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Permeation of multi-component hydrogen isotopes through nickel
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Abstract

The experiments were performed to determine the permeabilities of hydrogen and deuterium for nickel in the temperature
range of 473 to 973 K using the co-current double tube method. The isotope effect ratio in permeation was estimated from
these permesbilities. Solubility constants of hydrogen and deuterium for nickel calculated from the permeabilities of this
study and the diffusivities of the literature data agreed well with previously reported values. The permeation behavior of
hydrogen isotopes in the binary-component hydrogen isotopes system was also observed under various conditions and
compared with the values from the model calculation. It is concluded in this study that the separation factor in permeation of
hydrogen isotopes through nickel coincides with the isotope effect ratio and that the numerical calculation using the finite
difference method is applicable to predict the permeation behavior of hydrogen isotopes through the wall of a long tube for

single- and multi-component hydrogen isotopes system. © 1998 Elsevier Science B.V.

1. Introduction

Permeabilities of hydrogen isotopes through membrane
of nickel have been reported by many authors [1-10] for
the single-component hydrogen isotope system. However,
there are rather large discrepancies in data reported so far.
These discrepancies may be partly due to use of the
inadequate driving force, disregard of the temperature
distribution formed in permeation membrane, or confusion
of the isotope effect ratio with the separation factor in
estimation of permeation rate. Only the permeation behav-
ior of H, was studied in most of these works and the
Robertson’s ‘best valug' [6] which correlates the data of
various authors is considered to be appropriate [11]. Only a
few investigators have reported the permeabilities of D,
[1-3,8] and T, [9] through nickel and no discussions have
been made about the permeation behavior in the multi-
component hydrogen isotopes system.

* Corresponding author. Tel.: +81-92 642 3785; fax: +81-92
642 3784; e-mail: shiratne@mbox.nc.kyushu-u.ac.jp.

The present authors first measured the permeabilities of
H, and D, in the single-component hydrogen isotope
system to obtain the isotope effect ratio in permeation.
Then, we measured the permeation rates in the binary-
component hydrogen isotopes system and discussed the
permeation behavior of mixture of hydrogen isotopes in
various conditions comparing with the numerically calcu-
lated values. In this study a numerical calculation model
using the finite difference method was applied to estimate
the effect of change of temperature or partial pressure of
hydrogen isotopes in the axial direction of a permeation
tube on the permeation behavior following the recommen-
dation in the previous works [12,13].

2. Theory

2.1. Permeation of single-component hydrogen isotope
system

When a diffusion process of hydrogen isotopes through
the metal wall is the controlling step of permeation, the
molar flow rate of a hydrogen isotope X , (X means H, D,
or T in this study), permeating through the metal mem-
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brane, Q, (mol/s), is derived from Fick's law and ex-
pressed as follows:

Q><=D><(C><1_Cx2) A/t (1)

where A (m?) is the effective permeation area, t (m) isthe
thickness of the permeation membrane, Dy (m?/s) is the
diffusivity, and Cy and Cy, (mol /m?®) are the solubilities
in both surface layers of the membrane. The subscripts 1
and 2 in the above equation indicate the inner and outer
channels of a double tube, respectively. The permeation
rate, Jy (mol m/m2s), is determined by

JX=QXt/A=DX(CX1—CX2). 2

For permesation through the wall of a tube with circular
cross-section, the effective permeation area is given by

A=2mlt/In(r,/ry), 3

where | (m) is the permeation tube length and r, (m) and
r, (m) are the inner and outer radii of the permeation tube,
respectively. When the solubility of hydrogen isotope in
metal follows Sieverts' law, Eq. (2) is expressed as follows
using the partial pressure of hydrogen isotope, Py (Pa), in
each channel:

3= DuSi(Pe, = P, ) =Kx({Px, = P, ). ()

where S, (mol /m? Pa!/?) is the solubility constant and
Ky =Dy S, (mol m/m? s Pal/2) is the permeability.

2.2. Permeation of multi-component hydrogen isotopes
system

Eq. (4) derived for the single-component hydrogen
isotope system may not be applicable if there exist two or
three hydrogen isotopes in the permeation tube because the
presence of one hydrogen isotope can influence the solu-
bility of the others [12—15]. Then, the solubilities obtained
in the multi-component hydrogen isotopes system must be
used in evaluation of the permeation rate using Eq. (2).

