






































Habnonenra nokasand, 9TQ B YKA3AaHHBLIX YCJIOBHSX He IIpoO~
ACXOOMT o6pa3soBaHEd GeCHBeTHHIX, 3e/IeHbIX HIH roiaybtoBa”
THIX NIHECMEHTOB. B ONmITEe C HeBapeHO# TKaHbI0 Habiawmaercd
9aCTHYHOEe pacTBOpPe@HHEe HHTPO3ONHIMeHTa 3TO#i TKaHu B
pacTeope NHZOH e HCl.[locne aTOoro CTpOHAE CHEKTpalb”
Hple XpHBHIE OTpaXeHHS NOBEepXHOCTH Cpe30B., PeayabratTh
onpenenesrs mnokasaHsl Ha puc.l (xpuBme 3 u 4), Kak
BHOHO H3 3THX KDHBBHIX, B HEeBapeHO# MpILIIEYHONH TKaHH 00~
pa3dyeTcd XapakTepHBIl /g Hee HATPO3ONATMeHT, malonmi
B 3e/leHOH d9acTH BHOHEMOH o0671aCTE CHekTpa MAaKCHMyMH
npe 565 =m 582 mmx (xpmsas 3). [dna Bapeno#t Muiiegnol
TKaHH NMOAYYAIOT TaK>Xe XapakKTepHYI CHeKTPAalbHYIO KpHBYIO:
HuarposonurmesT oTO# TKaHM OaeT B ykas3aHHO# o6GaacTi
cnextpa Makcumymul npE 555 m 575 MMk (xpmBaa 4). O7H
peayabTaThl cCoBnamalT ¢ naHEmME Tapnanxmca /11/. B
of6pasmax CoOJ/IeHOR MBIIIeYHO! TKaHH, BhIAEpXKaHHBIX HE
CBeTy, NoC/ie BO31eACTBH4 NH20H » HCl B TegeHume 5~6 1gaC:
Ha BO3[AyXe TIpH KOMHaTHO# TeMnepatrype He HabmiomaercH
o6pa3oBaHas TolyGOBATHIX HAH 3€JEeHEIX NECMEHTOB.
PeaynbTarsl 3TEX ONBITOB NOKA3KIBAIOT, YTO HHTPO3OOAT"
meHT conenoro maca (comepxawu# Fe” ) B npmcyrcreEE
BBICOKHX KOHHNEeHTpanu# NHZOH ycTo#uuB K OelicTBHio aT”
MOC(QepHOro kKmciaopona. M HuME crnoBamH, nopduprHOBO®
KONLIO HATPO3ONAI'MEeHTa COJeHOro Mgca B NpHCYyTCTBEE
NHZOH BLICOKON KOHIEHTpPALNH HEe NOoaBepraeTcsa Heob6pa™
TEMBEIM OKHC/IHTENbHLIM MOpeBpallleEEaM mnon neiicreaeM
aTMOCHepHOTO0 KAC/A0poaa. DTE OAaHHbIE TOBOPAT O TOM, 4TO
B NIPECYTCTBHH NHZOH BBEICOKO# KOHI@HTPANKE DA [LIHTENE
HOM [IeiCTBHHM paCTBOPEHHOI'0O B paccojax armocdepHOr?
KHC/IOpOZla MOJKHO NpOBECTH MOCOJ, eciE ofpa3doBaHue HET
pO3ONUIMEeHTa B NpocaluBaeMoM Mgce OGyner omnepexaT?
Bpe/lHOe MefiCTBHE aTMOCQEpHOro KHCJIOopoaa Ha nopdupd”
HOBOE KOAbLHO. Kak mNoKasan® pes3ylbTaThl NpHBeaeHHB*
BHILE ONBITOB, /IS TAKOr'o ONepeXkeHHss HMeeTcd OocTarod”
HO BpemeHrm. O9YeBAOHO, 3TO ONEepeXxeHHe mMmeeT MecTo HPE
NOCOJIe B YCAOBHAX NOBHIIEHHBIX Temneparyp /8/. Yuurs”™
Bad, 4TO NIpPH 3TOM yCKopgercsa H ob6pa3oBaHme NH20H
/15/, 6GLIIE MOCTABNeHB! ONLITE NO ONpPeaeNeHHI0 ero KoJa#”
YeCTBa B COJleHOH CBHHHHEe, INOJY4YeHHOH# 1O pexXKEMy yCKO™
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PeHHOIo noconla CBHHBIX OKOpPOKOB npm 15° /8/. [Tocony

