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Positronium hydride in hydrogen-laden thermochemically reduced MgO single crystals

R. Pareja, R. M. de la Cruz, M. A. Pedrosa, * and R. Gonzalez

Y. Chen
Solid State Division, Oak Ridge National Laboratory, Oak Ridge, Tennessee 37831

(Received 20 April 1989; revised manuscript received 16 November 1989)

Thermochemical reduction of hydrogen-laden MgO single crystals at T-2400 K results in a
large concentration of both hydride (H ) ions and anion vacancies () 10' m '). Positron-lifetime
experiments of these crystals provide evidence for bound positronium hydride states also referred to
as [e+-H ] or PsH states. The presence of the anion vacancies was found to inhibit the formation
of these states. After thermally annealing out these vacancies, such that H concentration remains

intact, two long-lived components appear in the lifetime spectrum. Furthermore, these two com-

ponents correlate with the presence of the H ions. These results suggest the existence of bound

[e -H ] states when positrons are trapped by the H ions, and the subsequent formation of posi-
tronium (Ps) states by the dissociation of the [e+-H ] states. From the values of the intermediate
lifetime component, a value of (570+50) ps is obtained for the lifetime of the PsH state located in an

anion vacancy in MgO. The longest lifetime component -(1—3) ns is attributed to pick-off annihi-

lation of ortho-Ps states.

I. INTRODUCTION

One of the first models to explain the positron annihila-
tion spectra in ionic solids was the formation of
positron-anion bound states [e+-X ], where X refers to
a halogen ion. ' According to Ferrel's calculations,
the formation of the positronium (Ps) states was con-
sidered highly unlikely. Earlier, the long-lived com-
ponent observed in the positron-lifetime spectra in alkali
halides and metallic hydrides was not considered to be as-
sociated with Ps states. Efforts were then focused on the
investigation of the stability of bound [e+-X ] states and
calculations of the corresponding annihilation rates were
made. ' ' ' The results of these calculations for bound
states, such as [e+-F ], [e+-Cl ], or [e -H ] did not
agree with the experimental results. ' ' In these early
studies, positron trapping by lattice defects was not con-
sidered.

Later experiments verified the existence of Ps states in
the alkali halides. ' ' These results are satisfactorily ex-
plained if we subscribe to the formation of stable Ps
states and the free positron annihilation with the external
electrons of the lattice anions. More recently, evidence
for positron trapping at lattice defects has been found in
alkali halides. These results have led to the partial aban-
donment of the [e+-X ] bound-state model. However, a
mechanism involving a complex bound state [ion or
atom-e+] is commonly used to explain the experimental
results in liquid solutions.

In the metal hydrides, a positron bound to a hydride
ion, [e+-H ], also referred to as positronium hydride
(PsH), has been invoked to explain the experimental re-
sults. ' ' ' Calculations indicate that the formation of
free PsH is possible' ' and its annihilation rate in the

ground state is between 1.98X10 s ' and 2.46X10
s '. ' ' "' ' Again, experimental and theoretical re-
sults do not agree. So far no clear experimental evidence
for the existence of PsH has been reported, except for a
positron annihilation study in the intercalation corn-
pound CSKH3/2 in which the annihilation rate of PsH
was not measured. '

The existence of PsH is important for the understand-
ing of the physics and chemistry of the positronium. Ex-
periments in liquids or gases are not appropriate because
of the diSculties in producing H ions. In certain ionic
crystals, the H ions exist as an extrinsic defect that can
be controlled. Therefore the H ion as an impurity
has the important advantage over metal hydrides in that
its effect on the positron annihilation spectra can be easi-
ly monitored by comparison with crystals free of H
ions.

In hydrogen doped MgO single crystals the presence of
H ions can be monitored by their infrared absorption
bands near 1000 cm '. ' Contrary to the situation in
alkali halides and alkali hydrides, no evidence for Ps for-
mation has been found in the bulk of both doped and un-
doped MgO single crystals. In addition, positron
age-momentum correlation measurements and lifetime
spectra can be satisfactorily explained by using a simple
model of two states corresponding to the annihilation of
free positrons and positrons trapped at defects.
Thus, MgO single crystals in which a high concentration
of H ions have been produced constitute an excellent
candidate for studying the formation of positronium hy-
dride.