The present authors have discussed three patterns for
solubilities in the binary-component hydrogen isotopes
system in paladium [12]. Following this idea, three pat-
terns of correlation for the permeation rates with solubili-
ties are obtained as follows.

Case |: When each hydrogen isotope acts independently
in solution and diffusion, the permeation rates are ex-
pressed as follows:

3= Ou( Sl P, = S P

Kol 5P P, ®

o= DD(SD\/YD1 P, — SD\/yDZPtZ )

= KD(\/YDlF)t1 — /Yo, Ptz)‘ (6)

where P, (Pa) is the total pressure of hydrogen isotopes
and yy (-) is the mole fraction of hydrogen X, in gas
phase. These equations are equivalent to Eq. (4), that is,
the permeation rates in the binary-component system are
expressed by the same way as those in the single-compo-
nent hydrogen isotope system when this pattern is proper.

Case II: When the ideal solution theory is applied to the
absorbed binary mixture in estimation of hydrogen solubil-
ities, the permeation rates are obtained as follows if no
interaction of atoms with different isotopes is assumed in
the course of diffusion through metal:

SiYu, T SV,
J,=D P
: H{l+1/[aS,H/D(yH1/yD1)] \/—tl

SiYh, T S Yo,
— P, | 7
1+1/[asn,o( Yn,/Yo,)] ﬁ} @

SiYh, T Yo,
Jp=D P
° D{ 1+aS,H/D( YHl/yol) R

SiYh, S Yo
- 2 2 fp Y 8
1+aS,H/D( sz/yDz) \/Tz} ®)

where ag,,,p (=) is the separation factor in solubility.
When this case is proper, the value of the separation factor
obtained in the mixture of hydrogen isotopes is different
from the value of the isotope effect ratio obtained in the
single-component hydrogen isotope system. We have re-
ported recently that the permeation behavior of H,-D,
mixture through a membrane of palladium—silver dloy is
expressed by the above equations in the case when diffu-
sion controls the permeation [13].

Case IlI: When the Henry's law is applied to each
component of the absorbed binary mixture in estimation of
the solubilities of hydrogen isotopes, the permeation rates
are expressed as follows:

3u= D[S ¥y P, = Suviy Py )

= KH(yHl\/P_tl—szﬁ), )
J5=Dp(S5Yo,)P, — So¥o,/Pr,

— Ko Yo,/ ~ Yo, P ). (10)
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This case is the specia pattern of case Il obtained when
the separation factor in solubility, agy, p, is equal to the
isotope effect ratio, Bsy,p=S:/S (-). Ackerman as-
sumed this pattern in permeation of the H,—D, binary-
component system through a palladium—silver alloy mem-
brane [15].

If case | or Il is proper for a certain metal—hydrogen
system, the permeation rates of hydrogen isotopes in the
multi-component system can be estimated by using the
permeabilities determined from the single-component per-
meation experiments, though measurement of the separa-
tion factors in advance is necessary if case Il is proper.
Accordingly, it is required to check which pattern of
solubility is applicable to a certain hydrogen permeable
metal.

2.3. Permeation of hydrogen isotopes through long tube

It is difficult to define the average driving force in the
multi-component hydrogen permeation when a long per-
meation tube is used because not only the difference of
partial pressure of hydrogen isotopes between inner and
outer channels, but aso the relative pressure of hydrogen
isotopes in the axial direction in each channel changes. It
is necessary to note that Eq. (2) is applied when the partial
pressures of hydrogen on both side of a permeation tube
are taken to be uniform. Then, the overall permeation rate,
the averaged value over a permeation tube, is to be esti-
mated applying the numerical calculation with the mass
balance eguations for each finite element as stated below.

The numerical calculation model of permeation in this
study is made on the following six assumptions. (1) The
composition of the process gas flowing down each channel
of the permeation test section varies with position but not
with time (steady-state permeation). (2) The plug flow type
mixing is applied to each channel. (3) The flow rate of the
process gas is constant and the pressure 10ss is negligible.
(4) The pressure change of the process gas due to perme-
ation is small and can be negligible. (5) The temperature is
constant in a finite element. (6) Linear concentration pro-
file across the metal thickness is developed for each
hydrogen isotope.

