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STELLINGEN

Het is noodzakelijk de dichtheid van vloeibare 3He-1He mengsels te
meten in verband met de verklaring van verschillende eigenschappen van
deze mengsels.

Hoofdstuk I'V van dit proefschrift.

J. de Boer and R J. Lunbeck, Physica 14 (1948) 510
I. Prigogine, R. Bingen et A Bellemans, Physica 20
(1954) 633

I1

Uit het verloop van de dampspanning van 3He-‘He mengsels als functie
van de temperatuur volet, dat deze mengsels bij het absolute nulpunt
ontmengd zijn.

B. Weinstock, D. W. Osborne and B. M Abraham,
Phys. Rev. 77 (1950) 400

H. S. Sommers, Phys. Rev. 88 (1952) 113

B. N. Esel’son and N. G. Berezniak, J. exp. theor
Phys. 30 (1956) 628: Soviet Phys [.ET.P. 3 (1956) 568

[11

De resultaten van Esel’son en Berezniak inzake de dampdruk van
3He-*He mengsels in het gebied van de laagste concentraties zijn onjuist,

B. N. Esel'son and N, G. Berezniak, J. exp. theor.
Phys. 30 (1956) 628; Soviet Phys J.ET.P. 3 (1956) 568

[V

De werking van vloeibare 3He-4He mengsels als warmtegelijkrichtend
medium voor adiabatische demagnetisatie berust slechts gedeeltelijk op de
warmteweerstand van deze mengsels in de He I1-fase.

C. P. Hwang, C. D. Fulton and W. M Fairbank,
Bull. Am. phys. Soc. 1 (1956) 217,

J. J. M. Beenakker, K. W, Taconis, E. A. Lvnton,
Z. Dokoupil and G. van Soest, Commun Kamerlingh
Onnes Lab., Leiden No. 289a; Physica 18 (1952) 433.

K. G. Walters and W. M. Fairbank, Phys. Rev. 103
(1956) 262.




Uit het diagram van het evenwicht damp-vaste stof van het ternaire
systeem Ho-N»-CO volgt een bevestiging van het feit, dat de vaste fase
uit mengkristallen bestaat.

Z. Dokoupil, G. van Soest and M. D. P. Swenker,
Commun. No. 297; Appl. sci. Res. A 5 (1955) 182,

VI

Het is twijfelachtig of bij het beschrijven van de experimentele resultaten
van de toestandsvergelijking van een gas het invoeren van de derde en

hogere viriaalcoefficienten meer dan een descriptief nut heeft.

VII

Het verdient aanbeveling na te gaan of de temperatuurafhankeljkheid
van de viscositeit van vloeibaar argon en neon bij constante dichtheid in
sterke mate van de dichtheid afhangt.

N. S. Rudenko und L. W. Schubnikow, Phys. Z
Sowjetunion 6 (1934) 470

H. H. Tjerkstra, Commun. No.290a; Physica 18
(1952) 853

N. F. Zhdanova, ]. exp. theor. Phys. 31 (1956) 14;
Soviet Phys. J.E.T.P. 4 (1957) 19.

VIII

Gezien de grootte van de warmtelekken, optredende bij de Leidse
demagnetisatie-experimenten, verdient het aanbeveling een systematisch

onderzoek naar de oorzaken hiervan in te stellen.

IX

Het is onwaarschijnlijk, dat het door Shimomura, Kojima en Saito
beschreven nikkeloxyde de samenstelling Nii5 O heeft.

Y. Shimomura, M. Kojima and S. Saito, J. phys.
Soc. Japan 11 (1956) 1136.




X

De veronderstelling, dat met de | single scale”’-methode volgens Wood

absolute waarden van de zuurstofverzadiging van het bloed bepaald worden,
1s onjuist.
E. H. Wood and |J. E. Geraci, J. lab. chin. Med. 34

1949) 387
Waters Corp., Oximeter operating mstructions,

X1

Bij een beschrijving van de Nederlandse tabel van de inkomstenbelasting
verdient een uitdrukking in /7y, waarbij / het inkomen en [ het belasting-
vrije minimum voorstelt, de voorkeur boven een beschrijving in termen
van (I-Ig).

J. €. H. Lisman, Weekbl. der Belastingen 4013.

XI1

Het is onjuist de vorming van alpinisten te doen aanvangen in oefen

gebieden als de z.g. Maasrotsen b1 Dinant.







Teneinde te voldoen aan het verzoek van de Faculteit der Wis- en
Natuurkunde volgt hier een beknopt overzicht van mijn universitaire studie.

Nadat ik in 1947 na mijn eindexamen gymnasium § mijn studie in de
wis- en natuurkunde te Leiden was begonnen, legde ik in 1951 het can-
didaatsexamen A af. Vervolgens behaalde ik in mei 1955 het doctoraal
examen experimentele natuurkunde, na hiertoe tentamina te hebben
afgelegd bij Dr. J. Korringa *), Dr. N. G. van Kampen **) en Dr. P.
Mazur.

Inmiddels was ik sedert september 1951 werkzaam op het Kamerlingh
Onnes Laboratorium, waar ik eerst H. C. van Elst assisteerde bij metingen
van de electrische weerstand van metaallegeringen in magnetische velden.
Omstreeks Pasen 1952 kwam ik als jongste medewerker bij de 3He-werk-
groep onder leiding van Prof. Dr. K. W. Taconis, waar ik het werken in
teamverband heb leren kennen en waarderen. Aanvankelijk assisteerde ik
Dr. E. A. Lynton §) en Dr. J. J. M. Beenakker §§), o.a. bij het onderzoek
naar de warmtegeleiding van 3He —4He mengsels. Vervolgens heb ik mede-
gewerkt met C. J. N. van den Meijdenberg en Dr. J. J. M. Beenakker
aan metingen over het fonteineffect van 4He, terwijl ik verder met Dr. Z.
Dokoupil en G. van Soest t) en later ook Dr. D. G. Kapadnis 1)
betrokken was bij metingen van de soortelijke warmte van 3He—4He
mengsels. Vanaf eind 1953 hield ik mij inmiddels ook bezig met een aantal
onderzoekingen, welke afgezien van een enkel intermezzo de onderwerpen
van dit proefschrift betroffen. Bij deze experimenten, welke in het begin
van 1956 werden afgesloten, werd ik eerst terzijde gestaan door Dr. J. J. M.
Beenakker en C. J. N. van den Meijdenberg, terwijl ik verder ge-
assisteerd werd door o.a. de volgende personen: F. A. Staas (1953-1956),
Th. L. Hankins }) (1953-1954), J. Reuss (1954-1955), L. ]. Bongers
(1955-1956) en R. de Bruyn Ouboter (1955-1956). Onontbeerlijke
assistentie werd voorts verleend door de leraren-hoofdtechnici H. Kuipers
en A. Ouwerkerk en de constructeur L. Neuteboom. De Engelse tekst
werd voor mij gecorrigeerd door Dr. W. E. Thom pson.

*) thans te Columbus, Ohio, U.S.A.
**) thans te Utrecht.
§) thans te New Brunswick, N.J., U.S.A,

§8) thans werkzaam bij de werkgroep Molecuulphysica van de Stichting voor Fundamenteel

Onderzoek der Materie, Kam. Onnes 1 ab., Leiden.
1) thans te Rotterdam.
1) thans te Dhulia, India.
ij thans te New Haven, Conn., U.S.A.
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INTRODUCTION

Kamerlingh Onnes, who in 1908 succeeded in liquefying helium 1),
made the startling observation in 1911 that the density of liquid helium
shows a maximum at 2.2°K 2). Although it was found later that liquid
helium at this temperature shows more peculiar characteristics 3), it was
only in 1928 that Keesom and Wolfke 4) supposed a kind of phase
transition to take place at this temperature: they introduced the now well-
known names “helium 1" and “helium II" for the phases above and below
the transition temperature. In 1932 K eesom and Miss K eesom 5), following
a suggestion by Ehrenfest, named this temperature the lambda-point
because of the high, lambda-shaped peak in the specific heat 6) at this temper-
ature. Then progress in the field was rapid. In the years between 1936 and
1938 it became clear from four successive discoveries that the equations of
motion which describe the dynamical properties of customary liquids and
also of helium I, do not apply at all to helium II. These four discoveries
were: the large, anomalous heat conductivity 7); the phenomenon of super-
fluidity, 7.e. the unusually large mobility of helium IT in narrow slits and
capillaries, pointing to an immeasurably small viscosity 8); the fountain
effect 9) which is a flow of He II through a tube as a result of a temperature
gradient applied; and finally the liquid He II-film 19) which covers all
surfaces in contact with He IT and which shows superfluidity also.

This striking behaviour urged F. London 11) in 1938 to compare He II
with a Bose-Einstein gas. Below the degeneracy temperature the bosons
start to “condense” in the momentum space into the ground state, the
number of condensed particles increasing with decreasing temperature.
In this state they are, perforce, unable to exchange momentum or energy:
hence the condensed particles have a viscosity zero, accounting in this way
for the superfluidity.

From this idea Tisza 12) derived his two-fluid model which describes
most experiments fairly well. He II is supposed to consist of two inter-
penetrating fluids: one, the superfluid, lacks both entropy and viscosity and
is the equivalent of the condensed Bose-Einstein atoms, the other, the normal
fluid, shows all properties of a customary liquid. At the absolute zero-point
of temperature only superfluid is postulated to exist, but with increasing




temperature some normal fluid is excited until at reaching the lambda-
point all superfluid has been transformed into normal fluid and the He
I1 has become He 1.

Actually, natural helium as obtained from wells or from the air consists
almost exclusively of the isotope 4He (to which the above-mentioned par-
ticulars apply) but it contains also a very slight amount of 3He 13), viz. in
concentrations of the order of 10-6 10-7 14), In contrast to *He, the 3He-
atom contains an odd number of elementary particles and therefore it obeys
Fermi-Dirac statistics instead of Bose-Einstein statistics as 4He does
because of its even particle-number. Hence 3He should not show any super-
fluidity provided that London’s interpretation is right. The study of 3He
or of 3He— 4He mixtures should therefore yield valuable information on the
nature of superfluidity.

The first experiments 15) in this direction had to be carried out with
mixtures of 3He-concentrations of the order of 1074, obtained from natural
helium by means of the “heat flush method” 16). Only when artificially
produced 3He became available could experiments with mixtures of higher
concentration and with pure 3He be carried out.

This thesis deals with some properties of 3He—4He mixtures at concen-
trations up to about 8%, and at temperatures generally below the lambda-
point of the mixture. All experiments were performed with very similar
apparatus: they all had a very narrow slit as essential part in common.

The thesis can be divided into two main parts: the first half, consisting
of three chapters, deals with thermodynamic quantities, the second half,
being the fourth chapter, is devoted to dynamical properties of the mixture.

In the first chapter the determination of the vapour-liquid phase equili-
brium of mixtures of about 103 concentration is given. The experiment
has been performed in order to extend Sommers phase equilibrium
measurements 17) to the lower concentration region. A good fit to his data
is obtained.

Chapter II gives the measurement of the osmotic pressure of *He—4He
mixtures of concentrations up to about 4%. A liquid 3He—4%He mixture,
when separated from pure *He by means of a fine capillary, appears to
exert an osmotic pressure, quite similar to that of an ordinary solution
behind a semi-permeable wall: Van 't Hoff's law applies even in this case.
The concentrations are determined from the vapour pressure, known from
Sommers’ and our experiments.

In chapter 111 we calculated the chemical potential of mixing of different
3He— 4He mixtures from the vapour pressure data. From them quantities
such as the specific heat are derived and compared with the experimentally

determined values. In general good agreement is found.
The last chapter deals with the flow of pure 4He and of mixtures of con-
centrations up to 8%, through a slit with a width of about 0.3 micron. At first




sight the mixture flows as pure 4He, showing the same peculiar dependence
on the driving force. Closer examination, however, reveals that its velocity
is somewhat smaller and that the 3He itself most probably shows no super-
fluidity. Interpretation of the results in terms of a somewhat adapted two-
fluid model yields the viscosity and the density of the normal fluid of the
mixture. Furthermore, the lowering of the lambda-point with the addition
of 3He is observed. Its value is in good agreement with the now generally
accepted value of —0.015 deg per %, 3He added 18y,
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CHAPTER |

THE VAPOUR-LIOQUID EQUILIBRIUM
OF 3He—4He MIXTURES

Summary

Measurements have been made of the ratio of the vapour and the liquid concentra-
tion, Cy Ci, of 3He —4He mixtures of very low concentrations at temperatures between
1.2 and 2°K, forming an addition to the experiments ol Sommers. The results are

in good agreement with those of Sommers

\. Imtroduction. Many experiments have been performed on the ratio of
the vapour and the liquid concentration, Cy/Cy.*), of *He-*He mixtures. In
1949 Taconis, Beenakker, Nier and Aldrich?) published
measurements concerning mixtures of about 0.1% concentration at temper-
atures below the lambda-point down to 1.75 K, from which they concluded
that the 3He is dissolved in the normal fluid fraction of the He II only. Hence
the classical formula

Cv/C1 = P3/P4 (1)
with P3 and P§ denoting the vapour pressures of pure *He and *He resp.,
becomes

Cy/C1 = (0} P3)/(en Py (2)

i
fraction resp. However, since gn decreases rapidly with decreasing temper-

where 0! and gy are the molar densities of pure *He and its normal fluid
ature, eq. (2) yields very large values of Cy/Cy, at low temperatures, e.g.
about 1600 at 1.2°K.

Sommers? in1952at Los Alamos performed experiments on
the distribution coefficient with mixtures of concentrations between 0.589%,
and 13.00%. Extrapolation of his results to low concentrations indicated
much lower values of Cy/Cy, than those found by Taconis, Beena k-
ker, Nier and Aldrich. Butas Sommers points obtained with
the 0.589,, mixture lie systematically below the smooth curve that can be
drawn through his other points (see fig. 1), this extrapolation is rather

*) In this thesis, C denotes the molar ratio N®/N4, whereas X denotes the molar fraction
N3(N? NY).




arbitrary. Thus it is impossible to decide from the two different measure-
ments, mentioned above, how large Cy/Cy,isin the limit of zero concentration,
especially at lower temperatures where the discrepancy between the two
investigators becomes very large. Therefore it seemed useful to take up once
more the determination of the distribution ratio in the low concentration

region,
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IFig. 1, The distribution coefficient ( v ("L as a function of the hiquid concentration
.\‘]‘ at different temperatures

Temperature 1.3°K 1.4°K 1.75°K 1.9°K 2.0°K
Sommers
Taconis et al. [ | A LY

By choosing a different way of determining Cy/Cyp we tried to avoid a
disturbance which can easily arise in experiments with *He-*He mixtures
at temperatures below the lambda-point. In this case one has to reckon with
the existence of heat currents in the mixture, because of heat leaks by film
creep or heat conduction along the tubes which connect the apparatus with
the outside of the cryostat. These heat currents give rise to a flow of normal
fluid in the direction of the heat current, while the superfluid flows in the
opposite direction. As the *He experiences frictional forces from the normal
fluid only, it will move in the same direction as the heat current, yielding in
most cases a decrease of the liquid concentration at the surface of the liquid.
Calculating Cy/Cy, for example, in such cases from the measured vapour
pressure and the known liquid concentration, too low values are obtained, as
the vapour is in equilibrium with liquid of lower concentration than is
supposed.

As has been shown by Beenakker, Taconis, Lynton, Do-
koupil and Van Soest? in their experiments on the heat conducti-
vity of *He-*He mixtures, the concentration gradient is proportional to the
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heat current density. Therefore one has to reduce the heat leaks as far as
possible: the precautions we have taken to ensure this are mentioned in
section 2. describing the apparatus. In order to minimize the influence of
the heat leaks yet remaining in spite of these precautions, a very thin layer
of liquid with a large surface was used in our apparatus, decreasing in this
way the difference in concentration between surface and interior of the
liquid once more. Hence only about 15 mm? of liquid were condensed in a
copper container with a bottom surface of 50 mm?, yielding a layer thickness
of only 0.3 mm. Comparing this with the 3mm Sommers used in his
apparatus or with the 1 cm liquid height in the earlier Leiden experi-
ment (where, however, stirring was applied), it is seen that we worked under
much more favourable conditions concerning the influence of heat leaks.

Fig, 2. The apparatus

2. Apparatus. The apparatus is shown in fig. 2. Enclosed in a vacuum
space is a glass vessel B, connected on one side with a glass capillary C, with
a cross-section of 0.46 mm? and on the other end with a narrow slit S,
called the “superleak’’. Around B a heating coil has been wound. The
superleak consists of two oold wires of 3 cm length and 0.1 mm diameter,
fused into a piece of soft glass. Because of the difference between the
expansion coefficients of gold and glass an annular slit between the wires
and the glass is formed when the apparatus is cooled down. In this way a slit
width of about 0.2 micron is obtained at liquid helium temperatures.

The lower end of the superleak is connected with a copper vessel 4 (volume
454 mm?) by sealing a platinum ring Pt into the soft glass and soldering it to

6




this container. The vessel 4, in which the mixture under investigation is
condensed, has been connected furthermore with a thin walled stainless steel
capillary C, by means of a narrow copper tubing. C, leads to an oil mano-
meter filled with Octoil-S, on which the vapour pressure difference between
the liquid helium in 4 and the surrounding helium bath can be measured with
a cathetometer. In the same way as 4, C, has been connected with an oil
manometer by means of a stainless steel capillary in order to measure the
vapour pressure difference between the bath and the helium, condensed in
B and C.,.

Both stainless steel capillaries have been connected also with a Toepler
pump system by which known amounts of gas can be condensed in the
apparatus.

