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Abstract
The kinetics of a thin layer Pd H(D) electrode at the coexistence of a and b phases in cyclic voltammetry are studied and the
effects of various parameters are discussed. It is found that the voltammogram of the a lb phase transition is trigonal in shape
which differs significantly from those for diffusion and adsorption. The kinetic characteristics of the a +b mixed region are
controlled by the deviation of parameters from the thermodynamic values. These results indicate that cyclic voltammetry can be
used for studying the kinetics of phase transition occurring in a layer electrode. The present treatment is verified by comparison
with the previous experimental results. © 1998 Elsevier Science S.A. All rights reserved.
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1. Introduction
In earlier papers [1,2], we presented a model describing the amount of H(D) absorbed into a Pd cathode
under steady state conditions in the hydrogen evolution
reaction, and the dynamic behaviour of a thick plate
Pd H electrode within the pure a phase in cyclic
voltammetry (CV). But for a practical Pd H2O electrochemical system, the dynamic behaviour of a hydrogen
rich Pd H electrode, especially the behaviour of the
a l b phase transition (pt) is a technologically important issue. For example, when a Pd sample absorbs
hydrogen under ambient conditions (25°C and 1 atm),
there is ca. 85% of absorbed H to be associated with the
pt.
In the past few years, a considerable amount of
experimental observations have accumulated concerning the kinetics of the pt in a Pd H electrode [3–10].
At the same time, some theories were proposed: one is
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favoured by Sakamoto et al. who described the a+b
mixed phases as a single phase which has a diffusion
coefficient different from those of either the a or b
phase [9]; Yang et al. considered interstitial sites in the
b phase as reversible trap sites, the al b pt as a
trapping/de-trapping reaction [10]. Although these theories are effective in explaining some experimental phenomena, the physical picture is alienated from reality.
On the other hand, more than thirty years ago, H
permeation through PdHx membranes and Pd H diffusion electrodes associated with b a pt have been
carried out experimentally and explained theoretically
[11–14]. The main point of the theory is that there
exists a concentration discontinuity between the a and
b phase regions and the pt is accompanied by the phase
boundary moving. Based on these results and the latest
experimental observations described below, we will
study the kinetics of the pt in a thin Pd H(D) electrode
at the coexistence of a and b phases. As before, we will
use the technique of CV. Although our treatment is
confined to the Pd H system, these results can be
applied to the Pd alloy H(D,T) or other metal H
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systems with some bulk or surface parameters of the
electrode adapted.

2. Model
It has been verified that the a lb pt is a first order
transition, the equilibrium potential of a Pd H electrode in the pt is constant which corresponds to the
plateau pressure in the Pd H2 system as shown in Fig.
1 [14]. Another remarkable feature is that the pt is
accompanied by hysteresis [15 – 17], i.e. the potential
during a b pt, Eab is lower than that of ba pt, Ede.
It is the transition strain (during both the b phase
formation and decomposition) that is responsible for
hysteresis because it cannot be relaxed during hydride
formation and decomposition in the solid-state transition. Based on the previous results of the Pd H2 system
and the Pd H electrode [14,15], we obtain Eab =48 mV
and Ede =60 mV versus RHE under ambient conditions, where the subscripts ab and de represent the
absorption (a b pt) and desorption (b a pt) processes respectively. Accordingly, the maximum x (= H/
Pd) in the a phase is xa,ab =0.0128 and xa,de =0.008;
the minimum x in the b phase is xb,ab =0.628 and
xb,de =0.607. Similarly, we obtain the parameters for a
Pd D electrode [18 – 20]: Eab =30 mV and Ede = 39
mV; xa,ab = 0.0125 and xa,de =0.0087; xb,ab =0.618 and
xb,de =0.603.
The data mentioned above and used in Fig. 1 are
deduced from the isotherm for the Pd H2(D2) system
through the Nernst equation with the assumption of the
Volmer step under a pseudoequilibrium, Maoka and
Enyo [21] have predicted that the practical potential is
higher than here especially when the rate of the Volmer
step decreases by adding surfactant (e.g. TBA) or
raising the pH value of the solution [6 – 8].
As far as the microscopic mechanism of the pt is
concerned, the a b pt occurring in the absorption
process can be described as follows [22]: as the H
concentration in PdHx exceeds the saturation concentration of the a phase (xa,ab), the b phase is formed.
The first b PdHx nuclei appear usually at the locations
of the highest H concentration and lowest activation
energy for nucleation; evidently, the surface is such a
favourable location. The next step of the pt is growing
nuclei. The hydride (b phase) nuclei growing on the
surface overlap eventually to form a continuous b
phase layer, the hydride reaction kinetics are changed
into a moving envelope and the bulk front velocity
becomes the kinetic parameter. If the reaction rate of
the pt is homogeneous, the growing direction of the b
phase front in a bulk sample should be perpendicular to
the outer surface.
Recently, Artemenko et al. have verified that the
ba pt in PdHx involves the nucleation and growth

