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The work is devoted to the investigation of the physical processes
of the relaxation of excitation in the molecules of peroxide and, in
particular, of mechanisms of the dissociation of a molecule from
the basic and excited states. The theoretical and experimental
investigations of the processes proceeding in the luminescent
materials on the basis of anthracene (the solid polymeric solutions
and the polycrystalline layers of anthracene) show that the
primary process of recording of the information is the process
of oxidation with the formation of anthracene peroxide. Then,
in solid solutions, the dissociation of peroxide on the initial
products occurs, while the further transformation of peroxide into
anthraquinone is carried out in polycrystalline layers. The study
of the properties of peroxide in the basic and excited states has
shown that its thermal dissociation results in the detachment of
the oxygen molecule overcoming the barrier ~ 1.2 eV. Lengthening
the C—O-bond above 0.25 nm is accompanied by the crossing of
the basic singlet state with the triplet one located on the same
bond. As a result of the dissociation, an anthracene molecule in
the singlet state and a molecule of oxygen in the triplet state are
formed. The excitation of a peroxide molecule by capture of an
exciton with the subsequent relaxation of excitation results in its
localization in the triplet dissociative state located on the O—O-
bond. At lengthening the bond up to 0.2 nm, the triplet state
becomes the basic state of the molecule, of which anthraquinone is
formed after the detachment of two atoms of hydrogen. The last,
interacting with the excited molecules of anthracene, forms the
charge-transfer complexes that efficiently extinguish the exciton
fluorescence.

The study of the anthracene photooxidation
processes in the crystalline state [1] and in a
solid polymeric matrix [2—4] has shown that,
in the presence of oxygen, the excitation of
an anthracene molecule is accompanied by the
intermolecular interaction which leads to the
formation of anthracene photooxide (peroxide

compound).
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The investigations have shown that the formed
peroxide compound in the solid polymeric matrix is

Al0

unstable at room temperature [2—4] and dissociates into
the initial components within several hours (or days).
At the same time, in the polycrystalline anthracene, the
transformation of peroxide into anthraquinone actively
quenching the exciton luminescence [5] occurs.

The presence of such a process promotes the
creation of luminescent materials for the recording of
information [2] and materials for the registration of
phase holograms [5].

In the present work, the results of the experimental
(the literary and original results) and theoretical
researches on the physics of the excited states of
molecules, explaining the mechanisms of specified
processes, are stated. The theoretical results are
obtained with the use of quantum-chemical calculations
(the analytical calculations and calculations within the
computing methods AM1 [6] and PM3 [7, 8] with
the configuration interaction). Experimental researches
included the study of the luminescent spectra and the
absorption ones of the solid solutions and polycrystalline
layers of anthracene (An).

In the calculations of the peroxide molecule and
products of its dissociation, we took into account 78
electrons occupying 39 energy levels. For the correct
determination of the energy of quantum transitions
and the oscillator forces of appropriate transitions, the
configuration interaction between 8 upper occupied and
8 bottom free states was taken into account. From the
occupied states, 4 upper ones are represented by -
levels and the following 4 states — by o-levels. Seven
bottom free states (from N40 to N46) are represented
by w-levels, and vacant level N44 is a hybrid one and
consists of the molecular m-orbital (7-MO) located on
phenyl rings and 0-MO located on the group COOC. We
especially mark this MO, inasmuch as the localization
of an electron on it will lead to the break of O—
O-bond and give opportunities for the formation of
anthraquinone.
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The investigation of the mechanisms of formation of
peroxide has shown that the binding energy of atoms
in a peroxide molecule (—128.7 eV) is much less than
the sum of binding energies of atoms in the molecules
of anthracene and oxygen (—129.9 eV), which causes
the instability of the peroxide molecule. On the other
hand, it is necessary for the formation of peroxide
(AnO2) that the energy state of the excited pair of
molecules anthracene + oxygen lie above the basic state
of peroxide.