As long as the apparatus is immersed in the bath completely, the heat
leaks are small, the stainless steel capillaries being thin walled and of small
diameter. When the surface of the surrounding helium bath falls below the
top of the apparatus during the experiment, radiation would increase to a
disturbing amount, if no further precautions were taken. To prevent this the
copper capillary between A and €, and the top of the vacuum space have
been surrounded by some cotton cords K. The liquid helium film creeping
along these cords will keep the whole apparatus at the desired temperature
by evaporating at the top of the cotton. To ensure the latter the cotton has
been covered nearly completely with a piece of oiled cloth, only the top
being free.

3. Method. The ratio Cy/Cy, of the mixture in A can be calculated if one
knows the partial vapour pressures (which vield Cy) and the number of
moles of 3He in the known amount of liquid (which vield Cy). The partial
vapour pressure and the liquid volume can be measured easily, whereas the
number of moles of #He in the liquid is derived by means of a mass-balance
calculation.

According to Som mers'2) dew-point measurements the following relation
between the vapour concentration X'y and the vapour pressure holds:

Xy = (4AP/P) (1 + E(P, T)) (3)
where AP is the difference between the vapour pressure of the sample, P,
and the vapour pressure of pure *He, P} (which is identical with the bath
pressure). If the liquid concentration is less than 0.5%;, this relation becomes

Xy = AP|P (4)
with an error less than 0.59%,. Hence the molar ratio becomes
Cy = AP|Pj}. (5)

By measuring the bath pressure and the pressure difference 4P on the mano-
meter connected with the vessel 4 and the bath, Cy is known immediately.




A prime requisite for the calculation of Cy, with the aid of the mass-
balance is the determination of the total number of moles of *He in the vessel
A. After condensing a small amount of mixture in 4 and pure *He in B and
C, until the liquid level becomes visible in the glass capillary, B is heated by
means of the heating coil. The resulting fountain pressure draws liquid He 11
through the superleak S out of the vessel A, at least if the applied fountain
pressure is larger than the osmotic pressure exerted by the mixture. Hence
the concentration will increase and therefore 4P also. If the applied fountain
pressure is large enough one can draw away all liquid *He from A into B,
with the exception of the helium film layer staying behind in 4. Then all *He
will be in the vapour phase and neglecting for the time being the influence
of second virial coefficients, the total number of moles N7 of it is given by

N; 1 Prax Vi/RT (6)

where AP pax is the pressure difference observed on the oil manometer when
A has been emptied, and 1’y the total volume of the vessel A4 (454 mm?).
Perhaps some ®He has been dissolved in the He II film, but as this amount
is negligible compared with the total quantity of *He it can be omitted.

By measuring the rise of the liquid level in the capillary C, continuously
during the emptying process of 4, one can calculate the amount of liquid in
A, V1, at any instant as this amount follows immediately from the difference
in height of the liquid level at the chosen moment and its final position when
A has been emptied completely. This way of determining V1, makes it neces-
sary to keep the temperature of B constant as otherwise evaporation or
condensation will take place in C,, thereby affecting the height of the liquid
level. This is achieved by observing the oil manometer connected with C,
with a telescope and by regulating the heating current appropriately.

Now the vapour volume Vy in the vessel A is known too, it being the
difference between the total and the liquid volume. Combining Vy with the
vapour pressure AP which is also measured continuously during the emptying
process of A, the number of moles of *He in the vapour yields

N3 AP Vv/|RT. (7)
As the total number of moles of 3He is known too, the mass balance gives
T3 13 3 1O\
A\I‘ _\y —- .\\. (8)
and from this we obtain
Cy, .\’::‘ \,' (APmaxV ¢ IP- Vv)[R T o} Vi (9)
;\",“ is calculated from
\: V' I_II; (10)

where gy, the partial molar density of the *He in the liquid, has been put
equal to the density of pure *He, neglecting the change in density due to the
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3He. As Cvy has been determined from AP directly (eq. (5)) we have finally
Cy[C1y, = AP R T oyV1/P{ (APnaxVs — AP(Vi — V1)). (11)

Calculating the correction term for Cy/Cy, which is due to the influence
of second virial coefficients (these have been neglected so far), we obtain the
correction factor

Bm P >
= = 12
( RT ()
with By = XvB, + (1 — Xv) By, B,; and By, being the second virial

coefficients of pure *He and *He. The cross-term By, has been put equal
to 4(B, + B,,), as has been justified by experiment 4) and theory 9).
Hence we find as final relations:

- 4”)nmx [.I i ”‘ l'\' 1 -
Cr — - , — (13)
RT oV, 1 + BunP/RT
and
( L 1": (-”)ln:n;] = AP} v) R1

In our calculations we used the experimental values of Kistemaker
and Keesom?® and of Keller?#®). The correction term BnP/RT
varies between 0.39%, at 1.2°K and 3.5Y%, at 2°K.

4. The measurements and the vesults. After switching on the heating
current the position of the liquid level in C, is measured every half a minute,
whereas the vapour pressure 4P is measured every minute. The results are
plotted versus time and typical curves are given in fig. 3. From these curves
a modified graph is made, containing liquid volume V', vapour pressure 4
and the bath pressure as a function of time from which Cvy/Cy, and Cy, are
derived by means of eq. (13) and (14). Usually four points at regular time
intervals are chosen for the calculations.

Two different difficulties can arise in this determination of Cy/Cy. In the
first place the instants at which 4P and the liquid level height reach their
maximum value do not always coincide exactly, the liquid level reaching its
final position a little bit later. This can be caused by the following fact: when
the superleak is made by fusing the glass around the gold wires little holes
between the glass and the wires remain at some places, as can be seen easily
with the naked eye. As it has been shown in flow experiments with the same
apparatus ) that the superleak is filled completely with liquid He II by
capillary condensation 1) and not only with a film layer, one has to assume
that it is possible to draw liquid out of the holes in the superleak after 4
has been emptied, this causing the liquid level to reach its equilibrium posi-
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tion a little bit later than AP. Therefore in the case of no coincidence of the
two maxima we corrected the liquid volume versus time-curve by subtracting

a constant volume in such a way as to get zero volume at the time AP reaches
its maximum. When this was done the results calculated at the different
instants agreed usually rather well with each other, taking into account the
changes in bath temperature and concentration.

‘The other difficulty arose when only a very small quantity of liquid was
condensed and the applied heating current was rather large. In this case the
emptying process took place in too short a time, making the inaccuracy in
the time determination too large. We had to discard these measurements
as well as those obtained when the bath pressure had changed too rapidly.

4

30

12 min 18

Fig. 3. The height & of the liquid level in the glass capillary C, aud the vapour pressure

difference AP as a function of time

The measured quantities and the values of Cy, Cy Cy, and AP/ X7, derived
from them are given in table I. The function AP/X}y, has been calculated
because it is the best one to use when calculating liquid concentrations from
vapour pressure measurements. The temperatures are given in the 1948-
scale 11). At temperatures above 1.4°K it is possible to compare our results
with the values derived from Som mers’ data. This has been done in fig.
4 where Cv/Cy, has been plotted as a function of the liquid concentration Xy,
at constant temperature. As can be seen from the figure it is not difficult to
draw a smooth curve through Som mers’ and our points if one omits his
results with the 0.589%, mixture. Usnally only one point of a run has been
plotted in order to make the figure not too unintelligible ; at the temperature
of 1.7°K, however, we took three points calculated from the same run in order
to show that the deviations between the different points are largely caused
by changes in temperature, whereas the two points, drawn at the temper-

10



FABLE I

[he distribution coefficient Cy/Cy

T 1 4P | ¥ | GCi | APIXy, T P | ¥y &y, 1P/X1.
v Cv/Cy ’ 1 o Cy/Ca
deg Klmm Hg| mm?* 9 mm Hg deg Klmm Hg! mm? A

mm

1.2 1.0585 4.02 | 1.7 103.3 1.47¢ 181 3.1 4(
1.2 1.133 3.04 | 1.815 104.0 1.480 194 7.1 38.4
1.2 1.223 2.08 | 1.918 106.3 1.474 211 v 4
1.2 1.31 1.21 | 1.931 113.3 1.462 1 44.9
1.2 1.450 1 ).270

ature of 1.598°K (which was perfectly stable during the whole measurement)
show the observed concentration dependence. From these curves smoothed
values of Cy/Cy, as a function of temperature at constant concentration have
been evaluated. The results are shown in fig. 5 and table 11.

As previously no measurements had been performed at temperatures of
1.2—1.3°K, the larger part of our attention was given to this temperature
region. In order to extrapolate these results to zero concentration without
having at our disposal other measurements to combine them with, we calcul-
ated (¢ log Cy/C1/2 AP)y_ wonst. I the limit of zero concentration at temper-
atures above 1,4°K. As this slope appeared to be independent of temperature
we used the same value of this slope at lower temperatures in order to obtain
Cy/Cy, at zero concentration. The results of this procedure are given in
fig. 5, from which it is clear that at these low temperatures our results are
not any better than those of Sommers. Fortunately, however, the experi-
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ments on the osmotic pressure at 1.2°K (see ch. IT) yielded us the missing
vapour pressure-liquid concentration relation at this temperature, from
which Cy/Cy, was derived in the way, given in ch. I11. The curves and values,
given in figs. 5 and 6 and in tables Il and III, are obtained by combining

‘

o_ % __00s o10 015

[Fig. 4. The distribution coefficient Cy/Cy asa function of the liguid concentration X

at constant temperature
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Fie. 5. The distribution coefficient Cy/Cy, as a function of temperature at different
liquid concentrations X7y,

C, at zero concentration, obtained by extrapolation of the measured values.




IF'ABLE II

Smoothed values of the distribution coefficient Cy/Cy

V1

T 1 )

deg K
1.2 114.( 11 109.9 !
1.3 /
1.4 4¢ 14,1
1.8 40. 31.5
1.6 31,7 :
1.7 24
I, 19 14 13.3
1.9 15.4 11.4 10.4
2 12.1 10.7 9.9 7.0 |4

these results with the directly measured values of Cy/Cy, and AP[/Xy, at
1.4°K and higher.

The values of AP/X1, at 1.1°K have been obtained by extrapolation.
Since obviously both AP/X 1y, and é(AP/X1)/éT are zero at 0°K, the possibi-
lities of drawing the AP/X7y wersus T-curve are limited. Because of the
relation:

(AP X1)x =0 = P3(Cv/Cr)x1=0 (15)

this extrapolation yields also the Cy/Cy, versus T-curve at zero concentration
at this lowest temperature (indicated by a dotted line in fig. §).

300 e = =ama =3

200}

Fig. 6. The ratio AP/X, as a function of temperature at constant values of AP.
experimental points at AP = 0,
- G ¥ o 0 C: 4P = 2mm Hg
3. AP 1 mm Hg D: AP 4 mm Hg
E: AP 8 mm Hg




FABLE 111

Smoothed values of AP/ X,
\\\ p ,1)
I N\.mm Hg 0 1 2 2 8
deg K\
(43 | S54.7 49.0 6.0
1.2 74.1 64.5 5
1.3 4.0 2.7 75.0
1.4 119.€ 102.8
1,5 147.7 125.2
1.¢ 178.5 148.3
1,7 y 0 171.3
1.B ) 19
1.9 260.7 209.8
2.0 279.3 225.0
2.1 294.0 239.2

S. Discussion. The following assumptions have been made in our way of
determining Cvy/Cy,:

1) no 3He leaves the volume A4 through the capillary C, nor does the change
in height of the bath level affect the effective volume of 4.

2) no *He passes through the superleak S.

3) no thermomolecular pressure difference exists along the tubes C,
and C,.

4) the pressure difference 4P is equal to the partial vapour pressure P,

5) the liquid volume, entering the capillary C, is the same as the volume
leaving A.

In view of point 1 the cross section of the lower part of C, has been chosen
small; the constant downward gas stream in the capillary caused by the
evaporating film keeps all ®He in A4, eliminating at the same time any in-
fluence of the change in height of the bath level on the volume of 4.

The second assumption is proved by switching off the heating current in
B: the vapour pressure difference on the corresponding oil manometer then
immediately disappears. This is rather obvious as the pressure in B is
always higher than in A: hence there is a continuous flow of normal fluid
from B to A4, preventing all 2He from passing the superleak.

By choosing rather large cross sections for the upper parts of the stainless
steel capillaries C, and C,, thermomolecular pressure differences along these
tubes are prevented. This is proved by condensing pure *He in 4 and B: no
pressure difference is observed on the corresponding oil manometers.

In our calculation of Cy/Cy, we made useof Som mers’ relation

Xv = (4P/P) (1 + F(P, T)) (3)

by showing that the correction term F(P, T) becomes negligible in the region
under investigation. But as this function is derived from his experiments
with mixtures of rather high concentration, it is not necessary that it
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describes the behaviour of the vapour pressure in the right way in the low
concentration region. Let us see what happens if the real relation should be
of the form

P, = AP (1 + d) (16)

where 9§ is too large to be neglected. Because of the fact that AP does not
change very much during the whole process of determining Cy/Cy, we can
assume that ¢ is a constant for each series of measurements. According to
eq. (16) there should be a difference between the value of Cv/Cy,, we calculated
with the aid of eq. (14), and the real value of the distribution coefficient,
calculated by using P,. Denoting the latter by (Cy Cy)p, and the value,
derived from eq. (14) by (Cy/Cy) i We can derive the relation

(CviCr)p, = (Cv/C1)4p-(1 — 8 AP|PY (17)

by inserting in eq. (14) AP(1 + ¢) instead of AP and P} — 8 AP instead
of Pj.

On the other hand we can study the influence of eq. (16) on the distribution
coefficient Xvy/X 1, which can be calculated in the same way as Cy/Cy,. It is
easy to see that in the low concentration region the relation becomes

<‘\'\<> 2 Raooe V== Py Wy
X1/P, P | RTe)Vy(l + BuP/RT)
AP 1Prax Vi — AP Vy <.\'\'> 18]
P | RT o3 V1, (1 + By P/RT) X1/ 4p (
where P denotes the total vapour pressure. Hence the ratio Xvy/X7y, is in-
sensitive to whether or not § equals zero, in contrast with Cv/Cy.

Since Somm ers determined the partial vapour pressure P,, the distri-
bution coefficients, derived from his measurements have to be denoted by
(Cy ('1,},»‘, and (Xy ‘\.]‘)[:J, whereas our results have to be indicated by
(Cv/Cr)sp and (Xv/X1),p = (Xv Xi)p,. Plotting Sommers’ and our
values of (Xv .\.L‘)['.‘ versus AP at constant temperature, we can determine
(Xv .\'],)p_; at zero concentration by extrapolation. But the latter quantity
ol)\'iousl‘\'. equals (Cy Cr)p, at zero concentration. Hence it is possible
to draw the (Cy/Cy)p, versus AP-curve by using this extrapolated value
and Sommers’ data on this ratio. In this way we can compare our
value of (Cy/Cy),, with (Cy Cy)p, at the same value of AP. As far as the
inevitable inaccuracy of this procedure permits this conclusion, no difference
between the two distribution coefficients was found. Hence assumption 4
(AP = P ) seems to be proved in this way also.

Coming to the last assumption we have to remark that the observed in-
crease of the liquid volume in the glass capillary C, during a certain time
interval, AV, does not correspond exactly to the amount of liquid which has

15




passed the superleak, since the entering liquid causes condensation of an
adequate amount of vapour in this capillary. Hence the number of moles of
iHe which have passed the superleak is only (of — %) 4V instead of o§ AV,
where o} and o} denote the molar densities of pure *He in the liquid and the
vapour phase. On the other hand the arrival of this number of moles in the
capillary demands a decrease of the liquid volume in A with A4V’ which
obeys the relation

(l_ﬁ,] — 0V) a4V’ (I_)'; — t_l'\'-) 1V (19)

because of the fact that an appropriate amount of vapour has to be formed
in A. pgand gy denote the partial molar densities of the tHe in A. Since the
concentration is very low, we can put g4 = o, but as the capillary C, has a
much higher temperature than the vessel 4, we have oy # ov. Calculating,
however, the ratio (0a — ov)/(0) — 0%), one finds that it equals unity within
the required accuracy, even if the temperature difference is very large (see
table 1V). Hence we are allowed to put AV=AV" which means that the

TABLE IV

I'he ratio (pa ov)/(o"s — o), calculated in the case of a
temperature difference, corresponding with a vapour pressure

difference of 100 mm Octoil-S
T (deg K) 1.20 1.46 2,01

(04 ov) /(0% — 0"v) 1.002 1.0015 1.00

observed change in height in the capillary corresponds exactly to the change

in liquid volume in A.

6. Accuracy. As can be seen in figure 3 the liquid volume can be de-
termined rather accurately as there is no large scattering in the readings of
the liquid level position in the glass capillary. The vapour pressure difference
AP, on the other hand, is the main cause of the sometimes very large
scattering in our results, as is obvious from fig. 3. The deviations of AP are
mainly due to unobserved changes in the bath pressure; therefore, one
has to expect that the scattering becomes larger with lower bath pressure
owing to the increasing difficulty in controlling this pressure. This seems to
be confirmed by the results (see table I). At 1.598°K the scattering is less
than 19, because of the perfect stability of the bath temperature in this case,
whereas at other temperatures the scattering rises to the order of 109, due
either to emptying A too fast (1.47°K) or to lack of control and measurement
of the bath pressure (e.g. 2.0°K). One has to conclude, however, that it is
possible with this method to attain an accuracy of about 19, if the bath
pressure can be kept very constant. On the other hand it seems to be justi-
fiable to put the overall accuracy of our results at 5%, after omitting the
obviously wrong results.
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7.+Theoretical computations. We compared our experimental data with a
number of theories, viz.:

1) the ideal solution (eq. (1)),

2) the theory of De Boer and Gorter??), which yields eq. (2),

3) the classical regular solution-theory of Nanda),

4) the “modified Bose-Einstein theory” of Mikura ),

In fig. 7 the different theoretical values and the experimental result at
zero concentration have been drawn, with the exception of the N and a-
curve, which lies even higher than the curve of De Boer and Gorter.

