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ESTIMATIONS OF THE ISOMER MOSSBAUER SHIFTS
FOR TETRAOXOFERRATES USING ADF PACKAGE

Abstract. "Fe isomer shifts and the electron density on iron nucleus for a range of tetraoxoferrate ions have
been analyzed by means of DFT calculations. The bond lengths and the electron density on the nuclei obtained by
our calculations substantially corresponded to the known structural and Mossbauer data. For ferrates the isomer shift
depends on the 4s-orbital population. The results obtained allowed us to estimate the isomer shifts for
tetraoxoferrate(VII), KFeQy, and iron(VIII) oxide, FeOy.

Key words: Density Functional Theory, ADF, Mdssbauer spectroscopy, ferrates.

Introduction. There is constantly growing interest in iron in high oxidation states primarily due to its
high potential in water treatment [1, 2]. Ferrates of alkali metals contain complex tetraoxoferrate anions
[FeO4]"™ (n=4+2), which give ferrate(VI)-anion, FeO,”, when come into water. FeO,’ -ion is a very
powerful oxidant. They are able to neutralize extremely toxic substances, whereas common oxidizing
agents used in water treatment, such as chlorine and ozone, often result in more toxic products. Ferrates
(VII) and (VIII) are exotic part of modern inorganic chemistry. But these compounds could be much
stronger oxidizers than ferrate (VI). That is why it is very important to know their Mdssbauer parameters.
This could allow us to detect iron (VII) and (VIII) in the reaction mixture betimes and to optimize the
synthetic way.

Calculations. To calculate the geometrical parameters of the isolated ions [Fe™O,]™* (m>3)
obtained with using Amsterdam Density Functional. Geometry optimisation for ions calculated with using
exchange functional OPTX [3] conjunction with PBE correlation functional [4] and all-electron TZP basis
set of Slater's o-orbitals, using approximation of frozen core in attitude to core electrons. A scalar
relativistic effect was considered with using regular approximation of zero-order ZORA [5]. The applying
of this basis set is better with respect to accuracy and efficiency. The analysis of the atomic charge and
populations of atomic orbitals has been done using the NBO [6] approximation within the GAUSSIAN’03
[7] program.

Isomer shifts in this paper are related to a-iron and are presented in [mm-s™].

Results and discussion. First, the geometries of ions [FeO4]" (n=0+4) were optimized by the above
mentioned procedure. The calculated Fe-O bond lengths are presented in Table. To check the accuracy of
our quantum-chemical calculations it is necessary to compare the experimental and calculated geometries
of molecules. For the comparison we used the structural data for the following known ferrates: NasFeO,
[8], K5FeOy [9], K;FeOy [10, 11]. In these compounds iron is in practically regular tetrahedral oxygen
arrangement. The average Fe-O distances used for comparison are presented in Figure 1.

R?gfo[AF 0.5+ 1.3Rf:ael'_o[A] (t=0.999; 5=0.004; n=3)

The correlation diagram is presented in Figure 1 and gives us very good results:
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Optimized by BP86/TZ2P+ method and experimental parameters for tetraoxoferrates (IV) — (VIII)

Oxidation state of RE o, RE o, 8¢ e, Sethes Po, N;,

iron A A mm-s” mm-s’ ap3 e
1.804 -0.22

+4 1.848 for Na,FeO, -0.18 for Na,FeO, 14827.0 0.223
1.695 -0.55

+5 1.736 for KsFeO, -0.55 for KsFeO, 14828.7 0.241
1.640 -0.90

+ -

6 1.668 for K,FeO, 0.87 for K,FeO, 14830.1 0.255
+7 1.619 - -1.18 - 14831.3 0.268
+8 1.586 — -1.40 — 14832.3 0.277
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Figure 1 — Dependence between experimental and calculated by BP86/TZ2P+ method Fe-O bond length

Obtained earlier [15] by B3SLYP/DGDZVP method with using Gaussian 03 program suchcorrelation
wasapproximatelythe same quality

RE o[Al=-0.2+ LIRE" g[A]  (=0.987; s=0.02; n=3)

In this and subsequent correlation equations r is a correlation coefficient, s is the standard curve fit
error, and n is the number of compounds.