In this study we produced evidence that in thermo-
chemically reduced hydrogen-laden MgO, thermalized
positrons can interact with H ions annihilating via ei-
ther bound [e -H ] states or Ps states formed by dissoci-
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ation of those bound states. To our knowledge, this is the
first time that such evidence is reported.

II. EXPERIMENTAL PROCEDURE

The MgO crystals used in the present study were
grown by the arc fusion method at the Oak Ridge Na-
tional Laboratory using high-purity-grade MgO from the
Kanto Chemical Company, Tokyo, Japan. In order to
produce H-doped crystals, the MgO powder was
presoaked with H20. The resulting crystals were cloudy
due to bubbles that contain high-pressure hydrogen gas. '

Pairs of monocrystalline slabs, with typical dimensions of
10X10 mm and 1.0-1.5 mm thick, were prepared by
cleaving along I 1 0 0 I faces. After cleaving, the slabs
were mechanically polished and the damaged regions at
the surfaces of the samples were removed by chemical
polishing in hot phosphoric acid solution. Thermochemi-
cal reduction (TCR) of these crystals was performed at
2400 K in magnesium vapor at several atmospheres in a
tantalum chamber followed by rapid cooling. ' Optical
measurements in the infrared, visible, and uv region were
made with a Perkin-Elmer 983 Infrared Spectrophotome-
ter and a Perkin-Elmer Lambda 9 Spectrophotometer, re-
spectively.

The samples underwent reducing or oxidizing treat-
ments at elevated temperatures for time intervals shown
in Table I. After each anneal, optical- and positron-
lifetime measurements were made. The reducing treat-
ments were carried out with the samples placed inside a
graphite container inserted in a horizontal furnace with
flowing high-purity nitrogen. The oxidizing treatments
were made with the samples exposed to a flowing oxygen
atmosphere.

The positron-lifetime spectra were obtained at room
temperature using a conventional fast coincidence system
with a time resolution full width at half maximum
(FWHM) of 310 ps. A Na source of 7X 10 Bq deposit-
ed onto a 0.7 mgcm nickel foil was used as the posi-
tron source. The lifetime spectra were analyzed by
means of the POSITRONFIT program. Two suitable source
corrections were taken into account in the analyses.

III. EXPERIMENTAL RESULTS

A. Optical measurements

Thermochemical reduction of MgO crystals produces a
stoichiometric imbalance in the crystals, which results in
isolated anion vacancies. These vacancies have two
charge states and are referred to as F+ and F centers
(with one and two electrons, respectively). The optical
absorption peaks of both bands coincide at 5.0 eV (250
nm). Excitation with 5.0-eV photons produces two
main luminescence bands at 3.1 and 2.4 eV, corre-
sponding to emission of the F+ and F center, respective-
ly. During TCR, the protons present in the crystals are
captured by some of the anion vacancies to form H ions
(protons with two electrons in anion sublattice sites). The
local vibrational modes for the H ions ' occur at
1053, 1032, and 1024 cm '. The presence of two or more
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ratio [F,F+]/[H ] can be diminished to any level by an-
nealing the samples at high temperatures. The H ions
are thermally much more stable than anion vacancies, so
that anion vacancies can be completely annealed out
without affecting the H concentration. Table I pro-
vides the anion vacancies and H concentrations after
different thermal treatments. Figures 1 and 2 illustrate
the optical spectra after different anneals.

B. Positron annihilation measurements

I I I

5 4 3
PHQTQN ENERGY (eV)

FIG. 1. Visible and uv absorption spectra for pair I after (a)
TCR at 2400 K, (b) reducing treatment at 1530 K for 100 min,
and (c) oxidizing tr|;atment at 1825 K for 80 min.
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FIG. 2. IR absorption spectra for pair I after (a) TCR at
2400 K, (b) oxidizing treatment at 1825 K for 80 min.

closely spaced bands indicates that there exist more than
one species of hydride ion perturbed by different impuri-
ties or defects. Measurements were made in two pairs of
thermochemically reduced samples, hereafter named pair
I and pair II. Each member of a pair had the same con-
centrations of anion vacancies and H ions. The initial
concentration ratio of anion vacancies to H ions,
[F,F+]/[H ], was of the order of 0.07 and 0.01 for pair
I and pair II, respectively. Figures 1 and 2 show the opti-
cal absorption spectra for a sample from pair I.