1000

13 15 17 19 21 23%

1
-

S

Fig. 7. The distribution ratio Cy, Cy, at zero concentration as a function of temperature.
[S: ideal solution-theory.
M: “modified Bose-Einstein theory” of Mikura '4).
exp: experimental result
de B—G: theory of De Boer and Gorter.

- » extrapolation according to De Boerand Gorter9),

Mikura gives the best approximation, but his values are somewhat too
low. At higher concentrations his results agree much better with experiment
(see fig. 8), but this seems to be rather obvious taking into account his
adaptations: Mikura introduces an energy gap 4, equal to 4,C"*, where
4y 1s the energy gap of pure *He and C| NV, /(NgV4 + N,V,) with N and
V denoting the number of moles and the molar volume in the liquid state of
the two components. The exponent 0.4 has been chosen in such a way as to
get the right dependence of the lambda-temperature on the concentration.
His second adjustment consists of deriving the partial vapour pressure P,
not from P4, but from the experimental values of P, at a certain liquid con-
Céntration (In our case we took the data of the 5.219, mixture of S o m-
mers). Especially the latter adaptation makes his results perhaps rather
trivial.




On the other hand one might conclude from fig. 8 that our valueg are
perhaps too high because of a systematical error. This, however, is out of
question, as it can be explained only by assuming that A is larger than the
calibrated value, as this would give the required larger liquid concentration.
But as our error in the calibration should be of the order of 209, this
possibility has to be discarded.

De Boer and Gorter) showed as a result of purely thermodynamic
reasoning, not based on any purtlculur model, that a discontinuity in the
temperature derivative of the distribution ratio has to exist at the lambda-

80,
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Fig. 8. The distribution coefficient (y/Cy, as a function of the liquid concentration X,
at constant temperature.
The drawn curve denotes M ik ura's theoretical value, whereas the circles denote
the experimental data of Somme rs and the author.

point, if the lambda-transition is assumed to be of the second order. This
discontinuity obeys the relation

1(2 In (Cv/Cr)[eT)x, = (AC,/RT?).(dT,/dX1) (20)

where AC , is the jump in the specific heat at the lambda-point and d7,;/d Xy,
the (lmnu in lambda-temperature as a function of the liquid umuml.mnn
In the case of zero concentration AC, ~ — 4.8 R, whereas dT,/d X, —
— 1.49 deg, according to King and Fairbank), to Dokoupil,
Van Soest, Wansink and Kapadnis?) and to Dash and
Taylor), With these values we find

1 (21n (Cv/CL)[0T) x, o = 1.5 deg™ (21)

which yields, combined with the extrapolation of our Cy/Cy, versus T-curve,
that just above the lambda-point Cy/Cy decreases with increasing temper-
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CuaprteERr 11
THE OSMOTIC PRESSURE OF “He ‘He MIXTURES

Summary

The osmotic pressure of liquid *He —4He mixtures, condensed in a vessel connected
by means of a narrow slit to a similar vessel containing pure 4He, has been measured by
determining the fountain pressure exerted by the pure 4He, when heated, necessary
to obtain equilibrium with the osmotic pressure of the mixture. The osmotic pressure
meets Van 't Hoff’s law within a few percent up to 4% concentration

1. Iniroduction. The existence of a kind of osmotic pressure in liquid
3He-4He mixtures at temperatures below the lambda-point was discovered
first by Daunt, Probst and Johnstonl?) in 1948. Connecting two
vessels containing liquid 3He-4He mixtures of different concentration by
means of a narrow slit, they observed a liquid level difference to exist
between the two containers, the higher liquid level being at the higher
concentration side. This osmotic pressure is not very surprising, since one
can imagine that the slit acts as a semi-permeable membrane: the 4He can
pass the slit because of its superfluid properties, whereas the 3He is not able
to do so since it lacks superfluidity, as far as is known. It is clear (and it has
been confirmed by experiment also 2)) that at temperatures above the lamb-
da-point no osmotic effect over a narrow slit should exist.

Taconis, Beenakker and Dokoupil 3) performed the first quantita-
tive determination of the osmotic pressure. They found, when trying to
measure the influence of 3He on the fountain effect, that it is possible to
obtain equilibrium between the osmotic pressure exerted by a mixture in
a vessel at one side of a narrow slit, and the fountain pressure exerted by
pure 4He condensed in a vessel at the other end of the slit when it is heated.
From these measurements they concluded that the osmotic pressure obeys
the relation:

fAT = RTX|/Mag (1)

where f denotes the fountain constant, expressed in cm He/deg, M 4 the molar
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weight of 4He and g the gravitational acceleration. The concentration X
is defined by:
X = N3/(N3 + Ny, (2)

Ng and N, denoting the number of moles of the two isotopes in the liquid.
Comparing eq. (1) with Van 't Hoff's law, valid for ideal solutions at zero
concentration,

|P = RTX[Mag (3)

where the pressure difference with respect to the pure solvent vessel, AP,
is expressed in cm He also, it is seen that even the osmotic pressure of 3He-
“He mixtures obeys this classical relation, when the fountain pressure fAT
is identified with the pressure difference AP of the isothermal case.

Since this conclusion was based on one series of measurements only,
performed at 1.38°K with liquid of about 0.19, 3He and because the ac-
curacy was rather poor, we extended the measurements of Taconis,
Beenakker and Dokoupil to concentrations up to 49, in the tempera-
ture region from 1.2 to 1.9°K in order to verify whether the osmotic pressure
obeys Van 't Hoff's law at higher concentrations also. Besides being inter-
ested in the osmotic pressure itself, we were compelled to measure it also for
another reason. Inasmuch as we had the intention of studying the flow
properties of 3He-4He mixtures at temperatures below the lambda-point, a
better knowledge of the osmotic pressure was indispensable, since one has
to expect that it will influence the flow rate in the superfluid region just as
the fountain pressure and the hydrostatic pressure influence the flow rate.

From eq. (3) it follows immediately that it is impossible to measure the
osmotic pressure of a 3He-4He mixture by balancing it with a hydrostatic
pressure AP instead of with the fountain effect used. In the case of a 19,
mixture the osmotic pressure already becomes of the order of 200-400 cm
He, depending on the temperature. Although the necessary pressure can be
created easily ?) 4) it is difficult to create it without the introduction of
temperature gradients in the mixture, from which intolerable concentration
gradients result 5) (see also section 2). In the second place the determination
of the concentration by means of the vapour pressure becomes impossible
and thirdly 8He will flow to the pure 4He-vessel as a result of the applied
pressure, which eliminates the possibility of measuring the osmotic pressure
with respect to pure 4He. Hence the fountain pressure method is the only
one possible.

2. Apparatus. The measurements have been performed with two appa-
ratus which differ somewhat from each other in minor details. They are
shown in fig. 1. The slit, acting as semi-permeable membrane, is made by
fusing a gold wire of 0.1 mm diameter into soft glass. The difference
between the dilatation coefficients of gold and glass causes a slit of the
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order of 0.2 micron to be formed when this “superleak” S is cooled down to
liquid helium temperatures. The superleak is connected with two containers
A and C, which in turn are connected, by means of stainless steel tubes,
with oil manometers filled with Octoil-S. With these manometers pressure
differences with respect to the bath pressure can be measured. The container
warmed by means of a heating wire. In the case la the vessel C
1. with its successor 1b this

C can be
therefore always has to be above the bath leve
necessary because of the vacuum iacket around C. The vessels of

is not
whereas in the case 15 the vacuum jacket

apparatus la consist of copper,
and B and C have been made of olass. This was an improvement over the
apparatus shown in la, for this allowed the liquid level in C to be observed,

an impossibility in the case la. All metal-glass connections were made by

means of platinum-glass seals Pf.
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Fig. 1. The apparatus

As is known from the measurements of Beenakker, Taconis, Lynton,

Dokoupil and Van Soest3) on the heat conductivity of 3He-4He

mixtures, heat leaks give rise to concentration gradients in liquid 3He-4He
below the lambda-point. To reduce the heat leaks

mixtures at temperatures
been wound around

along the stainless steel tubes, cotton cords K have
them. The He II film will creep along these cords and eliminate the heat
leaks from above by its evaporation.

Apparatus la was used originally for the indirect measurement of the
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fountain effect by Van den Meijdenberg, Taccnis, Beenakker and
Wansink 6), whereas the other apparatus was used also for the deter-
mination of the vapour-liquid phase equilibrium of 3He—4He mixtures 7)
and for experiments on the flow of pure 4He and of *He—4He mixtures as
a function of large fountain pressures 2).

3. Method. The measurement of the osmotic pressure is preceded by
condensing a small amount of mixture in vessel 4, this container being
filled only partially, and by condensing pure 4He in C. The fountain pres-
sure necessary to compensate the osmotic pressure of the mixture in 4 is
created by heating C; in order to allow calculation of this fountain pres-
sure, it is necessary to have pure 4He in C; if there were a mixture in C,
it would be impossible to derive the temperature difference between C and
the bath from the vapour pressure, and furthermore the fountain effect in
the case of 2He—4He mixtures is unknown.

Since it is difficult to choose the heating current in such a way that
equilibrium between fountain pressure and osmotic pressure is obtained
immediately, a flow of He II through the superleak will exist as long as there
is no equilibrium between the two forces, the flow direction depending which
force is the larger one. By switching off the heating current of C it was proved
that only 4He passes the superleak: if any 3He had passed the slit, a vapour
pressure difference with respect to the bath should remain after switching
off the heating current, which is not observed in fact. Hence the conditions
required for the calculation of the fountain pressure mentioned above are
fulfilled during the whole experiment.

The equilibrium between the osmotic pressure and the fountain pressure
is reached automatically. When the fountain pressure is chosen larger than
the osmotic pressure, 4He will flow from A4 to C, increasing in this way the
3He-concentration in 4 and hence the osmotic pressure also. The total force
across the superleak becomes gradually zero in this way and equilibrium
between the two pressures will be reached after waiting a sufficient time,
this time depending on the amount of liquid in 4, on the initial difference
between the two pressures and on the transport capacity of the slit.

The change in liquid concentration can be derived from the change of
the vapour pressure in 4 : the attaining of the equilibrium is indicated by the
vapour pressure of 4 becoming steady.

When using apparatus 15 we could also observe the liquid level of C:
in the equilibrium state this level does not move. Hence this apparatus

permitted a double control on whether equilibrinm had been reached. As
can be seen from the experimental results (see fig. 3) no systematic difference
between the data obtained with the two different apparatus exists, indicating
that the condition of constant pressure in 4 was a sufficient criterion for the
equilibrium.
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Once this equilibrium had been reached, the concentration in A4 was
calculated from the vapour pressure difference AP observed on the cor-
responding oil manometer. The ratio between this excess pressure and the
corresponding liquid concentration X is known from the measurements of
the phase equilibrium of 3He-4He mixtures 7). The temperature difference
between C and the bath is determined from the pressure difference 4Pg,
measured on the corresponding oil manometer. Using the entropy values
derived by Kramers, Wasscher and Gorter 8) from their measurements
of the specific heat of pure 4He, the temperature difference is transformed
into the integrated value of the fountain pressure in dyne/cm?, [oyS}y dT,
assuming the validity of H. London’s equation. S} and oy stand for the
molar entropy and density of pure 4He.

9 dT has to be corrected for the vapour

The fountain pressure [o}S
pressure difference 4P¢ and for the height of the liquid column in C.
A third small correction results from the fact that A is filled with liquid
only partially. Hence there exists a free liquid surface at the lower end of
the superleak (as is schematically indicated in fig. 2) which exerts a force
on the liquid in C by means of its surface tension. Calculation of the equi-
librium condition of this liquid surface reveals that the exerted surface
tension is equal to the pressure exerted by a liquid column reaching from
the liquid level in 4 to the liquid surface at the end of the superleak. Com-
bining the influence of this surface and that of the liquid column in C we
obtain a correction of the order of 5 em He. The fountain pressure, corrected
in this way and expressed in cm He, will be indicated hereafter by /f dT.

Fig. 2. The liquid surface at the lower end of the superleak.

When the measurement of the osmotic pressure at one equilibrium point
had been performed, the heating current was increased. Hence the flow of
He II through the superleak started again and equilibrium was reached
when the concentration in A4 had increased sufficiently. In this way the
larger part of the measurements was performed, the other part being
measured in the opposite direction.

The temperature scale used is the 1948-scale 9). Since recalculation of the
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fountain pressure according to the 1955-scale 19) yielded corrections of a
few cm He only in the case of the largest fountain pressures applied, we
did not convert the results to this new temperature scale.

4. Derivation of the osmotic pressurve equation. In order to compare the
results with the values of the osmotic pressure to be expected on theoretical
grounds or from other experimental data, we shall first derive the equation
for the osmotic pressure. Different ways of obtaining the required equation
exist.

The first method is based partially on ordinary reversible thermodyna-
mics. As has been pointed out before, the slit is most probably filled with
pure 4He, which implies that the temperature and concentration gradients
are separated in space. If furthermore the supposedly very small diffusion
of 3He in the slit is neglected, the conditions for the applicability of reversible
thermodynamics seem to be fulfilled. Hence one might be tempted to derive
the osmotic pressure equation by putting equal the chemical potentials
ug of the 4He in the two vessels at both sides of the slit. Although this
procedure yields the required equation it is doubtful whether it is the
cdrrect way of deriving it, since the fact that no special assumptions have
to be made, concerning e.g. the superfluid character of the 4He, implies the
obtained relation to be of general validity which means that the osmotic
pressure of any solution could be compensated by means of a temperature
difference. This derivation offers the same difficulties as the one of the
fountain effect by means of reversible thermodynamics.

Since the temperature and concentration gradients are separated in space,
we can avoid these difficulties by introducing a third, imaginary vessel 7,
situated somewhere in the lower part of the superleak and filled therefore
with pure 4He. Assuming this vessel to be at bath temperature, we are
allowed to apply reversible thermodynamics to the isothermal system,
consisting of the two vessels A4 and 7, connected by a part of the superleak.
The change of the chemical potential uy of the 4He-component in A, due
to the addition of 2He, amounts to:

Auy = RT In {(1 — X)) f4} (4)

where the activity coefficient /4 11) accounts for the deviation of the mixture
from the ideal solution. In order to obtain equilibrium between A and 7,
we apply a ‘‘negative pressure’”’ AP to I, yielding a change of the chemical
potential /ll,, equal to:

i = VAP (5)

!
with 7§ denoting the molar liquid volume of pure 4He. From eqs. (4) and

(5) we obtain as equilibrium condition for the system 4 — I:

RTIn{(1 — X) fq} = V§AP (6)



which is equal to Van 't Hoff’s law in the case of ideal solution (f4 = 1) and
zero concentration.

Let us now consider the system C — I, filled with pure *He. When heating
C from the bath temperature 7 4 to the temperature T'¢, a fountain pressure
across the superleak is created which can be compensated by the “negative
pressure’” AP, applied to I. Expressing the fountain constant / in cm He/deg,
the equilibrium condition is given by:

VAP = — Mag [ fdT. (7)

Since I is in equilibrium with both 4 and C, 4 and C are also in mutual
equilibrium. Hence the required equation for the osmotic pressure becomes:

[fdT - RT In{(1 — X)) fa}/Mag (8)

which stays valid when the volume of I is reduced to zero.

Because eq. (7) can be considered as a purely experimental result, it is
not necessary to discuss the theoretical derivation of the fountain pressure.
The same is the case with H. London’s equation for the fountain effect,

Mg [fdT = [SYdT — V9 AP¢. 9)

For the present purpose of calculating the fountain pressure from the entropy
values of Kramers, Wasscher and Gorter8) it is sufficient to know
that eq. (9) holds within the experimental accuracy without discussing
whether the different derivations of this equation hold.

Instead of the semi-empirical equation (8) we can derive from the egs. (4),
(6), (7) and (9) the equivalent relation:

l,”‘l\ — (83 dT + Vi 4P¢ (10)
which will be used later.

Another derivation of the equation of the osmotic pressure is based on the
equations of motion of the superfluid and was made first by Gorter 12) 13)
in 1949, who assumed the normal fluid concentration to be the same on both
sides of the slit. On this basis Van 't Hoff's law was found to be valid in the
limit of zero concentration, but the validity of this derivation has become
somewhat doubtful, since his rather plausible assumption concerning the
normal fluid concentration — about which nothing was known at that
moment — has not been confirmed by experiment.

Further attempts to derive the osmotic pressure law from the equation
of motion of the superfluid have been made by Mazur 14) by Koide and
Usui 15) and by Mikura 16). On the basis of irreversible thermodynamics
they derived an equation of motion of the superfluid which can be written
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in the stationary state as:
— x(8S4/ox) grad T + (M4/M) V grad P =
(X /(1—=X)} {(Gus/c ‘\‘)P,'I',x ograd X -+ (dug/éx)p.p x grad x} (11)
whereas we can transform eq. (10) with the aid of the Gibbs-Duhem relation:
X(eug (’-\-)I"'I' L (1 — .\-1(1"11,) ?-\'tl'v'l' 0 (12)
into:
x0(8S%/ex) AT + V§dP = {X/(1 — X)} (éus/oX)p rdX (13)

under the assumption that Gorter’s relation S} = x" 6S7/éx 12) holds. In

these equations x stands for the normal fluid fraction of the 4He, S, for the
partial molar entropy of 4He and M and V for the mean molar weight and
volume of the mixture.

Some differences between the two equations (11) and (13) exist, which
are mainly due to the fact that in the case of eq. (11) it is supposed that the
concentration and the temperature gradient occur at the same place,
whereas this was excluded explicitly in the derivation of eq. (13). Further-
more, as a result of the two-fluid model used, the chemical potential ug in
eq. (11), besides depending on the temperature, depends also on both the
8He-concentration X and the normal fluid concentration x, whereas the two-
fluid concept was not necessary for the derivation of eq. (13). At low con-
centrations, however, the differences between the two equations disappear,
especially if one assumes the concentration and the temperature gradient
to be separated in space, since then both the left and the right hand members
of egs. (11) and (13) become identical.

