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Introduction. Polymeric materials (PM) are increasingly used
in various industries and agriculture. Under the action of UV
light, PM are destroyed. UV stabilizers are used to protect PM
from photodegradation. Their action is based on the absorption
of the photoactive sunlight component or on the deactivation
of excited molecules that have already absorbed a light quan-
tum, as well as on the inhibition of dark light-induced reac-
tions. The work objective is to provide a comparative analysis
of compounds of the sterically hindered phenols (SHP) series
and nitroxide radicals (NR) as the PM photodegradation inhib-
itors.

Materials and Methods. Reagents of the “purum” grade,
LDPE premium grade 15803-020 polyethylene film were used
for the investigations. The stabilizer was applied to the film by
dipping. Carbonyl groups in polyethylene were determined by

IR spectroscopy. IR spectra were recorded on Varian-640

instrument.
Research Results. 2,4,6-tri-tert-amylphenol (1), 2-methyl-4,6-
di-tert-butylphenol 2), 4-acetylamino-2,2,6,6-

tetramethylpiperidin-1-oxyl ~ (3),  3-carboxamido-2,2,5,5-
tetramethylpyrrolin-1-oxyl (4) were tested as stabilizers for
photo-oxidative degradation of polyethylene. It is known that
the accumulation of carbonyl and hydroxyl groups is recorded
in PM samples under irradiation in the process of photodegra-
dation through the IR spectroscopy. The absorption band of
the carbonyl group at 1720 cm™ ' appears in the IR spectra of
oxidized polyethylene. The IR spectra analysis shows that the
content of carbonyl groups in the check samples is significant-

ly higher than in the samples treated by stabilizer solutions.
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Bseoenue. Tonmmepusie matepruains! (IIM) Bce mmpe UCIONb-
3YIOTCSI B PA3JIMYHBIX OTPACISIX MIPOMBIIIIEHHOCTH U CEIbCKO-
ro xo3sicrea. [lon nelictBuem Y®-csera [IM paspymatorcs.
Jnsa 3amuter [IM ot QoTomecTpykuuu mpumenstorcs Y O-
cTabmnm3aropel. VX feiicTBHe OCHOBaHO Ha MOTJIOLIICHUH
(hOTOXUMHUYECKH aKTUBHOM KOMIOHEHTHI COJHEYHOTO CBETa
WIN HAa JEaKTUBAIMH BO3OY)KAECHHBIX MOJEKYJ, yXKe IOTJIO-
TUBIIMX KBaHT CBETa, a TAaKKe HAa TOPMOXKCHHH TEMHOBBIX
peakiuii, MHIYIHPOBaHHEIX cBeToM. Llenp paboTsl — cpas-
HUTENBHBIA aHaJM3 COEIMHEHWH W3 psja NMPOCTPAHCTBEHHO-
3arpyaHeHHBIX (eHonoB ([13D) 1 HUTPOKCHUITBHBIX paTUKaIoB
(HP) B xauectBe nHrnOUTOPOB hoTomecTpyKIMHU [IM.
Mamepuanet u memoowi. sl MCCIENOBAHUS HCIOIb30BATIH
PEaKTHBBl KBATH(HUKAIUNA «I», MONUITHICHOBYIO IUICHKY
9B s/c 15803-020. Crabuim3aTtop HAHOCHIIM HA TUICHKH
METOJIOM OKyHaHUs. KapOOHMIBHBIE IPYNITEl B ITOJMITHICHE
onpenensimu MetogoMm HMK-cnexrpockonuu. MK-cnexTpsl pe-
THCTPHUPOBAJIN Ha pubope Varian-640.

Pesynomamor  ucciedosanus. B kauecTBe CTaOMIM3aTOPOB
(hOTOOKHCIUTENHHON JECTPYKIMH ITOJMATUIICHA HCIIBITAHBI
2,4,6-Tpu-TpeT-ammieHona (1), 2-meTun-4,6-nu-Tpet-
OyTuigenomna 2), 4-aneruinamuHO-2,2,6,6-
TeTpaMeTUINHUIepuanH-1-okcuma  (3),  3-kapOokcamuio-
2,2,5,5-TeTpaMeTIIIHPPOINH- 1 -okcuna (4).

