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Abstract

A new device, based on the inert gas flow method, for measuring the vapour pressure and the
determination of the enthalpy of sublimation in a wide range of temperatures (up to 573 K) is de-
scribed in this paper. The limits of the flow rate as important experimental parameter were deter-
mined for the given instrument. The results of calibration showed a good precision and reproduci-
bility of the measurements of the enthalpy of sublimation. The results of the determination of
some derivatives of pyrimidine were presented.
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Introduction

We were interested in the determination of thermodynamic properties of deriva-
tives and analogues of nucleic acid bases and some pharmaceutics. The compounds
studied are mostly characterised by low vapour pressure and are individually synthe-
sised in small amounts (complex to synthesise, not commercially available). The
necessary condition to perform a cycle of thermodynamic determination is the sub-
stance recovery after the measurements. In the Knudsen effusion method used by up-
to-day [1-4] the substance recovery was difficult, whereas the amount of substance
required for single measurement is quite large, making in some cases the accom-
plishment of the series of investigations impossible. A stability control of a studied
compound in the course of the sublimation process is also difficult or impossible.

In the present paper we give a description of a new device for measurements of
vapour pressure and sublimation enthalpy of the low volatile compounds by flow in-
ert gas method. Although the principle of the method is well know8][3he pro-
posed new construction seems to be interesting due to its practical usefulness and
obtained precision of measurements of the enthalpy of sublimation. The constructed
device was applied for the determination of the vapour pressure and the enthalpy of
sublimation of some methyl-, methoxy- and hydroxy-derivatives of cytosine.

1418-2874/99/ $ 5.00 Akadémiai Kiadd, Budapest
0 1999 Akadémiai Kiadd, Budapest Kluwer Academic Publishers, Dordrecht



226 ZIELENKIEWICZ et al.: ENTHALPY OF SUBLIMATION

Experimental
Method

The inert gas flow method consists in the passing a stream of an inert gas over the
sample at a known rate and at a constant temperature, slowly enough to achieve prac-
tically saturation of the carrier gas with a vapour of the substance studiedeMarti
al. [7] made careful studies on the ideal interval of the inert gas flow, which is reveal-
ing at high rates a decrease of the vapour pressure measured. At rather low values of
the gas flow a marked increase of the vapour pressure is observed by the diffusion of
the substances transported in addition to the flow. The vapour is then condensed at
some point downstream; in order to determine the mass of the sublimated compound
and its purity. The vapour pressure for the given inert gas temperature in the saturation
area is next calculated from this amount and with the given volume of the inert gas.

Apparatus

The constructed device is presented on Fig. 1. The inert gas (nitrogen) from tank
flows through a column packed with silica to adsorb a humidity from the gas. In a
water thermostat where a temperature is controllegDi01 K, the stabilisation of
the gas temperature occurs. The stability of the gas flow with precision better than
0.01% is realised by use of mass flow controller MKS type 1259CC-00050SU. The
inert gas of constant temperature and velocity passes then to the glass tube
(L=1000 mm long, with a diametdr=30 mm,L/d=33.3), which is placed in the air
thermostat. Three zones of the glass tube can be distinguished to perform: zone (A)
for stabilising of the inert gas; zone (B) in which sublimation process occurs; ensur-
ing slow sublimation of the investigated substance; zone (C) in which the inert gas
together with the sublimated substance is overheated®¥K4controlled by plati-
num resistance thermometer. The determined temperature of the air thermostat is
kept constant with a precision of 0.01 K by means of the temperature controller PID
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Fig. 1 The scheme of device based on the flow inert gas method
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type 650 H UNIPAN equipped with a resistance thermometer. The zone (C) is cou-
pled with the condenser built from glass helix, placed (outside the thermostat) lo-
cated in a Dewar vessel filled with a liquid nitrogen. To avoid a penetration of hu-
midity from the air, a condenser is connected to a vessel filled with,CacCl

Calculation

The amount of sublimated substance is determined by following procedure. The
condensed substance is dissolved in a defined volume of sMygnthe determi-
nation of the mass of the substance is based on the measuring of absArbhitse
solution by means of CARY 1E UV-Visible Spectrophotometer, Varian. Knowing a
value of the extinction coefficiemt(dm® mol't cm™) of the studied compound dis-
solved in the solvent one can express the concentration of the saimioldm™3)
according to the Lambert-Beer law, by the following relation (1):

A=¢gcl (1)
whereas the mass of sublimated substance is calculated from:
m = cVgoM (2)

wherel is an absorbing path lengtt;is a molar mass of studied substance. Consid-
ering that the vapour pressure of the substance is very low, the ideal gas rule can be
applied:

pV, = nRT (3)

whereV, is a total inert gas volume at temperatliyef the measurement corrected
with the thermal expansivity coefficierRR is a gas constant=m/M - number of
moles of sublimated substance. gvalue is calculated from Eq. (4):

