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in frozen onion

Dannelse af pyrodruesyre i frosne lpg
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Summary

The pungency of frozen onion has been deter-
mined by analysis for pyruvic acid using gas
chromatography and the spectrophotometric
method of Schwimmer and Weston. About 30 p.c.
of the pungency was lost during freezing and
further losses occurred during storage at-25°C of
the unblanched onion. Onion varieties have diffe-

rent pungency levels. By comparison to raw
onions higher amount of frozen onions are re-
quired to obtain equal flavour effect in for in-
stance meat products.

An elaborated gas chromatographic method
and the spectrophotometric method developed
by Schwimmer and Weston gave similar results.

Key words: Allium cepa, onion, pungency, freezing, pyruvic acid.

Resumé

Aromadannelsen hos lgg begynder med indvirk-
ning af enzymet alliinase (4.4.1.4) pa sulfoxider
der er aromaforstadier. Denne proces kan fglges
ved analyse for de i nzste trin dannede aromastof-
fer, hvoraf iser sulfider er vigtige. Det er imidler-
tid betydeligt lettere at bestemme den mazngde

Negleord: Kepalgg, aroma, pyrodruesyre, frysning.

Introduction

The characteristic flavour of raw onion arises
when flavour precursors (sulphoxides) and the en-
zyme alliinase (4.4.1.4) are released by mastica-
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pyrodruesyre som friggres ved den enzymkataly-
serede proces. Analyse for pyrodruesyredannelse
er blevet anvendt til bestemmelse af dybfrysnin-
gens virkning pd aromastofdannelse. Allerede
under indfrysningen sker der en reduktion i den
maksimalt mulige pyrodruesyredannelse, som re-
duceres yderligere under lagringen.

tion and aroma substance formation processes
are initiated (23, 26). Processing of onions by
freezing with or without blanching may result in
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partially or complete loss of enzyme activity and
aroma formation ability.

The concentration of aroma compounds in
onion and onion products can be determined by
use of gas chromatography ( 2, 4, 5, 10, 16, 18, 21,
25), by spectrophotometric analysis of thiopro-
panal (8) or by analysis of pyruvic acid. The
aroma strength is correlated to the content of
pyruvic acid released in the first step of flavour
formation (19, 21, 22).

The aim of this paper was to study the effect of
freezing on flavour development and to deter-
mine flavour strength of frozen onion processed
from a number of onion varieties. A further aim
was to compare an elaborated gas chromato-
graphic method with the method of Schwimmer
and Weston (21).

Materials and methods
Onions (2.5 kg) of nineteen varieties were peeled
manually and sliced (6 mm thick). After thorough
mixing of the onion rings two amounts of 500 g
were packed in freezing bags and frozenin a freez-
ing cabinet kept at —25°C by supply of CO,. Four
kg raw onions of the varieties 'Hygro’ and "Hydu-
ro’ were processed and packed in amounts of 100
g. All the samples were stored at —25°C until
analysis.

One sample of 100 g frozen onion was treated in
a Waring blender with 100 g of water at 50°C and
then kept at 20°C for 30 min untill heating to 90°C
in a microwave oven. Another sample was treated
with 100 g of water at 50°C and immediately
heated to 90°C in the microwave oven. After dilu-
tion of 100 g to 250 g and filtration, 1 ml was freeze
dried and the content of pyruvic acid was deter-
mined by spectrophotometry as 2,4-dinitrophe-
nylhydrazine derivative as described by Schwim-
mer and Weston (21). 10 ml of the filtrate were
freeze dried and the pyruvic acid content was
measured by gas chromatography using malonic
acid as internal standard. A Hewlett Packard gas
chromatograph (HP 5840) with automatic sam-
pler (HP 7671A) equipped with a stainless steel
column (i.d. 1/8 inch) of length 2.5 m and packed
with 5 p.c. polyglycolsuccinate on 80/100 mesh
diatomite (C-AW-DMCS) was used to analyze for
methyl esters. To the freeze dried samples 500 ul
malonic acid solution (0.5 g/100 ml), 10 ml
methanol, 200 ul concentrated sulfuric acid and
500 pl BF;-solution were added. After 20 h the
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methyl esters were extracted by use of 2 ml n-pen-
tane: chloroform (1:3). The column temperature
was programmed from 50 to 200°C with 2°C/min
for 20 min and then 4°C/min to 200°C and kept for
15 min. Carrier gas flow was 7 ml N,/min, detector
temperature 300°C, injection port temperature
250°C, attenuator 2”. The sensitivity was 0.1 from
start to 25 min and then 1. A linear standard func-
tion was found by linear regression on the results
from analysis of samples containing 500 ul inter-
nal standard solution (0.5 g malonic acid/100 ml
water) and 50, 100, 200, 300, 400 or 500 ul of a
solution containing 1 g sodium pyruvate in 100 ml
of water.