Fig. 1 shows a simple diagram of the numerical calcula-
tion model for permeation which corresponds to the per-

Outer channel Permeation membrane
(subscript 2)
hodoo [I 2 3 n-1/Tn [n+l [N-2[N-T [N han, dox
W i -
—_— | 1,
hio,dio 1 2 3 Jn-1 |n_ |n+1//N-2 IN-1 [N hin, diN
Wi Inner channel /

(subscript 1)

hape1s dop- |—>q”~“+‘4‘ >N 1 1,

A1, d e 1t I =11 1, d1

Fig. 1. Schematic diagram of permestion test section as viewed by
the numerical calculation model.

meation test section used in this experiment. The perme-
ation test section is divided into N finite elements and
each element has a permeation area of A A=A /N (m?).
The molar flow rates of hydrogen isotopes at the inlet of
each channel are h, (mol /s) for H, and d, (mol /s) for
D, and that at the exit of each channel are hy (mol /s) and
dy (mol /9). Then, the mass balance in the n-th element
are expressed as follows:

hy o1 =hyn+ 0y, (11)
dy 1 =0y +0p (12)
Non-1=han =0y n (13)
dyn1=0dz 0= 0p s (14)

where gy , (mol/s) is the molar flow rate of hydrogen
permeating through the wall of the nth element, and the
next equation is led from Eq. (2),

qx,n=‘]x,nA A/t- (15)

Jyx.n (mol m/m?s) must be replaced by Egs. (5)—(10)
according to the pattern in solubility of hydrogen isotopes
in the binary-component system. The overall permeation
rates of hydrogen isotopes, Jy, are expressed as follows:

N N
jH:(l/N) b Ju.n=(t/A) b O n
n=1 n=1

= (hl,o - hl,N)t/A: (hz,N - hz,o)t/A1 (16)
N N
b= (1/N) b Jo.n=(t/A) > 9o n
n=1 n=1

=(d1,o_d1,N)t/A=(dz,N_dz,o)t/A- (17)

By assuming the ideal gas condition, the molar flow rates
of hydrogen isotopes are expressed as follows:

h=P,W/RT, (18)
d=P,W/RT, (19)

where W (m3/9) is the flow rate of the process gas, R
(J/mol K) is the gas constant, and T (K) is the absolute
temperature.

From experiments of the single-component permeation,
we get the molar flow rate of a hydrogen isotope at the
exit of each channel of the permeation test section (hy or
dy) when we set the molar flow rate of a hydrogen isotope
to each channel (h, or dy), the flow rate of process gas to
each channel (W), the operating temperature (T), the
permeation tube area ( A), and the wall thickness (t). Then,
the permeability (K) for each experiment, that is the
unknown value, is decided by the fitting method using
Eqgs. (11)—(17) by computer calculation.

In H,—D, binary-component permeation experiments,
the observed overall permeation rates of hydrogen iso-
topes, Jy = Qyt/A, are compared with the calculated
values applying Egs. (5)—(17). Then, we discuss which
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Fig. 2. Schematic diagram of experimental apparatus.

pattern of solubility is applicable to the permeation behav-
ior of the binary-component hydrogen isotopes system.

3. Experimental

Fig. 2 shows a schematic diagram of the experimental
apparatus of this study. The experimental conditions are
shown in Table 1. A tube of nickel with a nominal purity
of 99% (230 mm long, 12.0 mm outer diameter, and 11.0
mm inner diameter, purchased from Nilaco) was concentri-
cally placed in a quartz tube (22.0 mm inner diameter) and
copper tubes and brass joints were used as the piping
materials of this experimental apparatus. Helium gas with
H, or/and D, was used as the process gas to the inner
and outer flow channels. The flow rate of the process gas
to each channel was changed from 0.1 to 0.6 | /min at the

standard condition. The process gas was initially passed
through the packed bed of Platinum-Molecular Sieves 5A
(Pt-MS5A) catalyst to change residual oxygen to water.
Then, the process gas was passed through the cold trap
packed with glass beads and immersed in liquid nitrogen
to exclude water before introduction to the permeation test
section. The total pressure of the process gas was kept at
the atmospheric pressure because pressure difference be-
tween inlet and exit end of the permeation test section was
measured to be negligible by a pressure gauge. Tempera-
ture of the permeation membrane was changed from 473 to
973 K using an electric furnace. The partial pressure of H,
or/and D, in the process gas at inlet was changed from
22.3 to 10° Pain this study.

