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9.09 FRAGMENTACIA CYKLICKYCH 2-DIA-
Z0-1,3-DIKETONOV INDUKOVANA
ELEKTRONOVYM UDEROM

JOZEF KURUC?, ERIKA KARDOSOVA?,
VALERIJ A. NIKOLAEV®

# Katedra jadrovej chémie, Univerzita Komen-
ského, 842 15 Bratislava, Slovenska republika, ® Chemic-
ka fakulta, Sankt-Peterburgska Statna univerzita,
199034 Sankt-Peterburg, Ruska federacia

Bola studovana fragmentacia (hmotnostné spektra)!
cyklickych 2-diazo-1,3-diketonov (2-diazo-1,3-cyklohexa-
dion, la; 2-diazo-4,4-dimetyl-1,3-cyklohexandion, Ib; 2-dia-
70-5,5-dimetyl-1,3-cyklohexandi6n, Ic; 2-diazo-4,6-dioxa-
5,5-dimetyl-1,3-cyklohexandion, ld; 2-diazo-5-fenyl-1,3-

Tabulka I

cyklohexandion, le), indukovana elektronovym tderom,
ktoré boli syntetizované podla standartnych metodik?.
Hmotnostné spektra boli zmerané na pristroji Varian
MAT 111, s teplotou zdroja 120 °C, energiou elektronov
17-70 eV a 150 pA a laboratérnou teplotou zasobnika
vzorky.

Pre fragmenticiu diazozlu¢enin® a diazoketonoy™ po
ionizécii molekuly elektronovym uderom je typické odstie-
penie diazoskupiny. Okrem vzniku iénov [M-N,]" sme
pozorovali taktieZ vznik iénovych fragmentov [M-N,-COJ",
[M-N,-CO-CH,]" a [M-N,-CO-CH;]". Okrem le u vset-
kych diazodiketonov sa pozoruje Wolfov presmyk. Za-
stupenie molekulovych idnov a typickych i6novych frag-
mentov je uvedené v tabulke 1.
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Percento z celkovej ionizacie (Citatel’) a relativna intenzita (% ) (menovatel’) molekulovych i6nov a iénovych fragmentov

diazo-1,3-diketonov pri 70 eV a 20 eV

No. eV M]* [M-N2]* [M-N,-COJ" [M-N,-CO-CH,]*  [M-N,-CO-CH;]
la 70 10,98/86,4 3,9/30,8 0,99/7,8 1,70/13,4 -
20 15,75/37 11,02/26 2,36/5,6 - -
b 70 5,94/29,1 2,71/13,3 0,89/4,4 0,78/3,8 12,24/60
20 2,67/13,5 8,53/43,2 1,60/8,1 1,53/6,8 19,73/100
Ic 70 2,18/13,4 3,9/24 0,94/5.8 1,4/8,6 2,60/16
20 6,82/42,1 14,79/91,2 2,96/18,3 . 14,79/91,2
d 70 2,58/5,1 0,28/0,5 - - -
20 3,85/8.4 9,78/21,4 - - -
Ie 70 0,21/0,7 3,07/31 1,45/5 0,37/1,3 -
20 2,48/10,6 23,36/100 10,36/44,4 2,34/10 ;




J. Kuruc®, E. Kardo3ova?, V .A. Nikolaev® (* De-
partment of Nuclear Chemistry Comenius University, Bra-
tislava, Slovak Republic, ® Department of Chemistry, Sankt-
Peterburg State University, Sankt-Peterburg, Russian Fe-
deration): Electron-Impact-Induced Fragmentation
of Cyclic 2-Diazo-1,3-diketones

The electron-impact-induced fragmentation (the mass
spectra, 15-70 eV) of cyclic 2-diazo-1,3-diketones (2-dia-
z0-1,3-cyklohexadione, la; 2-diazo-4,4-dimetyl-1,3-cyklo-
hexandione, Ib; 2-diazo-5,5-dimetyl-1,3-cyklohexandione,
Ic; 2-diazo-4,6-dioxa-5,5-dimetyl-1,3-cyklohexandione, Id;
2-diazo-5-fenyl-1,3-cyklohexandione, le) was studied. For
all investigated diazocompounds fragmentational schemes
were proposed. All cyclic diazo-1,3-diketones show mo-
lecular ion with 0.7-86.4 % of relative abundance and
Wolff rearrangement (without Id). A typical fragments
are [M]+, [M-N,]", [M-N*-CO]", [M-N,-CO-CH,]" and
[M-N,-CO-CH;]".
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Motiv na obdlce: Molekula vitaminu C zkonstruovand a optimalizovand programem HyperChem



