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Abstract: The current work is a comparison of the EPR signals obtained from three-year-old modern cow
tooth enamel with the spectra of fossil tooth enamel that was irradiated by natural background radiation
for a long period. The fossil tooth enamel spectrum exhibits some additional components not visible in
the modern tooth enamel EPR spectra. In particular, the intensity of the septet signal, attributed to
dimethyl radicals, does not change with the additional laboratory dose and it does not appear in EPR
signals of modern tooth enamel when irradiated up to 1.3 kGy. It has been assumed that dimethyl radicals
present in the fossil tooth enamel are not radiation-induced and result from the decomposition of the
organic components of tooth enamel due to natural aging.
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1. Introduction

EPR dosimetry and dating are based on the detection and quantitative characterization of
an EPR signal induced by ionizing radiation provided the signal intensity was settled tozero in
the past. Implicit in this method is the assumption that there is a correlation between the intensity
of the radiation-induced signal and absorbed radiation dose. This property lies on the base of
EPR dosimetry and dating using tooth enamel [1]-[5] as anatural dosimeter. Irradiated tooth
enamel exhibits a stable EPR signal, the intensity of which correlates with the absorbed dose [6].
At the same time, it has been well established that the EPR signal of the fossil tooth has a
composite nature, thus creating the necessity for the isolation of a radiation-induced EPR signal
from other paramagnetic signals[4], [5], [7]-[9]. Such a signal in tooth enamel or bone, which is
suitable for dating, is a stable CO radical generated by radiation in hydroxyapatite.

Other radicals induced by irradiation, e.g., COz>, COs™ are not relevant for retrospective
dosimetry or dating due to their instability [10]. Apart from that, the EPR spectrum of the tooth
enamel contains a native signal as well, and it is present at the non-irradiated modern tooth
enamel and naturally irradiated fossil tooth enamel. However, even the youngest tooth is not free
from a small dose due to natural background irradiation. The subject of the current work is a
comparison of the EPR signals obtained from three-year-old modern cow tooth enamel with the
spectra of fossil tooth enamel that was irradiated by natural background radiation for a long
period (approximately 300,000years, unpublished data).

2. Experimental

The investigated objects were the well-preserved fossil tooth of an elephant
(Palaeoloxodon antiquust) found in the Mingachevir district of Azerbaijan in 2010 anda three-

! The straight-tusked elephant (Palaeoloxodon antiquus) is an extinct species of elephant that inhabited Europe during the Middle and Late
Pleistocene (781,000-50,000 years before present). It was formerly thought closely related to the living Asianelephant; however, in 2016, DNA
sequence analysis showed that its closest extant relative is actually the African forest elephant, Loxodonta cyclotis. It is closer to L. cyclotis than
L. cyclotis is to the African bush elephant, L. africana, thus invalidating the genus Loxodonta as currently recognized (E. Callaway, “Elephant
history rewritten by ancient genomes”, Nature, Sept. 2016.doi:10.1038/nature.2016.20622).
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year-old modern cow tooth. Sample preparation and ESR measurement procedures were as
follows. The enamel was initially removed from the teeth using a dental drill and water cooling.
The 1.5-mm mean thickness enamel was then placed in a30% NaOH solution for one day to
disinfect it and separate any remaining dentine.

A dental drill was used to strip around 50+5 um from inside and outside of the enamel
surface to ensure the natural alpha radiation did not affect the fossil tooth enamel samples. In
total, 2 g enamel was collected from both the fossil and modern tooth and it was air-dried at
room temperature for three days. Half of the samples were powdered using agate mortar, and
powder sized 100-50 um was separated for further measurements. The other part was left as a
single fragment of enamel with the size 4mm x Imm x 1.5mm. Enamel powder (0.1 g) and
single fragment (bulk) samples were separately placed inside glass tubes (Suprasil) for the
measurements of EPR signals.