Concerning the derivation of eq. (11) it has to be remarked that, according
to Mazur 14), the introduction of the quantity x @Ss/éx is allowed only
when it is supposed that the 3He is dissolved in the normal fluid fraction
only. Mikura 16), on the other hand, does not mention this condition
explicitly. Furthermore, he replaces x 8S4/éx by Sy, assuming that Gorter's
relation also holds in the case of dilute mixtures. Under these assumptions
Mikura's result can be written formally as:

(1 —y)fdT = — (RT|M4g)(1 — 6) grad X (14)
or
fdT = — (RT|M4g) {1 + (y — 9)/(] — »)} grad X (15)
and is the analogue of eq. (8) which can be written as:

[1dT = — (RT/M4g) {1 + Inf4/ln (1 — X)}In (I — X). (8")

From eqs. (8" and (15) one sees that the relative deviation of the osmotic
pressure from the ideal solution value is given by:
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1) (y — 8)/(1 — y) in the case of the derivation with irreversible thermo-
dynamics with concentration and temperature gradient occurring at the
same place,

2) 5 in the case of the derivation with irreversible thermodynamics
with the temperature gradient existing in pure 4He only (y = 0),

3) In f4/In (1 X) in the case of the semi-empirical derivation.

The deviation terms (y — 0)/(1 — 7) and — 6 can be calculated from
Mikura's theory, whereas In f4/In (1 — X) can be calculated for any given
Gibbs-function or derived directly from the vapour pressure of the mixture *),
yielding in this way a possibility of comparison with other experimental data.

5. The experimental results in comparison with the vapour pressure. The
experimental results are given in table I and fig. 3, where the corrected
fountain pressure /fd7T, divided by the bath temperature T, is plotted
versus the liquid concentration X. The observed osmotic pressure shows
only small deviations from the ideal solution value of the osmotic pressure,
which is rather striking in view of the large deviations from ideality of the
distribution coefficient Cy/Cy, 7). However, calculation of the activity
coefficient f4 from the vapour pressure at 1.6.and 1.9 K and application of
it to eq. (8) yields an osmotic pressure which is in perfect accordance with
experiment, as can be seen in fig. 3, A and B.

With respect to the results in the temperature region of 1.2°K it has to be
remarked that no exactly known values of the vapour pressure were available
at this temperature. Hence the calculation of the concentration X from the
vapour pressure contained a large error and at the same time it became
impossible to calculate the activity coefficient f4 exactly from the vapour
pressure. This difficulty has been overcome in the following way.

Although the vapour pressure was only approximately known, it still
permitted the conclusion that the activity coefficient fq4 did not exceed
unity by more than half a percent up to concentrations of 5%,. On this basis
a first approximation of the osmotic pressure as a function of the liquid
concentration could be calculated with the aid of eq. (8). Since the measure-
ment of the osmotic pressure gave us the relation between vapour pressure
and osmotic pressure of the mixture at this temperature the above mentioned
first approximation of the osmotic pressure allowed us to construct the
vapour pressure —liquid concentration relation at 1.2°K. Having done this,
we recalculated f4 and the concentrations of the experimental points from
the new vapour pressure curve, obtaining in this way the results, given in
fig. 3, C. This vapour pressure — liquid c mcentration relation has been given
in chapter I, table IIL.

#) The calculation of the activity coefficient f4 and other connected quantities will be dealt with

in chapter 111 17),
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Observed values of the osmotic pressure ‘

1 1P 1P, [ S0 d7 \ [14T]1

lat
aate - N
K mm Hg mm Hg I/g ’ cem He/deg '
11-53 1.22¢ 467 1.4¢ 16.72 614 12
y - |
1.239 19 l 12.2 241
14 $ y p
1 . 8.( 1.2 )
1 (.179 3.9; 45.0¢ 162 3 |
1 ; 7 103.4 4 )
: 1 ¢ 61.34 224 4 ’
g ¢ " " : ’
A i C 7 “ J L / i i |
1.629 684 1.33 « 15.72 4 4
1; AF : 5 A" 1 2 4 '
1,617 2.10 1 18.24 1.29 279
1. 7 % 63,6 1.72 ]
1.194 y 2.77 Ji 1.24 4
25-2-54 1.21 7 2.67 y
1,19: 829 199 292
; 1 ; & S¢ A ) 1 y v 4 )
1 \ 3
4 i i “
1.181 - 40.3 1
19-3-54 i 1.21% 4 48.4 1.69¢ C
3-54 1,248 RS 1 17.9 41 131
1.253 402 1.2¢ .11 1 102
. T | 14,71 i i
13-4-54 1.230 L 2.0 ‘ 7 17
1.239 1.47 16,9 607 I
6-5-54 1.232 229 1 ] 29 1
! 54 1 &.¢
1 + 1 7 , y
1.239 . 1 H 7
1 37 10.( i 4.12 ¢
1 ) 4 1 4. “
X ' 1 p
i y 0/ (48} -
1.239 3 7 44
1.239 77 101.9 {.
1.494 3 7.4 7,38 2,79 t
21-10-54 1.512 1.160 3 v 1 '
21-10-54 1.6¢ 1.54 2.93 4.7 194
17 1 3 | 4
1.47¢ 1.5¢ 7.6 1.21 247
4-11-54 1.6 K} 5. 1.19
1.841 2.60 3.93 50.2 206

All measurements have been performed with apparatus 15, except those at
10-11

, where la has been employed.
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Fig. 3. The corrected fountain pressure [fdT, divided by the bath temperature iy
as a function of the liquid concentration X.
3 - results, obtained with apparatus la. A: T> 1.8°K
. results, obtained with apparatus 15. B: 14°K < T < 1L.7°K
: ideal solution value. Gy il 33K
. psmotic pressure, calculated according to eq. (8) with the activity coefficient

{4 as determined from the vapour pressure 17y,

6. Comparison with theory. In order to compare the experimental data
with different theories, we calculated the ratio In fa/In (1 — X) from our
results, from the original version of Mikura’s theory 16) and from the later

modification of his Bose-Einstein model 18) adapted in such a way as to get
the right shift of the lambda-point temperature with 3He-concentration.
Furthermore we calculated for both versions the deviation term — o,
whereas the term (y — 8)/(1 — ) has been calculated for the original
version only. The results are given in table 1. Only if one assumes y = 0,
i.e. that the temperature gradient exists only in pure 1He, agreement
between Mikura’s theories and experiment is found, his original version
yielding the closest agreement. The differences between the deviation
terms In f4/ln (1 X) and o, calculated both from Mikura's theory
are not important. Only in the case of the 59, mixture in his original
version this is not the case. Although the reason for this deviation is not
clear, it might be connected with the fact that the term In f4/In (! X) has
been calculated from the chemical potential ug directly, whereas — 0 1S
obtained by Mikura himself after a much more complicated calculation,
involving his assumption Sq = % 2S4/6x and neglecting some terms.
Calculation of In f4/In (1 — X) from the Gibbs-function as proposed by
De Boer and Gorter 19) reveals that the osmotic pressure of a 19, mixture
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would be only three quarters of the observed value, whereas the Gibbs-
function, quadratic in T, as proposed by De Boer 29) yields an osmotic
pressure, which is a few times too large.

FABLE 11

The relative deviation of the osmotic pressure from the ideal-solution value
exper. Mikura ref. 16) Mikura ref. 18)
A /| In fa In fa y—10 In f4
3 —_— o
In (1 X) In (1 X) | 1 ¥ In (1 X)
deg K 0 9 , A
2 1.3 2 1.7 2
1.5 3 1.8 2
1.7 6.2 4 1.8 2
1.9 6.4 7 4 1.9 2
> 1.3 7 3.2 4.9 4
1.5 7.9 4.2 7 5.1 S
1.7 € 5.4 7 5.5 S
1.9 7 6. 11 6.2 6

Appendix. A remark has to be made on the equilibrium condition used
in the experiment. Equilibrium between the fountain pressure and the osmo-
tic pressure was assumed to exist when the total transport through the slit
was zero. Now one might suppose, for instance, that equilibrium exists when
the velocity of the superfluid in the slit is zero. The influence of the choice of
the equilibrium condition can be discussed on the basis of the equations of
motion for the normal and the superfluid, given by Gorter and Mellink 21)
and also by Mazur 14). In the case of a mixture they become:

- grad P + pJSJ(1 — ») grad T + grad Pogym — Ao%x’ (s — vy)™ (16)
— grad P + npdoy (17)

where the term (1 — y) accounts for possible deviations of the fountain
force from the pure 4He-value, where p stands for the molar density of the
mixture and where x’ denotes the normal fluid fraction, the word ‘“normal’’
bearing upon the combination of 3He-particles and of the normal fluid of
the 4He. The velocities of the normal and the superfluid are denoted by
Un and vg resp. and the normal fluid viscosity by #n. The last term of eq.
(16) is the Gorter-Mellink mutual friction between the normal fluid and
the superfluid.

From eq. (16) it is obvious that equilibrium between the hydrostatic, the
fountain and the osmotic pressures requires the relative velocity vy

= Us — Uy to be zero, whereas we used as equilibrium condition that the
total transport v = x'vy + (1 — x')vs was zero. Since the pressure difference

across the slit is small and the slit is very narrow, negligibly small values
of v, must be expected. Hence the mutual friction term will be negligible
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also in the case of equilibrium, independent of the choice whether v, vy or vg
should be zero at equilibrium, making the experimental results nearly
insensitive to this choice also.

However, if the assumption of Klemens 22) were true that the normal
fluid of the He 11 in the slit adjust its velocity to that of the phonons in the
wall of the slit, the choice of the equilibrium condition becomes important.
According to his theory, the normal fluid velocity should be increased by
a temperature gradient, this increase obeying the relation:

Un — T . grad T (18)

where ¢ is the velocity of sound in the material of the wall and  the mean
free path of the phonons in the wall. When the total transport is zero, we
find for the superfluid velocity:

v = — 20g/(1 — %) = {elx’|T(1 — %)} grad T.. (19)

Inserting eqs. (18) and (19) into eq. (16), integrating along the slit length
L and putting y = 0, we obtain as equation for the osmotic pressure in cm
He:
cl m
Posm = (AT — [y’ (A%’ .\1,1;'9‘;) — —grad T dz. (20)
I'(1 —x)

In order to calculate the influence of the last term of this equation we
used for glass the value of ¢/, given by Klemens 22) - for the gold wire we
calculated this product from the lattice heat conductivity which is equal
to 4clC with C denoting the specific heat per cm3, using constants from De
Nobel and Gerritsen 23). In the case of a 4.129, mixture at a bath
temperature of 1.239°K where the equilibrium fountain pressure /fdT
was observed to be 1093 cm He, the last term of eq. (20) appears to be of the
order of 107 cm He. Both the sign and the magnitude of the osmotic pressure
calculated in this way are without sense, as can be proved furthermore from
the behaviour of the flow of a mixture under isothermal conditions ). In
this case only hydrostatic and osmotic pressure govern the flow: if the
theory of Klemens were true, a hydrostatic pressure of 107 cm He at the
pure 4He-side of the slit would be necessary in order to prevent the liquid
from leaving the mixture vessel, whereas in reality a pressure applied to the
mixture is necessary in order to prevent inflow of 4He into the mixture
vessel. Hence we can conclude that the experimental results are in full
contradiction with the theory of Klemens. A somewhat less pronounced
disproof of this theory was recently given by Broese van Groenou, Poll,

Delsing and Gorter 24).
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CHAPTER 111

CALCULATION OF THERMODYNAMIC QUANTITIES
OF *He—*‘He MIXTURES FROM THE VAPOUR PRESSURE

Summary

From the vapour pressure of 3He — 4He mixtures the change of the Gibbs-function
of the mixture with concentration has been calculated in the temperature region
between 1.2 and 1.9°K at concentrations up to 7% 3He. The entropy, enthalpy and
specific heat of mixing are given 1n comparison with experimental data. The phase
separation at low temperatures and the mechanocaloric effect of 3He —4He mixtures

are calculated.

1. Introduction. If Qm denotes some arbitrary mean molar thermo-
dynamic quantity and X the molar fraction 3He of a 3He—4He mixture,
the partial molar quantities (3 and (4 are defined by:

Q3= 0Om+ (1 — X) 0m/eX (1)

Qs = Qm — X ¥m eX (2)
from which we obtain:

Om = XQs3 + (1 — X){a. (3)

On the other hand we can introduce the quantity of mixing 4Q, defined by:
Om = X0% + (1 — X)Q4 + 40 (4)

where Q2 and Qf denote the molar quantities of the pure components. From

eqgs. (1), (2) and (4) we find for the partial quantities of mixing, 103 and
|(‘)‘1, with ](1)3 (1)3 (.)‘:

o

103 10 (1 — X) eAQ/eX
AQs = AQ — X ¢ 10/6X (6)

.](‘) X 1():; = (1 X) ](()' (/




Differentiation with respect to X of eqs. (1) and (2) yields:
(I — X) 0Q4/eX + X aQg/eX = 0. (8)

All thermodynamic quantities used in this chapter are defined according
to this scheme.

2. Calculation of the chemical potentials. Since all thermodynamic quanti-
ties can be derived from the chemical potential u, it is sufficient for the
calculation of all quantities 4Q to know Aug and Auy as a function of temper-
ature and concentration. These mixing potentials can be calculated from the
vapour pressure of the mixture, since the mixing potentials of any component
in the liquid and the vapour phase are the same and the latter are well
known functions of the vapour pressure. For ideal gases we have:

1,114 = RT In (‘1’4."‘1)2) (9)
which transforms in the case of non-ideal gases into:
Aps = RT In (1-’:‘ "I’f{*) (10}

where the fugacities P* 1) are related to the partial pressure P4 and the total
pressure P by:
In P{ = In Py + ByP|RT (11)

In PY* = In PY + ByuPYRT (12)

with Bas denoting the second virial coefficient of pure 4He. The partial
pressure P4 is defined by:

Py = (] — Xv) P (13)

where Xy stands for the vapour concentration. When deriving eq. (11) it
has been assumed that By, X3 Bss + 2Xv (1 — Xv) Bsg + (1 — Xy)2 By
can be replaced by By = XvyBgss + (1 — Xy)Bas, which implies 2 B34
= Bas -+ Baa. The latter equality is met within one percent error according
to the theoretical calculations of Kilpatrick, Keller, Hammel and
Metropolis 2). Hence we can calculate 4uz and Auy from the two equations:
Aug/RT = In (P3/P3}) + Bsg (P — PY)/RT (14)
Aps|RT = In (Py/P}) + Bag (P — PY)/RT (15)
supposed that Bgs, Bais, the total pressure and the vapour concentration
are known. Because Sommers 3) measured both the vapour pressure and
concentration as a function of liquid concentration and temperature the
calculation of Aug and Auy from his data is possible in principle. Actually,
however, this is not the case since the accuracy in the determination of the
vapour concentration does not meet the requirements for this calculation:
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at higher concentrations and lower temperatures Xy becomes of the order
of unity: hence the error in Xy implies an error in P4 an order of magnitude
larger. Furthermore, according to eq. (15) Auy is determined largely by
In (P4/P§) = (P4 — PY)/P{ — .... and because P4 and P4 differ only
slightly, the error in Auq becomes an order of magnitude larger than that
in P;. From this argument it is clear that an extremely accurate determi-
nation of the vapour concentration is required in order to obtain a reasonably
accurate value of Auy. Calculating, for instance, the partial fugacities from
Sommers smoothed data, one finds that they do not meet at all the Duhem-
Margules relation:

(1 — X) éln PjoX + X @In P3/oX = 0'%) (16)
which is equivalent to the Gibbs-Duhem relation:
(1 — X) éug/eX + X oug/éX =0 (17)

both being a special form of the general formula (8).

The lack of accuracy of Sommers’ data caused us to follow another
procedure in calculating the chemical potentials from the vapour pressure.
In general we can write for the mixing potential of the liquid:

113 RT In (X f3) (18)
A== 1T In{(l — X) fa) (19)

where the activity coefficients fg and f3 1) account for the deviations of the
mixture from the ideal solution. Hence the determination of the activity
coefficients is the crucial part of the whole calculation because they are
responsible for all deviations from ideality as, for instance, the heat of
mixing.

The calculation of fs and f4 was performed in the following way. In zero
approximation f; is assumed to be equal to unity, vielding Apq = RT
In (1 — X). Inserting this value into eq. (15), the partial vapour pressure Py
is obtained in first approximation, if the total pressure P is known. From P
and P4 the first approximation of Pj is obtained, insertion of which into
eq. (14) yields the same approximation of Aug. Eq. (18) then gives the first
approximation of fs. Now the Gibbs-Duhem relation (17) can be trans-
formed into:

(1 — X)é1n fg/eX + XéIn fz/éX =0 (20)
from which we obtain:

Infs = — [ {X/(1 — X)}dInfs. (21)
By graphical integration of the curve In fa versus X/(1 — X) the first

approximation of In f4 is obtained. Once this first approximation is cal-
*) The liquid concentration is indicated by X : only when confusion with the vapour concen-

tration Xy might oceur is the symbol Xy, used.
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culated, the whole procedure using eqs. (19), (15), (14), (18) and (21) is
repeated. Since the first and second order approximation of In /3 differ only
slightly the same is the case with the two approximations of In /4. Hence it
was sufficient to perform the calculation of the activity coefficients only twice.

The vapour pressure data used in the high temperature region were

obtained from the measurements of Sommers3) and of ourselves,

given in ch. 14 and concerning the phase equilibrium of 3He-1He
mixtures. Because these measurements lacked the required accuracy at low

temperatures, we used in this temperature region the vapour pressure as
calculated from the osmotic pressure of 3He-4He mixtures at 1,2°K 5).