Two ways of the formation of AnO» through the
interaction of An and O, are possible. At that, both
molecules should be in the singlet or triplet state,
inasmuch as the basic state of AnO, is a singlet. It
turned out that the excitation of the oxygen molecule
into the singlet ("A,) or the 'f-state yields the
energy of the specified pair of molecules which is
equal to, respectively, —129.1 or —128.7 eV. Hence,
the peroxide molecule practically is not formed from
these states of the excited pair. For its formation, it
is necessary that the anthracene molecule be excited
into the Tj-state (from the experiment at A=670 nm,
the energy of the pair is —128.0 eV). The transfer of
the triplet excitation on the oxygen molecule will be
a competing process proceeding, as a rule, with high
efficiency. This fact also yields a low quantum yield
of the formation of peroxide. A very large rate of
formation of peroxide is possible in the case where the
anthracene molecule is in the excited S;-state, and the
oxygen molecule is not excited or excited into the singlet
lEg—state. Only the small life-time of the anthracene
molecule in the Si-state can be the obstacle for such a
reaction.

Under the irradiation of a solid solution of anthracene
(A = 365 nm, 250 W-mercury lamp), the absorption
spectrum of anthracene disappears and is replaced
by other spectrum (Fig. 1). In all transformations
(photochemical ones and in dark), two points are kept
invariable (isobestical) in the spectrum: at 31600 cm~!
(316 nm) and 38290 cm~! (261 nm). This testifies to that
there are only two compounds in the solid solution, one
of which is the product of transformation of the second
one.

There are the quantum transitions into the triplet
and singlet states in the excitation spectrum of the
peroxide molecule (Table). There are the (So — Si)-
absorption band in the range of 395 nm and the quantum
transitions into the upper triplet states (425 and 400 nm)
in the excitation spectrum of the anthracene molecule.
We mark just these triplet states, inasmuch as they lie
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Fig. 1. Absorption spectra of anthracene in polyethylene after
irradiation (1), in 6 hours (2), and in 18 hours after irradiation
(3). On the insert: the kinetics of restoration of the optical density
of anthracene at 295 K

between the singlet and the triplet excitation of
peroxide.

It follows from Table that the absorption spectrum
of peroxide develops since 315 nm and reaches the
maximum in the range of 222 nm, which corresponds
mainly to the quantum transitions in phenyl rings.
The quantum transition in the range of 315 nm
corresponds to the electron transition from hybrid MO
N35 containing the delocated ¢-MO and the 7-MO
located on group COOC onto MO N44. The oscillator
force of such quantum transition is lower by 5 times,
than that of the (Sy — S1)-absorption of the anthracene
molecule.

Using the calculation procedure MOPAC [9], we
succeeded to optimize the geometry of the peroxide
molecule during its dissociation at all intermediate
lengths of the dissociating bond and to find channels
of the thermal dissociation of peroxide into the initial
products and the photochemical one with the formation
of anthraquinone.

It turned out that the equilibrium geometry of the
peroxide molecule is provided by the sp3-hybrid atom
orbitals of the carbon atoms in positions 9 and 10 of the

Excited states of a peroxide molecule

Quantum | Wayvelength | Oscillator Assignment
transition A, nm force f

So — T4 437 0 T4 —> M5, T1 — 77
So = T3 380 0 OPLTCO — TPhOCOOC
So — S1 316 0.004 T4 —> M6, T3 — T5
So — S2 315 0.021 OPhTTCO — TPhLOCOOC
So — Sn 222 0.734 T4 + OphTCO — 75

Al1l
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Fig. 2. Diagram of the energy states of peroxide depending on the
C—O-bond length

anthracene main body. Such a hybridization causes the
break of the anthracene main body onto the specified
atoms of carbon, so that the angle equal to 118° is formed
between planes, in which two halves of the molecule lie.
Lengthening the dissociating bond results in a gradual
increase in the angle. The angle 180° is reached at the
lengthening of O—0O-bond and C—0O-bond up to 0.4 nm
and 0.26 nm, respectively.