Basically, for obtaining of dependences between formal degrees of oxidation of the iron ions it is
possible to use various schemes of the calculation of different effective charge on atoms. In this paper we
used the analysis of an effective charge by Voronoi scheme [16] which is considered one of optimal for
estimation atomic charges.

The calculations showed that the increasing of the iron oxidation state (OS) lead to decreasing both
natural charge on the oxygen atom (Qo) and natural charge of the iron atom (Qg.). The respective
dependencies are described by the following correlation equations:

QO [e] =-2.0+0.240S (r=0.9999;s=0.007;n=7)
Qpe [e]=0.1+0.030S  (r=0.982;5=0.01;n="7)

— 46 ——
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Figure 2 — Dependence between electron density on Fe nuclei (calculated by BP86/TZ2P+ method) and ions oxidations state

Increasing of the oxidation state is also accompanied by the increase of the electron density on the

iron nucleus(pq) (Figure 2).

polag>]=14824+1.0608 (r=0982;5=0.5;n="7)

The similar correlation presented earlier [15] had a few more correlation parameter, but ions Fe(II)
and Fe (II1) are excluded from correlation dependence calculated by B3LYP/dgdzvp

P, [3,71=11613.6+0.98 OS (r = 0.996; 5 = 0.16; 1 = 5)

Finally p,has been compared with experimental isomer shifts of well-known ferrates (Figure 3).
This dependency has also good correlation parameters:

O [mmr s'l] =2997-0.20215p, [a0'3] (r=0.980;s=0.07; n=23)
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Figure 3 — Dependence between experimental shift and calculated relativistic electronic densities at the °’Fe nucleus
(by BP86/TZ2P+ method)
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The correlation dependences obtained by both methods have allowed to use calculated electronic
density on Fe nucleus to estimate of isomer shifts for tetraoxoferrate (VII) and (VIII) (-1.18 and -1.40
mm-s” from B3LYP/dgdzvp method [15], as well as -1.15 and -1.35 mm-s ' from BP86/TZ2P+ method, in
this paper, relative to a-Fe respectively). Obviously, using of different methods of calculation has allowed
obtaining almost identical isomer shifts which indicates asufficientlyprecisionof these calculationsandtheir
proximityto the experimental values.

It will be noted that absorption lines in the respective range were already observed formerly at the
spectra of NasFeO, [12]. This compound decomposes at room temperature by disproportionation me-
chanism. During this multistage process several higher oxidation states of iron can be observed.
Interaction of NasFeO, with Na,O, also allowed us to synthesized iron derivatives showing absorption
lines with extremely low shifts [12]. The line with isomer shift -1.52 mm-s" (at 78 K) was also observed
in the frozen solutions, obtained by anodic dissolution of metallic iron in concentrated NaOH (14M
NaOH) at high current densities [17]. This line was assigned to Fe(VIII).

It is well known that for Mssbauer atoms the magnitude of the isomer shift depends simultaneously
on the s-, p- and d-orbital populations of these atoms [18]. Earlier for various so-called Mossbauer atoms
very good correlations between isomer shifts and orbital populations calculated at B3LYP/3-21G(d) by
similar procedure have been found [19-22]. For iodine compounds the main contribution to isomer shift
comes from the 5s-orbital population, but for tin and antimony compounds a considerable contribution
comes from the shielding by Sp-orbitals. For the Au(I) and Au(Ill) compounds the dependences between
the isomer shift and the orbital populations include the direct effect of the valence-shell s-electrons and
their shielding of the d-electrons. According to these results it was possible to confirm the conclusion
about the greater contribution of the 6s-orbital than 5d-orbital of a gold atom to the isomer shift. If in
Au(I) compounds the chemical bonding is determined basically by s- and to a lower extent by d-orbitals
of the central atom, in Au(Ill) compounds the contribution of d-orbital is considerably increased, that is
coordinated by a natural image with the increase of the number gold atom bonds. The similar results were
obtained by us at B3LYP/LanL2DZ level of Pt(Il) and Pt(IV) compounds [20]. For Pt(II) compounds the
main contribution to isomer shift comes from the 6s-orbital population, but for Pt(IV) compounds the
shielding of the nucleus by 5d-orbitals brings in the greater contribution.