Results

The formation of pyruvic acid was calculated as
the difference between the sample with holding
time after thawing and the sample heated to 90°C
immediately after thawing. The results from de-
termination of pyruvic acid formation in four
varieties using both methods of analysis, were in
accordance (Table 1).

Pyruvic acid formation in frozen onions stored
from 1 week to 3 months decreased during stor-
age (Table 2). Average values for the two methods
of analysis are presented. Formation of pyruvic
acid was reduced during processing and further
during storage of the frozen onions.

The capacity of pyruvic acid formation in fro-
zen onions from 19 varieties stored for 10 months
at —25°C were rather different (Table 3).

Table 1. Results from spectrophotometric and gas chro-
matographic determination of pyruvic acid formation in
frozen onions stored for 15 months at -25°C. Three re-
plications.

Resultater fra bestemmelse af pyrodruesyredannelse be-
stemt ved spektrofotometri og gaskromatografi af dyb-
frosne lgg fremstillet af fire sorter lagret i 15 mdneder ved
~25°C. Tre gentagelser.

Variety Pyruvic acid mg/100 g
Sort Pyrodruesyremg/100 g
SPEC. GLC

"Hygro’ 40 34
"Hyduro’ 14 12
’Hyblenda’ 33 29
"Lucrato’ 22 21

LSD 19 11




Table 2. Average formation of pyruvic acid as determi-
ned by spectrophotometry and gas chromatography of
frozen onion of the variety "Hygro’ stored at -25°C. Six
replications.

Gennemsnit af pyrodruesyreanalyse ved spekirofotometri
og gaskromatografi af frosne lpg fremstillet af sorten "Hy-
gro’ og lagret ved -25°C. Seks gentagelser.

Storage time Pyruvicacid

Months Pyrodruesyre

Lagringstid

Maneder mg/100 g Relative
mg/l00g Relativt

0 (raw) 78 100

0.25 55 71

2 45 58

3 35 45

LSD 12

Discussion

Onion contains at least three sulphoxides of
which S-1-propyl-L-cysteine sulphoxide is pre-
sent in the highest concentration (9, 14, 26).

The aroma or flavour precursors are split into
thiopropanal (the lacrymator), pyruvic acid and
ammonia by a very fast alliinase catalyzed step.
This is followed by several chemical reactions
with formation of alcohols, aldehydes, mercap-
tans, sulphides (mono-, di-, tri-), thiols,
thiophenes and furanones (2, 3, 5, 8, 12, 13, 18,
20, 21, 23, 25). The very volatile lacrymator,
mono-, di-, and trisulphides are the most impor-
tant contributors to onion aroma (3, 4, 5, 6, 8, 17,
18, 27).

Results from determination of pyruvic by gas
chromatography was in accordance with the re-
sults from determination by the spectrophotome-
tric method (Table 1).