U3zBectHO, uTO mpu o6mydeHnn B obOpasmax [IM B mporecce
¢doromectpykunu merogom MK-crekrpockonmn ¢ukcupyercs
HaKOIIEHHE KapOOHMIBHBIX ¥ THAPOKCHIBHBIX rpymm. B K-
CIIEKTpaxX OKHCIEHHOTO MONMATHICHA MOSABISETCS I10JI0ca
HOTJIONIeH!Us KapOOHMIBHOM rpynmoii npu 1720 cM . Anamis
WK-crieKTpoB TOKa3bIBaeT, YTO COJACPIKaHUE KapOOHMIBHBIX
rpynn B KOHTPOJBHBIX 06pa3uax 3HAYUTCIBHO BBIIIC, YEM B

00pasiax, 00paboTaHHBIX PACTBOPAMH CTAOMIIN3aTOPOB.
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Discussion and Conclusions. The experiments show that ni-
troxide radicals of 3-carboxamido-2,2,5,5-tetramethylpyrrolin-
1-oxyl series and 4-acetylamino-2,2,6,6-tetramethylpiperidin-
1-oxyl are the best photostabilizers of polyethylene. Moreover,
there is no significant difference between the radicals of the
2,2,6,6-tetramethylpiperidine and 2,2,5,5-tetramethylpyrroline
series. Sterically hindered phenols, under photodegradation,
have a far smaller stabilizing effect, falling short of nitroxide

radicals.
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radicals.
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Obcyscoenue u 3akmodenus. DKCIIEPUMEHTHI MOKA3alIM, YTO
ayymuMK - GoTocTabuiIn3aTopaMH  HOJNMATHICHA SBISIOTCS
HHUTPOKCUIIbHBIC

panuKasl 3-kapOokcamugo-2,2,5,5-

TEeTPaMETHWINHPPOIUH-1-okcun U 4-anetunamuno-2,2,6,6-
TeTpaMETHIINUNEPUANH-1-okc1. [IpuueM HeT CyliecTBEeHHON
2,2,6,6-

TeTpaMeTWINUIEpUaArHa U 2,2,5,5-TeTpaMeTUIIUPPOINHA.

Pa3HUIIEI MEXTy paguKataMu psma
IIpocTpaHCTBEHHO-3aTpyJHEHHEIE (DEHONBI B YCIOBHAX (HOTO-
JECTPYKIIMN OKa3bIBAalOT 3HAYMTEIHHO MEHBIEe CTaOMIH3H-

pyromiee ﬂeﬁCTBHG, yCeTynass HUITPOKCUWJIBHBIM paJIuKajlaM.

KnwueBsble c10Ba: noaudTHICH, HOTOCTAOMIN3ATOPEI, peHo-
JIbI, HUTPOKCHJIbHBIE PaJIHKAIIBL.

Oobpa3zey ona yumupoeanusn: CpaBHUTENbHAS XapaKTEPUCTH-
Ka MPOCTPAHCTBCHHO-3aTPYTHCHHBIX ()EHOJIOB U HUTPOKCHIIb-
HBIX PaJIMKAJIOB KaK CTAOUIN3aTOPOB (POTOACCTPYKIMH TTOJH-
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Introduction. Polymeric materials (PM) are increasingly used in various industries and agriculture. With a
sufficiently high resistance to climatic factors, the PM performance decreases when affected by humidity and tempera-
ture, as well as the ultraviolet (UV) component of the solar spectrum: in this case, radical particles are generated in the
polymer, and transformations that cause material destruction occur [1, 2]. If in a PM there are products of its oxidation,
for example, ketones, then they are photoinitiators of the decomposition process of the polymer. To protect the PM, it is
required to ensure the interaction of radicals and highly efficient light stabilizers [3]. For this purpose, UV stabilizers
are used which can act as follows:

- they absorb photoactive components of the sunlight;

- they deactivate excited molecules that have already absorbed a quantum of light;

- they inhibit dark light-induced reactions;

- they destroy or deactivate photoactive impurities and photoreaction products [4, 5].

Sterically hindered phenols (SHP), sterically hindered amines (SHA), and nitroxide radicals (NR) are widely
used as UV stabilizers for polymers [6, 7]. The SHP act as chain terminators. Since the addition of mobile hydrogen to
the primary radicals of the polymer photolysis is an oxidative reaction, the stabilizers themselves are easily oxidized [3].
Under photodegradation, the SHA form stable NR interacting with the alkyls of polymers which causes the photodegra-
dation chain breaking [2].

The work objective is to provide a comparative analysis of compounds from the SHP and NR series as the PM
photodegradation inhibitors.

Materials and Methods. Reagents of the “purum” grade of the Aldrich company, and high-pressure polyeth-
ylene film (LDPE 15803-020, GOST 16.337-77) 0.2 mm thick were used for the investigations. Photo-oxidative degra-
dation stabilizers of the compound:

- from the NR series — 3-carboxamido-2,2,5,5-tetramethylpyrrolin-1-oxyl (1), 4-acetylamino-2,2,6,6-
tetramethylpiperidine-1-oxyl (2);

- from the SHP series — 2-methyl-4,6-di-tert-butylphenol (3) and 2,4,6-tri-tert-amyl-phenol (4).

