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REMARKS RESULTS AND DISCUSION

Propolis is recognized worldwide and has been registered in the Chemical Electrospray ionization mass spectrometry (ESI-MS), in either negative or positive
Abstracts Service (CAS) 9009-62-5, as a natural product elaborated by different mode, offers significant analytical potential. Ionization is achieved by applying a high

genera of bees, from mucilaginous exudations, gums, lipophilic materials, latex electrical charge to the sample. Phenolic compounds generally exhibit higher sensitivity
and resinous plant material, which they bring to their hives and mix with and better fragmentation in the negative ion mode. Since phenolic fingerprint compounds
are predominantly detected in this mode, it becomes essential to apply discrimination

glandular secretions from the hypop 3 andwanlands processes that reveal associations within Colombian propolis samples. The observed

fragmentation patterns are consistent with those previously reported in the literature.
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(GC/MS) for many years for the analysis of the main volatile and semi-volatile| |
components of propolis. Electrospray ionization (ESI) is a technique used in i I
mass spectrometry to produce ions using an electrospray in which a high| - o T . »
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the more polar and acidic components of the sample, which is of special ~ F
importance for the study of propolis. ]
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MATERIALS AND METHODS = - -
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A total of 45 Colombian bee propolis were collected from different
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Propolis is recognized worldwide and has been registered in the Chemical Abstracts Service (CAS) 9009-62-5, as a natural
product elaborated by different genera of bees, from mucilaginous exudations, gums, lipophilic materials, latex and
resinous plant material, which they bring to their hives and mix with glandular secretions from the hypopharynx and wax
glands. Electrospray ionization mass spectrometry in the negative ion mode ESI(-)-MS was tested to compare ethanolic
extracts of Colombian bee propolis selected for fingerprint characterization. Dry propolis extracts were dissolved in a
solution of 70% (v/v) of methanol, 30% (v/v), deionized water and 0.1% ammonium hydroxide. The solutions of propolis
were infused directly into the ESI source by means of a syringe pump (Harvard Apparatus) at a flow rate of 10 pL min-T1.
ESI(-)-MS. The propolis extracts presented different color shades. The ESI(-)-MS patterns represent the presence of
secondary metabolites. The fragmentation are coincident for: caffeic acid (m/z: 116, 135, 179) and derivatives (m/z: 135,
179, 355, 399; m/z: 135, 179, 315), p-coumaric (119, 163), 2,2-dimethyl-6-carboxyethenyl-2H-1-benzopyran (m/z: 146,
160, 170,174,174, 185, 211, 229) and liquiritigenin (m/z: 119, 135, 255), quercetin (m/z: 151,169, 179, 193, 211, 213, 229,
239, 257, 273, 283), the latter three also observed in red propolis, in addition to 4-hydroxy-3-3-oxy-3-acid (m/z: 174, 174,
185, 211, 229). 4-hydroxy-3-prenylcinnamic acid (m/z: 132, 187, 231), viscidone (m/z: 132, 133, 188, 233), pinocembrin
and its glycoside derivatives such as pinocembrin-5-0-3-hydroxy-4-methoxyphenyl propionate (m/z: 309, 323, 401, 415
and 433), galangin (m/z: 169, 171, 173,195,197, 198, 199, 199, 211, 213, 223, 225, 227, 240, 241 ), isoramnetin (m/z: 300
and 315), caffeoyl isoprenyl ester (m/z: 135, 179 and 247). The ions (m/z: 299) and (m/z: 515). The negative mode ESI-MS
fingerprinting method is capable of discerning distinct composition patterns to typify, to screen the sample origin and to
reveal characteristic details of the more polar and acidic chemical components of propolis samples from different regions
of the world.