Pyruvic acid determination by the spec-
trophotometric method of Schwimmer and Wes-
ton (21) has been used to determine the effect of
processing on aroma development and pungency
of pickled, canned, blanched, frozen and fried
onion products (7, 10). The ability to pyruvic acid
release was almost lost after canning, pickling and
frying. Frozen onion may have an ability to re-
lease pyruvic acid (Table 2), (15), but the ability of
pyruvic acid formation and the characteristic
onion flavour may be very low or completely lost
(1,7,10, 15, 20). Even freezing for a period of one
hour may be very damaging to flavour develop-
ment. The loss was 29 p.c. one week after freezing
increasing to a loss of 55 p.c. three months after

Table 3. Pyruvic acid formation in frozen onions of 19 va-
rieties after storage for 10 months at -25°C.
Pyrodruesyredannelse i frosne lpg af 19 sorter lagret i 10
mdneder ved -25°C.

Variety Pyruvic acid
Sort Pyrodruesyre
mg/100g
mg/100g

’Balstora’ 32
’Claudia’ 44
"Diskos’ 18
’Golden Bear F1’ 25
’Hyblenda’ 36
"Hyduro’ 41
"Hygro’ 56
"Hyper’ 47
'Hyton’ 29
’Karbo’ 39
’Lucrato’ 42
’Robot’ 20
’Rocardo’ 40
SGISFT1’ 47
'Stuart’ 50
Sturon’ 23
*Tarzan’ 11
"Turbo’ 25
*Zirius’ 23

LSD 7

freezing (Table 2). The loss could be a result of
changes during freezing. The reasons for decreas-
ing aroma formation ability may be complete or
partial enzyme destruction, non-enzymic destruc-
tion of precursors or partial enzymic hydrolysis of
precursors with loss of volatile reaction products
(10).

Frozen onions are applied by processing of dif-
ferent meat products. By comparison to raw on-
ions higher amounts of frozen onions are re-
quired to obtain equal flavour effect.

As found by (10, 13, 21, 24) onion varieties had
ditferent pungency (Tabte 3). Onion species can
be characterised by results from gas chromato-
graphy because they have different radicals in the
sulphoxides (2, 9).

Onion pungency also depends on the availabil-
ity of sulphur to the growing plants (10). During
bulb formation of growing onions the capability
to develop onion flavour increases until the on-
ions are »mature« (15). The increase in the onions
can continue during storage (11).

277



References

1.

2.

10.

11.

12.

13.

14.

278

Baardseth, P. 1978. Quality of frozen vegetables.
Food Chem. 3, 271-282.

Bernhard, R. A. 1970. Chemotaxonomy: Distribu-
tion studies of sulfur compounds in Allium.
Phytochemistry 9, 2019-2027.

. Boelens, M., de Valois, P. J., Wobben, H. J. & van

der Gen, A. 1971. Volatile flavour compounds from
onion. J. Agric. Food Chem. 19, 984-991.

. Brodnitz, M. H., Pollock, C. L. & Vallon, P. P. 1969.

Flavour components of onion oil. J. Agric. Food
Chem. 17, 760-763.

. Carson, J. F. & Wong, E F. 1961. The volatile flavor

components of onions. J. Agric. Food Chem. 9,
140-143.

. Freeman, G. G. & Mossadeghi, N. 1970. Effect of

sulphate nutrition on flavour components of onion
(Allium cepa). J. Sci. Food Agric. 21, 610-615.

. Freeman, G. G. & Whenham, R.J. 1974. Changes in

onion (Allium cepa L.) flavour components result-
ing from some postharvest processes. J. Sci. Food.
Agric. 25, 499-515.

. Freeman, G. G. & Whenham, R. J. 1975. A rapid

spectrophotometric method of determination of
thiopropanal S-oxide (Lachrymator) in onion (Al-
lium cepa L..) and its significance in flavour studies.
J. Sci. Food Agric. 26, 1529-1543.

. Freeman, G. G. & Whenham, R. 1. 1975. A survey

of volatile components of some Allium species in
terms of S-alk(en)yl-L-cysteine sulphoxides pre-
sent as flavour precursors. J. Sci. Food Agric. 26,
1869-1886.