"onBeprany KYCKH MBIIIEeYHOH TKaHE BecoM oxomno 400 T,
Bbipesanngie ma Pa3MOpPOKEHHOT'O0 OKODOKA CBHHDBH. NH,0H
%Upenengng o pa3paboTaHHOMY HaMm metrony /16/ Ha ng-
The cyrky fiocona, Korna cojlleHas CBHHHHA, KAK B B HAIIEX
Panupx onpiTtax /8/, npmobperana CHapyX® H Ha paspeae
Xpacuyio Okpacky. K aroMy Bpemenm ona npuobperana m
Skyc BeTuunrr /17/. Peayabrarh ompenelleHHs NOKasaim,
49T0 COlleHasg cBEHEHA comepxkut 0,0041-0,0044% NHZOH

PE Tagpx KOHOEeHTpanugax NHQOH OTCyTCTBHE ronay6o -
BaThix HIIE 3eJIeHBIX IATMEHTOB B COJIeHOMN CBHHHHE H Ha/H9YHe
® HeH gy, KPaCHHIX MATMEHTOB NOKA3LIBAET, 9TO 06paso-
Sange HATPO3ONHIME@HTa B CONeHON CBEHEHE onepenmnio
5Pennoe AelcTBHE aTMOCKepPHOro Kucinopona. I'lociie Bapkm
Takag CBEHEHHa npuobperaer yCTOHR9RBYyIO PO30BO~KpAaCHYIO
OxpaCKy. Peaynnrarn BEIIEIPHBE N@HHBIX OILITOB IIOKA3hLIBa—

©T, 9ro IOCOJI CBHHHHEI IO paspaboranHOMY Hamm /8/ pexxu—

My IONHOCTRLI0O mCK

1I098@T 3eJIeHYI0O NMHI'MeHTanuo. Orcyrcr-
Bpe

O6pasoBanus 3eneHEIX HIE TOX

. y60OBATHIX NAMEHTOB ma
BTpOSOHHI‘Me}{Ta

(conmepxawero Fe™ ) nmonreepxpnaer
TonysennLe BEILIE [AHHLHIE O TOM, YTO B Heo6paTHMEIX
OKHC“HTeanux IPeBpPAlleHH 1X NOPGEPEHOBOIO KOmbIa npu-
TMar YHaCTHe OKHCIIeHHhIe HOHBI sKenesa fecnBeTHHX
HHI‘MeHTOB,

Lng Tpenynpex neHns 3eneHoN HErMeHTaNEE COKpale-
"B Cpokon H3roToBlleHEs kon6ac npenacrabBinger HHTEepec
BOaMO)Kuaﬂ HHTeHCH(pRKaums o6pasoBanpg HETPO3ONAIMeHTa
Sle Iponecce mx ocCankd. ITOro MOKHO AOCTHTHYTh,
;angMep. AJIA CEIDOKONYEHHIX Kon6ac myTeM ocankm 10):]
20 BMmecTo 4° /18/. Onmaxo IPEMEHEeHHe TeMuepaTypsl
0~250 Anga #MHTeHCHPHKanMEm npomecca IOCONa, KaK Mh
ycTaHOBanﬂ panee /19/, yrueraer Pa3BHETHe HeOoGXonmMoOl
CHKDOCbnopm' YCKOpsd B TO Xe BpeMs T'HHIOCTHhe nponec-
CLI;)Q 03ToMy He yLIHBHTeIXbé{O, 9TO NpOBeEeHHE OCAalKH
Targ KOmyenmx kon6ac npr 20° He naeT xenaemmux pesyiab-

B/18/. [To~BrnuMoOMYy, OCanky sTHX kKojnbac weob6xonm-—
o Becty npm TeMIepaTypax HeCKOAbKO Hmxe 200,
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3eneHOMYy OKpALUABAHRIO MeTMHOr/IOOEHa B OpomecT
ce mocojia Mfca npenluecTByeT obpas3oBaHEe 6eCnBeTHHX, 8
sareM roayboBaThx NErMeHTOB. [lopdEpEHOBOe KOIbLHO
SeVIeHBIX H ToNy6oBaTHIX NECMEHTOB NOOBEPrayTo HeobpaTH~”
MBIM OKHECIHTE/ILHBIM OpeBpallleHEaM, Torzaa Kak y GecnseT”
HBIX NACMEHTOB 3THX IpeBpalleHE# He NPOHCXOHT.