The most desirable feature of these crystals is that the

The positron annihilation results for pair I after succes-
sive thermal treatments are also summarized in Table I.
Initially, this pair showed a two-component spectrum as
has also been observed for undoped and doped MgO sin-
gle crystals, as well as for MgO crystals containing a high
concentration of F and F+ centers. Heating for 10 min
at 1400 K in a reducing atmosphere induced a dramatic
change in the positron annihilation spectrum. The new
spectrum exhibited three components. Successive reduc-
ing treatments produced a monotonic increase of the pa-
rameter ~', defined as

3r*= g I, r, ,

where r; and I; are the lifetime and the intensity associat-
ed with the corresponding spectral component, respec-
tively. This increase in ~* was mainly due to the increase
of the lifetime of the long-lived component. The annihi-
lation parameters I2, I3, and v.

3 showed a tendency to in-
crease as the concentration of anion vacancies decreased
during the annealing. After the anneals the H ion con-
centration remained constant and no significant changes
occurred in the ~] values. After the first oxidizing treat-
ment at 1775 K the H concentration was below the lev-
el of detection. A noticeable change in the spectrum was
induced: The r] and ~3 values increased and the I3 inten-
sity decreased. After oxidation at 1825 K pair I exhibited
an almost two-component spectrum. The value of I, was
very low and ~2 was close to the value obtained initially
for the as-TCR samples. It should also be noted that
both the ratio I3/I2 and rz remain practically constant
for all three-component spectra, except for the spectrum
obtained after the 1825 K oxidation (see Table I). The
lifetime spectra of pair I are shown in Fig. 3 for the sam-
ples after (a) TCR, (b) reducing treatment at 1530 K, and
(c) oxidizing treatment at 1825 K.

The behavior observed in the annihilation parameters
of pair II was similar to that observed for pair I. There
were some differences in the ~, and ~3 values and in the
spectral intensities. However, the ~2 value and the I3/I2
ratio also remained constant, except after the last two ox-
idizing treatments (1550 and 1825 K). The average
values for ~2 and the I3/I2 ratio obtained for both pairs
of samples were (430+30) ps and 0.25+0.03, respectively.
The differences in ~],~3, and the spectral intensities be-
tween the two pairs are attributed to the initial difference
in the H and anion vacancy concentrations.

Three observations are emphasized in the present re-
sults: (1) The lifetime spectra of TCR MgO crystals were
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FIG. 3. Positron lifetime spectra for pair I after (a) thermo-
chemical reduction at 2400 K, (b) reducing treatment at 1530 K
for 100 min, and (cj oxidizing treatment at 1825 K. The time
scale is 47.1 ps per channel.

two component. The value of the second lifetime com-
ponent was close to that attributed to annihilation at va-

cancy defects when the ratio [F,F+]/[H ] is about
0.07. (2) The positron-lifetime spectrum becomes three
component, two of them being long lived, when the ratio
[F,F+]/[H ] decreased to a value -0.03 after reducing
treatments. (3) The r2 values and I3/I2 ratios remained
constant when the samples contained a significant con-
centration of H centers.

IV. POSITRON DECAY
IN MIO CONTAINING 8 IONS

The aforementioned results show unambiguously that
the appearance of the long-lived components of -430 ps
and 1-3 ns is related with the presence of H ions and
the absence of anion vacancies in the samples. In previ-
ous experiments it was found that undoped MgO crystals
having a high concentration of anion vacancies (-10
m },but no H ions, exhibited a two-component spec-
trum; the second component of about 200 ps was attri-
buted to positrons trapped at F centers. Our results in-
dicate that these long-lived components are induced by
H ions and that F-type centers inhibit their appearance.
Because the (430+30) ps value found for v.