The surface treatment of the film for applying stabilizer solutions was carried out as follows: samples of 5x5 cm
were fixed in a cassette without damaging the working part of the sample, washed in warm water, blotted with cotton
cloth, degreased in acetone and dried for three minutes in air at 20 —25°C.

To prepare stabilizer solutions, 50 ml of toluene were poured in each of twelve 100 ml capacity measuring
flasks, and the stabilizers (1-4) were added in a volume of 0.01; 0.005; 0.0025 mol. Then, the contents of the flasks
were made up to the mark with a solvent. The resulting solutions were used to process film samples.

The prepared film was dipped into a beaker with the solution of a UV stabilizer [8, 9] of the desired concentra-
tion for 30—40 min. Then, the sample was removed from the solution and kept over the beaker for 3—5 minutes so that
the excess solution drained from the treated surface. The sample was completely dried being suspended.

For each stabilizer solution concentration, 5 film samples were tested. 120 samples were tested in total: 60
pieces — under the natural conditions and as many — under the simulated conditions. 10 check samples (CS) were not
treated with stabilizers.
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After testing, the IR spectra of the check and experimental samples were taken. IR spectroscopy determined

the content of carbonyl groups in the samples [10, 11]. IR spectra were recorded on Varian 640 instrument.
Research Results. Field tests are the most reliable method for determining the PM resistance to UV exposure.
To reduce the experiment time, quick tests in a lab environment are used. The samples were subjected to photodegrada-
tion with a UV stabilizer ((1-4) compounds) and without it. In this case, the samples were affected by:
- the sun, a natural source of UV rays — within 365 days (field tests according to GOST 9.708-83);
- axenon lamp, an artificial source of UV rays (flux density of UV radiation of 68 W/m? in the range of
wavelengths of 300-400 nm, GOST 9.708-83) — for 504 hours.

It is known that in the process of photodegradation through IR-spectroscopy, the carbonyl and hydroxyl groups
are accumulated in the PM samples [1, 12]. But the yield of hydroxyl groups is a few dozen times less than carbonyl
groups[12], therefore, the rate and degree of the polymer degradation is determined by the concentration of carbonyl
groups according to the respective absorption bands in the IR spectrum [10].

The analytical IR-spectroscopy application to the determination of the film oxidation rate is based on the dif-
ference in the spectra of the processed and not processed (check) samples. After UV irradiation, the absorption band of
the carbonyl group at 1720 cm™ ' (stretch vibrations of the carbonyl group are C = O) appears in the IR spectra of poly-
ethylene (PE). This band is analytical for the quantitative analysis. At the maximum of the absorption band at 1720 cm™
!, the optical density value was determined by the baseline method. Calculations of the content of carbonyl groups in the
samples were carried out by the well-known methods [10]. The research results are shown in Tables 1 and 2.

Table 1
Carbonyl groups content in polyethylene samples * treated with stabilizer solutions, under irradiation of xenon lamp,
artificial ultraviolet source

Stabilizer solution
No concentration
mol/l 0.1M 0.05M 0.025 M
Stabilizer

name

Content of C = O groups, %

1 3-carboxamido-2,2,5,5-tetramethyl-pyrrolin-1-oxyl

) 0.02
2 4-acetylamino-2,2,6,6-tetramethyl-piperidine-1- o o 0.025
oxyl (2)
3 2-methyl-4,6-di-tert-butylphenol (3) 0.10 0.25 0.40
4 2,4,6-tri-tert-amylphenol (4) 0.10 0.30 0.45
5 Check sample™ 2.50 2.50 2.50
* No carbonyl groups were found in the sample before testing.
** Not treated with stabilizer solution.
Table 2
Carbonyl groups content in polyethylene samples* treated with stabilizer solutions, under irradiation of the
sun, natural ultraviolet source (exposure period was 365 days)
Stabilizer solution
No concentration
mol/l 0.1 M 0.05M 0.025 M
Stabilizer
name Content of C = O groups, %
1 3-carboxamido-2,2,5,5-tetramethyl-pyrrolin-1-oxyl o o 0.016
(1)
2 4-acetylamino-2,2,6,6-tetramethyl-piperidine-1- o o 0.021
oxyl (2)
3 2-methyl-4,6-di-tert-butylphenol (3) 0.07 0.095 0.16
4 2,4,6-tri-tert-amylphenol (4) 0.06 0.09 0.17
5 Check sample™ 0.35 0.35 0.35

* No carbonyl groups were found in the sample before testing.