processes of the a phase in a similar way to the above
description [23]. At the same time, Asami et al. have
observed the phase boundary between the a and b
phases in a Pd D electrode by scanning electron microscopy [24].
On the basis of the previous results [1,2,11–14] and
the processes mentioned above, we discuss the kinetics
of the al b pt in a Pd H electrode. Consider a plate
Pd H electrode absorbing H and provided that the
nucleation and growth processes are fast enough, when
the H concentration x in the subsurface exceeds xa,ab,
the b phase precipitates firstly beneath the surface.
Then the b phase layer expands to the depth of the
electrode. Suppose the reaction rate of the pt at the
a b interface is fast enough, the movement of the b
phase front in the bulk Pd can be expressed as the
Stefan equation [11,25] (Fig. 2).
Db

)

)

dl (t)
(x
(x
− Da
= (xb,ab − xa,ab) b
(y y = lb(t) − 0
(y y = lb(t) + 0
dt
(1)

with the boundary conditions at the a b interface
x= xb,ab,

y= lb (t)− 0,

t\ 0

x= xa,ab,

y= lb (t)+ 0,

t\ 0

(2)

and the initial conditions
lb (t)= 0,

t= 0

(3)

where y is the distance from the outer Pd surface; lb(t)
the thickness of the b phase layer; t the time; Da(b) the
diffusion coefficient of H in the a (b) PdHx. Eq. (1)
implies that the pt obeys the mass conservation law.

Fig. 1. Electrode potential (E)-H concentration (x =H/Pd) isotherms
for absorption and desorption under ambient conditions for Pd H
electrode. Subscripts ab and de represent absorption and desorption
processes respectively.
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which can induce so-called ‘uphill’ hydrogen diffusion
[28]; it has been shown for Pd both the magnitude and
duration of the up-hill process have a tendency to
increase proportionally with the sample thickness
[29,30], so we will neglect this effect as the considered
sample is rather thin.

3. Results

Fig. 2. Schematic plot of the moving boundary problem [11,13,25], an
example of a Pd plate absorbs H accompanied with the a b phase
transition, y is the depth from the outer surface, lb (t) the thickness of
b phase layer, d the thickness of plate, x(0) the H concentration in
the subsurface.

Eq. (2) indicates there is a concentration discontinuity
at the a b interface, but the chemical potential of the
two phases is a continuous variable at the same place.
In the a phase region (y ]lb (t)), the diffusion process is
the same as that discussed in the previous paper [2]; in
the b phase region (y 5lb (t)), the diffusion coefficient
decreases as x increases due to the blocking effect
[26,27]. The outer surface boundary condition (y =0) is
the equality of the Volmer step, penetration reaction
and diffusion step; the inner (y =d, the layer thickness
with the inner side in contact with a H-impermeable
substrate or a half of the thickness of layer with both
sides exposed to the electrolyte) is the zero flux of
diffusion current [2].
When H is desorbed from the Pd H electrode, the
above process is reversed and the kinetic equations are
the same as Eqs. (1) – (3) with index a and b interchanged, and the subscript ab replaced with de.
Combining Eqs. 1 – 6 in Zhang et al. [1], Eqs. 1–5 in
Zhang and Zhang [2] and Eqs. (1) – (3) in the present
paper, we establish a model of Pd H electrode kinetics
that can describe the hydrogen evolution reaction, H
absorption into Pd, H diffusion in the a phase and
a l b pt in a unified frame.
For simplicity, we discuss only the case of a thin
layer electrode (d 2  pDat, t is the period of the CV) in
which the diffusion process is at pseudo-equilibrium
and the voltammogram exhibits the pt characteristics
prominently; Otherwise, there will be more factors involved in CV when the thickness of the Pd plate is in
the range of or greater than the diffusion distance in
one CV period, i.e. d 2 ]pDat.
The transport of H in Pd in the coexistence of two
phases may be influenced by the lattice strain gradients