Freeman, G. G. & Whenham, R. J. 1975. The use of
synthetic (+-)-S-1-propyl-L-cysteine sulphoxide
and of alliinase preparations in studies of flavour
changes resulting from processing of onion. J. Sci.
Food Agric. 26, 1333-1346.

Freeman, G. G. & Whenham, R. J. 1976. Effect of
overwinter storage at three temperatures on the
flavour intensity of dry bulb onions. J. Sci. Food
Agric. 27, 37-42.

Freeman, G. G. 1975, Distribution of flavour com-
ponents in onion (Allium cepa L.), leek (Allium
porrum) and garlic (Allium sativum). J. Sci. Food
Agric. 26, 471-481.

Galetto, W. G. & Hoffman, P. G. 1976. Synthesis
and flavor evaluation of several alkylfuranones
found in Allium species (onions, shallots, and
leeks). J. Agric. Food Chem. 24, 854-856.
Lancaster, J. E. & Kelly, K. E. 1983. Quantitative
analysis of the S-alk(en)yl-L-cysteine sulphoxides
in onion. J. Sci. Food Agric. 34, 1229-1235.

15.

16.

17.

18.

19.

20.

21.

22.

23.

24.

25.

26.

27.

Malkki, Y., Nikkila, O. E. & Aalto, M. 1978. Sipulin
koostumus ja aromi seki nithin vaikuttavat tekijat.
J. Sci. Agric. Soc. Finland 50, 103-124.

Mazza, G. & Le Maguer, M. 1979. Volatiles reten-
tion during the dehydration of onion (Allium cepa
L.). Lebensm. -Wiss. -Technol. 12, 333-337.
Mazza, G. 1980. Relative volatilities of some
onion flavour components. Food Technol. 15, 35-
41.

Saghir, A. R., Mann, L. K., Bernhard, R. A. &
Jacobsen, J. V. 1964. Determination of aliphatic
mono- and disulfides in Allium by gas chromato-
graphy and their distribution in the common food
species. Proc. Am. Soc. Hortic. Sci. 84, 386-398.
Schwimmer, S. & Guadagni, D. G. 1962. Relation
between olfactory treshold concentration and
pyruvic acid content of onion juice. J. Food Sci. 27,
94-97.

Schwimmer, S. & Guadagni, D. G. 1968. Kinetics
of the enzymatic development of pyruvic acid and
odor in frozen onions treated with cysteine C-S
lyase. J. Food Sci. 33, 193-196.

Schwimmer, S. & Weston, W. J. 1961. Enzymatic de-
velopment of pyruvic acid in onion as a measure of
pungency. J. Agric. Food Chem. 9, 301-304.
Schwimmer, S., Venstrom, D. W. & Guadagni, D. G.
1964. Relation between pyruvate content and odor
strength of reconstituted onion powder. Food
Technol. 18, 1231-1234,

Spaare, C.-G. & Virtanen, A. I. 1963. On the lach-
rymatory factor in onion (Allium cepa) vapours
and its precursor. Acta Chem. Scand. 17, 641-650.
Tewari, G. M. & Bandyopadhyay, C. 1977.
Pungency and lachrymatory factor as a measure of
flavour strength of onions. Lebensm. - Wiss.-
Technol. 10, 94-96.

Tokarska, B. & Karwowska, K. 1981. Unter-
suchungen iiber die Zusammensetzung eines
Geschmacks- und Geruchextraktes aus Zwiebeln.
Nahrung 25, 565-571.

Virtanen, A. 1. & Matikkala, E. J. 1959. The isola-
tion of S-methylcysteine-sulphoxide and S-n-pro-
pvlcysteine-sulphoxide from onion (Allium cepa)
and the antibiotic activity of crushed onion. Acta
Chem. Scand. 13, 1898-1901.

Wahliross, O. & Virtanen, A. I. 1965. Volatiles from
chives (Allium schoenoprasum). Acta Chem.
Scand. 19, 1327-1332.

Manuscript received 15 September 1988.