As follows from the diagram of energy states of
peroxide depending on the length of C—O-bond (Fig.
2), the molecule of peroxide cannot dissociate from the
equilibrium excited state though the photodissociation
from the nonequilibrium state is not excluded. However,
it turned out that the binding energy of the group
of two atoms of oxygen with a deformed molecule of
anthracene does not exceed 1.3+1.5 eV that provides
the thermal instability of a molecule, as follows from
experiment. At the lengthening of C—O-bond above 0.25
nm, the triplet state becomes the basic state of the
intermediate product. It is necessary to note that, at
such a lengthening, the dissociation rate considerably
exceeds the interconversion rate, and the molecule
dissociates with the formation of two molecules in
the triplet state. And only then the relaxation of the
anthracene molecule into the basic state occurs. Hence,
at the specified lengthening of the bond, the peroxide
molecule dissociates irreversibly.

The calculations show that the probability of the
thermal formation of anthraquinone from peroxide is
neglibly small, inasmuch as the interconversion into the
triplet dissociative state should occur after the thermal
excitation of the peroxide molecule (the same energy is
required as that for the dissociation of peroxide with the
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Fig. 3. Diagram of the energy states of peroxide depending on the
O—O0O-bond length

detachment of oxygen). The necessity of such a process
lowers the reaction rate approximately by 4 orders of
magnitude.

Our investigations have shown that the sensitization
of peroxide by anthracene (transport of energy into the
triplet state of peroxide) promotes the break of O—O-
bond (Fig. 3). At the lengthening of O—O-bond by more
than 0.2 nm, the triplet state is the basic state of the
molecule. The relaxation from the triplet intermediate
state to a flat structure should be carried out during the
half-period of vibrations of the anthracene main body,
that is, for the time ¢ ~ 10 + 12 s. Therefore, it would
be improbable that, during such a relaxation of the
molecule, it interacts with the oxygen molecule, whose
final result would be the formation of the anthracene
molecule.

It turned out that the creation of anthraquinone
from the triplet intermediate state is connected to some
difficulties. It is caused by that the singlet state is
the basic state of a molecule of anthraquinone. Besides
that in order to receive a molecule of anthraquinone
from a transient state, it is necessary to provide the
separation of atoms of hydrogen which remain strongly
removed from each other at all geometric changes of the
transient state. At the lengthening of O—O-bond on a
distance about 0.4 nm, the molecule appeared unstable
concerning the localization of atoms of hydrogen. It
is more favorable to remove them on the next atoms
of carbon in the molecule. We have found the single
opportunity for the separation of both atoms of hydrogen
simultaneously with the help of a free molecule of
oxygen. It turned out that the transport of atoms
of hydrogen onto an oxygen molecule is energetically
favorable. At that, the molecule of anthraquinone and
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the molecule of hydrogen peroxide are formed. For both
molecules, the singlet state is basic.

Thus, the experimental and theoretical researches of
the processes of interaction of an excited anthracene
molecule with a molecular oxygen and of the processes of
relaxation of the excited state in the peroxide molecule
have shown that

— interaction of the anthracene molecule excited into
the triplet or singlet state and the oxygen molecule
causes the formation of the stable product — peroxide;

— in the polycrystalline anthracene layers, the
transfer of the exciton excitation on peroxide promotes
the formation of an anthraquinone molecule in the
presence of an oxygen molecule and of a number of other
products in its absence;

— anthraquinone with an anthracene molecule forms
a charge-transfer complex [5] effectively quenching the
exciton luminescence; the last provides the creation of a
luminescent image;

— the processes of formation of peroxide and
anthraquinone in polycrystalline anthracene layers
occur in parallel. The efficiency of the formation of
anthraquinone rises owing to the capture of the exciton
excitation from a rather large volume of anthracene
determined by the length of a diffusive displacement of
singlet excitons [10];