** Not treated with stabilizer solution.
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The IR spectra analysis showed that the content of carbonyl groups in the check samples was significantly
higher than in the treated samples. Fig. 1 shows the IR spectra of CS and the samples treated with 0.025 M solutions of
stabilizers (2) and (4) after irradiation with an artificial ultraviolet source.
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Fig. 1. IR spectra of PE-film samples: treated with 0.025 M solution of 4-acetylamino-2,2,6,6-tetramethylpiperidine-1-oxyl (2) (a);
treated with 0.025 M solution of 2,4,6-tri-tert-amylphenol (4) (b); check sample (c). Absorption level is shown on the right vertical
scale.
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The onset of the degradation process in the sample treated with SHP (4) is characterized by the appearance of a
low-intensity absorption band at 1720 cm™ ' in the IR spectrum (Fig. 1, b). Such a band is practically absent in the sam-
ple treated with the stabilizer (2) from the NR series (Fig. 1, a). Consequently, the contribution of NR to the decelera-
tion of photodecomposition processes is much higher than of the SHP.

UV radiation destroyed the CS. This is evidenced by the effect of accumulation of carbonyl groups in the sam-
ple manifested in an increase in the intensity of the absorption band at 1720 cm ! (Fig. 1, o).

Using IR spectroscopy, it was shown that UV-irradiation of PE films causes the accumulation of carbonyl
groups associated with photodecomposition of PE carbon chains. Fig. 2 shows the kinetic curves of the accumulation of
carbonyl groups during the simulated film photooxydation depending on the exposure time.
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Fig. 2. Dependence of accumulation rate of carbonyl groups on time of simulated UV irradiation of samples treated with:

1 —0.025 M solution of 3-carboxamido-2,2,5,5-tetramethylpyrrolin-1-oxyl; 2 — 0.025 M solution of 4-acetylamino-2,2,6,6-

tetramethylpiperidine-1-oxyl; 3 — 0.025 M solution of 2-methyl-4,6-di-tert-butylphenol; 4 — 0.025 M solution of 2,4,6-tri-
tert-amylphenol; 5 — check sample was not processed

The analysis of the data obtained shows that NR (1, 2) and SHP (3, 4) essentially slow down the photoinitiated
oxidation destruction of PE and reduce the number of breaks of macromolecules. This is evidenced by the appearance
of an induction period with an increase in the exposure time (see Fig. 2).

At the initial stage of the experiment, changes in CS are observed. Gradually, the concentration of carbonyl
groups in the film not treated with a stabilizer increases. This is associated with an increase in the rate of oxidation pro-
cesses causing the structure destruction of the PE carbon chains and the formation of low molecular weight active com-
ponents (radical particles). In the PE samples treated with stabilizers (1-4), no changes are observed.

After about 150 hours, carbonyl groups are recorded in the samples treated with SHP (3, 4) solutions; after 220
hours — in the samples treated with NR solutions (1, 2). The accumulation rate of carbonyl groups increases linearly
within 150-200 hours. Further, the dependence is maintained during the whole process of photo-oxidation (up to 504
hours).

The induction period in the presence of NR and SHP can be explained by the ability of stabilizers (1-4) to cap-
ture radicals quantitatively from the first moment; as a result, the process of destruction is inhibited at this stage. In this
case, NR quickly interact with alkyl radicals, and, involving the polymer, they are converted into hydroxylamines capa-
ble of restoring radical particles [6, 7, 12]. SHP can turn into quinones or mono- and diesters of hydroquinones [6],
which are also traps for radical particles.

The samples treated and not treated with stabilizers were also irradiated by a natural ultraviolet source accord-
ing to GOST 9.708-83 for 365 days (see Table 2). The indicator of natural photo-oxidation of PE films was monitored
after 1, 3, 6, 9, and 12 months (Fig. 3).
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Fig. 3. Monitoring of indicator of concentration of carbonyl groups in PE film samples treated with 0.025 M stabilizer
solution (1-4) and check sample (5)

Comparison of samples treated with NR (1, 2) and SHP (3, 4) shows the following: in the first case, the con-
centration of carbonyl groups increases insignificantly, in the second case, the content of carbonyl groups is sequence
higher. In CS, a significant increase in the concentration of carbonyl groups was recorded after 1 month.

It should be also noted that in the course of testing of CS, PE films became brittle, and at the end of the exper-
iment, they broke down, in contrast to the samples treated with stabilizer solutions.

Discussion and Conclusions. It is established that the best photo stabilizers of polyethylene are nitroxide radi-
cals. Significant difference between the radicals of the 2,2,6,6-tetramethylpiperidine and 2,2,5,5-tetramethylpyrroline
was not detected. Under the conditions of photodegradation, the SHP have a less stabilizing effect, yielding to nitroxide
radicals.

The inhibitory effect of NR and SHP is associated with their ability to interact with radical particles formed as
a result of the polymer photodegradation.

The tested compounds from NR class effectively slow down the process of photo-oxidation degradation and
can be recommended for application as polymer stabilizers.
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