The permeation rates were measured by the steady-state
method and the experiments were carried out as follows.
First, helium gas with about 20% H, was passed through
both channels of the permeation test section and the test
section was heated up stepwise to 973 K to activate the
permeation membrane. Second the temperature of the test
section was set to the experimental temperature and the
experimental feed gas was passed through the test section
until the permeation of hydrogen isotopes reached the
steady state. Then, the concentration of hydrogen isotopes
a inlet and outlet of both channels was measured by gas
chromatography.

4. Results and discussion

4.1. Permeation of single-component hydrogen isotope

The following equations are obtained for the permeabil-
ities of H, and D,, through nickel in the single-component

Table 1

Experimental conditions

Run number ~ Channel Inlet partial pressure of hydrogen isotope(s) Flow rate (at STP)  Temperature

Single component system

Run 1-1 inner H,: 32.3-56.4 Pa 0.1-0.61/min 473-973 K (200-700°C)
outer H,: 75.4-10° Pa 0.1-0.61/min

Run 1-2 inner D,: 25.7-41.3 Pa 0.1-0.61/min 623-973 K (350—700°C)
outer D,: 97.5-6170 Pa 0.1-0.6 I /min

Binary component system

Run 2-1 inner D,: 6340 Pa 0.21/min 623-973 K (350—700°C)
outer H,: 6280 Pa 0.21/min

Run 2-2 inner D,: 193 Pa 0.21/min 973 K (700°C)
outer H,: 25.8-19500 Pa 0.21/min

Run 2-3 inner H,: 190 Pa 0.21/min 973 K (700°C)
outer D,: 22.3-2068 Pa 0.21/min

Run 2-4 inner D,: 29.3-6460 Pa H,:D,=1:1  0.21/min 973 K (700°C)
outer H,: 28.7-6210 Pa 0.21/min

Run 2-5 inner H,: 197 Pa 0.21/min 973 K (700°C)
outer H,: 224-3990 Pg; D,: 232-3870Pa  H,:D,=11  0.21/min
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permeation experiments of this study,
Ky =4.44 X 10™ "exp( —5.48 X 10*/RT), (20)
Kp=3.81x 10" "exp( —5.62 x 10*/RT). (21)

These equations are shown in Figs. 3 and 4. Fig. 5 shows a
comparison of estimated permeation rates averaged over
the permeation tube with observed values estimated from
the partial pressure difference between inlet and outlet of
the permeation test section. Good agreement shown in this
figure indicates that the method of calculation described in
Section 2.3 is reasonable to estimate the amount of perme-
ation.

Permeabilities obtained in this study are compared in
Figs. 3 and 4 with reported values [1-8]. The apparent
activation energy of H, or D, permeation obtained in this
study, 54.8 kJ/mol for H, and 56.2 kJ/mol for D,, is
almost equal to the activation energies reported by various
authors as can be seen from these figures. The permeabil-
ity of H, obtained in this study is close to the values
reported by Ebisuzaki et al. [2], Eichenauer et a. [3], or
Robertson [6] and the permeability of D, in this study to
the values by Ebisuzaki et al. [2,8] or Eichenauer et a. [3].
Because Ebisuzaki et al. did not give the D, permeability
in their reports, the value shown in Fig. 4 is estimated
from their data on H, permesbility [2] and isotope effect
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z‘
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Fig. 3. Temperature dependence of the hydrogen permeability
through nickel.
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Fig. 4. Temperature dependence of the deuterium permeability
through nickel.

ratio [8]. Although some authors have reported [1,5] that
there was a discontinuous change in permeability in the
vicinity of the Curie point (623 + 10 K for nickel), how-
ever, such a change was not observed in this study.