B HeofpaTEMBLIX OKHCIAHTE/IbHHIX NpeBpalleHEdX HOpQHpPET §
HOBOT'O KO/AbIla NPEHEMAIOT y9aCTHe OKHCJeHHBIe HOHH XKeJje™ "
3a GecHBeTHHIX NHI'MEHTOB,

[MpocanaBaeMoe MSCO MOXHO CHACTE OT NOPHYH TOABLKO B
cranme obpasoBaind OeCHBeTHHX NAI'MEHTOE.

[lopguprHOBOEe KOABLHO HETPOIONHIMEHTa COJIeHOro macé
B n*acyTCTBHH NH,OH BEICOKOH KOHNSHTPALHEE He noasep”
raerca HeoGpaTHMBIM OKHCIATE/]bHLIM NpeBpalleHniIM nod
neficTeaem aTmocdepHOro KHCIOpoa.

B ycnoBrgx yYCKOpEHHOI'0 mnocona npH 15 pck10gaeTd
BOSMOMHOCTL 3e/eHOl NArMeHTALHN NpocankpaeMofi CEHE
HBl, y
Conenas CBEHEHA, NOJyYeHHA® MeTonoM mnocona npa 16/

copepxut 0,0041-0,0044% m203

Bupaxaio ray6okyno 61aronapHOCTh 3a nomoLlls xa#A
bmon. nayx HO.H. JlackoBckoil.
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Pac.l; 1 - CnexTpaibHasi KpuBas MeTMHOrno6uHa; B
1 ‘allbHasg  KpuBag Cupo#t 6GecueetHo# u KOHTPONBLHOR
MBlLlewHO# TkauM nocne Boan 2 HCTBHS NBNO:) H ac-
OpOunopoi KHCJIOTHI; 3 - ClleKTpalbHag KpuBad H 030~

"4 ChIpo#l coneHO#l MplluewHO# TKaHH nocne BO3aei-

CTBug NH,OH i 4 - cnekrpanbHas KpHBafg HHTpPO3OMHIr=—
MeHT s gt <1 » -

MeHTa Bapeno#t comeuoit MBILIEYHOH TKAHH mocne Boa3geficT -
Bug NHEOH ( D - onruyeckas maoTHOC ™s, A - namna

BONIHE B M}AK)

Fig, 1,

1. spectral curve for metmyoglobin

2. spectral curve for raw colourless and control muscle
tissues after NaNO, and ascorbic acid action

3. spectral curve for nitroso pigment of raw cured
Muscle after NH,OH action

4. spectral curve for nitroso pigment of cooked cured
Muscle after NEIZOH action (D - optical density, ,2 - vave
length 3p m ).
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Prc.2: chekTpaibHHE KDHEBHE TEeMHO-3e/eHOH MbledHOR
a raxxe roayGomaro#t (2), Temuo-seneno#r (3)
MullIegHO# TKaHE nocine BoaaelicTBHA

rxanx (1),
g xonrponsnoft (4)

pactsopom Tapnanxuca /13/ ( NapSp0, B cnabouie—
nouwno#t cpene). ( D — onTHYeckas WIOTHOCTS, A - nnuna
BOJHEL B MMK). l (l

g, 2.
Spectral curves for d
(2), dark green (3) and control (4) muscle after the aotion of

the Tarladgis solution(13) (Na,8,0, in week alkali) (D -~
optical density, A - wave length in mu ).

ark green muscle (1) and for bluish
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RESEAHCH INTO THE PORPHYRIN RING STATE IN THE PROCESS
OF GREEN PIGMENTATION OF MEAT DURING CURING

A.K.Iskandaryan

In the previous works (1-3) there was studied the mecha-
ll . Hsm op

green pigmentation of cured meats and measures for its
P

revention at an earlier stage of the curing process prior to
nitrOSo Pigment formation, were recommended. According to

Cse data, the above-mentioned pigmentaticn results from the
oxidat10n—reduction processes of iron ions of heme pigments,
he atmospheric oxygen and highly concentrated NH,0H (0.0005-~
\0‘05%) which take part in this process. To proceed with this
Tesearch‘ the aim of this paper is to find out whether the
porphyrin ring is subjected to irreversible oxidative changes
‘U the DProcess of meat green plgmentation during its cure.