The ESR signal for the samples was measured with a Bruker EMXplus (X-band)
spectrometer. The spectrometer parameters used were: 3,520G central field, 100 G scan range, 3
G amplitude modulation, 100kHz modulation frequency, 20.48 ms time constant, and 2.14 mW
power if not especially emphasized in the text. The samples were then irradiated at ambient
temperature using a ®°Co source with additional doses, and ESR signals were measured under the
same conditions. The dose rate of the ®°Co source was determined using the Magnettech
Miniscope MS400 EPR Spectrometer with individually wrapped barcode-labeled BioMax
Alanine Dosimeter Films (developed by Eastman Kodak Company).

3. Results and Discussion

The ESR signal of fossil tooth enamel is an asymmetric signal defined by three peaks atg
~2.0043 (T1), g ~2.0013 (B1), and g ~ 1.9985 (B2) (Fig. 1).
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Fig. 1. ESR spectra of elephant fossil tooth enamel powder. Punctuation and attribution of ESR signals
have been borrowed from [12]: (i) Signal labeled “a” is a septet centered on the main CO7 signal at
g=2.0043 (only three lines are visible on that magnetic field range) formed by a free dimethylradical; (ii)

isotropic line (marked “b”) at g=2.0114 might be attributed to CO3"; and the isotropic line at g=2.0075

(marked “c”) is usually attributed to a firee radical, likely SO2" . T1, B1, and B2 denote thepositions of
the main ESR signal.

A major contribution to this signal is attributed to CO>" radical[11], though some other

radicals (mainly carbonate-derived radicals and some oxygen radicals[11]) are also suggested as
minor contributors. Experimental separation of those signal is problematic, but the system is
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usually simplified by considering three main types of CO2 -[11], one isotropic at g ~ 2.0006 and
two anisotropic COzradicals, an axial (g1~ 2.003; g || ~ 1.997) and an orthorhombic (gx ~ 2.003;
gy ~ 1.997 and g, ~ 2.001). Due to the different characteristicsof these signals in terms of thermal
stability or microwave saturation, their relative proportions in the ESR signal may not be the
same in the natural and irradiated spectrum; hence, the different but close g values might be
observed at the positions T1, B, and Ba.

Laboratory irradiation leads to an increase in the ESR signal, and Fig. 2 illustrates the
signal intensity at different doses. Peak increases are notable at the central part of the spectra and
in the position of “b,” whereas peaks attributed to dimethyl radicals remainunchanged (Fig 2. b).
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Fig. 2. Dose-response spectra of fossil tooth enamel powder: A: natural, no additional laboratory dose

(1); irradiated at 44.7 Gy (2); 89.4 Gy (3); 114.1 (4); 178.8 Gy (5); 223.5 Gy (6). Dose rate 0.149Gy/s.
B: represents an initial part of spectra around 3,500 G.

The same samples were measured after six months as well (Fig. 3). We have observed
some decrease in the position of the central signal but the signal at position “b” droppeddown to
its original position (Fig 3. B).
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Fig. 3. Dose-response spectra of fossil tooth enamel powder six months later: irradiated at 44.7 Gy(1);
89.4 Gy (2); 114.1 (3); 178.8 Gy (4); 223.5 Gy (5). B: Part of the spectra around 3,470 G.The non-
irradiated modern tooth sample does not show any significant ESR signal,which might be distinguished

from the noise signal but with the observation of an additional laboratory irradiation typical tooth
enamel signal.

32



T T T T T T T T
3440 3450 3460 3470 3480 3490 3500 3510 3520
Magnetic Field, G

Fig. 4. Dose response spectra of modern cow tooth enamel powder: irradiated at 174 Gy (1); 348 Gy(2);
522 Gy (3); 783 Gy (4); 1,044 Gy (5); 1,305 Gy (6).