The isotope effect ratio in permeation, Bp,,,p, IS 0b-
tained as follows, where the isotope effect ratio is defined

T T T T T T T T

L

5 Nickel tube

_ 10" i |Temperature : 473~973 K ® -
» E  |Flow rate : 0.1~0.6 //min E
] E to each channel b ]
e f . ]
_E L 4
S (= E
2 = 3
s £ ]
= £ ]
£ r ]
:2 - 4
R E
- E |
8 |- -
2 r ]
£ L 1

Z Single-component system
- 1010 a
E e H, o D, 3
Tl | Ll Ll ]

10" 107 10 107

Observed permeation rate Imol-m/mz-sl

Fig. 5. Comparison of estimated permeation rates with observed
values for single-component hydrogen isotope system.
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Fig. 6. Temperature dependence of the isotope effect ratio in
permeation through nickel.

as the ratio of properties of each isotope observed in the
single component experiment:
BPYH/D=KH/KD=1.16exp(1.4>< 10%/RT), (22)
and shown in Fig. 6 with the reported values [1,3,8]. The
isotope effect ratio in permeation of this study varies from
1.38 at 973 K to 1.52 at 623 K and is similar to the values
reported by Eichenauer et al. [3] and Ebisuzaki et al. [8].
The isotope effect ratio of /2, that is said to be the ideal
value of isotope effect ratio on permeation, is obtained at
850 K from Eq. (22).

We calculate the relevant solubility constants from the
permesbilities obtained in this study and a set of diffusivi-
ties reported by Volkl and Alefeld [16] as
S, = 0.643exp( —1.43 x 10*/RT), (23)
Sp = 0.906 exp( —1.76 X 10*/RT). (24)
Solubility constants represented by above equations are
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Fig. 8. Temperature dependence of the relevant deuterium solubil-
ity constant in nickel.

comparable with the reported values by various authors
[1-3,6-8,17,18] as shown in Figs. 7 and 8, and they are
amost equal to the values reported by Ebisuzaki et al.
[2,8].

When the temperature distribution is formed along the
axial direction of the permeation tube as shown in Fig. 9, it
is presumed from Eq. (20) that the local permeability of
H,, Ky(2), distributes in the manner as shown in the
same figure, where z (m) is the distance from entrance of
the permeation tube. The temperature distribution is mea-
sured by the thermocouples placed at intervals of 1.0 cm
aong the axia direction of the permeation tube. In this
example of the temperature distribution, the maximum
temperature, T, is observed to be 873 K at the center of
the permeation tube and the minimum temperature, T,

min’

681 K at the inlet of that. Longhurst et al. [19] have
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Fig. 7. Temperature dependence of the relevant hydrogen solubil-

ity constant in nickel.

—o— Temperature|
--@- Permeability

[ edes wywejow] (2)Hy ‘uadorpAy jo Ajiqeowiog
z z

50 | 10"
0.00 0.05 0.10 0.15 0.20

Distance from permeation tube entrance, z [m]

Fig. 9. Distributions of temperature and local permeability of
hydrogen as a function of distance from permeation tube entrance.
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Table 2

Comparison of observed value with estimated values under various temperature distributions

Experimental conditions

Membrane

Inlet partial pressure of H,

Flow rate

Temperature distribution

Observed permestion quantity, Qg

Nickel: length, 230 nm; outer diameter, 12.0 mm; inner diameter, 11.0 mm
54.4 Pa(inner channel); 2860 Pa (outer channel)

0.2 /min to each channel

T(2) showninFig. 9

1.14x 107" mol /s

Representative temperature for permeation

Estimated permeation quantity, Qe

Error = 100 X (Qey — Qup)/ Qop

No. 1 Trax = 873 K constant 1.65x 10~ " mol /s +44.7%
No. 2 Tin = 681 K constant 2.09 X 1078 mol /s —81.7%
No. 3 (Trax + Tin)/2 =777 K constant ~ 6.83 X 10~ mol /s —40.1%
No. 4 T, = 834 K constant 1.19x 10" " mol /s +4.3%
No. 5 T(2) shownin Fig. 9 1.17 X 10~ " mol /s +2.6%

proposed to use the average temperature, T, (K), as
follows:

exp(~E/RTy) = (1/1) [ exp{ ~E/RT(2)}dz, (25)