In literature one cannot find similar studies, and the
ata 8vailable (4-6) deal with green solutions of heme pig-
"ents Without taking into account curing conditions at which
8lentatyon occurs (3).

Studieg on the porphyrin ring state in the process of
€reen pigmentation during cure are of practical interest

the Point of view of manufacture of high quality meat
”r°ducts,

Meat
frgm

) In thig paper experiments having this very aim in view
€ desoriveq. we tried to find the following:

1. the Porphyrin ring state during green Pigmentation,
b 2. Tesistance of the porphyrin ring of cured meat nitroso
1gment (containing Fe®*) to the atmospheric oxygen in the

br
BRI 6 Nahiv acnositreted NH,OH.

To 8tudy this, we used the method of spectral analysis in
v lecteq light by means of monochromator "yN-2" (7). The
erle°t1°n Spectra were determined within the wave length range

Typ




520 to 670 mu. ;

To find out the porphyrin ring state during meat gree?
pigmentation of meat at ocure, pileces of muscle tissue weighiné |
350-400 g each were cut out of deftrosted hams of mature pig®
Then from these pieces samples were cut out so that the musclé
fibers, under study, were perpendicular to the cut surface:
As, according to the manufacturing conditions (8), prior ¥
pork curing autolysis of meat is required for 24-72 hours 8t |
uo/and under these conditions myoglobin changes into metm¥°'§
globin (9)/, the pork cuts were kept at 4° for 48 hours foﬁf
the similar oxidative changes to take place on the cut surf8°°ﬂ
of the samples. As a control, & spectral curve of the G“tf
surface reflection of one of the muscle samples was plotted"
This spectral curve indicated the presence of metmyoglobil j
only, with its characteristic maximum at 635 ms. The result®
of the change are given in Fig. 1 (Curve 1). Then, the remai”|
ning muscle cuts were cured by means of the method,offered by |
us, to obtain green pigments on the muscle surface (3).To get
the uniform action of atmospheric oxygen dissolved in the cuZ®
brine, the muscle tissue is immersed into it so that the out
surface is parallel to the brine surface.

As a control, a plece of muscle tissue treated as de”
seribed above is cured in 18% NaCl brine without added NH{”

As our observations showed, during the first 15-20 ol
nutes following the immersion the cut surface wasdiacolourem
colourless pigments being formed which keep thetrcolour 108
20-24 hours more. During the subsequent keeping in the bri® |
the surface becomes distinetly bluish by the end of the thi’{f '
day and changes into dark greenm on the sixth day.These ob55’1
vations show that green discolouration of metmyoglobin is P"
ceded by the formation of colourless and then bluish pigmentw

For spectrophotometric analysis in parallel experimenf“
as the mentioned pigments are formed on the cured musocle su?”
face, these layers are cut off across the muscle fibers o
immediately immersed into 0.05% NaNO, solution, to whid?
ascorbic acid is added at once on the tip of a knife, and st
4s left in the dark at 15° for 15-16 hours. Ascorbic acid ¥
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Q ) slmultaneously reduce Fe®*'® heme pigments and N;'NO2
0

Our observations showed that under NaNO, and ascorbic
(nitric oxide action, to be exact) action on the samples
r:;‘& investigated, only control and colourless samples became
» the bluish muscle samples were discoloured and the dark
Ereen Ones left unchanged. Taking this into account, re-
::°t1°n spectral curves were plotted of those samples only
ch became red. While caloulating, it was found that the op~

aciq

.016&1 density of the samples, having become red, which were

taineq from

& the control and colourless muscle tissue was
lar, Theref

Yepy ore, the spectral ocurves of Fhese samples are
®sented with one line (Fig. 1, Curve 2). As is obvious
Tom thyg curve, the samples which are coloured red give in
® Breen of the visible spectrum maxima at 565 and 582 mu.
pr::e Maxima and the fact that the samples are coloured red
€ that in the control and colourless muscle samples no
re"el”'c‘!ible oxidative ohanges of the porphyrin ring occur and
00:::“1‘080 pigment of fresh muscle tissue is formed which
108 Fe'*, This ourve is confirmed by Tarladgis (11).