The dose-response ESR spectra of the modern tooth sample are depicted in Fig.4. Tooth
samples were irradiated with ®°Co within the dose rate from 174 Gy to 1,305 Gy. The ESR signal
of the modern cow tooth enamel is an asymmetric signal defined by three peaks at g ~ 2.0044
(T1), g ~2.0020 (B1), and g ~ 1.9987 (B2), and it does not show significant changes to compare
with the fossil tooth enamel ESR signal. A distinguishing feature of the ESR spectra of the
modern tooth is that neither the peak at position “a” nor the peak at position “b” is observable,
and the peaks at positions “a” and “b” do not appear in the spectrum up to the irradiation dose of
1,305 Gy. The peak at position “a” (Fig.1) is attributed to the dimethyl radicals; hence, they are
not produced during irradiation. Therefore, we assume the ESR signal of fossil tooth enamel at
position “a” is not radiation-induced and results from the decomposition of the organic
components of tooth enamel due to natural aging.
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Fig. 5. Dose-response curve of the modern tooth ESR signal intensity at different laboratoryirradiation
doses

Figure 5 depicts the dose-response curve of the modern tooth EPR signal intensity at
different laboratory irradiation doses. Data were fitted with the linear fitting function.
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Extrapolation back to the zero intensity gives approximately zero doses, which is in good
agreement with the experimental result.

4. Conclusion

The central part of the ESR signal of the modern cow tooth enamel is an asymmetric

signal defined by three peaks at g ~ 2.0044 (T1), g ~ 2.0020 (B1), and g ~ 1.9987 (B2),and it
does not show significant changes to compare with the fossil tooth enamel ESR signal.

The ESR signal of the fossil tooth enamel at position “a”, which is attributed to the

dimethyl radical, is not radiation-induced and most likely results from the decomposition of the
organic component of tooth enamel due to natural aging.

References

1.

10.

11.

12.

A. Kinoshita, A. M. G. Figueiredo, G. D. Felice, M. C. S. M. Lage, N. Guidon, and O.
Baffa, “Electron spin resonance dating of human teeth from Toca da Santa shelter of Sao
Raimundo Nonato, Piaui, Brazil,” Nucl. Instruments Methods Phys. Res. Sect. B Beam
Interact. with Mater. Atoms, vol. 266, no. 4, pp. 635-639, 2008.

A. I. lvannikov, V. G. Skvortsov, V. F. Stepanenko, and K. S. Zhumadilov, “Comparative
analysis between radiation doses obtained by EPR dosimetry using tooth enamel and
established analytical methods for the population of radioactively contaminated territories,”
Radiat. Prot. Dosimetry, vol. 159, no. 1-4,pp. 125-129, Jun. 2014.

S. G. Mammadov, R. Gasimov,Z. Dadashov, and A. Ahadov, “Electron Spin Resonance
Dating of Tooth Enamel,” Int. J. Res. Stud. Sci. Eng. Technol., vol. 4,no. 7, pp. 1-3, 2017.
R. Joannes-Boyau and R. Griin, “Thermal behavior of orientated and non- orientated CO2 -
radicals in tooth enamel,” Radiat. Meas., vol. 44, no. 5-6, pp.505-511, 2009.

R. Joannes-Boyau and R. Griin, “A comprehensive model for CO2- radicals in fossil tooth
enamel: Implications for ESR dating,” Quat. Geochronol., vol. 6, no.1, pp. 82-97, 2011.

M. Duval, R. Griin, C. Falgueéres, J. J. Bahain, and J. M. Dolo, “ESR dating of Lower
Pleistocene fossil teeth: Limits of the single saturating exponential (SSE) function for the
equivalent dose determination,” Radiat. Meas., vol. 44, no. 5-6,pp. 477482, 2009.

R. Joannes-Boyau, T. Bodin, and R. Griin, “Decomposition of the angular ESR spectra of
fossil tooth enamel fragments,” Radiat. Meas., pp. 1-12, 2010.

A. A. Ivannikov et al., “Wide Scale EPR Retrospective Dosimetry: Results andProblems,”
Radiat. Prot. Dosimetry, vol. 71, no. 3, pp. 175-180, Jun. 1997.

R. Griin, “ESR dose estimation on fossil tooth enamel by fitting the natural spectrum into
the irradiated spectra,” Radiat. Meas., vol. 35, pp. 87-93, 2002.

E. A. Ainsbury et al., “Review of retrospective dosimetry techniques for external ionising
radiation exposures,” Radiat. Prot. Dosimetry, vol. 147, no. 4, pp. 573— 592, Nov. 2011.

