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Table S1. Products formed from P450 oxidations of probe 14

Yield of products in nmol , ,
Isozyme Exps.b Cyclic  Acyclic Phenol C/A¢  M/P4 Conv.¢ Rec/ Tumoverf
Alcohol  Alcohol . '

2B1* o 40 20

cam’ o 7.0 5.0 »

2B4 4 75.5 116 153 65 57 15 57 1T

A2B4 4 1196 201 247 60 57 25 5T 274

AEl 4 361 39 90 93 44 7 50 82
AA2B4T3(’)2A 4 69 15 106 46 08 3 78 32
AE1T303A 4 236 = 28 ,49.1" 84 05 11 75 126
AZEIT303A) 4 236 28 210 84 13 8 75 79

4a0.66 lmol of substrate was used ih all exi)eriments -bNurhber of eipen'nients ¢Ratio of cyclic to
acychc alcohol dRatio of methyl group oxidation products to phenyl group ox1dat10n products
‘-’Pcrccnt conversion of the probc fPercent recovery of the probe. 8Number of enzyme turnovers.
hI_)ata from ref 11. ’Data from ref 12. JData considering only the phenol for which an authentic

sample exists, the para-phenol.
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Tablé S2. Products formed from P450 oxidations of probe 2.4

A , Yield of produéts innomol .
Isozyme Experiments Cyclic Acyclic C/Ab  Conv.c Recd Turnover®
' _Alcohol o Alcohol. : ‘

2BV o 40 13 280
 2B4 4 12.9 21 . 61 3. S8 25
2B4g 2 101 15 67 1 69 20
A2B4 4 13.9 26 53 3 60 28
A2B4s 2 90 15 60 1 64 18
A2El 8 43 0.45.' 96 1 38 8
© A2B4 T302A 4 82 34 - 24 3 49 2
" A2B4 T302A7 3 49 18 27 1 56 11
A2E1 T303A 4

119 176 1.6 4 64 33

40.53 umol of substrate was used in all experiments. bRatio of cyclic to acyclic alcohol. cPercent
conversion of the probe.' dPercent rcéovery of the probe. ¢Number of eniyme turnovers. /Data

from ref 4. 8Catalase and superoxide dismutase were omitted from the reaction mixture.
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"

e . Table S3. Stability control reactions for oxidation products'. |

Experiment (percent recovery)

Enzyme , Sub'stréte - Amount (nmol) Aa BY . Ce
e _ ,
1A 615 8 707
1c 67.5 84 97 - 93
24293 89 104 124
2¢c 23.1 106 2 %
A2B4 T302A | |
1A 675 81 7 81
1C 65 8 89 109
24 293 o1 117 100
2C o231 107 - 114 9%
A2EL | | |
1A 615 e 19 99
1C 675 8 101 107
24 293 84 102 101
2C o231 89 R oT:
A2E1 T303A | | _'
' 1A 6715 78 I I I
ic 615 8 o1 . 9
2A 203 88 o 115
2¢ 231 108 98 118

9The enzyme system was fully competent. bThe P450 aﬁd reductase enzymes were omitted from

the system. ¢The NADPH was omitted from the System. -

s 3




© 1998 American Chemical Society, J. Am. Chem. Soc., Toy ja981990f Supporting Info Page 4

5
»

Table S4. Detailed results from P450 oxidations of probe 1.9

Yield of products in nmol o : , o _
Isozyme Cyclic  Acyclic Phenol  C/A®> M/ Convd Rec.t Turnoverf
_ , Alcohol Alcohol B _ : L o

2B4 957 144 . 192 66 5.7 19 53 216

2B4 9.5 139 © 216 69 51 - 20 53 220
2B4 605 101 116 ~ 60 61 12 47 137
2B4  49.4 80 86 - 62 67 .10 74 110 -
 A2B4 1132 173 - 247 65 5.3 .23 53 259
A2B4 1166 . 206 242 57 57 24 62 269
A2B4 1240 223 238 . 56 6.1 26 61 284
A2B4 1245 203 261 61 55 26 52 285
A2B4T302A 7.3 1.5 105 49 08 3 75 32
A2BAT302A - 62 14 98 44 038 3. 75 29
A2B4T302A - 56 14 104 40 07 3 77 29
A2B4T302A 8.4 1.6 1.5 53 09 = 3 86 36
A2El 46.7 47 119 99 43 10 64 106
A2E1 41.2 45 100 92 46 8 66 93
AEl 289 33 72 88 45 6 46 66
 A2E1 277 3.0 6.8 92 45 6 4 63
AZEIT303A¢ 182 = 2.2  41.0(163) 83 05(13) 9(6) 67 102(61)
CAE1T303A8 249 . 3.0 523(224) 83 05(12) 12(6) 81 .134(84)
A2E1T303A8 252 3.0  485(21.9) 8.4 06(13) 12(8) 66 128(84)

A2E1 T303A8  23.6 3.1 54.2(232) 85 05(1.2) 12(6) 84 134(88)

40.66 pmol of substrate was used in all experiments. bRatio of cyclic to acyclic alcohol. “Ratio of
methyl group oxidation products to phenyl group oxiation products. dPercent conversion of the
probe. €Percent recovery of the probe. fNumber of enzyme turnovers. gNumbers in parentheses

are data considering only the phenol for which an authéntic sample exists, the para-phenol.
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Table S5. Detrailed results from P450 oxidations of probe 2.9

Yield of products in nmol

Isozyme  Cyclic Acyclic C/A®>  Conv.c Recd Tumover
Alcohol Alcohol- - - .
2B4 137 22 6.2 3 6l 27
2B4 12.9 23 56 3 63 25
2B4 129 2.1 6.1 3 62 - 25
2B4 13.2 2.2 60 3 62 26
2B4f 9.1 1.4 6.5 0.7 84 18
2B4f 11.1 1.6 6.9 0.8 53 21
A2B4 14.8 .27 5.5 3 57 29
A2B4 153 3.1 49 3 60 31
A2B4 . 145 29 5.0 3 55 - 29
A2B4 149 29 5.1 3 57 30
A2B4 100 17 5.9 08 59 .20
- A2B4f 8.0 1.3 6.2 0.6 69 16
A2BAT302A 85 - = 35 24 3 48 20
A2B4T302A 7.9 - 34 23 3 47 19.
A2B4 T302A 8.1 32 25 3 46 19
A2B4 T302A 8.2 34 . 24 3 47 19
A2B4T3028f 4.6 1.6 2.9 0.4 53. 10
A2B4T3028F = 49 1.9 2.6 0.5 56 11
A2B4 T302Af 53 . 18 . 29 _ 05 60 12
A2E1 21 026 81 05 . 23 4
A2E1 2.1 023 9.1 0.5 19 4
A2E1 2.2 - 0.26 8.5 0.5 21 4
A2EL - 17 020 85, 04 21 -3
A2E1 61 0.69 8.8 1.0 55 11
A2E1 71 078 9.1 1.0 65 13
A2E1 75 0.66 11.4 10 54 - 14
A2E1 5.2 0.53 9.8 1.0 47 10 -
A2E1 T303A 121 717 1.6 4 64 - 33 .
A2E1 T303A 11.2 7.6 1.5 4 65 31
A2E1 T303A 12.7 80. 16 5 - 60 35
4. 66 31

A2E1 T303A 11.6 , 7.1 ; 1.6

a0.53 pmol of substrate was used i in all expenments bRatxo of cychc to acychc alcohol ¢Percent
conversion of the probe. dPercent recovery of the probe. ¢Number of enzyme turnovers.
fCatalase and superoxide dismutase were omitted from the reaction mixture.
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