ag The fact that no nitroso pigment is formed from bluish
oh dari green pigments indicates that irreversible oxidative
Ages have occurred in them,

To confirm this conclusion, we tried to change bluish and
Ougy, 8reen pigments into myochromogen. A reflection spectral
€ of muscle tissue coloured dark green was preliminary

Plo
tteq, The results of measurements are shown in Fig. 52
(Cupy, 1

in As is seen from the curve, this muscle tissue gives
.n the vigy

ble spectrum maximum at 645 mi., It indicates that
Bimile_l. green pigment d4s, in its nature, 1dent1ca.l’to a
Then ? Pigment obtained from a metmyoglobin solution (12).
aamp;ea" obtain myochromogen, dark green, bluish and control
Af'cer . °f muscle tissue are treated by Tarladgis' method (13)
q Wh:ih treatment only control samples are coloured pink-

“‘"Dlea € dark green samples retain its former colour Bluish
are discoloured only partially. Then all the samples

Qe
&It 1n the Tarladgis solution until complete disco-

Uscle dark




louration of both dark green and blnish pigments occurs.After
this, their reflection spectral curves were plotted. The
results of measurements are given in Fig, 2 (Curves 2,3 and e
As i3 seen from Curve 4, a control gives in the green of the
visible spectrum maxima at 535 and 560 mm, characteristic o
myochromogen (13). The absence of pink-red colour and maximé
in the visible spectrum in discoloured pigments obtained fro®
bluish and dark green muscle tissue witnesses that no myo=
chromogen is formed from bluish (Curve 2) and dark green (Curve
3) pigments and therefore the porphyrin ring of the mentioned
pigments undergoes irreversible oxidative changes.lrreversiblE
changes in the porphyrin ring of bluish pigments show that

!

‘a
‘

these changes occur prior to the time of green pigments formé# |

tion.

From the results of the above experiments it is obviou®
that meat, to be cured, may be lkept from spoilage only at the
stage of colourless pigments formation. The absence of 1¥~
reversible oxidative changes in the porphyrin ring of colour”
less pigments, where iron ions are bivalent (3), and the preé”
sence of such changes in green pigments, the iron ions of
which are partly oxidized to trivalent ones (3, 12), indicat®

t the oxidized iron ions of colourless pigments take part
iu the porphyrin ring changes mentioned above,

To study the resistance of the porphyrin ring of cured
meat nitroso pigment (containing Fe®®) towards the atmospherif
oxygen in the presence of highly ooncentrated NHzoﬂ, a set of
experiments on curing was performed. For these, a piece of
muscle tissue with the colourless layer removed was used,which
was left from the previous experiments. The above musclé
tissue was subjected to accelerated cure (5 days) (8) at 19 *
Then the cured muscle was transversely halved. One half w8
cooked at 83-85° until the internal temperature reached 7Oq
After cooling a 1 om layer of muscle tissue was removed 1ro®
the cut surface, and the remaining part was treated with Naw0z
and ascorbic acid solution, as was described earlier. The
second half (uncooked) was similarly treated.It was necesss®y
to complete the conversion of the pigment still containisé
Fe***® into nitroso pigment containing Fe** (14), Then, vot?

,:/
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0°0ked and raw muscle tissues were immersed separately into
{l% NH,OH.HC1 solution. It was done so that the ocut sur-
S0es Were parallel to the solution surfaces. The ratio of the

my,

by

g

N :Cle Welght to the solution was 1:1. All the samples were
eft

he o
Ormg
Cage
Uity

12 the solutions for 70-72 hours at 15-17° in the dark,
bseI'Vations showed that under the conditions indicatedno
tion of colourless, green or bluish pigments ooour. In
°f the uncooked sample partial dissolving of this tissue
80 pigment 4n NH,OH-HC1 1is observed. After that we

l‘i. d‘otted Teflection spectral curves of the cut surfaces. The
] 8u)
4)

+ 4s

QIBment 1s formed whioh 4s characteristic of the musole and
Ve

8 of the determination are shown in Fig. 1 (Curves 3 and
1s seen from them, in the uncooked muscle a nitroso