where E (J/mol) is the activation energy of H, perme-
ation, and T, is calculated to be 834 K for the temperature
distribution shown in Fig. 9. In Table 2, we compare the
permeation quantity observed when the temperature distri-
bution as shown in Fig. 9 was made with the estimated
values using five different ways as follows. (1) Use of
Tmax @S the representative temperature in numerical calcu-
lation method explained in Section 2.3. (2) Use of T,;,, as
the representative temperature in numerical calculation. (3)
Use of (T + Tmax)/2 as the representative temperature
in numerical calculation. (4) Use of T,, as the representa-
tive temperature in numerical calculation. (5) Use of local
temperature to each finite section of permeation tube in
numerical calculation.

Agreement between the observed value and the calcu-
lated value using the way of No. 4 or 5 is quite good in
comparison with the calculated value using the way of No.
1, 2, or 3. From this comparison it is concluded that the
average temperature of permeation tube is well represented
by Eq. (25). However, it may not be necessary to use the
average temperature intentionally to each finite section in
numerical calculation. In the case where the concentration
difference between inlet and outlet is larger than the case
compared above, use of T, gives more error. Accordingly,
we recommend to use the way of No. 5. Comparison in
Table 2 implies that improper selection of the representa-
tive temperature for permeation is one of the main reasons
for scattering of reported permesbilities shown in Figs. 3
and 4, since there must exist the temperature distribution in
a permeation membrane.

4.2. Permeation of multi-component hydrogen isotopes

The experimenta overall permeation rates of hydrogen
isotopes observed when both H, and D, are introduced to

the permeation test section are shown in Figs. 10-12 with
estimated values, where estimation is performed assuming
applicability of case | or Il for the solubility of hydrogen
isotopes in nickel at the binary-component hydrogen iso-
topes system.

Fig. 10 shows the dependence of the overall permeation
rates of H, and D, on the inlet partial pressure of H,
introduced to the outer channel while the inlet partial
pressure of D, to the inner channel was kept constant at
193 Pa. Fig. 10 shows that the overall permeation rate of
D, to the outer channel increases with addition of hydro-
gen to the outer channel by about 15% at the maximum,
athough it becomes smaller than the permestion rate
observed at the single-component D, permeation when the
partial pressure of H, in the process gas to the outer
channel exceeds several thousands pascals. Permeation of
D, shows maximum when the partial pressure of H, in the
process gas introduced to the outer channel is 350 Pa. As
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P
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to each channel
Observed value
e H, o D,

W & w0 amo
T

ate [mul-m/m2~s]

]

Estimated value

case I (same as single-conponent)

wecase I (0g = 0.6f) ---- case II (0 = 0.8B)
s case I (0t = 1.2Pg) = case 11 (org = 1.40)
— case [l (ag = Bg)

3

A il Ll Ll ]

10' 107 10° 10*

Inlet partial pressure of H,, Py [Pa]

Fig. 10. The dependence of the permeation rates of H, and D, on
the inlet partial pressure of H, introduced to the outer channel.
The inlet partial pressure of D, to the inner channel was kept
constant at 193 Pa.
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can be seen from this figure the overall permeation rate of
H, through the nickel wall becomes also larger than the
permeation rate observed at the single component H,
permeation by about 30% in this experimental range. The
estimated values assuming applicability of case Il are aso
compared with the observed values in Fig. 10 where the
separation factor in solubility is taken as the parameter. It
is seen from Fig. 10 that application of case Il to the
solubility of hydrogen isotopes in nickel is proper because
the estimated permeation rates using case |1l agree well
with the observed overall permeation rates.

Fig. 11 shows the partial pressure dependence of the
permestion rates observed when helium with H, was
introduced to the outer channel and helium with D, of the
same partial pressure as H, to the inner channel. It is seen
from this figure that the overall permeation rate of H, or
D, becomes larger than the value observed at the single-
component system when the other hydrogen isotope is
introduced to the other channel. It can be also seen from
this figure that the observed overall permeation rate agree
with the estimated values assuming the applicability of
case |11 to the solubility at the binary-component hydrogen
isotopes system.