The second virial coefficients used were those calculated by Kilpatrick,
Keller and Hammel 6),

The values of In f4 and In f3 obtained in this way are given in table I as a
function of temperature and concentration. In fig. 1 In f3 is shown as a
function of X/(1 — X) at different temperatures.

FABLI

I'he activity coefficients f3 and 74
\\_ X In 73 10%1In fq
N\
'\ % .
0 3 0 5
deg K\ 0 5 : 10 “ e .
1.2 1.33 1.31 1.22 ) ).0¢ 0.4¢ 1.93 4.06
1.3 1.27 1.23 1.11 ) ).18 0.83 y
1.4 1.1¢ 1.01 ] 1.14
1.5 1.08 .91 1.38
1.6 1.01 3 ) 1.57
1.7 0.93 .74 ) 1.68
1.8 0.84 ) 0 .51 1.73
1.9 0.74 | 0.6¢ 0.60 | 0.5¢ 0 | 052 | 1.72
Inf3
oal— !
O yih-x ©02 004 Q06 008
Fig. 1. The activity coefficient /5 as a function of X/(1 X) at different temperatures,
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3. The derivation of the different thermodynamic quantities. Once In f3 and
In f4 are known we can calculate various thermodynamic quantities such as
entropy of mixing. In general one has for the change of the chemical po-
tential 4 with temperature and pressure:

du -§dT + VdP (22

N

e

where S and V stand for the molar entropy and volume. In the case of pure
4He eq. (22) becomes:

dye — §%4T + Vi (dPY/dT) dT (23)
and in the case of a mixture:
‘l/l.] SadT + V4 (6P T)x dT. (24)
Subtraction of egs. (23) and (24) yields the change of the mixing potential
14 with temperature:
ddus = ( 1S4 + V4 (ePjéT)x — V§ dPy/dT) dT (25)
from which the partial entropy of mixing is found to be:
1S54 — (8Aug/eT)p x dAps/dT VsdP/dT — V§dPy/dT (26
with all differentiations to be performed at constant concentration.
From eqs. (3), (4) and (7) it is seen that:
Vi Vi + 4V, (27)
with
114 1V — XodV/eX. (28
No experimental data concerning AV exist, but from theoretical arguments 7)
one has to conclude that AV is negative, but small. Because the sum of
the last two terms of eq. (26) is small in comparison with d4yy dT, we are

allowed to assume AV = 0. Eq. (26) thus becomes:
1Sy = — ddua/dT + V§d(P — P)/dT. (29

Introducing the activity coefficients we find finally for the entropy:

AS4/R - In (1 X) —Infs— T dIn fg/dT 4 (VS/R) d(P P})/dT. (30
From the entropy and the chemical potential we obtain the partial

enthalpy of mixing with the aid of the relation 4H 4 Auag + TASy:
1H4/R 72d In f4/dT + (VT R) (P — PY)/dT. (31)

The partial specific heat of mixing at saturated vapour pressure is derived
from eq. (30) with 4Cy4 T dAS,/dT:

AC4/R
— — 2T dlnfe/dT — T2d%1n fo/dT2 + (T R)d{Vid (P — P})/dT}/dT. (32)




Since the enthalpy and the specific heat at constant pressure are related
by the relation Cp = @H[éT we obtain from eqs. (31) and (32), neglecting
as usual 1) the difference between Cp and the specific heat at saturated
vapour pressure:

AH4/R = [F (AC4/R) AT + [ (V/R) d(P — P}) + (AH4/R)r=o (33)
which is equal to:
1H4/R = [ (AC4/R) AT + V(P — PY)/R + (AH4/R)7-o (34)
when the change of l"; with temperature is neglected. Because 4C4 can be
calculated in the temperature interval from 1.2 to 1.9°K and on the other
hand has to be zero at 0°K, 4C4 can be found in the temperature region from
0 to 1.2°K by interpolation, allowing in this way the evaluation of the
integral in eq. (34). Hence the enthalpy of mixing at 0°K is known too.
In a similar way the entropy of mixing at the absolute zero point of temper-
ature can be calculated.

All partial 3He-quantities are calculated in an analogous way. Combi-
nation of the partial quantities according to eq. (7) yields the total quantity
of mixing.

4. The entropy of mixing. The entropy of mixing calculated with the aid
of eq. (30) is given in table II and fig. 2. At low temperatures the entropy
of mixing appears to be smaller than the ideal value — R[X In X + (1 — X))
In (1 — X)1, becoming larger than this value with increasing temperature.
No direct experimental data concerning this quantity are available.

FABLE 11
I'he entropy of mixing AS/R

\ 1

\\.I,-u K 1.3 1.4 ! 1 1.7 1 1.9
XN\ ’
).010 0.048 0.053 ) D.05 0.057 0.060 0.064 0.070
0.025 0.100 0.111 0.114 0.118 0.124 0.131 0.139 0,149 |
0.0713 0.233 0.261 0.268 0.289 0.303 0.321 0.342 l

The partial entropy S4 might be compared with the normal fluid fraction
x of the 4He-component of the mixture by adapting Tisza's relation 8)
x’ = S§/S} with S} denoting the entropy at the lambda-point temperature.
Gorter's equation 9), S§ = x" (&S}/éx)p, cannot be applied since it requires
the entropy to be known as a function of both 7" and x". In the case of a
mixture S; should be known as a function of x, 7 and X, whereas our
calculations only vield Sy = S4(T, X). Tisza’s relation is modified easily
by writing:
x = {S4 — (Sa)z=0}/{S) — (S4) =0} (35)

where (Sj)7r-o has been introduced in order to get ¥ = 0 at 0°K, since, in
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contrast with pure 4He, the partial entropy at the absolute zero point, as
obtained by extrapolation, is not equal to zero.

e

Fig. 2. The entropy of mixing A4S as a function of the concentration X

at different temperatures, ideal solution value.

The normal fluid fraction can be derived from flow experiments with
mixtures through narrow slits 19), from second sound measurements 11)
12) 13) and from experiments with oscillating disks 14). In fig. 3 values of
In {S4 (S4) -0}/, calculated from the vapour pressure with the aid of
the entropy values of pure 4He, derived from the specific heat measurements
bv Kramers, Wasscher and Gorter 19), are given together with values
of In x, calculated from the flow experiments. Reasonable parallelity between
the two sets of curves exists which is the more striking since not only
Tisza's assumption has been involved in this comparison, but also a
special, although plausible supposition concerning the flow properties of the
mixtures was necessary in order to obtain the normal fluid fraction.

From the second sound measurement by King and Fairbank 12)
with a 4.3%, mixture, we calculated the normal fluid fraction with the aid
of the Pomeranchuk-type formula of Price 1) under the assumption
that the 3He moves entirely with the normal fluid. The increase ol the
normal fluid fraction at low temperature is much larger than according to
the flow experiments, as can be seen in fig. 3. This is caused by the fact that
the second sound velocity reaches its maximum at a much lower tempera-
ture than in the pure 4He-case, On the other hand, one might ask whether
the fact that the 3He-component is not any more a small impurity with
respect to the normal fluid fraction at these low temperatures, might
disturb the validity of the assumption that the 3He-velocity and the normal
fluid velocity are the same, and therefore also the calculation of the normal
fluid fraction. However, the experiment by Pellam 14) with oscillating
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tures, but at 1.9
ble and the shift of the lambda-point temperature with concentration is
too small. The discrepancies between the various determinations of x make

disks also yields a large increase of the normal fluid fraction at low tempera-
2.0°K his increase of the normal fluid fraction is negligi-

it impossible to draw a definite conclusion concerning Tisza’s relation.

2 1 “ 16 18

Fig. 3. The normal fluid fraction x and the partial entropy S; as a function of the
- i i -

temperature for different concentrations.

the partial entropy {51 (Ss)r_o}/R.
the normal fluid fraction of pure iHe

the normal fluid fraction according to the flow experiments

second sound measurements of

the normal fluid fraction according to the

King and Fairbank 12).
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5. The specific heat of mixing. The specific heat of mixing is calculated
with the aid of eq. (32). In fig. 4 and table III the results are shown. Since

FABLE 111

The specific heat of mixing AC/R

| |
| 1 |
‘ ‘\\<‘.x g K 1 5 1 1 1.9 l
\ |
‘I y 4 19 7 ] '
‘ 24 2 16 |
) ! 154 200 : |
6 -
i /
g deg :
, o
ple=—=— =2 -1 A C
20°%K 2 120%
/
£ [t
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7
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|
| e
!
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Fig. 5. The specific heat of 3He —4He mixtures as a function of the

temperature 71" at different concentrations X

CY, according to Kramers, Wasscher and Gorter 19). A: X
Cm, calculated from the vapour pressure B: X
s Cm, t'xi‘*'x‘mn-m;x! values 20) 21) 22 ¢ X

the partial specific heat of mixing AC4 appears to form only a minor part
of AC it indicates that the specific heat of mixing is not due to the excitation
of extra normal fluid only 17). From the molar specific heat of mixing A(
we calculated the total specific heat of the mixture, using the data of C} of
Kramers, Wasscher and Gorter13) and those of C3 of Roberts
and Sydoriak18) and of Osborne, Abraham and Weinstock 19).
The results are shown in fig. 5 in comparison with the experimental Leiden
data 20) 21) 22) The calculated specific heat coincides rather well at low and

high temperatures, but in between it is slightly too large, especially in the

case of the 7.139%, mixture.
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6. The enthalpy of mixing. The enthalpy of mixing has been calculated
with the aid of eqgs. (31) and (34). The results are given in table IV and fig. 6,
where the only existing experimental point of the heat of mixing (which is
identical with the enthalpy of mixing) measured by Sommers, Keller

1 and Dash 23) at 1.02°K has been entered too. The experimental value is

smaller than the calculated one which is in accordance with their remark

that only a lower limit of the heat of mixing was obtained in their experiment.

FABLE IV

I'he enthalpy of mixing AH/R

1
1.2 1.3 1.4 O 1.6 l 9
0.00¢ 0.011 12 ).013 30 ).041
021 30 0.032 03¢ )7 097
0.087 0.107 0.114 D.124 ).210 0.250

010

008
Fig. 6. The enthalpy of mixing AH as a function of the concentration X
at different temperatures
®: experimental point of Sommers, Keller and Dash 29,

From the enthalpy of mixing we can calculate the mechanocaloric effect
for a mixture. Assuming reversible thermodynamics to be valid we can per-
form the following imaginary experiment. In a vessel containing one mole
of a mixture of concentration X with an enthalpy of mixing (4H)x we
create a phase separation in such a way that the vessel contains y mole pure
4He and (1 — y) mole of mixture of a concentration X’ X/(1 — ) and
a total enthalpy of mixing (1 — y) (4H)x'. After removing the y mole pure
4He by means of a superleak, the total heat effect of the experiment amounts
to:

AQ = (AH)x — (1 — ¥) (AH)x> + vT'S} (36)

43




where yT'S} stands for the mechanocaloric effect of pure 1He. The deviation
of the mechanocaloric effect of the mixture from the pure #He-value,
AQ — AQ,, approximately obeys the relation:

(4Q — AQ,)/AQ, = X2(36 — 875/T9). (37)

Hence the deviation is expected to be positive at temperatures above 1.7°K
whereas it becomes negative at lower temperatures, which is in accordance
with the change of the curvature of the AH versus X curve. For a 59,
mixture the deviation varies between -- 49, at 1.9°K and about —609%,
at 1.2°K. These values indicate only the order of magnitude of the effect
because the deviation depends somewhat on the amount of liquid removed
from the vessel. since X’ increases with increasing v. Therefore the deviation
does the same.

Since the partial enthalpies at 0°K appear to have opposite sign, one
might conclude perhaps that the partial volume V4 increases and that Vg
decreases, when mixing the two isotopes. According to Prigogine 7) who
assumes the same volume changes both partial enthalpies of mixing should
have to be positive. However, applying with Prigogine the theory of
De Boer 24) of the corresponding states to the mixtures of 3He and 4He
we find a volume contraction indeed, but since @24V /éX2 > 0for0 < X < 1
it is clear that both AV and 4V have to be negative instead of the latter
being positive. Some contradiction seems to exist concerning this subject.

7. The Gibbs-function. Since at 0°K the enthalpy of mixing AH and the
mixing term of the Gibbs-function AG are identical, 4G can be obtained in
the temperature region between O and 1.2°K by interpolation between
(AH)p—o and the directly calculated values of AG XAug + (1 — X)Apa
at the higher temperatures. The results are given in table V and fig. 7
where AG/R has been plotted versus concentration at different temperatures.
At sufficiently low temperatures ¢46G/&X becomes positive which implies that
a phase separation has to take place. In fig. 8 the temperature at which

IF'ABLE V
[he Gibbs-function of mixing AG/R
\ ‘\\
N 13 O ) g
| deg K deg K
21 7 1.0 T 0.149
L 1.1 .090 174
1.2 D.101 ).200
0.3 1.3 ).112 |
1.4 0.123
1.5 134
K 1.6 0.146
5 1.7 0.078 0.159
- 1 ).084 0.173
.9 1.9 0.091 0.187
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Fig. 7. The Gibbs-function of mixing AG as a function of the

concentration X at different temperatures.
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Fig. 8. The phase separation temperature 7" as a function of the concentration X.
: calculated from the vapour pressure.
: calculated by Prigogine 7).
I— : experimental values of Walters and Fairbank 23),

the phase separation occurs is shown as a function of the liquid concentra-
tion. The value, used at 0.6°K, has been obtained by extrapolation,
whereas the point at X = 0.5 has been calculated by Prigogine 7) theoretic-
ally. Furthermore the experimental data obtained very recently by Walters
and Fairbank 25 are shown. Qualitative agreement exists and much
better agreement cannot be expected since our calculations are based on a
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smooth interpolation of the specific heat of mixing between the higher
temperatures and 0°K where AC = 0. Inr sality AC may show a more com-
plicated temperature dependence.

8. The distribution coefficient Cy/Cy. Since the knowledge of In f3, In fs
and P allows us to calculate Pg and P4, we are able to calculate the distri-
bution coefficient Cy/Cy, in the whole temperature and concentration region
under consideration. The results show a close agreement with the experi-
mental data, measured at 1.4°K and higher (see ch. I). At lower temperatures
where no reliable experimental material exists the calculated values have
been used to extend in ch. I the Cy/Cyr-curve of fig. 5 and table I1.

TABLE VI

The distribution coefficient Cy/Cr
e
1 “\\ XL ) 1 2
deg K ™\
1.2 1
1.3
l 1.4
1.6 31.7
3 24.7
1 19
/ 15.1 .
2 11.9 10 7.9 9.15
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CHAPTER 1V

THE FLOW PROPERTIES
OF PURE *He AND OF *He—'He MIXTURES

Summary

The flow of pure 4He and of 3He—4He mixtures at temperatures below the lambda-
point through a slit with a width of 0.3 micron as a function of hydrostatic pressure
heads up to 7000 cm He and fountain pressure differences up to 2500 cm He has been
studied. It is concluded that the flow resistance is proportional to the slit length
Values of the normal fluid viscosity, of the normal fluid fraction and of the lambda-
point temperature as a function of the 3He-concentration are given. The volume

contraction on mixing the two isotopes is estimated

1. Introduction. Many experiments have been made on the flow properties
of He II in narrow slits as a function of the applied hydrostatic pressure
head or fountain force. For a review of these experiments we may refer to
the relevant chapter in Progress in Low Temperature Physics, 11 1). When
discussing the flow properties on the basis of the two-fluid model one
assumes the normal fluid to obey Poiseuille’s law, whereas the superfluid
flows without friction. However, as soon as the superfluid velocity surpasses
a critical value which depends on the glit diameter, a friction between the two
fluids arises determining the superfluid velocity. At these supercritical
velocities of the superfluid nearly all experiments can be described by the
equations of motion proposed originally by Gorter and Mellink 2) to
account for the strange behaviour of the heat conductivity of He II and
which are not inconsistent with the equations derived e.g. by Mazur ?) on
the basis of irreversible thermodynamics. At saturated vapour pressure they
become for the superfluid and the normal fluid resp.:

(1 29 M ypidog/dt = — (1 - x9) grad P +
L 20(1 — 20)glS* grad T — A020(1 — 29)(ef)2(vs — vn)™* (1)
xOM yoidv, /df - x0 grad P — x9(1 — x0)pyS* grad T +

A0x0(1 — x9)(0})? (Us - o)™ + 2(4vy + 4 grad div vg) ¥) (2)

#) In gencral the term (0g— Uy)™° has not the required dimension of a vector (times a scalar).

As a matter of fact it stands for the exact form |Ug— Up|i™ 1 (g Uy) and is used only for the

simplicity of the equations. All similar quantities have to be interpreted in the same way.
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where v and vy denote the velocity of the superfluid and the normal fluid
resp., oy the molar liquid density, M the molar weight of 4He, and x° and
1y the normal fluid fraction and viscosity of pure 4He. S* is a quantity with
dimensions entropy/mol and 49 and m® are two parameters which depend on
experimental circumstances. A9 is usually of the order of 1000 cgs units and
m? of the order of three. The first term on the left hand side accounts for the
acceleration of the fluid, the first one on the right hand side gives the
influence of the applied pressure gradient and the second one the influence
of the temperature gradient, which gives rise to a gradient in the normal
fluid concentration 2% and hence to a diffusion force between the two fluids.
In a narrow slit this diffusion force causes in the stationary state the well-
known fountain effect: therefore we shall denote it by fountain force. The
third term accounts for the mutual friction between the two fluids and the
last term in eq. (2) stands for the viscous friction of the normal fluid,
supposed to be essentially absent in the case of the superfluid.

