Supplementary table 1

Comparison of relative abundances of metabolites detected by GC/MS (white) and GCxGC-TOFMS
(grey) of the WT and mutant Stm6Glc4 before and during peak H, production. Relative masses used
for detection and/or identification of each compound are indicated.

Different ratios of O, and H, peaks for adenosine and alanine were obtained by using the two different
techniques.

Supplementary table 2

Statistical analyses (student's s t-test) for selected metabolites presented in the figures 2-7. Time
points, which were used for student's s t-test are listed. Significance is shown by p-values, where p<
0.05 indicates statistically significance (*), p< 0.01 indicates high significance (**) and p< 0.001
indicated very high significance (***) of the data.

Supplementary table 3-6
Compounds of two different sample groups with Fisher ratios higher than 1000, as determined with
the ‘statistical compare’ feature of the LECO ChromaTOF® software v.4.22.
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compounds WT Peak O,
vs. Peak H,

retention time
compound (1st dim) relative mass |average area  |Fisher ratio
glucose 3461.67 73 48254418.00  |8245.2
succinate 1634.17 247 70300.89 7537.1
malate 1660.00 147 7604718.96 4272.00
alpha tocopherol 4455.00 237 2014090.54 3483.2
panthothenate 2671.67 103 105694743.00 [3320.7
adenosine 4110.00 236 172880241.00 |(2276.7
5-oxo-proline 1725.83 156 15048263.00  [2237.2
valine 1644.17 144 5398967.86 2189.3
serine 1234.17 116 1007140.24 1548.7
isoleucine 1300.00 158 1619566.89 1510.1
ethanolaminephosphate 2216.67 73 8475081.28 1381.1
uridine 3651.67 217 1631691.92 1195.1
uracil 1389.17 99 661900902.00 ([1144.9
alanine 937.5 116 14526345.7 1069.4
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compounds Stm6Glcd
Peak O; vs. Peak H;

retention time

compound (1st dim) relative mass  |average area  |Fisher ratio
valine 1644.17 144 4403594.76 8224.60
isoleucine 1300.00 158 3236383.42 5981.80
succinate 1635.00 247 69761.59 5820.30
guanine 3000.83 73 6080253.20 5327.10
alpha tocopherol 4450.00 237 3867248.50 3688.40
ethanolaminephosphate 2217.50 174 1683760.34 2582.10
phenylalanine 1779.17 120 4112024.10 2133.00
alanine 936.67 116 19298620.50 1974.50
adenosine 4110.00 236 116556.40 1747.80
oleic acid 3707.50 98 161770.42 1408.40
lycopene 4540.00 73 682505.30 1324.90
proline 930.83 142 161294.53 1294.40




S5

compounds WT vs.

Stm6Gled Peak O,

retention time

compound (1st dim) relative mass  |average area Fisher ratio
malate 1660.00 147 9866932.90 3978.30
alpha tocopherol 4450.00 237 359363.61 2954.10
isoleucine 1300.00 158 736315.93 1963.80
5-oxo-proline 1727.50 156 18913489.20 1742.20
succinate 1635.00 247 132462.82 1555.30
valine 1644.17 144 3501257.66 1507.30
uridine 3651.67 73 3897341.15 1424.90
panthothenate 2672.50 103 156717.31 1372.00
linoleic acid 1742.50 110 228237.06 1129.30
glutarate 1731.00 129 158108.07 1117.00
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compounds WT vs.
Stm6Glc4d Peak H,

retention time

compound (1st dim) relative mass  |average area Fisher ratio
alpha tocopherol 4455.00 237 3042447.11 22365.00
palmitelaidic acid 2691.67 117 6763813.94 18932.00
mannose 2484.17 205 2878628.60 10628.00
ethanolaminephosphate 2217.50 174 1011275.86 5864.30
serine 1235.00 116 1266010.33 4538.50
linoleic acid 3337.50 67 157069.45 3752.80
pantothenate 2672.00 103 81658.07 3346.10
myo-inositol 2917.50 73 7800011.07 2997.70
stearic acid 4515.00 55 19901.76 2695.30
adenosine 4111.67 236 46649.33 2517.60
uracil 1389.17 99 431532.19 1990.20
uridine 3652.50 73 1012846.84 1873.10
alanine 935.83 116 19905225.40 1851.90
phenylalanine 1775.83 120 4633075.55 1715.10
oleic acid 3707.50 103 887364.68 1686.50
glucose 3462.50 73 61764171.10 1621.90
glyoxylate 866.67 100 125028.53 1522.10
malate 1660.00 147 3885276.12 1334.40
isoleucine 1300.00 158 3702956.46 1291.10
proline 1825.83 142 238568.14 1187.00
palmitic acid 3067.50 56 533773.78 1039.60
S-oxo-proline 1725.83 156 13872675.10 1008.00