For a thin layer electrode, the diffusion process is
fast and there is no measurable concentration gradient
in the single phase, i.e. the chemical potential of H on
the surface, in the a and b phases are equal to each
other. From Eq. 1 in Zhang et al. [1] and Eq. 7 in
Zhang and Zhang [2], we obtain the current density
(cd) for a b pt
j= 2jab sinh(f(E −Eab)/2)

(4)

with
g(uab)

(5)

u(1−u)
u0(1−u0)

(6)

jab = rj0V
g(u)=

where f= F/RT; uab is u (the fractional coverage of H
on Pd) at Eab and uab = 0.745 in Fig. 3; r the roughness
factor; j0V the exchange current density of the Volmer
reaction [1]; jab the exchange current density of ab pt
through which surface parameters affect the overall rate
of pt and jab = 4.03 mA cm − 2 in Fig. 3. Because g(uab)
depends essentially on Eab but not u0, so jab is determined mainly by j0V; this means the reversible adsorption of H on Pd and a rough surface of the electrode
will be beneficial for the high overall rate of pt. Eq. (4)
is exactly the Butler− Volmer equation and the cd is
governed solely by the potential. When E is close to
Eab, the cd is a linear function of the potential and we
obtain the area conductance of a b pt
Gab =

)

(j
= fjab
(E E = E ab

(7)

which is equal to 0.157 S cm − 2 in Fig. 3, Gab is an
easily measureable quantity from which jab can be
obtained. Combining Eqs. (1)–(6), we obtain the thickness of the b phase layer
lb (E)= 2lab(cosh(f(E= Eab)/2) − 1)

(8)

with
lab =

2jab
GbF(xb,ab − xa,ab)f6

(9)

which is equal to 0.0309 mm, where Gb = 0.113 mol
cm − 3, the maximum molar number of available sites
for H per unit volume of Pd; 6= dE/dt , the potential
sweep rate.
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If d is so small that the b phase can occupy all parts
of the electrode in one single direction scan, there will be
two trigonal peaks in the voltammogram and the cathodic
peak corresponds to the polarization relation given in Eq.
(4) as shown in Fig. 3, the line B – C. It is easy to find
the width of the peak potential





!

d
(d/l ab)1/2,
2
2
DEmc = cosh − 1
+1 = ×
2lab
ln(d/l ab),
f
f

d B lab
d lab
(10)

which is equal to 29.2 mV in Fig. 3. And the corresponding peak current density is





− jmc = 2jab sinh cosh − 1
=

!



d
+1
2lab

DE mcGab, dB lab
j abd/lab, d lab

which is equal to 4.58 mA cm − 2 in Fig. 3.
The ba pt can be described with expressions similar
to Eqs. (4)–(11) with a and b interchanged and ab, mc
replaced with de, ma respectively. We obtain similar
characteristic parameters: ude = 0.646, jde = 4.22 mA
cm − 2, Gde = 0.164 S cm − 2, lde = 0.0332 mm, DEma =28.2
mV and jma = 4.63 mA cm − 2 with the parameters in Fig.
3.
Fig. 3 shows examples of the CV results. The potential
covers both regions of a and b phases, so the voltammogram exhibits the characteristics of both of them, i.e.
region A–B is for the a phase H absorption; region B–C
the ab pt, region C–D the bphase absorption, region
D–E the b phase desorption, region E–F the ba pt,
region F–A the a phase desorption. By comparison with
the voltammograms of adsorption [31–34] and diffusion
[2,32,35,36], we find the main distinction is the trigonal
shape of the pt peak. Besides the thermodynamic hysteresis, the voltammogram exhibits a similar effect, i.e.
there is a difference, (Eab − Ede)+ (DEmc + DEma) between the two peak potentials. The term (DEmc +DEma)
represents the kinetic hysteresis and it approaches zero
when the scan rate is very low as indicated in Eqs. (9)
and (10). Another character is that the voltammogram
of the pt has a centre of symmetry about the point of
E= (Eab + Ede)/2, j= 0 but no mirror symmetry about
the line of j= 0 like a voltammogram of reversible
adsorption. Of course, the hysteresis effect weakens the
mirror symmetry to some extent. Fig. 3(b) shows the
related parameters in CV. The H coverage u does not
change in pt; the subsurface H concentration x(0) is xb,ab
in the a b pt or xa,de in the ba pt as the assumption;
the thicknesses of the b and a phase layers are shown at
the same time.
The results shown in Fig. 3 are the simplest; otherwise,
if d is so thick that the maximum lb
lb,max = 4lab(cosh(f(Ec − Eab)/2) − 1)