z is consistent
with the calculated values for free PsH, "' ' it is
reasonable to associate this component with positron an-
nihilation in the ground state of the bound [e -H ] sys-
tern. In Sec. V we will use this ~z value to calculate the
lifetime of the PsH state in anion vacancies in MgO. The
existence of PsH states in MgO appears to be energetical-

de b —Kbnf (41 p +Ap H)nbdt

dn3
Sl =31 p,n&

—
A3 n3

dt l 1

dn1
So

b ~1 1di 0 0

(2)

with the boundary conditions nf(0)=1 and nb(0)=n3
Sl

(0}=n, (0)=0 Here nf, .n~, n3, and n, are the frac-
So Sl So

tion of free positrons, bound [e+-H ] states, ortho-Ps
and para-Ps, respectively; A,f, kp, H, A,3, and k, their

Sl So

ly possible since the electrostatic energy of a substitution-
al H ion in the MgO lattice must be smaller than the
electrostatic energy per ion in MgO [9.36 eV (Ref. 35)].
Even this value is not high enough to compensate for the
PsH ground-state energy, —21.47 eV. ' In a first approx-
imation the effect of the lattice ions on the PsH energy
would be to increase this energy by the electrostatic
term. Thus the effect of the surrounding ions would be
to raise the PsH to an excited state with a certain proba-
bility of being dissociated into PsH and H. Moreover in
MgO the nearest-neighbor ions to an anion vacancy move
outwards, due to electrostatic repulsion, the radial dis-
placements being around 7—10% of the lattice parame-
ter, a0=4.21 A. According to recent calculations, '

the size of the PsH is estimated to be 3.86 A, a value
compatible with the anion vacancy size. The long-lived
component ~3, 1 —3 ns, cannot be attributed to positron
annihilation in the excited [e -H ] states since the r3
value was not constant but seemed to increase when the
H concentration was lowered during the first two oxi-
dizing treatments (1550 and 1825 K). Moreover, a faint
long-lived component of about 1-2 ns still remained after
the component associated with the [e+-H ] ground state
disappeared. The fact that the ~3 values are characteris-
tic of pick-off annihilation of ortho-Ps states and that
they increased with decreasing H concentration sug-
gests that this long-lived component could actually be
due to pick-off annihilation of ortho-Ps states, which
might be prevented by the presence of H ions.

Given that (1) thermalized positrons move as Bloch
positrons and can be trapped by lattice defects in MgO
and (2) Ps states are not formed in MgO free of H
ions, ' ' we propose the following model: In the ab-
sence of other possible positron traps, free positrons can
be trapped by H ions resulting in bound [e+-H ] states.
Accordingly, positrons can be annihilated in (1) free
states, (2) bound [e+-H ] states, and (3) Ps states that
can be created by the dissociation of the [e+-H ] states
into H and free Ps. These last [e+-H ] states can be in
excited levels. If we accept that the ortho-Ps~para-Ps
conversion is negligible, as is currently assumed for
solids, the positron kinetic decay would be given by the
following equations:

Plf

t
(Af +ICQ )nf
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tl& free e+

and

Ir =ID+I

A,OIO+ A. ,I,
~I

Io +I

(5)

PsH

FIG. 4. Positron decay scheme in MgO containing H ions.

corresponding annihilation rates; scb the transition rate
into bound [e -H ] states; and 4I i,, the dissociation rate
of the [e+-H ] states into H and Ps. The transition rate
scb will obviously be proportional to the H ion concen-
tration cb, i.e., K'b =pbcb, where pb is the specific positron
trapping rate per unit of H ion concentration. For this
model the positron decay scheme is shown in Fig. 4.

Solving the Eqs. (2), the fraction of positrons in the
samples at time t,

N(t)=n&(t)+nz(t)+n3 (t)+ni (t)
Sl

is obtained (see Appendix)

3

N(t)= g I;exp( —
A,;r) .

i=0
(3)

V. DISCUSSION

where the first term describes, approximately, the sum of
the first two terms of the predicted spectrum. Now, it
would be reasonable to assume that

Although the proposed model yields a four-component
lifetime spectrum, the experimental spectra can reliably
be decomposed into only three exponential terms. The
reason is that the values of A,o (expected to be —8.0X 10
s ') and I, , are very close, and therefore their corre-
sponding exponential terms cannot be resolved in the
analysis. On the other hand, it is expected that A,p,z and
A 3 are smaller than A, ] and very different from one