Fig. 12 shows the overall permeation rates observed
under the conditions where the inlet partial pressure of D,
to the inner channel was kept at 197 Pa and the inlet
partial pressure of the mixture of H, and D, in the process
gas to the outer channel were changed keeping the relative
pressure as unity. No permeation is expected when the
inlet partial pressure of D, in the process gas to the outer
channel is egual to the inlet partial pressure of D, to the
inner channel, that is, 197 Pa as shown by dashed lines in
Fig. 12 if application of case | is proper. However, no
permeation is expected when the inlet partial pressure of
D, to the outer channel is 332 Pa as shown by dotted lines
if application of case Il is proper. The observed values

s [Nickel tube
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Flow rate : 0.2 //min

3 to each channel
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2 | e H, oD,
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Fig. 11. The partial pressure dependence of the permeation rates
of H, and D, observed under the conditions where helium with
H, was introduced to the outer channel and helium with D, of the
same partial pressure as hydrogen to inner channel.
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Fig. 12. The dependence of the permeation rates of H, and D, on
the inlet partial pressure of the mixture of H, and D, introduced
to the outer channel keeping the relative pressure as unity. The
inlet partial pressure of D, to the inner channel was kept constant
at 197 Pa

shown in this figure are represented well by the dotted
lines.

Accordingly, it can be said that the permeation behav-
ior of binary-component hydrogen isotopes through nickel
is expressed assuming that the separation factor in solubil-
ity is the same as the isotope effect ratio and that diffusivi-
ties obtained at the single-component diffusion measure-
ment is applicable to the binary-component diffusion. The
reason for these is that the interaction between hydrogen
and deuterium is small because of the small solubility of
hydrogen isotopes in nickel. (H/Ni is 29 x 10™* at 773
K and 1.0 X 10° Pa of H,.) On the other hand, we have
reported that the separation factor is different from the
isotope effect ratio in such material as palladium which
has large solubility of hydrogen isotopes [12]. (H/Pd is
6.8 1072 at 773 K and 1.0 X 10° Paof H,.) The authors
consider that further discussions with more data on the
solubility of multi-component hydrogen isotopes system
are necessary. It can be aso said that the numerical
calculation model described in Section 2.3 of this study is
proper to estimate the permeation behaviors of hydrogen
isotopes in the piping system under various conditions.

Profiles of the partial pressure of hydrogen isotopes in
the axial direction of a nickel permeation tube are numeri-
caly estimated and shown in Figs. 13-15 as a function of
distance from the inlet of the permeation tube. In these
calculations use of the same permeation tube as that used
in this experiment is assumed.

In Fig. 13 the inlet partial pressure of D, to the inner
channel is assumed to be 1.0 Pa and that of H, to the outer
channdl is changed from 0 to 100 Pa, and the flow rate of
the process gas to each channel is 0.05 | /min.

On permeation of the binary-component hydrogen iso-
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1.0

= Pipo=0Pa
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Fig. 13. The model calculations of H, and D, partia pressure
profiles in the inner channel as a function of distance from the
permeation tube entrance. The inlet partial pressure of D, to the
inner channel is kept constant at 1.0 Pa and that of H., to the outer
channel is changed from O to 100 Pa.

topes system, the driving force for permeation of D,
APL/2 (Pa/?), is shown as follows from Eg. (10):

APY?=Pg /[Py, +Pp —Pp /Py +Pp . (26)

Accordingly, D, permeates from inner to outer channel
even when Pp,_ is larger than Py, if the total pressure of
hydrogen isotopes in the outer channel is larger than that
in the inner channel. For example, permeation of D, from
inner to outer channel occurs when Pp =1 Pa, Py =3
Pa, and Pp, =10 Paif Py islarger than 390 Pa

It is shown in Fig. 13 that more than haf of D,
introduced to the inner channel is transferred to the outer
channel when the partial pressure of H, to the outer
channel is larger than 10 Pa. This effect is ascribed to the
effect of H, permeated from the outer channel. The more
is H, to the outer channel, the less is the driving force for
permeation of D, to the outer channel, although addition
of asmall amount of H, to the outer channel promotes the
permeation of D, from the inner channel because assump-
tion of case Ill is applied to solubilities of hydrogen
isotopes in nickel.