Fig. 3. An example of CV results of a thin layer Pd H electrode. (a)
the voltammogram; (b) the surface coverage of H, u; the subsurface
H concentration, x(0); the thickness of the b phase layer in the a  b
pt, lb ; and the thickness of the a phase layer in the b  a pt, la as
functions of reduced time t/t (t is the period of CV). Parameters:
j0V = 1 mA cm − 2, u0 = 0.95, u= 0, r= 2; d= 0.01 mm and 6= 0.01 V
s − 1 where u is the heterogeneity factor of the Frumkin adsorption
isotherm. t/t =0 −0.5 is for the negative scan and t/t= 0.5–1 is for
the positive scan. The bulk parameters of Pd–H interaction are the
same as those in Fig. 1 and described in Section 1.

(11)

(12)

(Ec is the lower potential limit) which can be attained in
CV is less than d, the definition of peak potential and peak
current given in Eqs. (10) and (11) is no longer suitable.
In this case, when EB Eab, the a b pt takes place at
the two scan directions and the b phase does not occupy
the Pd plate completely; when E increases and E\Eab,
H is desorbed from the b phase until x decreases to xb,de,
then the b  a pt process commences and continues till
the b phase layer is removed by the pt, finally, there is
only the pure a phase existing in the Pd H electrode. This
situation is illustrated by the solid line in Fig. 4.
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Fig. 4. Voltammograms of a Pd H electrode with the Pd layer
thicker than in Fig. 3 for d= 0.12 mm, 6=0.01 V s − 1 (— ) and d =10
mm, 6 = 0.1 V s − 1 (---), the other parameters not emphasized are the
same as those in Fig. 3.

The case shown in Fig. 3 is for d Blb,max/2, the
middle case is for lb,max/2 B d Blb,max in which the pt is
completed in the positive scan at E BEde and there is a
part coincidence between two scan directions in the
voltammogram which is similar to the case of d \ lb,max
as shown in Fig. 4.
Similarly, we can obtain la,max from Eq. (12) with the
subscripts changed as above. For a given electrode and
CV parameters, the actual voltammogram of the pt is
determined by min[lb,max, la,max].
If dlb,max, la,max and/or 6, Ec increases, the system
will become more irreversible. The voltammogram will
be the same as the single phase situation and exhibit
diffusion characters as shown by the dashed line in Fig.
4 and our previous results [2].
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Eq. (4) indicates that the overall rate of the pt is
determined by the deviation of parameters from the
thermodynamic values. For a PdH battery, if the Pd
surface is rough enough (has higher r), the potential of
Pd H will be close to a constant (Eab or Ede) in the
mixed phases which cover the region of 85% H concentration under ambient conditions [9]. In cold fusion
experiments, if the cd is low enough in the pt process,
the overall rate of the pt will be very slow, internal
stress fields generated in the pt have enough time to be
released and it is advantageous to avoid the occurrence
of cracking in samples [37,38].
Using Eqs. (7), (10) and (11) and Fig. 3, we can
obtain the thermodynamic and kinetic parameters of
the Pd H electrode. Eab (Ede) is at the intersecting
point of the line j= 0 and the extension of line B–C
(E–F); Gab (Gde) is the slope of line B–C (E–F) from
which we obtain jab ( jde) that determines the rate of
a b (b a) pt; the integration of the ab (ba) pt
peak with respect to time yields xb,ab − xa,ab (xb,de −
xa,de). At the same time, other parameters can be deduced correspondingly.
On the other hand, CV can be applied to other
metal H electrodes, the physical quantities of the pt
can be obtained from the voltammogram in a similar
way. Because many metal H (e.g. Ti H, Nb H) systems have more than two phases involved in the absorption/desorption process, so we expect that the
corresponding voltammogram will exhibit multiple pt
peaks and their properties can be described using the
same method.

