  1  0  0  0 
 14 16  2  0  0  0 
 15 24  2  0  0  0 
 15 58  1  0  0  0 
 16 25  1  0  0  0 
 17 30  1  0  0  0 
 17 42  1  0  0  0 
 18 20  1  0  0  0 
 19 21  1  0  0  0 
 19 23  2  0  0  0 
 20 21  2  0  0  0 
 20 22  1  0  0  0 
 21 27  1  0  0  0 
 22 28  2  0  0  0 
 22 71  1  0  0  0 
 23 36  1  0  0  0 
 23 43  1  0  0  0 
 24 26  1  0  0  0 
 24 44  1  0  0  0 
 25 26  2  0  0  0 
 25 45  1  0  0  0 
 26 84  1  0  0  0 
 27 29  2  0  0  0 
 27 46  1  0  0  0 
 28 29  1  0  0  0 
 28 47  1  0  0  0 
 29 97  1  0  0  0 
 30 31  2  0  0  0 
 30 32  1  0  0  0 
 31 33  1  0  0  0 
 31 48  1  0  0  0 
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 32 34  2  0  0  0 
 32 49  1  0  0  0 
 33 35  2  0  0  0 
 33 50  1  0  0  0 
 34 35  1  0  0  0 
 34 51  1  0  0  0 
 35 52  1  0  0  0 
 36 37  1  0  0  0 
 36 38  2  0  0  0 
 37 39  2  0  0  0 
 37 53  1  0  0  0 
 38 40  1  0  0  0 
 38 54  1  0  0  0 
 39 41  1  0  0  0 
 39 55  1  0  0  0 
 40 41  2  0  0  0 
 40 56  1  0  0  0 
 41 57  1  0  0  0 
 58 59  1  0  0  0 
 58 63  1  0  0  0 
 58 67  1  0  0  0 
 59 60  1  0  0  0 
 59 61  1  0  0  0 
 59 62  1  0  0  0 
 63 64  1  0  0  0 
 63 65  1  0  0  0 
 63 66  1  0  0  0 
 67 68  1  0  0  0 
 67 69  1  0  0  0 
 67 70  1  0  0  0 
 71 72  1  0  0  0 
 71 76  1  0  0  0 
 71 80  1  0  0  0 
 72 73  1  0  0  0 
 72 74  1  0  0  0 
 72 75  1  0  0  0 
 76 77  1  0  0  0 
 76 78  1  0  0  0 
 76 79  1  0  0  0 
 80 81  1  0  0  0 
 80 82  1  0  0  0 
 80 83  1  0  0  0 
 84 85  1  0  0  0 
 84 89  1  0  0  0 
 84 93  1  0  0  0 
 85 86  1  0  0  0 
 85 87  1  0  0  0 
 85 88  1  0  0  0 
 89 90  1  0  0  0 
 89 91  1  0  0  0 
 89 92  1  0  0  0 
 93 94  1  0  0  0 
 93 95  1  0  0  0 
 93 96  1  0  0  0 
 97 98  1  0  0  0 
 97102  1  0  0  0 
 97106  1  0  0  0 
 98 99  1  0  0  0 
 98100  1  0  0  0 
 98101  1  0  0  0 
102103  1  0  0  0 
102104  1  0  0  0 
102105  1  0  0  0 
106107  1  0  0  0 
106108  1  0  0  0 
106109  1  0  0  0 
M  CHG  4   1   4   2  -1  12  -1  18  -1 
M  END 
 