The estimations shown in Fig. 13 do not affirm the idea
to introduce hydrogen to the outer channel of a double
tube for prevention of tritium leakage from the inner
channel. If the permeation tube is long enough, the partial
pressures of H, and D, in the inner channel reach equilib-
rium with the partial pressures in the outer channel.

Fig. 14 shows the changes of the profiles of D, partial
pressure in the inner channel with the flow rates of the
outer channel in the case where the inlet partial pressure of
D, to the inner channel is assumed to be 1.0 Pa and that of
H, to the outer channel is 100 Pa. As the flow rate of the
outer channel becomes larger, the equilibrium partial pres-
sure of D, becomes lower. The partial pressures of H, and
D, in the inner channel are equal to that in the outer

1.0 \ ‘ x Hy (Przo = 100 Pa)
Flow rate (outer) Py = 0.80 Pa .62 'j D
0.0125 //min e e /
0.8 P\----mmmgp e oo zanan D2 (Ppig = 1.0 Pa)
= Y~ 0.025 /min 067 Fa
S T\ S LA
& 06 / . -
g 0.05 /min 0:50Fa
CR S N\ o . A
3 I
= 04 0.1 /min 033Pa |
£ e N K
7020 Pa
I !
0.15 0.20 025

Distance from permeation tube entrance, z [m]

Fig. 14. The model calculations of D, partial pressure profiles in
the inner channel as a function of distance from the permeation
tube entrance. The flow rate of the inner channel is kept constant
at 0.05 | /min and that of outer channel is changed from 0.0125 to
0.2 1/min.

channel at the equilibrium condition. The equilibrium par-
tial pressure of hydrogen X,, Py, (Pa), is shown as
follows using Egs. (11)—(14), (18) and (19):

Px eq ( PX1,0W1 + PXZ,OWZ)/(Wl +W,), (27)

where Py , (Pa) istheinlet partial pressure of X ,. Py o, is
expressed by the inner and outer flow rates of the process
gas and the inlet partial pressure of hydrogen X ,.

Profiles of the partial pressure of hydrogen isotopes in
the axia direction of a nickel permeation tube are calcu-
lated for the three-component hydrogen isotopes system
with H,, D,, and T, where observations obtained at the

T T T
H»> (Pm2.0= 100 Pa)

T,: Pry, Pryo=10Pa ] 2
)z L
D, : Py, Py g=1.0Pa D2 (Ppro=1.0 Pa)

’ +T2(Pr10=1.0 Pa)

Partial pressure, Pyy\/Pypy o Ppy/Ppy oo Pri/Pryo I]

0.5 —
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0.0 L~ \ ! I I
0.00 0.05 0.10 0.15 0.20 0.25
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Fig. 15. The model caculations of H,, D,, and T, partia
pressure profiles in the inner channel as a function of distance
from the permeation tube entrance. The inlet partial pressure of
D, and T, to the inner channel are 1.0 Pa and that of H, to the
outer channel is 100 Pa.
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binary-component system are assumed to be applicable to
the three-component system. In this calculation permeabil-
ity of T,, K, is assumed to be /2/3. When H, of 100
Pa is added to the process gas to the outer channel while
the mixture of D, of 1.0 Paand T, of 1.0 Pa goes into the
inner channel, tritium permeates through the nickel wall
following deuterium as can be seen from Fig. 15. More
than half of tritium and deuterium temporarily leave the
inner channel when a large amount of hydrogen is added
to the outer channel.

5. Conclusions

The permeabilities of H, and D, through nickel are
quantified and they agree well with previously reported
values. The solubilities of H, and D, for nickel calculated
from the permeabilities of this study and the diffusivities
of the literature data also agree well with previously
reported values.

The permeation behavior of hydrogen isotopes through
nickel in the binary-component hydrogen isotopes system
are observed and compared with the values from the model
calculation. It is concluded in this study that the numerical
calculation is to be applied to predict the permestion
behavior of hydrogen isotopes through the wall of a long
tube especially when the mixtures of hydrogen isotopes are
treated. It is also observed in this study that the separation
factor in permeation through nickel obtained from the
binary-component hydrogen isotopes system coincides with
the isotope effect ratio obtained from the single-component
hydrogen isotope system.
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