The eqs. (1) and (2) can be simplified since the acceleration terms are
always relatively very small and because the compressibility term grad
div vy is negligible. Using the experimentally verified relation of H. Lon-
don 4), we substitute Sj, the molar entropy of pure 4He, for x0S* in the
expression for the diffusion force; and finally obtain as momentum balance
in the stationary state:

grad P — ¢3Sy grad T = — A4%9(p)2 (vs — v,)™° (3)
grad P = n)Avy. (4)

Because these equations were verified in the case of rather small temper-
ature or pressure gradients only, we were interested to know whether any
further complications in the flow would occur if the applied forces were
chosen much larger. This became especially important when Swim and
Rohrschach 5), who used pressure heads up to 20 cm He, the largest ones
ever employed, reported that the flow rate seemed to reach a saturation
value at these high pressure heads.

On the other hand we wanted to investigate the influence of small amounts
of 3He, added to 4He, on the flow properties through narrow slits. Only two
experiments connected with the influence of 3He on the flow had been made
before. Osborne, Weinstock and Abraham 6) studied the flow of pure
3He, and Hammel and Schuch7) made an experiment with a 3.99,
SHe-4He mixture. In both cases liquid was condensed in a vessel at one side
of a narrow slit whereas the container at the other end had been evacuated.
From the pressure increase in the latter vessel some information on the flow
rate through the slit was obtained: Osborne, Weinstock and Abraham
concluded that 3He shows no superfluidity, whereas Hammel and Schuch
believed the opposite to be the case. It has to be remarked, however, that
it is very well possible that only gas flow through the slit was observed in
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the latter case, since the liquid was not in direct contact with the slit but by
means of liquid film and gas. In any case no numerical results were obtained
and hence it remained interesting to see what happens when a truly liquid
mixture flows through the slit.

From our osmotic pressure measurements ) it has been concluded in
accordance with the result of Osborne, Weinstock and Abraham that
3He does not take part in the motion of the superfluid. Experiments on the
heat conductivity of 3He-1He mixtures 9) have shown that the 3He is
dragged along with the normal fluid of the 4He-component. Therefore we are
free to assume that the 3He-particles and the normal fluid of the 4He-
component of the mixture move together as one homogeneous liquid, to be
treated as a new kind of normal fluid.

Since the main part of the transport is provided by the superfluid 4He,
the mixture at one side of the slit is diluted by the entering iHe and vice
versa. The resulting concentration gradient gives rise to an osmotic volume
force which enters in the equations of motion in the same way as the dif-
fusion force. In the stationary state in a narrow slit this osmotic volume
force causes the osmotic pressure: hence we shall denote it by grad Posm.
For the mixture we obtain as analogue of the eqs. (3) and (4):

grad P — 03S4(1 — y) grad T — grad Posm Ax'0%(vs — vn)™ ()
grad P = yndvn (6)

where y accounts for possible deviations of the fountain force from the pure
iHe-value. The molar liquid density is denoted by o, the normal fluid
fraction, as defined above, by x’ and the normal fluid viscosity by 5n. The
parameters 4 and m pc ssibly depend on the 8He-concentration. The osmotic
pressure is given in the isothermal case by the experimentally verified
relation 8):

Posr /_r';/\"/- In{(] X /4 (7)

where X denotes the molar 3He-fraction of the mixture. The activity
coefficient f4 1) 11) accounts for the deviations from the ideal solution. In
the limit of zero concentration fs equals unity, yielding Van 't Hoff's law:

1’()*111 ’_)';1\)1\ (8)

Equations of the type of egs. (5) and (6) have been derived on the basis of
irreversible thermodynamics by Mazur 3), by Koide and Usui !2) and by
Mikura 13). The egs. (3), (4), () and (6) will be modified further when
dealing with the different experiments.

2. The apparatus. The flow experiments can be divided into two groups,
one concerning the flow as a function of the hydrostatic pressure head (to be
indicated hereafter as isothermal flow) and one dealing with the flow as a
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result of the applied fountain force, which have been performed with appa-
ratus la and 15 resp. (see fig. 1).

a. Apparatus 1a. Of this apparatus the essential part consists of a narrow
slit or superleak S made by fusing a gold wire of 0.1 mm diameter into a
piece of soft glass. Because of the difference between the dilatation coef-
ficients of gold and glass an annular slit of 0.33 micron is formed when this
combination is cooled down to liquid helium temperatures, At its upper end
the superleak is connected with a glass capillary C and at the lower end with

the glass vessel A.

Pt

Fig. 1. The apparatus

By means of a thin-walled stainless steel tube the capillary C is connected
with an oil manometer filled with Octoil-S, on which pressure differences
with respect to the bath pressure can be measured. The vessel 4 is connected
in the same way with a mercury-filled Toepler pump system outside the
cryostat with which pressures up to one atmosphere can be attained. Both
A and C are surrounded partially with some cotton cords K for the following
reason: when the bath level falls below the top of the apparatus, the heat
leaks along the stainless steel tubes might disturb the experiments, especially
in the case of mixtures where a temperature gradient gives rise to a concen-
tration gradient ). The cotton cords allow the He II-film to creep upwards,
and since they have been covered nearly completely with oiled cloth, only
their top being free, the film will evaporate at the top of these cords,
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eliminating in this way nearly all heat leaks into A and C. All metal-glass
connections are made with the aid of platinum-glass seals PL.

b. Apparatus 1b. This apparatus differs in some details from apparatus
la. Firstly the superleak contains two gold wires and has an estimated slit
width of 0.2 micron. Secondly, € is surrounded by a vacuum jacket and
can be heated by means of a heating wire around B. Because the fountain
force created in this way acts as the driving force, the connection of A
with the Toepler system is superfluous and is replaced by a differential oil
manometer. Finally, A4 is made of copper instead of glass to avoid any

temperature increase of it due to the heating of C.

3 Method. a. The isothermal flow. The experiment on the isothermal flow
performed with apparatus la, is preceded by condensing in A and the
connecting stainless steel tube (to be indicated hereafter as high pressure
tube) such an amount of pure 4He or a mixture that this tube is filled to a
level equal to or higher than the bath level. Because of the heat leak along
the tube the liquid in it becomes warmer than the surrounding bath as soon
as it stands higher than the bath level. By regulating the amount of liquid in
the high pressure tube with the Toepler pump any pressure equal to or
larger than the saturated vapour pressure can be created in A. Usually
atmospheric pressure was not exceeded. The pressure in A4 is kept at about
one atmosphere until sufficient liquid has passed through the superleak into
C to form a visible liquid level.

At this moment the measurement of the flow rate as a function of the
pressure head AP is started. From the position of the liquid level in C as a
function of time and the known cross-section of this capillary the flow rate
I7. being the volume passing through the slit per unit of time, is determined,
from which the mean velocity 2 in the superleak is derived by dividing V
bv the cross-section of the superleak. Readings of the liquid level are taken
every fifteen seconds with a cathetometer during a period depending on the
flow rate and varying between two minutes at 1.2°K and eight minutes at
temperatures near the Jambda-point.

The pressure difference across the slit, AP, is given mainly by the differ-
ence in vapour pressure between the high pressure tube and the capillary C.
The former pressure is measured in the Toepler system on a mercury mano-
meter, the latter is derived from the pressure difference measured on the oil
manometer and the bath pressure. Two small corrections, to be dealt with
later, have to be applied to this pressure difference.

When working with mixtures, the osmotic pressure difference APosm
across the slit has to be known. It is determined by measuring the pressure
difference AP for which zero flow rate is attained. From it the concentration
difference AX across the slit is caleulated with the aid of eq. (7). Together
with the concentration X, derived from the vapour pressure difference 8) 14)
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on the oil manometer of C, it yields the concentration X 4 in the high pressure
vessel.

Of the two corrections mentioned above, one consists of the hydrostatic
pressure exerted by the liquid columns in 4 and C. The height of the latter,
determined visually, is only a few cm, the one in A depends on the bath level
height in a somewhat complicated way because the height of the liquid
column which is above the bath level is determined by the heat leak along
the high pressure tube, which depends in turn on the bath level height. The
correction decreases very slowly with the lowering of the bath from an‘initial
value of about 30 cm He to about 10 cm He. Its main influence lies in the
exact determination of APgsm and hence of X 4.

The second correction results from the gas flow through the high pressure
tube. Since the liquid level in this tube has to remain stationary in order to
keep its vapour pressure constant, any flow of liquid through the slit has to
be compensated by an appropriate transport of gas through the high
pressure tube. The pressure drop along this tube has been calculated from
the dimensions of the tube and the values of the viscosity of He-gas, meas-
ured by Kamerlingh Onnes and Weber15) and by Van Itterbeek
and Keesom 16), as a function of the flow rate ¥ and the mean pressure in-
the tube. This correction plays no role in the determination of APgsm
(V=0) nor in the pure 4He-flow, but when working with a mixture it is
possible to obtain large (negative) values of V with a Toepler pressure
nearly equalling the bath pressure because of the osmotic pressure. In this
way its influence can rise to about 49, of the total force acting.

b. The fountain force flow. The measurements are preceded by condensing
in A either pure *He or a 3He-4He mixture. Of the latter only a small
amount was condensed in order to avoid concentration gradients in the
liquid owing to heat currents in it, and also because only very small amounts
of mixture were available at the time of the experiment. Both B and C are
filled with liquid 4He until a liquid level becomes visible in the glass capil-
lary. By means of the heating current a fountain force is created drawing the
liquid out of 4 into C, at least as long as the fountain force is larger than the
osmotic pressure of the mixture in 4.

Apart from a rare exception the vapour pressure in C is always higher than
that in A. The normal fluid flow of 4He from C into 4 prevents the *He from
passing or even entering the slit which is proved by switching off the heating
current of B: no vapour pressure difference with respect to the bath pressure
is observed then. Therefore the slit will be filled with pure 4He only and the
fountain force will have its pure 4He-value (i.e. y = 0 in eq. (5)). From the
vapour pressure in C the created temperature difference is derived, from
which in combination with the entropy values of Kramers, Wasscher
and Gorter 17) the applied fountain force is calculated. The temperature
scale used is the 1948-scale 18), Recalculation of the fountain force in the
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1955-scale 19) yielded corrections of less than 0.5%,. Furthermore, the
accuracy of the obtained results, as e.g. the normal fluid concentration and
viscosity, is not such that the error in the temperature caused by the use of
the 1948-scale is of any importance.

The osmotic pressure of the mixture in A is either determined directly
bv measuring the fountain force for which zero velocity is attained or by
calculating it by means of eq. (7) from the concentration X 4, derived from
the vapour pressure difference 3) 14) on the differential oil manometer of A.

3ecause of the partial filling of 4 only the first one of the two pressure
corrections, mentioned in section 3a, remains. This hydrostatic correction
contains the pressure of the liquid column in C and the surface tension
exerted by the liquid at the entrance of the slit in 4, equal to the height of
this entrance above the liquid level in 4 ). The total correction is of the
order of 5 em He and is nearly constant throughout the experiment.

4. The determination of the cross-section of the capillary C and the superleak
S. The cross-section of C has been determined by filling it with mercury. It
appeared to be 0.46 mm? with a variation along the length of the capillary
of less than 2%, which is unimportant in connection with the accuracy of
the determination of the flow rate. This value of the cross-section applies
to both apparatus since the capillary was used first in apparatus 1) and in
la afterwards.

The determination of the width of the superleak caused much trouble
because it had to be performed at low temperatures. He-gas flow experiments
at liquid hydrogen temperatures appeared to be a complete failure because
the amount of gas passing through the slit could not be measured owing to
the change of the effective volume of the vessels in consequence of the
lowering of the bath level during the experiment.

Finally the slit width was determined from flow experiments with He I,
performed analogously to the isothermal He II-flow. Many precautions and a
good deal of routine proved to be necessary before we were able to obtain
reliable results. Since the flow rates were very small, viz. of the order of
10-6 cm3/sec, a change in the bath temperature affected the observed flow
rate seriously because of the evaporation or condensation in the capillary
C accompanying the change in bath temperature. Hence it took more than
an hour before sufficient stability was obtained.

Assuming the He I-viscosity above 2.5°K to be 28uP, we found the sht
width of apparatus la to be 0.33 (4 0.01) micron, yielding a cr yss-section of
1.04 % 10-6 ecm2. The slit width of apparatus 1 was estimated at 0.2
micron from comparison with the other apparatus.

5. The isothermal flow of pure He. a. The momentum balance. In order to
compare our experimental results with the Gorter-Mellink equations (3)
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and (4) we shall write these equations in an appropriate form. The observed
flow rate 7, the volume passing through the slit per unit of time, is connected
with the mean normal fluid and superfluid velocities oo and 2 by the re-
lation:

V = O[(1 —#)vs + xtn (9)
where O denotes the cross-section of the superleak and ¥ the normal fluid
fraction. The relative velocity vy therefore can be written as:

Vg = Vg — Up = Dg — ¥n = (V' — Ovn)/[0(1 — %)]. (10)
In the isothermal case we can integrate the egs. (3) and (4) over the slit
length L and the slit width 4. Introducing the relative flow rate ¥V — 0% p
and expressing the pressure in em He, we obtain as momentum balance in
the isothermal case:

{P — (A%9LoY/g)v™® = BY(V — Op )™’ (11)

BO = (4%OLo%/g)/[0(1 — x0)|m° (11

1P = (12L/o%gA%)n’%, = Cndo, (12)

where ¢ denotes the gravitational acceleration. The normal fluid fraction
at saturated vapour pressure, x9, is given by:

20 = (T/T,)*"° (13)

which describes the experimental results of Andronikashvilli?0) 1)
fairly well.

The values of the normal fluid viscosity 2%, obtained with the oscillating
disk 22) 28) 24) and with the rotating viscometer 25), show a ten per cent
difference above 1.8°K but at 1.2°K they differ by about a factor two.
Fortunately the ratio Oty I” is of the order of 0.01 at this latter temper-
ature, increasing gradually with temperature and reaching unity at the
lambda-point. Therefore the uncertainty in the value of #, always forms a
correction of about one per cent only, excluding temperatures very near the
lambda-point. In fact we used the mean value of both 7je-determinations.

b. The experimental results at temperatures below 2°K. As has been men-
tioned already in section 1 Swim and Rohrschach?) suggested the
possible existence of a saturation velocity at high pressure heads (20 em He).
In contradiction to them no such limit was observed in our experiments
(see fig. 2) although pressure heads up to 7000 cm He were employed, yielding
pressure gradients a factor fifteen higher than those of Swim and Rohr-
schach.

The validity of eq. (11) is verified by plotting IV — Qv p versus AP on a
logarithmic scale (see fig. 3), taking the validity of eq. (12) for granted. At
temperatures below 2°K eq. (11) is obeyed throughout the whole pressure
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region under discussion, m® being equal to 3.45, which is in good agreement
with the values, found by Winkel, Delsing and Gorter 26 for similar
slit widths. The factor B? appears to be proportional to (1 — x9)7343, im-
plying the temperature independence of Ax? (see eq. (117)). Hence the rela-
tive velocity vy is independent of temperature also (see table 1) and a function

FABLE 1
The flow rate of pure ‘He at AP 1 cm He
1 v V "?u Ur
106 c®/s¢ 1078 cm3/s¢ CIm/sec

of the pressure gradient only. At all temperatures below 2 K vy is found to

obey the relation:
grad P 7.“vj"“ (14)
with o0 = A0x0% /¢ 56 % 10-3 (cm He/cm)/(cm/sec)™” and m? = 3.45.
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The flow rate V of pure 4He as a function of the pressure head

temperatures.




An equal result was arrived at by Swim and Rohrschach 3) in their
experiments with slits of 2.4 and 4.3 micron. [t has to be remarked, however,
that this temperature independence of vy seems to be a property of these
particular slits only. Winkel, Delsing and Gorter 26) employing similar
slit widths as Swim and Rohrschach, found 2, to be a function of temper-
ature (dA4x°/dT > 0), although this dependence became weaker with de-
creasing slit width (down to 0.8 micron). Furthermore, the experiments with
apparatus 15 (although being somewhat less accurate than those performed
with apparatus la) yielded at a slit width of 0.2 micron a similar temper-
ature dependence of »; as observed by Winkel, Delsing and Gorter in
their slit of 0.8 micron. However, it might still be possible that these dis-
crepancies are only due to the particular properties of the different slits
(as e.g. inhomogeneities) and that the temperature dependence of v is
actually ruled by the slit width only. More experimental material is to be
known before this can be concluded definitely.

o : -
"0 _V=0%_ 107

cmYsec  107*
. ~
Fig. 3. The relative flow rate V Owyp of pure 4He as a function of the pressure head
1P at different temperatures.
2.14°K : 2.00°K > L70°K
8 1.79°K S RIS L

¢. The experimental results at temperatures above 2°K. At these temper-
atures no m-th power relation between the relative flow rate V — 0%y and
the pressure head AP is found: the plot of log ( V' — Opy) versus log AP
becomes a curve instead of a strni;;‘ht line, the curvature increasing with
increasing temperature. The invalidity of eq. (11) at these temperatures is
not in contradiction with eq. (14), found to be valid at lower temperatures,
as will be shown.

From the shift of the lambda-point with pressure it is clear that the
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superfluid fraction is a function of the pressure. Therefore the superfluid
concentration in the slit will differ from point to point. Because V is a
constant throughout the slit, ; and hence grad P will be a function of the
length coordinate z of the slit, and we are not allowed to integrate eqgs. (3)
and (4) into eqs. (11) and (12) by writing éP/¢z = — AP/L, unless the pres-
sure dependence of the superfluid fraction can be neglected. The normal
fluid fraction x at a pressure P can be written as:

x = x0 -+ (0x/dP) (P — PyY) (15)

where P§ is the saturated vapour pressure and 29 is given by eq. (13).
Supposing eq. (14) to be valid at all temperatures, we obtain from eqs.
(10), (12), (14) and (15):

V/O=—(L[Cny) (0P]82)+[1—20— (ox/oP) (P—PY)] [— (P [éz)[«0]1/m®,  (16)

From the data of Keesom and Miss Keesom 27) on the shift of the

lambda-point with pressure (é7,/éP = — 0.011 deg/atm) one finds that
0x/0P = 4 x 10~ (cm He)~1 (17)

at the normal lambda-point. Since ¢x/¢P is zero at the absolute zero point
of temperature, eq. (17) gives the maximum value of éx/éP. Because 1 — 19
is only verv small at temperatures very near the lambda-point, the in-
fluence of the term (éx/éP) (P — Pj}) on 1 — x9 is of importance only here.