Sl

another. So, while the exponential terms related to A, 2

and A, 3 can be resolved by the computing analysis, those
related to A,o and A. , cannot. Thus, experimentally the
fraction of positrons in the samples N(t) would be given
by

N(t) =I&exp( —Art)+I2exp( —A2t)+I3exp( —A3t),

(4)

Taking into account the statistical ratio between para-
Ps and ortho-Ps and assuming that all ortho-Ps annihilate
by a pick-off process, the relationship I3=3IO would be
expected for the intensities associated with para-Ps and
ortho-Ps, The experimental values for pair I indicate
that the values for Io should range from 1 to 2.2%,
which means that the difference between ~~=X~ ' and
1

&
A,

&
is smaller than 2 or 3 ps, even in the most un-

favorable situations. These deviations are within the ex-
perimental error of ~, . Consequently, it is reasonable to
assume that A.

&
=A,z.

From Eqs. (A12) and (A13) 1 i,, is obtained as a func-
tion of the experimental parameters and the A,o value

(6)

A good approximation for A,o is the theoretical value of
the self-annihilation rate of the para-Ps state in vacu-
um, i.e., A,0=8.OX10 s '. Taking into account that

I p can be determined from the experimental re-
sults using Eq. (6). Equation (A7) now gives the annihila-
tion rate of the PsH states, A, i,„. The values found for
I p, and A, p,z are given in Table I and are reasonably con-
stant considering the experimental errors. Their mean
values are (1.59+0.17)X 10 s ' and (1.75+0. 14)X 10 s,
respectively. The lifetime of the PsH state, 7p g Ap g,
would be (570+50) ps. This value is between -70 and
—160 ps, longer than the values calculated for the life-
time of the ground state of free PsH. ' '

In light of our results and of the proposed model, it
seems realistic to regard the value of (570+50) ps as a
reasonable approximation to the lifetime of the PsH in

MgO. It should be noted that the discrepancy between
our experimental 7p g value in MgO and the calculated
1 p g values for the PsH ground state in vacuum could be
explained on the assumption that indigenous ions may
noticeably perturb the PsH lifetime and induce its disso-
ciation into H and Ps. Calculations have shown that the
PsH annihilation rate is quite sensitive to its electron-
electron correlation and binding energy. ' ' The PsH
annihilation rate in an anion vacancy in MgO can be
modified by the lattice ions in two ways: (a) reducing the
PsH binding energy and (b) perturbing the correlation
term. As mentioned in Sec. IV, PsH in the MgO lattice
could be created in an excited state due to the electrostat-
ic energy associated with the substitutional H ions. The
PsH binding energy against dissociation into Ps and H
would decrease, thus increasing the probability that this
dissociation may be observed because of the long lifetime
of the PsH. Also, as the PsH is located at an anion va-
cancy, the electron-electron correlation term would be
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deeply perturbed by the neighbor Mg++ ions; it is clear
that the overlapping between the electron wave functions
and the positron wave function would be reduced because
of the Mg++ ion screening.

An apparent discrepancy between the experimental re-
sults and the proposed model, however minor, seems to
arise from the observation that a long-lived component of
—1 —2 ns, with a very weak intensity of -0.4—0.6%,
still remained in the spectrum after the lifetime com-
ponent attributed to PsH states has completely disap-
peared following the last thermal treatment. The origin
of this faint long-lived component could be due to pick-
off annihilation of Ps states created by a process such as
e++H~H++Ps or another type of reaction involving
molecular hydrogen that is still present in MgO crystals
after high-temperature treatments.