8 in the green part of the visible speotrum maxima at 565
282 Wi (Curve 3). In case of the cooked sample a ocha-

teriatic spectral curve is also obtained., The nitroso pig-

°f this tissue glves in the above field of the spectrum

Ta at
Ro0q 555 and 575 mu (Curve 4)., These results are in a

D
Py

%reement with Tarladgis' data (11). In cured muscle
es, kept in the light, no formation of bluish or green

1nt§nt° Tesults from NH,OH-HC1 effect at room temperature
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® alr for 5.5 hours,

The Tesults of these experiments show that cured meat
° pigment (containing Fe**) in the Presence of high
entrations of NHZOB is resistant to atmospherioc oxygen.
e Words, the porphyrin ring of cured meat nitroso pig-
%8s not undergo irreversible oxidative changes under
fluence of atmospherio oxygen in the presence of high
Tations of NH,OH, These data indicate that with highly
Tated NH,O0H present, in case of long action of the
8Tic oxygen dissolved in brines it is possible to per-
v Suring process if nitroso pigment formation in meat,
oUred, will outstrip the harmful influemce of the at-
™10 oxygen on the porphyrin ring. As the results of the
°XP°r1ments showed, for such outstripping there is
ime, Apparently, this takes place during curing at

ent
ent

e
,MQ:‘°4 temperatures (8). Taking into acoount that NH,,0H

m 15 also accelerated (15) here, experiments were con-




ducted to determine its content in cured pork, produced O
accelerated curing process of pork hams at 15° (8). We oured
muscle ocuts weighing about 400 g each, taken from a defroﬂ"‘d
pork ham. NH,OE was determined by the method, worked out by
us (16), on the fifth day of curing when oured pork /like |
our earlier experiments (8)/ became red outside and on the out |
surface, By this time it acquired ham taste too (17). The r€”
sults showed that cured pork contained 0.0041-0,0044% °£1
NHZOH.Iith such NEZOH concentrations the absence of bluis® 9§
green pigments in cured pork and the presence of red pigmﬂn” '
only indicates that nitroso pigment formation in oured P°r‘;'
has outstripped the harmful effect of the atmospheric oxyse®’|
Affer cooking such pork becomes resistantly pink-red. The 1“"'
sults of the above-mentioned experiments show that pork ouriné |
according to our method (8) excludes green pigmentatio?
completely. The absence of green or bluish pigments formati®®}
from nitroso pigment (containing Fe®®) is confirmed by el \
above-obtained data that oxidized iron ions of colourless pﬂS’;
ments take part in irreversible oxidative changes of e
porphyrin ring. ‘

For preventing green pigmentation and cutting sausage .2
duction time, possible imtensification of nitroso pignent
formation in the process of sausage settling is of inter“t'
This can be achieved, e.g., for dry sausage, by performing
at 20° instead of 4° (18). However, the temperature 20-25° ¥
intensify the oure process, as we established previously (19)
inhibits the growth of proper miocroflora,accelerating at b
same time putrefactive processes. Therefore it is 26*
surprising that dry sausage settling at 20° does not Ei"
desirable results (18). Obviously, the settling of such ‘
sausages should be performed at temperatures somewhat bel?
o

!

|

Conclusions i

Green pigmentation of metmyoglobin during meat curing u !
preceded by oolourless, and then bluish  pigments formati?”
The porphyrin ring of green and bluish pigments is subjeo“a
to irreversible oxidative ochanges, while in case ufoolourle"

pigments no such changes ocour.




Oxidized iron ioms of colourless pigments take part in

":i 1rre"el‘sible oxidative changes of the porphyrin ring.

y

wl o Meat for cure can be prevented from spoilage only at the

48 8¢ of colourless pigments formation.

ub > The porphyrin ring of cured meat nitroso pigment in the
Te

e~ 8 Sence of NH,0H of high concentration is not subjected to

of 1ne"eI‘Sible oxldative changes under the influence of the

or W08pherso oxygen.

118

‘ ‘ With accelerated curing at 15° the possibility of green
" prgment&tion of oured pork is eliminated. Fresh oured pork
3

NHMHCEG by pork curing at 15° contains 0.0041-0,0044% of
0y
ovd,
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