4. Comparison with experimental results and
discussions
We compare the present treatment with the results of
an experiment [5] as illustrated in Fig. 5. In the experiment a thin Pd layer absorbed D in 0.5 M D2SO4 at
− 0.3 V versus SCE for different times, then a linear
sweep potential was applied to the Pd D electrode and
the voltammograms given by the dashed lines in Fig. 5
were obtained. The numerical simulation results are
shown in the same figure and they are in agreement
with those of the experiment. Because the absorption
time is short, the b phase layer is less than the electrode
thickness and we adopted lb /d = 0.08 and 0.26 at the
beginning of desorption for 5 and 20 s absorption time,
respectively.

Fig. 5. Fitting the voltammograms of Pd D in Fig. 3(a) of Ref. [5]
(---) with numerical results ( — ). Parameters: j0V =0.34 mA cm − 2,
u0 =0.95, u = 0, r = 10, surface area is 0.6 cm2, 6 =0.01 V s − 1, d=1
mm. the bulk parameters of Pd – D interaction are the same as those
described in Section 1.
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In reality, the pt peak in voltammogram is smoother
than that described here [3 – 8] due to reasons such as:
(1) at the beginning of the pt, the practical processes of
nucleation and growth of new hydride phase are gradual, not abrupt as our model assumption; (2) a practical
sample is not homogenous as a single crystal, defects
such as crystal grains having different sizes, impurities
and crystal boundaries, etc. make the phase boundary
more rough than assumed here, and the voltammogram
observed is an average effect in practical cases. In spite
of these drawbacks, CV can give the primary information for a phase transition occurring in metal H electrodes. We expect that our results will stimulate further
experimental study of a phase transition in metal H
electrodes using CV or LSV.

5. Conclusions
Based on the relationship between surface reactions
developed in Zhang et al. [1], the bulk diffusion equation in Zhang and Zhang [2] and the phase transition
equation [11,25], we discuss the kinetics of a thin layer
Pd H(D) electrode in cyclic voltammetry in the coexistence of a and b phases. The voltammogram of pt has
trigonal shape peaks which differ drastically from those
of diffusion or adsorption. We find that CV can be used
to study the properties of a phase transition occurring
in Pd H or other metal H electrodes. The present
model is verified by comparison with previous experimental results [5].

Acknowledgements
The work is supported by the Pan-Deng Project of
the State Commission of Science and Technology of
China under Grant No. 95-YU-41, Natural Science
Foundation of China and Foundation of China
Academy of Engineering Physics. We are grateful to
Professors Chen NengKuan and Zhang ZhongLiang
for helpful discussions.

References
[1] W.S. Zhang, X.W. Zhang, H.Q. Li, J. Electroanal. Chem. 434
(1997) 31.
[2] W.S. Zhang, X.W. Zhang, J. Electroanal. Chem. 445 (1998) 55.
[3] N. Tateishi, K. Yahikozawa, K. Nishimura, M. Suzuki, Y.
Iwanaga, M. Watanabe, E. Enami, Y. Matsudo, Y. Takasu,
Electrochim. Acta 36 (1991) 1235.

.