The main observed trends in the variations of the isomer shifts for ferrates can now be interpreted in
terms of the valence electronic populations, which depend on iron oxidation state. Our calculation leads to
the conclusion that in tetraoxoferrate ions the main contribution to isomer shift brings the 4s-electrons,
which is confirmed by the excellent correlation equation:

S[mm's"']=-0.214 - 0.045Ng [e] (r=0.999; s=0.001; n=5)
This correlation is valid for both calculated and experimental isomer shifts of ferrates (IV)-(VIII).
An addition of the Ny population increment to the last equation impairs the quality of the correlation;

the standard curve fit error being 0.01 mm-s™. Thus, our calculations show that the shielding of the iron
nucleus by d-electrons does not influence on the isomer shift.
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'HarmoHansHelil necienoBaTenbekuii TOMCKHI TOIMTEXHUYECKHUIA yHuepcuret, Tomck, Poccus,
ZMOCKOBCKI/IﬁFOCy]IapCTBeHHblﬁyHHBepCHTeT, Mocksa, Poccus,
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OLEHKA N30OMEPHBIXMECCBAYJ3POBCKUXC/BUT'OB
JJIAA TETPAOKCO®EPPATOB C IIOMOIIBIO ADF ITAKETA

Annoranusi. C nomompio pacueroB DFT (teopust (yHKUMOHANA IUIOTHOCTH) OBUIM MPOAHATU3UPOBAHbBI
M30MepHbIC CIBUIH ~ Feu 31IeKTpOHHas IIOTHOCTh Ha spaxkelesa JUis HOHOB TeTpaokcodepparos. IlomyueHHbIe
10 HAIIUM pacyeTaMIUINHBI CBA3EH U IUIOTHOCTh 3JIEKTPOHOB HA SJIPaX XOPOIIO COTIACYIOTCSA C U3BECTHBIMHU CTPYK-
TYPHBIMH M MeccOaydpOBCKMMH JaHHBIMH. [ (eppaToB M30MEPHBIECABUIM3ABUCIT OT 3aCelIEHHOCTH 4s-0pOu-
tanu. [lodydeHHbIe pe3ynbTaThl TO3BOJIMIN OIICHUTh H30MEpHBIe cABHUTH Uit TeTpaokcodepparoB (VII), KFeO4 u
okcuna xenesa (VII), FeO,.

KoueBsie ciioBa: teopust ¢pyHKimonana miotHoctd, ADF(AmMcrepnamckuil pyHKIMOHA TNIOTHOCTH), MEcc-
Oay»poBCKast CIIEKTPOCKOIHS, (heppaTsl.
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ADF ITAKETIHIH KOMEI'IMEH TETPAOKCO®EPPATTTAP YIIIH
HN30MEPJIIK MECCBAYJPJIIK BIFBICYJIAPIBI BATAJIAY

Aunoramusi. DFT(THIFBI3IBIK (YHKIHOHAIB TEOPUACHI) ecenTeyiep KoMeriMeH  Fe H30MEepIiK BIFbICY/Iaphl
JKOHE TeTpaokcodepparTap HMOHAAPHI VIIiH TeMip SOPOCHIHIAFEI IEKTPOHABIK THIFBI3ABIKTAPHl Tanmanabl. bi3miH
ecernTeyliep OOWbIHINA albIHFaH OaiJIaHBIC Y3BIHABIFGI MEH SAPONIAPAaFbl AIMEKTPOHIAP/AbIH ThIFBI3ABIKTAPHI Oerini
KYPBUIBIMJIBIK JKOHE MeccOaysp MaJaiMeTTepMeH aKchl colikec keseni. depparrap yIuiH U30MEpIIK bIFbICYJIAp 4s-
OpOUWTAIIHIH THIFBI3IBIFBIHA TOYEN Al Oonaapl. AnbiHFaH HoTHKEnep Terpaokcodepparrap (VII), KFeOpkone Temip
okcininiz (VIII), FeO, nzomepnik bIFbICYJIApbIH €CENTEYTe MYMKIHIIK Oep/i.

Tyiiin ce3mep: THIFBI3ABIK (OYHKIIMOHAIBIHBIH TeOpusachl, ADF (ThIFBI3IBIKTEIH AMcTepaaM (QYHKIIHOHAIIb),
MeccOayIp CEeKTPOCKONHMSACH, epparTap.
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