The intensities I3 and Iz are related, respectively, to
the number of e+-e pairs annihilated in ortho-Ps states
and in bound [e+-H ] states. The ratio I3/Iz is thus a
measure, although somewhat indirect, of the dissociation
probability of an [e+-H ] state into Ps and H; this prob-
ability should be a constant. Actually, I3/Iz is related to
the ratio of the e -e pairs annihilated in ortho-Ps states
to the e+-e pairs annihilated in [e+-H ] states. This
fraction, according to the proposed model, is given by the
ratio 3I p /A, p tt. The experimental results yield an I3/Ip
value that is essentially constant for both pairs of sam-
ples, i.e., 0.25+0.03, and a value of 0.27+0.05 is obtained
for the ratio 3I p, /Ap, n. Although this result is quite sa-
tisfactory, it must be emphasized that the ratio I3/I~ is
not exactly the fraction of e+-e pairs annihilated in an
ortho-Ps state per e+-e pair annihilated in a PsH state,
as is easily seen when I3/Iz is obtained from Eqs. (A12)
and (A13). The spectra of pair II generally exhibited a
long-lived component that was significantly longer and an
intensity that was higher than those observed for pair I,
although the resulting ratios for I3/I~, and the values of
~z and ~, were essentially the same as those of pair I. We
attribute both discrepancies to the higher hydrogen con-
tent in samples of pair I, not only in the H
configuration but also in the total Hz content, as attested
by the cloudiness of the samples. The presence of very
smail bubbles of -20 A in diameter, might increase the
~3 values if this hydrogen is involved in the pick-off an-
nihilation of the ortho-Ps or in the formation of the Ps
states. Larger cavities containing hydrogen have already
been observed in MgO crystals. '

VI. CONCLUSIONS

than the concentration of H ions in the samples. This
observation indicates that anion vacancies are very
effective positron traps as indeed they are for protons,
which was how H ions were formed in the first place.

Experimental results for positron annihilation in MgO
containing H ions are consistent with a positron decay
model that suggests the formation of bound [e+-H ]
states by positron trapping by H ions and Ps states due
to dissociation of a fraction of these [e+-H ] states. Two
long-lived components of -430 ps and 1-3 ns were ob-
served. The former component is associated with posi-
tron annihilation in PsH states, and the latter with pick-
off annihilation of ortho-Ps states. From the value of the
430 ps component, a value of (570+50) ps is obtained for
the lifetime of the PsH state in anion vacancies in MgO.
Assuming the standard two state trapping model for
positrons in samples having a high concentration of F
centers, the specific trapping rate per unit of anion vacan-
cy concentration has been determined to be about
9X10' s '. Indeed, H ions seem to be less effective as
positron traps since their specific trapping rate, evaluated
from the ~& values, is

(i.16+O. iS) X iO" s-',
i.e., about 1 order of magnitude smaller.

The suggested model allows us to evaluate the lifetime
of the PsH in anion vacancies from positron-lifetime mea-
surements.
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APPENDIX

From Eqs. (2}and assuming n&(0) = 1 and

nb(0}=n3 (0)=n, (0)=0,
Sl So

the following positron fractions in each state are ob-
tained:

Thermochemically reduced MgO crystals contain H
ions and anion vacancies. A requirement for significant
positron trapping by H ions is that the anion vacancy
concentration be at least 2 orders of magnitude smaller

I

n/(t) =exp( —
A, ,t),

Kg
nb(t) = [exp( —Azt) —exp( —A&t)],

1 2

(A 1)

(A2)

I p,~b (A.O
—

A, , } (A.o
—

A,~)
n, (t) = exp( Aot)+ — exp( —Azt) — exp( —

A, , t)
1 2 1 2

31 pub (A~ —A3) (A, ,
—A3)

( }= exp( A3t)+ exp( —
A, &t)

—— exp( Azt)—

(A3)

(A4)
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where

kp Ar}
0

(A5)

Kb r„3r„
1+

Ap A)
(A 1 1)

Af +Kb

4~PS+ ~PSH

(A6)

(A7)

(A8)

+b ~PS

3I PPbI3=
()(,,

—
A, ~)(A.~

—
A, ~)

3I P,

k2 —
A3

(A12)

(A13)

The positron fraction present in the samples at time t
would be

The observed rate of positron annihilation, i.e., the an-
nihilation spectrum is given by

N(t)=nf(t)+nb(t)+n, (t)+n& (t)
So S]

—[1—N(t)]= — = g A, , I;exp( —
A,;t),d dN(t)

dt dt
(A14)

here

3= g I;exp( —
A,;t),

i=0

The parameter ~' defined as
(A9)

dNr*= f—t
P dt

turns in

(A15)

I PP'b
Io=

(A,o
—A. ) )(A,o

—
A, 2)

(A 10)
3r*= QIA, ,

'.
i=0

(A16)
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