From the measurements of Tjerkstra 28) on the pressure dependence of
the viscosity of He I we can estimate the normal fluid viscosity at T ~ T, to
increase about 109, under one atmosphere pressure. Because the term
(L/Cny) (eP/éz) is small with respect to the other two we are allowed to
write 5y = #75. Under the further assumption that @x/éP is independent of
pressure and is given by eq. (17), eq. (16) can be solved for P as a function
of the length coordinate z for any given flow rate V. A typical result is given
in fig. 4. The solution of this differential equation is rather laborious and
therefore we looked for an approximational method, found in the calculation

of V or V' — 0%, from the usual (somewhat rewritten) momentum balance:
V — 0%n= 0(1 — x) (AP/«0L)}/m" (11)
1P (';,:lf-,, (12)

where the normal fluid fraction x is taken equal to the mean value ¥ in the
slit:

¥ = 20 + (8x/eP) (AP/2). (18)
In this way the relation between AP and the (relative) flow rate in the high
temperature region is obtained easily. In fig. 5 the results of these calculations
are given in comparison with the experimental values of the relative flow
rate. The good agreement between the calculated and the observed curve
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allows the conclusion that at all temperatures below the lambda-point in
the slit under consideration the relative velocity vy is a function of the
pressure gradient only and is independent of the temperature.

4500 ——

3500

~grad P|

Fig. 4. The pressure gradient grad P and the pressure P in the superleak as a function

of the length coordinate z at 2. 14°K and a flow rate V 7.8 x 10-%cm3/sec,
values for a pressure-dependent normal fluid fraction

values for a pressure-independent normal fluid fraction
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experimental results at 2
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6. The isothermal flow of 3He-3He mixtures. a. The momentum balance and
the calculation of the osmotic pressure difference. Excluding temperatures
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close to the lambda-point, we find the flow rate to depend only on the
concentration X and not on X, allowing the conclusion that the slit is
filled with the same mixture as the high pressure vessel 4. This is plausible:
the normal fluid containing the 3He always flows from the high pressure side
A to C and therefore the concentration in the slit will be governed by A.
Hence the normal fluid concentration x' is constant throughout the whole
slit, the concentration gradients being limited to the extreme ends of the
superleak, which enables us to integrate eqs. (5) and (6) with the aid of:

~ ~

V =0[(1 — x")0s + %' Vn (19)

into
AP 1P sem 1Pagy = B(V — Ony)m (20)
1P = Coynon (21)

where B, m and %, may depend on the *He-concentration.

31000 ¢ . —

S . . D A
30 v 0 10" em?/ sec 30
-

Fig. 6. The flow rate V of a 4.19, 3He-4He mixture as a function of the effective

pressure head 4P at 1.70°K

From fig. 6 it is seen that the flow rate V (which is nearly equal to the
relative flow rate V 07 ) and APegs always have the same sign, in agree-
ment with eq. (20). Furthermore, we see that it is unimportant whether
1Posm 15 taken equal to the value of AP, at which I/ is zero (as we actually
did) or to that, at which V 07, is zero (as is the condition of eq. (20)),
since éAPggr/@V is negligible in this velocity region.
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Unfortunately 4Posm is a function of time because Xy and X¢ change
continuously during the experiment. Therefore 4Py, is measured at regular
intervals and its value during these periods is calculated from X, and X¢
with eq. (7). X¢ is known continuously by observing the vapour pressure
difference on the oil manometer of C. The change of X is governed by three
factors:

1) the heat leak through the high pressure tube takes all 23He away from
the liquid surface in this tube into 4 9). The removal of gas from this tube
therefore brings only 4He out of the apparatus, keeping X, unchanged.
At 77 = 0, however, the necessary condensation of gas brings a new amount
of 8He in the tube, increasing X at a rate proportional to V.
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Fig. 7. The osmotic pressure I"-_\_m and the three partial rh.mgmnl’;h_m of a 6.29, 3He-
‘He mixture in the vessel 4 as a function of the time £ at 2.02°K

(6PA )y, caused by the gas movement in the high pressure tube

ORI
[v)/"-',\_,,“‘w_n caused by the lowering of the bath level.
"’”’.’.\.‘...»‘:iv caused by the normal fluid flow through the slit.

PA ., obtained by adding the three partial changes 6P2 = and by fitting
it to the experimental value at 18b21
: experimental values of PA

2) the decrease in height of the liquid column in the high pressure tube,
caused by the lowering of the bath level during the experiment, reduces the
liquid volume available for the 3He and causes a nearly constant increase of
XA with time.

3) 8He leaves A4 with the normal fluid flow through the superleak at a
rate proportional to AP (see eq. (21)), decreasing X and increasing at the
same time X¢. Estimations of 2, show that this effect is small in com-
parison with 1) and 2). It is fairly constant in time because the larger part of
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the measurements is performed at pressure differences AP of the order of
)
I[ osin -

In fig. 7 the osmotic pressure in 4, P2

Ao as a function of time is shown in
comparison with the experimental data. The variation with time is obtained

by adding the three variations dP2 , corresponding to 1), 2) and 3) and
calculated from known gas concentrations, flow rates, etc. The variation of

1).\

osm

sponding to positive and the flat one to negative flow rate. For practical

appears to be described fairly well by two slopes, the steep one corre-

purposes it is therefore sufficient to calculate the variations 11)[)"_\\,”)-_3 and

(0P2 )3 for an average AP and estimated 7y, yielding the increase of P2
for negative flow rate, and to give (P2, )1 such a value as to get the
required coincidence with the experimentally determined P;)
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V< 0 s ) Ovy of pure 4He.

b. The determination of the normal fluid viscosity ny. The number of moles
of 3He in the capillary C and connected volumes can be calculated from the
known vapour and liquid volumes and concentrations, the latter being
derived from the vapour pressure 8) 14). The increase of this number should
be proportional to AP, since the 3He forms a part of the normal fluid, and,
in combination with the 3He-concentration in the slit (X4), it should yield
the normal fluid velocity 24 from which nn is easily obtained (see eq. (21)).
We did not succeed completely in this test of eq. (21) and the calculation
of 7y, which may be caused by the facts that 1) the value of the effective
vapour volume of C, in connection with the oil manometer, is very uncertain,
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and that 2) it is not certain at all that a uniform distribution of the 3He over
this large vapour volume is attained immediately when the liquid concen-
tration in C changes, although the vapour pressure follows this change
without delay. Hence the calculation of the number of moles of 3He in the
vapour phase is very unreliable. Nevertheless, it can be stated that during
the experiment the number of moles of 3He in C increases gradually and
that the general trend of X¢ is in agreement with eq. (21), excluding any
superfluidity of *He.

Although the lack of accuracy of the mass-balance calculation prevented
us from deriving 7, from it, fortunately another possibility for the determi-
nation of », remained. The plot of log V| versus log | AP, shown in fig. 8,
reveals that for the same value of |4 Pqg| the modulus of the negative flow
rate, | V-], is always smaller than the positive one, 7+, except at temper-
atures less than about one tenth of a degree from the lambda-point where
complications occur. Assuming that eq. (21) is valid and that the relative
flow rate is a function of temperature, concentration and APegr only:

V — Ovn = F(T, X, APeyy) (22)

where F possibly is a function of the type of eq. (20), we see that the follow-
ing relations hold for a given temperature and concentration:

V+ = F(T, X, AP%,) + 0AP*|Cnn (23)

i F(T, X, |[APZ|) — OAP—|Cyn (24)

where the indices + and — refer to positive and negative flow rates and

appropriate values of AP and AP. For AP, 1P| the two equations
reduce to:

AV = V+ — |V- O(AP+ + AP-)/Cyn = 20AP ogm[Cn. (25)

Determination of AV from graphs of the type of fig. 8 reveals that it is a
constant indeed throughout the pressure region under consideration to the
same accuracy with which APggy stays constant during the experiment.,
The results obtained in this way are shown in table II and fig. 9, where the
ratio of the normal fluid viscosity of the mixture, %y, to that of pure 4He,
7%, is given as a function of the 3He-concentration. From this graph the
smoothed values given in table IIT and fig. 10 have been derived. Good
agreement exists with the single available 5,-value, obtained by Pellam 29)
for a 4.29%, mixture with an oscillating disk.

The viscosity of the mixture in the He I-region can be determined in
principle with our apparatus. In comparison with the measurement with
pure 4He (see section 4) one more complication occurs since it is impossible
to determine the concentration from the osmotic pressure which is confined
essentially to the superfluid region. One can only determine X at a temper-
ature just below the lambda-point and assume that it stays nearly the same
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FABLE 1I

I'he relative flow rate of ®He-%He mixtures at

1 Pare 1000 em He, and derived gquantities.
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when the temperature is increased to above the lambda-point. This is rather
questionable since at 7" > T, there is no heat flush effect tending to
increase X . One has to expect that Xy will decrease gradually because of
the diffusion of 3He into the high pressure tube. Nevertheless, the results
obtained with a *'69,"" mixture show a good fit to the yy-curve for the same
concentration at 77 < 7).

TABLE 111

Smoothed values of 7,

0.02

2.5%

IFig. 10. The normal fluid viscosity #, as a function of the temperature T.

//:’l, determined with the rotating viscometer 25),

e, derived from heat conductivity measurements 31),

//;:, determined with oscillating disks 22) 23) 24),

/,ﬂ, derived from the attenuation of second sound 90)

1y derived from fig. 9 at three different concentrations X.
n of a 69, 3He-4He mixture, measured at 7" > T,

nn of a 4.29, 3He—4He mixture, determined by Pellam 29).




At low temperatures 5y is much smaller than y., which is derived from

experiments with oscillating disks 22) 23) 24) with the rotating viscometer 25)
and from the attenuation of second sound 3°). The difference between #n and
the 5’-curve derived from heat conductivity experiments 31) is much smaller,
which perhaps has to be attributed to the fact that the latter experiment is
substantially a flow experiment, similar to ours, while in the oscillating disk
experiment e.g. no steady state of the flow is attained.

The behaviour of the viscosity cannot be explained, as for a gas, by
adding the viscosities of pure 3He and 4He. The viscosity of pure 3He varies
between 22 uP at 2.8°K and 30uP at 1.05°K 32), showing the normal
temperature dependence of the viscosity of a liquid. At temperatures above
the lambda-point it is smaller than the *He-viscosity but at lower temper-
atures it is much larger: therefore one would expect a similar behaviour for
the normal fluid viscosity of the mixture, in contrast with experiment.

From the high-pressure viscosity measurements by Brewer and Ed-
wards 23) we know that below about 1.5°K the normal fluid viscosity of
4He decreases slightly with increasing density, whereas a strong increase of
the viscosity is observed at temperatures between 1.5°K and the lambda-
point, obviously caused by the shift of the lambda-point with pressure. From
the experiments of Tjerkstra 28) we know that above the lambda-point
the increase of the viscosity with density is much smaller. Hence the 4He-
viscosity changes with increasing density in a similar way as with the addition
of 3He. This tempts us to conclude that a volume contraction takes place
when mixing the two isotopes, in agreement with theoretical predictions 34).
For, in this case, the molar volume of the 4He-component of the mixture is
reduced and the same happens when increasing the density of the pure
component. Comparing our results at 2.5 K with those of Tjerkstra, itis
found that a mixture containing 6%, 3He has the same viscosity as pure
1He of a density of 0.147 gr/cm? (instead of the density under the saturated
vapour pressure of 0.145 gr cm3): from this we derive for the contraction of
the molar volume V4 of the 4He-component on mixing:

aV4/éX = — 7 cm3/mol, (26)

yielding a total relative contraction AV /V = — 0.015 for this 6%, mixture,
when the change of V3 on mixing is neglected. Measurements of the mixture
density will be necessary to test this interpretation *).

c. The relative flow rate and the normal fluid fraction. For the determination
of yn it was sufficient to assume that egs. (21) and (22) represented the
momentum balance of the mixture, without discussing the particular form
of the function F in eq. (22). However, by transforming V into V — Ovn
with the aid of eq. (21) and using the yn-values, given above, we find also in

#) Since no numerical values of 2),° as a function of the density 33) were at our disposal, we could

not estimate the contraction at 7' < T3,
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the case of a mixture a m-th power relation between AP.q and V — 01y
to exist, confirming our supposition in eq. (20). The exponent m = 3.45 1s
equal to m®, the pure 4He-exponent, but the mutual friction factor B is
larger than B? and increases with concentration. Writing for the relative
velocity the relation:

grad Pegp = — avy (m = mY9) (27)

where z may depend on temperature and concentration, we can write for
the mutual friction term B of the mixture, employing eqs. (19), (20) and (27):

B = aL/[O(1 — x')]m (m = m?Y) (28)
whereas we obtain from eqs. (14) and (11°) for pure 4He:

BO = o0L/[O(1 — x9)|m°, (29)

Thus the observed increase of B with concentration depends either on the
difference between « and «9 or on that between " and x? or on both. Un-
fortunately no directly measured data of »* (with the exception of a single
measurement by Pellam 29)) exist, preventing the decision from which
term the difference between B and B originates. However, since m = m?,
we were tempted to try the supposition that « = «9 (see eq. (27)), 2.e. that
the relative velocity of the mixture is still given by eq. (14) when AP is
replaced by AP, and hence is independent of temperature and concen-
tration. Eq. (10) which is valid for pure 4He becomes for a mixture:

V — 0on = 0(1 — %) (30)

Comparing the relative flow rates of pure 4He and of a mixture at the same
value of APy, 7.¢. at the same relative velocity #p, we can determine x” from
the relation:

(V — 00 n)mixt/(V — Ovp)ime = (1 — #')/(1 — 29). (31)

Because x’, the normal fluid fraction of the mixture, 3He-atoms included,
is essentially a volume fraction and not a number fraction (cf. eq. (19)) it is
connected with the normal fluid fraction x of the 4He-component of the
mixture by the relation:

¥ = [#(1 — X)V2 + XV — X))V + XV? (32)

where V§ and V| denote the molar volumes of the pure components. The
contraction on mixing is neglected, since no experimental data are available
and our estimated value of the contraction is so small that it has only
negligible influence on eq. (32).

In fig. 11 the relative flow rate is shown as a function of the concentration
at constant temperature and APy 1000 cm He. From the ratio
(1 — x")/(1 — «9), derived from it with eq. (31), ¥' was obtained and trans-
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Fig. 12. The increase Ax of the normal fluid fraction of the 4He-component of a
3He-4He mixture as a function of the concentration X at different temperatures
2.05°K



formed into ¥, inserting in eq. (32) V4/VY{ = 1.35. In table II and fig. 12
Ax = x — x0 is plotted versus concentration at constant temperature, while
table IV and fig. 13 give Ax as a function of the temperature at constant X.
The sharp increase of Ax near the lambda-point is remarkable. Good corre-

spondence exists with the increase of the normal fluid fraction as calculated

FABLE 1V

Smoothed values of Av in %,

Fig. 13. The increase Ay of the normal fluid fraction of the 4He-component ol a
3He-4He mixture as a function of the temperature 7 at different concentrations
lx, derived from fig. 12.
1z, calculated from the shift of the lambda-point with
concentration 35) 36) 37)
I'; as a function of the concentration X,
lxops for X 0.06, according to Mikura's theory 40)

from the shift of the lambda-point with concentration 25) 36) 37)  Although
it is questionable whether our assumption concerning the mutual friction

in the mixture, viz. that the 3He-atoms behave mechanically as normal
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4He-particles, is correct, one still can expect Ax to have a temperature
dependence as shown, because the influence of the 3He on the relative flow
rate is the largest at the higher temperatures. Only assumptions of strongly
temperature dependent effective 3He-masses e.g. would yield other temper-
ature dependencies of Ax. Calculation of Ax from second sound in mixtures 38)
by means of a Pomeranchuk-type formula 39) or from the oscillating disk
experiment by Pellam 29) gives much larger values at low temperatures 1)
than we obtained with our assumptions. However, the calculation of Ax
from second sound also involves a large number of assumptions, whereas the
direct method of Pellam, which should give more reliable values, un-
fortunately yields a shift of the lambda-point of — 0.86 deg/mol instead of
the now generally accepted value of about — 1.5 deg/mol. More experiments
with the oscillating disk will be necessary before the discrepancies between
the different results can be understood and final discussion of 1x is possible.

Mikura 1) 40) has derived theoretical values of the normal fluid fraction
for pure 4He and for mixtures, but since his ¥%peor does not fit the observed
data, x%ps, he does not expect Xtheor of the mixture to behave better.
Actually he supposes both theoretical values to suffer from the same error
and therefore writes:

Xobs — Xtheor 9bs/2%heor) - (33)

Now Mikura has adapted his parameters in such a way as to obtain the
correct value of ¢T'/6X, 1.e. that Xineor | at the right temperature and
concentration. Unfortunately this perfect fit of Xtheor tO experiment
implies that xops never can be equal to unity at the lambda-point, because
1%ps/X%neor # 1. In fact Xons becomes larger than one at 7, as can be
seen in fig. 13. Comparison of our x with ¥tneor has no sense either for the
reasons mentioned above.