[4] N. Tateishi, K. Yahikozawa, K. Nishimura, Y. Takasu, Electrochim. Acta 37 (1992) 2427.
[5] A. Czerwinski, R. Marassi, S. Zamponi, J. Electroanal. Chem.
316 (1991) 211.
[6] A. Czerwinski, R. Marassi, J. Electroanal. Chem. 322 (1992) 373.
[7] A. Czerwinski, Electrochim. Acta 39 (1994) 431.
[8] A. Czerwinski, G. Maruszczak, M. Zelazowska, M. Lancucka,
R. Marassi, S. Zamponi, J. Electroanal. Chem. 386 (1995) 207.
[9] Y. Sakamoto, N. Ishimaru, Z. Phys. Chem. (N.F.) 183 (1994)
S311.
[10] T.-H. Yang, S.-I. Pyun, Y.-G. Yoon, Electrochim. Acta 42
(1997) 1701.
[11] R. Ash, R.M. Barrer, J. Phys. Chem. Solids. 16 (1960) 246.
[12] A. Küssner, E. Wicke, Z. Phys. Chem. (N.F. 24 (1960) 152.
[13] H.J. Cleary, N.D. Greene, Electrochim. Acta 10 (1965) 1107.
[14] F.A. Lewis, The Palladium Hydrogen System, Academic Press,
London, 1967, p. 110.
[15] E. Wicke, G.H. Nernst, Ber. Bunsenges. Phys. Chem. 68 (1964)
224.
[16] T.B. Flanagan, C.N. Park, Mater. Sci. Forum 31 (1988) 297.
[17] R. Balasubramanian, Acta Metall. Mater. 41 (1993) 3341.
[18] S. Schuldiner, J.P. Hoare, J, Electrochem. Soc. 105 (1958) 278.
[19] T.B. Flanagan, J. Phys. Chem. 69 (1965) 280.
[20] R. Lässer, K.-H. Klatt, Phys. Rev. B 28 (1983) 748.
[21] T. Maoka, M. Enyo, Electrochim. Acta 26 (1981) 615.
[22] J. Bloch, M.H. Mintz, J. Alloys Comp. 253 – 254 (1997) 529.
[23] Yu.A. Artemenko, M.V. Goltsova, V.I. Zaitsev, Int. J. Hydrogen Energy 22 (1997) 343.
[24] N. Asami, T. Senjuh, H. Kamimura, M. Sumi, E. Kennel, T.
Sakai, K. Mori, H. Watanabe, K. Matsui, J. Alloys Comp.
253 – 254 (1997) 185.
[25] J. Crank, Free and Moving Boundary Problems, chapter 1,
Clarendon, Oxford, 1984.
[26] E. Wicke, G. Bohmholdt, Z. Phys. Chem. (N.F.) 42 (1964) S115.
[27] S. Majorowski, B. Baranowski, in: P. Jean, C.H. Satterthwaite
(Eds.), Electronic Structure and Properties of Hydrogen in
Metals, Plenum, New York, 1983, p. 519.
[28] F.A. Lewis, J.P. Magnennis, S.G. McKee, P.J.M. Ssebuwufu,
Nature 306 (1983) 673.
[29] Y. Sakamoto, H. Tanaka, F.A. Lewis, X.Q. Tong, K. Kandasamy, Int. J. Hydrogen Energy 21 (1996) 1025.
[30] X.Q. Tong, Y. Sakamoto, F.A. Lewis, R.V. Bucur, K. Kandasamy, Int. J. Hydrogen Energy 22 (1997) 141.
[31] R. Woods, Chemisorption at Electrodes, in: A.J. Bard (Ed.),
Electroanalytical Chemistry: a Series of Advances, vol. 9, Marcel
Dekker, New York, 1976, p. 1.
[32] A.J. Bard, L.R. Faulkner, Electrochemical Methods: Fundamental and Applications, chapter 12, Wiley, New York, 1980.
[33] M.J. Llorca, J.M. Feliu, A. Aldaz, J. Clavilier, J. Electroanal.
Chem. 351 (1993) 299.
[34] M. Baldauf, D.M. Kolb, Electrochim. Acta 38 (1993) 2145.
[35] M.M. Jaksic, B. Johansen, R. Tunold, Int. J. Hydrogen Energy
18 (1993) 111.
[36] A.E. Bolzan, J. Electroanal. Chem 380 (1995) 127.
[37] D. Cravens, in: T.O. Passell, M.C.H. McKubre, Proc. 4th Int.
Conf. on Cold Fusion. Calorimetry and Materials Papers, December 6 – 9, 1993 Lahaina, Maui, HI, vol. 2, Electric Power
Research Institute, Palo Alto, CA, 1994, 18-1.
[38] E. Storms, Fusion Tech. 29 (1996) 261.