G. Vanhaelewyn, F. Callens, and R. Griin, “EPR spectrum deconvolution and dose
assessment of fossil tooth enamel using maximum likelihood common factor analysis,”
Appl. Radiat. Isot., vol. 52, pp. 1317-1326, 2000.

M. Duval, “Dating fossil teeth by electron paramagnetic resonance: how is thatpossible?,”
Spectroscopy Eur., vol. 26, no. 1, 2014.

34



SIP UCCJEJOBAHUE COBPEMEHHOM 3YBHOM YMAJIN
C.I'. MamenoB, M. A. Baiipamos, A.3. Aoumos, A.C. AxanoBa

Pe3rome: Hacrosmas pabora npezcrasisier co0oit cpaBHeHue curHainoB OIIP, moiy4eHHBIX OT sManu
3y0OB COBpEMEHHOW TpeXJIeTHeH KOPOBBL, CO CHEKTpaMHd HCKOMaeMoi »smanmu 3yba, KoTopas
HOJBEprajgach AJIUTEIBHOMY OOJIyUYEHHIO €CTECTBEHHBIM paJuanvoOHHBIM (oHOM. CHEKTp HCKOIIaeMoil
3Y6H0ﬁ SMaJId AE€MOHCTPUPYET HEKOTOPHIC AJOIMOJIHUTEIILHBIC KOMIIOHCHTLI, HC BUAUMBIC B COBPECMCHHBIX
cnektpax OIIP 3yOHO#T smanu. B dacTHOCTH, HHTEHCHBHOCTh CENITETHOI'O CHTHAja, MPHUIHCHIBAEMOTO
JUMETWIBHBIM paJivKaiaM, HE MEHSETCS! C JOIIOJIHUTEIbHON J1a00opaTOpHON 030U U HE IPOSIBIISETCS B
curHanax OIIP coBpemeHHoOW 3yOHOH »Smamu mnpu obmyyennun 10 1,3 kI'p. Bouto BbickazaHo
NPEANOJIOKEHHE, YTO AMMETHIIOBBIC PaJWKalbl, TPUCYTCTBYIONINE B HCKOMAaeMON 3yOHOW SManu, He
MHIYLUPYIOTCS U3IyYE€HHEM U SBIISIIOTCS PE3YJIbTaTOM Pa3IOKEHUS OPraHUIECKUX KOMIIOHEHTOB 3yOHOH
3MaJIi U3-3a €CTECTBEHHOTO CTapeHUsl.

Knrwouesvie cnosa: natuposanue meronom OIIP; PerpocnextuBnas mosumerpusi; Mckomaemas 3yOHas
IMalb, COBpEMEHHas 3yOHas 3Mallb

MUASIR DIS EMALININ EPR METODU ILO TODQIQi
S.Q. Mommoadov, M.A. Bayramov, A.Z. Abisov, A.S. Ohadova

Xiilasa: Bu moqalodo, miiasir dis emalindon alinan EPR signallarmin, uzun miiddst tobii fon
stialanmasina moaruz qalmis disin emalinin EPR spektrlorinin miiqayisali analizi verilmisdir. Uzun miiddot
tobii fon siialanmasina moruz qalmis disin emalinin EPR spektri, miasir disin EPR spektrlorinda
goriinmayan bazi olave komponentlari niimayis etdirir. Xiisusilo, dimetil radikallarina aid edilon sepstet
signalinin intensivliyi slava laboratoriya dozasi ilo dayismir vo 1,3 kGy-ya gader siialanma altinda miiasir
dis minasinin EPR signallarinda 6ziinii gostermir. Uzun miiddst tobii fon stialanmasina meruz qalmis
disin emalinda moéveud olan dimetil radikallarinin sialanma tosiri ilo doyismodiyi gostorilmisdir. Belo
forz olunur ki, bu radikallar stialanma naticasinds deyil, dis emalinin tirkibinds olan tizvi maddslerin tobii
parcalanmasi naticosinde amolo galir.

Acar sozlar: EPR iisulu ils yas tayini, Retrospektiv dozimetriya, Qazinti zamani tapilmis dis emal,
Miiasir dis emalt
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