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We have establishefdrmerly that reaction of ethyl Yields of synthesized compound#a -j amount
2,4-dibromo-2,4-dimethyl-3-oxopentanoate with zincto 60-79%. The composition and the structure of
and aromatic aldehydes givesse to previously compounddlla -j were proved by elemental analysis,
unknown  6-aryl-3,5,5-trimethyl-2,3,5,6-tetrahydro- |R and*H NMR spectroscopy. In the IR spectra are
pyran-2,4-diones[1]. It is known that tetrahydro- ghgerved the characteristic absorption bands of
pandones i subsituens Ppostion onanng_eeary roups around 1SEOAY, 1715 (CO)

a car 1 1
activity [2-4]. Aiming at preparation of new tetra- c;g?acir;rist(igciicr)w)gllelps tir;]e t:;'éNgl\?/iT 153? e;trsa(l)_ipggar

hydropyrandiones types with aroylmethyl group in : ) .
3-position of the pyran ring we studied reactions®-00-6-17 ppmregion belonging respectively to the

between sodium enolatesl Y obtained from 6-aryl- Protons of methyl groups (CMge Me), and to
3,5, 5-trimethyl-2, 3,5, 6-tetrahydropyran-2, 4-dionesmethineproton. Also is present a doublet of doublets
(I) and para-substituted phenacybromides. The from the protons of CH group at3.77-4.03 ppm
investigation established that the reaction betweewith a coupling constand 18 Hz. A single set of
these compounds occurred readily in anhydrouproton resonances foeach of compounds obtained
DMSO yielding C-alkylation products of sodium evidences the formation of a single geometrical
enolateslla-c, 6-aryl-3-aroylmethyl-3,5,5-trimethyl- jsomer.
2,3,5,6-tetrahydropyran-2,4-dionefllq -j).
6-Aryl-3-aroylmethyl-3,5,5-trimethyl-2, 3,5, 6-
tetrahydropyran-2,4-diones (llla-j). A dry sodium

Me MeO MeMe ONa methylate obtained fror3.03 mol of Na and 10 ml of

R' H MeONa |pl " MeOH was dissolved in 15 ml dDMSO, and 0.02

H ¢ Me H™ © mol of 6-aryl-3,5,5-trimethyl-2,3,5,6-tetrahydro-
O 0 pyran-2,4-dione was addeithereto. Methylalcohol

was distilled off under reduced pressure of a water-jet

fa~c Ta-c pump, and toresidual solution was adde@ 02 mol
, Me Me O of substituted phenacylromide, thereaction mixture
R ‘@*CQCI%BT R! Me was stirred at 3040°C for 30 min, and the it was
—Nabr H CH,CO —@4{2 poured into water. The separated precipitate was
0 filtered off and recrystallized from acetone.
M 'H NMR spectra, yields, meltingpoints, and

. elemental analyses are presented in Tables 1 and 2.
[, 1), R"= Ph @), 4-CIGH, (b), 4-BrCH, (c); Ill'),

R' = Ph: R = Br (a), NO, (b); R* = 4-CIGH,: 'H NMR spectra of compounds solutions in
R’ = Br (c), NO, (d); R' = 4-BrCH,: R*= Et (¢), CDCIl; were registered on spectrometer RYa-2310
t-Bu (f), F (@), Br (h), NO, (i), Ph {). (60 MHz), internal referencéiMDS. IR spectra were
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Table 1. 'H NMR spectra of 6-Aryl-3-aroylmethyl-3,5,5-trimethyl-2,3,5,6-tetrahydropyran-2,4-didhasj, 5, ppm

Compd. 1
o CMe, CH, CH R CH, (J 18 Hz) 4-R-C,H,CO
la 1.00 s,| 153 s | 6.10 7.31 s (Ph) 3.77 d, 3.93 d|7.47 d, 7.73 d(4-BrCH,)
1.03 s
b 1.07 s,| 1.63 s | 6.13 7.40 s (Ph) 3.83 d, 4.03 d |8.03 d, 8.33 d(4-NO,CH))
1.13 s
llic 1.03 s,| 157 s | 6.17 7.38 s 3.83 d, 4.00 d|7.57 d, 7.80 d(4-BrCH,)
1.07 s (4-CICH))
lid 1.03 s,| 1.57 s | 6.07 7.33 s 3.83 d, 4.00 d |8.00 d, 8.27 d(4-NO,CH,)
1.08 s (4-CICH))
llle 1.00 s 155 s | 6.13 732 d, 7.47 d| 3.77 d, 3.97 d (1.15 t, 2.63 k (Et), 7.18 d,
(4-BrCsH,) 7.80 d (4-EtCH))
Hif 1.03 s 157 s | 6.17 7.30 d, 7.47 d| 3.80 d, 3.97 d |1.20 s {Bu), 7.37 d, 7.83 d
(4-BrCH,) (4-t-BuCH,)
lllg 0.97 s 150 s | 6.10 7.27 d, 7.43 d| 3.77 d, 3.93 d |6.77-7.33 m, 7.678.08 m
(4-BrCeH,) (4-FGH,)
lh 1.03 s,| 157 s | 6.13 7.37 d, 7.60 d| 3.80 d, 3.97 d |7.27 d, 7.77 d(4-BrCH,)
1.07 s (4-BrCsH,)
Il 0.97 s,| 153 s | 6.00 7.20 d, 7.47 d| 3.77 d, 3.97 d (7.93 d, 8.20 d(4-NO,CH,)
1.02 s (4-BrCsH,)
1j 1.00 s 155 s | 6.13 7.08-7.67 m 3.77 d, 4.00 d[7.60 d, 7.93 d, 7.08.67 m
(4-BrC6H4) (4-CH; CH))

Table 2. Yields, melting points, and elementahalyses o6-aryl-3-aroylmethyl-3,5,5-trimethyl-2,3,5,6-tetrahydropyran-

2,4-dionesllla -j

Found, % Calculated, %
Compd. Yield, % mp, °C Formula
no. C H C H
llla 65 186-187 61.44 4.82 C,,H,,Bro, 61.54 4.90
llb 62 227-228 66.75 5.29 C,,H,,NO;, 66.84 5.32
llic 69 213-215 56.87 4.27 C,,H,BrClO, 56.96 4.31
lid 72 223-226 61.35 4.61 C,,H,CINO, 61.47 4.66
lle 63 150-151 62.94 5.42 C,.H,Bro, 63.02 5.47
11 60 182-183 64.20 5.90 C,eH,Bro, 64.33 5.98
llig 75 209-212 58.99 4.43 C,,H,BrFO, 59.06 4.47
lih 79 211-213 51.87 3.89 C,,H,4Br,0, 51.97 3.94
[l 77 226-227 55.61 4.18 C,,H,BrNO, 55.70 4.22
I1lj 71 202-204 66.41 4.90 C,sH,Bro, 66.53 4.95
recorded on spectrometer UR-20 from mulls in pp. 808810.

mineral oil.
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