Extrapolation of the relative flow rate to zero in fig. 11 yields the con-
centration X at which x = 1, 7.e. at which the lambda-point is attained.
The observed values of — 1.48 and — 1.49 deg mol, obtained at 2.09°K,
are in good agreement with those obtained by other investigators 35) 36) 37)
(see fig. 16).

d. The flow rate as a function of X a and X ¢. In order to test our statement
that the flow rate depends on the concentration of the liquid in the high
pressure vessel only, we measured the positive and negative flow rates,
7+ and V-, at 2.09°K for eleven hours: during this time X4 changed only
from 3.1 to 3.8%,, but X¢ changed much more, viz. from 0.4 to 2.4%. If X¢
had any influence on the flow rate, the effect would have been detected in
this experiment because of the relatively large change of X¢. Actually the
flow rates appeared to decrease only when X increased and not when X¢
changed.. In fig. 14 we plotted 7+ and - as a function of X and of X¢.
We can obtain the right values of the pure iHe flow rate and the right

70




lambda-point concentration X, by extrapolating the curves depending on
I ; A P . ¢

X +. Extrapolation of V= as a function of X¢ vields absurd values of both

A ) ]

(V)x-0 and X). Furthermore the quantity AV (see eq. (25)) was fairly well
proportional to APysy during the whole experiment which is also in agree-
ment with our assumptions. Hence our statement concerning the concen-
tration dependence of the flow rate seems to be confirmed, if we exclude

once more the temperature region very near the lambda-point.

10

0
l |

107 cm?¥/sec

~
\\
Si— \\— — - 4
~. |
N
|{/|| ’ y ~«‘S§‘ | |
2 {
] o=
N XS
9 B
S X 005 010
-
4. The flow rate V of a 2He-4He mixture at |4 Pepy 1000 cm He as a function

Fig. 14

of the concentrations X, and X¢ at 2.09°K
v HT‘,,, derived from fig. 11.
llf g p]u!l(‘ll versus .\._\
v , plotted versus X a.

l.", plotted versus Xc

8000, , |
| "
emHe / f
| /
‘ /
7

g 10°% cm? 7.5
Y 0™% ¢ /u(
Fig. 15. The tlow rate V of a 4.6%, 3He-4He mixture as a function of the pressure
head AP at different temperatures
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e. The flow at temperatures very near the lambda-point. When increasing
the bath temperature gradually to about 0.05 deg from the lambda-point of
the mixture in A, and higher, the first deviation from the nqgrmal behaviour
we observe is that the negative flow rate /- becomes larger than '+ (see fig.
15). When the temperature is increased further, the lambda-point of X4 is
passed, whereas the mixture in C remains still superfluid. At these inter-
mediate temperatures ¥+ is a normal Poiseuille flow and the whole slit will
be filled with a mixture of concentration X . However, when AP is decreased
below APosm, a negative flow rate with superfluid character is observed,
indicating that in this case the slit contains superfluid and hence is filled
with a mixture of concentration X < X,. Obviously the superfluid in C
is able to force its way into the He I-filled slit, when AP is decreased, and to
dilute the mixture in the slit in some way. This ability causes at temper-

20— S

) X 0.025 — 0.0%0 007
-
Fig. 16. The lambda-point temperature 7, of a 3He-"He mixture as a function of
the concentration X.
— . standard curve, derived from 33) 46) 37),
: derived from the osmotic pressure.

~

. derived by extrapolation of V Ovn to zero (see fig. 11).

atures somewhat below the lambda-point of X ’— to become larger than
7+. On the other hand we have to conclude from the previous section that
this influence of X ¢ on the flow rate is limited to the region of very low (or
zero) superfluid concentrations and that the 3He-content of the normal
fluid, entering the slit at the high pressure side, usually is the all-deciding
factor. A detailed study of the flow in this intermediate temperature region
will be necessary in order to understand the obviously complicated mecha-
nism by which X¢ influences the flow.

From the arguments given above it is clear that near the end of the
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superleak the concentration jumps from a value smaller than X, to Xa.
Hence somewhere the concentration X, is passed. Now the osmotic pressure
of 3He-4He mixtures is a typical He II-effect and hence we have to expect
that at intermediate temperatures AP gsm is given by RT (X, — X¢)/M4g in
first approximation instead of by RT(X , — X¢)/Mag (see eq. (8)) and that
it therefore decreases rapidly with increasing temperature, which is actually

2500 — c — — — *j
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Fig. 17. The flow rate V of pure 4He as a function of the fountain force [fdT at
different temperatures

1.97°K : L67°K

1.84°K 7 1L.49°K

N
g

observed (see fig. 15). This enables us to calculate from APgsm X) as a
function of 7. The observed dependence is in good agreement with the shift
of the lambda-point with concentration derived from second sound 33),
from specific heat measurements 36) and with the oscillating disk 37) (see fig.
16). Hence the flow experiments with mixtures add two new, independent
determinations of the shift of the lambda-point with concentration to the
three existing ones.

7. The flow of pure *He as a function of the fountain force. The flow of
pure 4He under the influence of a large fountain force shows a dependence
on this driving force remarkably different from the isothermal flow (see
fig. 17): it passes through a maximum value instead of increasing continu-
ously (cf. fig. 2). Nevertheless, this strange behaviour is in agreement with
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the results of the isothermal flow experiments with the same apparatus.
Because of the large temperature gradients employed we have to integrate
over the slit length not only the fountain force, but also the flow resistance
BY, since it depends strongly on the temperature.

To perform this integration, the temperature distribution in the slit has
to be known. It is governed by the heat conduction through the gold wire,
the glass and the liquid helium. Because the pressure difference across the
slit is only the difference in vapour pressure between the two vessels 4 and
C, and the slit is so very narrow, the normal fluid flow of the liquid helium
is so small that its heat conduction is of the order of 108 W/deg only. The
heat conduction of the gold wire 41) 42) however, i1s of the order of
1.5 % 10747 W/deg; and that of the glass 43) amounts to about 10-571-3
W/deg. Hence the heat transport and the temperature distribution in the
superleak is controlled completely by the gold wire. Writing for the heat
conductivity of gold in general Axy = 7, we find for the heat current
density:

Q=BT grad T. (34)

Integration of this equation along the slit length L allows the elimination
of 0 and B, yielding:

T dT/dz = (Tg — T3)/2L (35)

where T'¢ and 7'y are the temperatures of the vessels C and A resp. and z is
the length coordinate of the slit.

In a similar way as used in obtaining eq. (11) we can transform eq. (3)
into:

(SY/g)dT — dP = (BO/L) (V — Ovy)™°dz (36)

where the pressures are expressed in cm He. For the reasons mentioned above
Owvy/V < 0.01, which allows us to write for eq. (36):

fdT = (BO/L)Vm’dz (37)

where f is the fountain constant in cm He/deg, corrected for the vapour
pressure difference. Because d V /dzis zero, we obtain from eqs. (35) and (37):
WA ym® PTC dz opym®  (TC
fil = BYO——dT = ——— 307°dT. (38)
J1y R i3 d? (Teg—T3)JTa
Because V7 is measured as a function of 7'y and T, and m® is known from
isothermal flow experiments *) with the same apparatus, the integral /BTdT
can be derived directly from experiment. It can be compared with B9,

*) As has been mentioned already in section 5b, the relative velocity vy in these experiments is a

function of both pressure head and temperature, in contrast to the results obtained with apparatus la.

74




determined isothermally with the same apparatus as a function of T,
either by integrating the latter over the temperature region 1Ty — T'¢ or by
differentiating the integral / B97'dT with respect to its upper limit T,
vielding BY7T'¢. The latter way has been followed. In fig. 18 /BYTdT is
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Fig. 18. The integral [ BOTdT as a function of its upper mu‘grntiumllimil Te
at different lower limits 7'4.
7. Ta 1.49°K A: Ta 1.84°K
O: Ta 1.67°K o 8 1.97°K
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Fig. 19. The resistance factor B9 of pure 4He as a function of the superfluid fraction
1 40
A : obtained from isothermal flow experiments,
©: obtained by differentiating [ BOTdT
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plotted wversus T¢ for four different bath temperatures 7. By a simple
process of addition these four curves are converted into a single one, being
[ BOTAT with Ty = 1.49°K and T'¢ varying between 1.49 and 2.17°K, from
which B9 is derived by differentiation. In fig. 19 the results are shown,
together with the isothermal values of the flow resistance. The perfect
coincidence of the two sets of B? proves that the flow resistance is actually
distributed over the whole slit length and that it is not concentrated at one
or two points (e.g. the ends of the slit) as has been suggested occasionally.
All assumptions of that kind fail to give the right /fdT — V relation. If,
for instance, the resistance were situated at the entrance of the slit, it should
not be a function of T'¢, and the flow rate should show the same behaviour
as in the isothermal case. Further support for our statement is found in the
result of Brewer and Edwards 32) in capillaries of the order of 100 micron
that the flow resistance is reduced by a factor two when the capillary is
bisected.

8. The flow of 3He-AHe mixtures as a function of the fountain force. Since in
these flow experiments the mixture was condensed in A only, whereas C
was filled with pure 4He, the superleak is supposed to be filled with pure *He
only, as has been argued before (see section 3b). Hence the only difference
with respect to eq. (38) of the previous section to be expected is the intro-
duction of the osmotic pressure difference across the slit, yielding:

o o) - 2I’vm., PTo

i AT — AP = (|fAT)ett = —5——m57 | .. B°TdT. (39)
JZy J (Te — TR)/TA
Comparing, however, the experimental data with the curve calculated from
eq. (39), we find a good agreement for the negative flow rates, but for
positive ones the observed flow is much smaller than the calculated one
(see fig. 20). Even insertion of the resistance of the mixture, B, into eq. (39)
instead of BO gives a completely insufficient improvement.

The reason for this discrepancy lies in the fact that at the time of the
experiment (which actually preceded the isothermal flow experiments) only
very small amounts of mixture were available. Thus the vessel 4 could be
filled only partially, the contact between the liquid and the slit being by
means of the He IT-film.

In the case of pure 4He it appeared to make no difference whether we
filled A partially or completely. This is clear, since the largest observed flow
rate was equal to the film transfer rate 44) over a surface of 1 mm circum-
ference. The smallest constriction for the film flow, the lower end of the
superleak, is of this order, since two gold wires of 0.1 mm diameter were
used in this superleak and a small drop of liquid is present around these
wires at the entrance of the superleak because of the surface tension. On the
other hand, this equilibrium is seen to be rather critical: if the film transport
had been somewhat smaller, we would not have measured the properties of
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the bulk liquid flow in the slit, but rather the film flow in the vessel 4.

At the time of the experiments with the mixture, however, we thought
that the film transport would be sufficient for the mixture also. From the
observed discrepancy with respect to eq. (39) it is clear that this is not so
and that our positive flow rates are connected with film flow rather than
with bulk liquid flow. Let us consider what might have happened with the
film. From the measurements by Inghram, Long and Meyer 45) we know
that the 3He-concentration in the bulk liquid and in the film is the same for
a given vapour pressure. Since the slit contains only pure 1He, a concen-
tration jump X exists somewhere near the entrance of the slit, exposing the
film at this point to a tension, equal to the osmotic pressure of the mixture.
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Fig. 20. The observed flow rate ¥V of a 1.3%, 3He-4He mixture as a function of (/fd7)ers
at different bath temperatures.
V of pure 1He, at 1.48°K, calculated from eq. (38).

-- . Vof a 1.39% mixture at 1.48°K, calculated from eq. (39).

1.97°K O 1L66°K
1.84°K 7: 1.48°K

It is well-known that the transfer rate of an unsaturated film is strongly
reduced 46) and that a film can be made unsaturated by exposing it to a
tension. This has been shown in the indirect measurement of the fountain
effect 47) where the vessel 4 of an apparatus, similar to our apparatus 15,
contained such a small amount of 4He that only film was present in it. By
heating C which contained some bulk liquid, a fountain force /fdT was
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created which exerted a tension on the film in A. As a result of this tension
the film appeared to become unsaturated reducing its vapour pressure by an
amount AP equal to:

R ==t0s 4_;';).7 (40)

where 7 is the exerted tension equal to / fdT, and where gy and g} denote the
molar vapour and liquid density resp. If we now take this tension 7 equal
to the osmotic pressure of a mixture of concentration X, we have, em-
ploying cgs-units (cf. eq. (7)):

AP = — gRT n [(1 — X)fs) = — (P} — AP)In[(1 — X)fa]  (41)

where the activity coefficient f4 19) accounting for the non-ideality of the
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Fig. 21. The ratio of the heat transport by the unsaturated ‘He-film to that of the
saturated film, Qy/0Qs, and the ratio of the observed positive flow rate of a 3He-4He
mixture to that of pure 4He, Vx/Vj, both as a function of the saturation I“ I“; at
different temperatures.

¢ Ou/0s, measured by Bowers, Brewer and Mendelssohn 16)

Qu/Qs, interpolated curve.

Vx/Vo at 1.49°K. At Vx/Voat 1.84°K
Vx/Voat 1.66°K. . Vx/Voat 1.97°K.
mixture obeys the inequality O < f4 — 1 <€ 1. Second virial coefficients are

neglected. The vapour pressure of the film thus becomes:
P} — AP = PJ/{1 — In [(1 X)fal} = Pi(1 — X)f4 (42)

with a relative error of the order of X2. The partial vapour pressure Py of a
mixture of concentration X, on the other hand, is given by 10):

Py = Pyl — X)fa (43)




which is equal to the result of eq. (42). Hence the 4He-film under a tension
equal to the osmotic pressure of a given mixture has a vapour pressure
equal to the partial 4He-pressure of this mixture, and its transfer rate will
be that of a film at saturation P,/P}.

Now it is reasonable to suppose that in our case the film, being under the
same tension, will flow also as a 4He-film at a saturation P,/Pj. In order to
verify this and to see whether the positive flow rates are film transfer rates
indeed, we compared our flow rates as a function of P, PY, caleulated from
the liquid concentration 11), with the directly measured transfer rate of the
unsaturated film 46). In fig. 21 we plotted versus the saturation P,/P} both
the ratio of the heat transport of the unsaturated and the saturated 4He-
film, Qy/Qs, and the ratio Vx/ Vg, where V is taken at (/fdT)esr = 300 cm He.
Actually we had to divide the flow rate at concentration X, ’x, by the
transfer of the saturated 4He-film but since it cannot be calculated exactly,
we took the observed flow rate of pure 4He, which is somewhat smaller.
The ratio Vx/Vy is therefore an upper limit. The reasonable agreement be-
tween the two different data allows the conclusion to be drawn that we
measured film transfer instead of bulk flow, when ¥ > 0, and that the film
transfer is reduced in this situation in the way as described above.

Hence these last experiments did not yield essential results on the bulk
flow. It will be useful to repeat them with a completely filled lower vessel,
since then it is possible to check whether eq. (39) describes the flow correctly
as a function of concentration and temperature, If this is so, the exact
proof is given that the slit actually contains only pure 4He, when the high
pressure vessel contains 4He and the other one a 3He-*He mixture.
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SAMENVATTING

In dit proefschrift worden enige eigenschappen van ?He 'He mengsels
bij temperaturen beneden het lambda-punt van het mengsel besproken.

De onderzoekingen zijn uitgevoerd met behulp van toestellen, welke in
hoofdzaal bestaan uit twee vaten, verbonden door een nauwe spleet. Een
van de vaten kan eventueel worden verwarmd. De spleet wordt gevormd
door een of twee gouddraden van 0.1 mm diameter in te smelten in een stuk
zacht glas. Door het verschil in uitzettingscoefficient tussen beide materialen
ontstaat er bij afkoeling een spleet, die bij He-temperaturen van de orde
van 0.2-0.3 micron is.

In het eerste hoofdstuk worden metingen over het fase-evenwicht tussen
damp en vloeistof van 3He—4He mengsels bij vloeistofconcentraties van
de orde van 10-3 beschreven. Zij zijn uitgevoerd met zeer kleine hoeveel-
heden vloeistof ter vermijding van concentratiegradienten in de vloeistof.
Een redelijke aansluiting aan de resultaten van Sommers bij hogere
concentraties is gevonden.

Het tweede hoofdstuk is gewijd aan de osmotische druk, die door een
3He—4He mengsel wordt uitgeoefend ten opzichte van zuiver 4He, als
beiden door een nauwe spleet van elkaar gescheiden zijn. De gemeten
osmotische drukken blijken aan de klassicke thermodynamische relaties
te voldoen in het hele onderzochte gebied.

In hoofdstuk III zijn uit de dampdrukgegevens de chemische meng-
potentialen voor mengsels tot 79, concentratie berekend. Door differentiatie
e.d. zijn hieruit mengentropie, mengenthalpie en meng-soortelijke warmte
afgeleid. Voorts wordt de temperatuur geschat, waarbij een fasescheiding
in het mengsel zal kunnen optreden. Over het algemeen blijkt er een redelijke
tot goede overeenstemming met de bestaande experimentele gegevens
te bestaan.

In het laatste hoofdstuk komen de verschijnselen ter sprake, die op-
treden bij de stroming van een 3He—4He mengsel door een nauwe splect.
Deze stroming is in eerste benadering analoog aan die van zuiver *He en
vertoont dezelfde merkwaardige afhankelijkheid van de drijvende kracht,
zij het dat de stroomsnelheid afneemt met toenemende concentratie. Uit
de resultaten wordt met behulp van een eenigszins aangepast twee-fluida
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model de viscositeit van het conglomeraat, gevormd door het 3He en het
normale fluidum van het 4He, afgeleid, terwijl tevens onder bepaalde
veronderstellingen de toename van de hoeveelheid normaal fluidum van
het 4He t.g.v. de toevoeging van 3He wordt geschat. Bovendien leveren de

metingen een waarde voor de verschuiving van het lambda-punt met de

3He-concentratie op, welke in overeenstemming is met de thans algemeen

aanvaarde waarde van —0.015°K per procent 3He. Door bij temperaturen
boven het lambda-punt de viscositeit van het mengsel te vergelijken met
die van zuiver 4He onder druk wordt een schatting van de volumecontractie

bil menging verkregen,






