— at room temperature in the absence of excitation,
peroxide slowly dissociates into the initial products
(anthracene and oxygen molecule). The dissociation of
peroxide from a nonequilibrium excited state is also
probable. In this case, the process of dissociation into the
initial products will compete to the process of formation
of anthraquinone.
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OIBNYHI TPOIIECU ®OPMYBAHHA 30BPAKEHH S
B JIIOMIHECIHHEHTHIX MATEPIAJTAX HA OCHOBI
AHTPAIIEHY

I1.0. Kondpamenro, FO.M. Jlonamxin
Pesmowme

Pobora npucBguena JOCTIIKeHHIO (hi3UIHUX MPOIECIB pesrakcarii
30yJ2KEeHHSI B MOJIEKYJIaX MEPOKCHAY i, 30KpeMa, MeXaHi3MiB mu-
cormiarnil MOJIEKYyJIHM 3 OCHOBHOrO i 30ymKeHOro cTaHiB. Teope-
TUYHI ¥ eKCIepUMEeHTAJbHI JIOCJIiI>KEeHHsT TPOIECiB, 10 MpoTiKa-
I0Th y JIIOMIHECIIEHTHHX Marepiajax Ha OCHOBI aHTpaneHy (TBep-
i momimepHi po3umHM | MOMIKpHCTANiYHI mapu aHTpaneHy) mo-
Ka3ylTh, IO MEPBUHHUM MOPOIECOM 3amucy iHdOpMalil € mpo-
I[eC OKUCJIIOBAHHS 3 yTBODEHHSIM [EDPEKHCY AHTPANeHy (IepOKCH-
ny). ITorim y TBepamx po3duHAX 34IHCHIOETBCS JUCONMiaIisa MEePOK-
CHIY Ha BUXIJHI OPOAYKTH, Y TOIl HaC gK Yy MOJIKPUCTATIIYHUX
mapax BinOyBa€TbCA MOZAJBIIE IIEPETBOPEHHSI IEPOKCHIY B aH-
TpaxiHOH. BUBUEeHHS BIACTHUBOCTEIl MEPOKCUIY B OCHOBHOMY i 30y-
JPKEHOMY CTaHi IOKa3aJjio, 110 HOro TepMmivHa JAUCOL{allisi IPUBO-
IUTH IO BiJINENIeHHS MOJIEKYJH KHCHIO, KA IPU I[bOMY J0JIA€E
6ap’ep 6smu3bko 1,2 eB. B pesyabrari nomosxkennss C—O-38’513Ky
nonaz 0,25 HM BUHUKA€ IEPETHH OCHOBHOIO CHHIVIETHOI'O CTaHY
3 TPUILIETHHUM, JIOKAJTi30BAaHUM HA I[bOMY 2K 3B’S3Ky. Y De3yib-
Tari guconiamil yTBOPIOETHCS MOJIEKYJIa aHTPAIEHY B CHHIJIETHO-
My CTaHi i MOJeKyja KHCHIO y TPHUILIETHOMY CTaHi. 30yKeHHS
MOJIEKYJIH [IE€POKCHAY LIJSIXOM 3aXOIJIEHHS E€KCHTOHA 3 HACTYII-
HOIO peJIaKCalli€o 30y/IKeHHS NPUBOIUTH OO HOro Jyokasizamil B
TPHUIJIETHOMY IHMCOI[IaTUBHOMY CTaHi, JiokajizoBanomy Ha O—O-
3B’a3Ky. [Ipu momoBkeHHI mBOro 3B’s3Ky a0 0,2 HM TpHUIIETHHH
CTaH CTa€ OCHOBHHM CTaHOM MOJIEKYJIH, 3 SKOTO MiCJad Bifmien-
JIGHHSI IBOX aTOMIB BOJHIO i yTBOPIOETHCA anTpaxinon. OcranHii,
B3AEMOJIOYHN 31 30yI2KEeHHUMH MOJEKyJaMH aHTPAIEHY, YTBOPIOE
KOMILJIEKCH 3 TIEPEHOCOM 3apsifly, [0 e(DeKTUBHO racsiTh EKCUTOHHY
dayopecieHIiio.
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