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The examined compounds are listed below together with the molecular peak m/z values.

on the top right window, the peak at m/z 155 is a loss of C;H-Si radical as shown in Fig. 2. The

white peak at m/z 177 is not interpreted by the software, and it has a 49 Da difference from the Fig. 4 El spectra of TMS derivatives of 2-Chloro-1-(4-methoxyphenyl)ethanone, 2-Chloro-1-phenylethanone and 2-Chlomo-1-

(4-chlorophenyl)ethanone
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Fig. 3 Comparison of the TMS derivatives of 2-Chloro-1-phenylethanone (C1) and 2-Chloro-1-(4- CO"CIUSiOnS

methoxyphenyl)ethanone (C2) using Hybrid Similarity Search
HSS identifies compounds that differ from library compounds by a single ‘“inert” structural _ o
1. The TMS derivatization of 2-Chloro-1-phenylethanone (C1) gives on GC-MS a molecular ion at m/z 226 | component. Search of C1 against NIST El library finds a compound C2 with a very high score 890, The unusual loss of a chloromethyl or a bromomethyl radical from the TMS derivatives of halogenated

and fragments at m/z 211,190, 155, 93 and 73 corresponding to [M-CH,']*, [M-HCI]*, [M-CH,=SiCH3;CH,"]* | \hich has a mass difference of 30 Da (Delta Mass) compared with compound C1 as shown in Fig. 1-phenylethanones has been studied using the NIST developed MS interpreter and Hybrid Similarity

(CH5),SICI*, (CH,)3Si*, respectively. It also shows an unexpected important peak at m/z 177, 3 The unknown peak at m/z 177 (top spectrum) perfectly matches the shifted peak at m/z 207 Search software. The software provided help for our interpretation of a mechanism involving a double
corresponding to loss of 49 Da. (marked with pink color, bottom spectrum) H-transfer for the release of a radical X-CH,. There is also an alternative pathway consistent with the

observations, which underlines the complexity of the process.




