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Abstract : The thermally labile compounds with hydroxyl group generate the [ MNH,"]
ion, [MH"] and [MH* —OH] ion by ion-molecule reaction in LC / TSP/ MS. But these ions
create the trouble in thehestimation of molecular weight of an unknown compound because
the margin of [MNH,*] ion and [MH'] ion is same to that of [MH™] ion and
[MH" -0H] ion. If it is compensated for the results by using of the CF;COOD-+NH,0H
LC eluent, the molecular weight of analyte will be able to be confirmed. And this study was
tried to recognize whether the fragment ions of thermally labile compound are generated by
electron impact or by thermal degradation in ion source.

Key words : corticosteroids, thermally labile compounds, CF;COOD-+NH,0OH and
CF3;COOH-+NH,OH LC eluent, filament ON and OFF mode, LC /TSP /MS.
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Tuble 1. Molecular Weight, Functional Groups and Basic Structure of Corticosteroid.

Carbon Number

Compounds M.W

1 11 16 17
Triamcinolone(TAL) 394 = —OH —-OH -OH
Cortisone(CTN} 360 = -OH
Methylprednisolone( MPS) 374 = —OH
Prednisone(PSN) 358 = =0 —OH
Dexamethasone (DXS) 392 —OH —CH; -OH
Corticosterone(CCN) 346 —OH
Prednisolone(PSL) 360 = -0OH —OH
Deoxycorticosterone (DCS) 330
11-OH -Progesterone( PGN) 330 —-OH
Hydrocortisone(HCS) 362 -0OH -~0OH
Triamcinoloneacetonide( TAA) 434 = —OH
Desoxymethasone(DMS) 376 = —OH ~CHjs
Methylprednisoloneacetate(MPA) 416 = —0OH

= Double Bond
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Thble 2. Experimental Condition
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jon source temperture : 2767

stem temperature

flow rate : 0.8m/ / min.

repeller voltage : tuning@t& 29 2 AHE
electron energy . 1055eV

injection amount D 2pg
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Fog. 1. The Mass Spectra of Corticosteroids by Use CF;:COOH+NH,0H and CF,COOD+NH,0H LC Eluents
in LC/ TSP/ MS.
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Fig. 1. Continued
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Fig. 1. Continued
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Fig. 1. Continued

Table 3. The
CF3;COOD+NHOH LC Eluent.

Comparison of Relative Abundance of Corticosterocids

by CF;:COOH+NH,OH and

CF;COOH /CFsCOOD

Adduct Ion or Fragment lon

compound MNH,* MNH,*-B MNH,"—-C MNH,*-D MH?

MH*-A MH'-B MH'-C MHT-D

TAL -/ - -/~ 1/2 4/2 2/10 1/2 4/7 7/9  100/100
MPS 23/10 10/5 4/6 16/17 21/100 45/29 100/23 99/81 29/31
CTN 2/5 13/14 23/25 58/40 23/95 35/25 58/40 100/100 7/5
PSN 1/2 4/8 7/6 54/21 22/81 36/28 23/21 100/100 1/-—
DXS 1/3 1/ - 2/3 17 /43 26/100 40/24 17/12  94/100 6/6
CCN 7/8 6/8 1/1 2/1 100/100 57/22 2/1 5/3 2/2
PSL 3/2 7/4 3/3 100/39 21/49 43/22 100/37 82/100 5/4
DCS 15/19 3/6 1/3 3/4 100/100 2/2 3/4 ~/1 -/ -
PGN 5/3 ~/ - -/ ~-/= 100/100 ~/1 -/ - -/ - -/
HCS 2/2 7/6 8/9 100/ 46 32/42 45/32  63/63 69/100 1/5
TAA 2/ - -/ - 14/20 -/ - 100/100 1/-— -/ - 4/12 -/ -
DMS 4/3 4/5 1/~ 4/ - 100/100 2/2 2/ - ~-/= 21/14
MPA 3/3 1/2 19/50 5/— 58 /33 3/2 1/ - 56/48 1/ -
#:A:~-0H B:-CHOH C:COCH:OH D: —-CH0H, ~OH

WA [MNH] o] 22 A AAA71A 4+ v]A 2
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[MD*—0H] °)&¢ m/z3te] 77t 163} 172 ti2

A vrebilr] o ol £ o] fAsiA Ealeg o] 28 Ak
£ T s Ao AUk o2 Ao AnE
Wmshs] sistel Zzel ol eBaAE g
corticosteroid FEEF LC/TSP/MSd| F4l5]
o] d-& AE Tuble 3o Ytepli i), Rl 2|3 Az}
= ol dlat= iz Ao A AAFT S-S B
F1L glew, otetx] CF;COOD+NH,OH o]-2-3}4-
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Fig. 2. The Mass Spectra of Corticosteroids by Use Filament ON Mode and Filament OFF Mode in

LC/TSP/MS.
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Fig. 2. Continued
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