Vy _T (4)
Vgas T

whereT, is a temperature of the water thermoW@&(dmﬁ is a gas volume at tem-
peratureT,, calculated by Eq. (5):

Vgas= Vt (5

wherev(dm?h) is a gas flow velocityi(h) is a sublimation period. Taking into ac-
count (2)(5) we then obtain:

V
p= cvi"RTr (6)
gas

The experimentally determined vapour pressure data are usually presented with
the use of co-ordinates fn 1/T):

|nP:A+$ @
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The value of the enthalpy of sublimation is calculated by use Clausius-Clapeyron
equation:

Bl = AT

Whereas the entropy of sublimation at given temperaiiweas calculated from
relation:

A g _ A9
Agubs,.n — sumeT SUk.G (9)

where

AgubG = —R'ﬂni
Po
whereP,=1.01310° Pa.

However, the correction related to the changes of &yl with temperature
was omitted.

Results and discussion

The flow inert gas method is a dynamic method. Therefore, from ‘principle’ there
is no thermodynamic equilibrium between solid and vapour of the substance studied.

The velocity of a carrier gas flow through the sublimation chamber should be
chosen very carefully, in order to establish and maintain the conditions of thermody-
namic equilibrium for the substance present in solid and vapour phases. It was al-
ready shown in a paper [12], when the gas flow velocity is took@024(dni/h),
the error of the determination of tRevalue increases, when the gas flow velocity is
too high, the conditions of solid vapour equilibrium cannot be achieved and the
measured vapour pressure values express some temporary states of a system. Efforts
were made to maintain the conditions close to the thermodynamic equilibrium be-
tween gas and solid phase through securing the adequate velocity of inert gas flow-
ing over the expansive surface of the medium on which the sublimating substance
was put. The laminar gas flow was secured. The Reynolds niReloerresponds to
200 with the packing coefficient assumed to 0.45, the mass of sublimated substance
per hour was 0 mg which corresponds &1102-211072 milligrams in hour per
unit of surface (crf) from which sublimation occurs. The dimension of the surface
is about 600 cf

The device was tested before starting the exact measurements by determining the
relation betweer® andv and choosing the gas flow velocity value adequate to the
appearance of a plateau Bnf(v) curve.

The benzoic acid, as a standard substance obtained from Polish Committee of
Quality and Standards was used for the calibration. Its enthalpy of combustion
AH=-3228.1 KWmol™* and heat of melting corresponds Aq,H=18.0 kJ mol?,
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which are in good agreement with literature data [¥Q}=-3226.9 kdmol™,
A, sH=18.06 kJ mot.
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Fig. 2 The relation of the partial pressure of benzoic acid as a function of temperature and
inert gas flow rate

The vapour pressure measurements were performed in the range of temperature
307-355 K. For each temperature value the experiments were repeated at 9 different
gas flow ratesv=0.2; 0.5; 1; 1.5; 2; 2.5; 3; 3.5 and 4 #m At the conditions where
the gas flow rate and temperature were kept constant, every experiment was repeated
at least three times. The results of the determinations are presented numerically (Ta-
ble 1) and graphically (Fig. 2). It is quite obvious, that there is no significant differ-
ence between the saturated vapour pressure data determined in constant temperature
at different gas flow rates. The existing differences are within the experimental error
limits. It proves, that is described above experiments, the thermodynamic phase-equilib-
rium is very good approximated between vapour and solid forms of substance.

In Table 2 the obtained dependenc®wsf(T):

1088845
InP = (34.18:0.14) - ———

0=1.9810"% R=0.9998n = 10;

and value of sublimation enthal@g¢,H,,=90.5:0.3 kJ mol* are reported and com-
pared with a data taken from literature-15]. There is a good agreement between our
determined value of the enthalpy of sublimation and this recommended by IUPAC
A3, H,,=89.7+0.5 kJ mal? [16].

However, obtained P=f(T) values implicates the existence of two sets of data.
The P=f(T) data determined in this work is consistent with the results of Davies [5]
and Colomina [15] within the limits of experimental error, but differ somewhat from
the results obtained by Klosky [9], Malaspina [10] and Wiedemann [11].

To verify the usefulness of constructed device in the investigations on the deriva-
tives of nucleic acids bases, the measurement§, @i, for 1-methyl-4N-methoxy-
cytosine were performed.

J. Therm. Anal. Cal., 57, 1999



ZIELENKIEWICZ et al.: ENTHALPY OF SUBLIMATION

230

% 1U8I011}90D UORLIEA ,

CLYV'EY S0T'LC 1{VAVA Y GT8°0T 0€L9 16TV T0G°¢ L9V'T v8°0 8.7°0 [TTld
8€6'6€ LL6'VC 8G€'9T G¢0'0T FASTARE 806°€ ovee 8.€'T €6.°0 ¢Svo [oTld
LV8'EY 989°/L¢ 062'8T TC¢ETT GET'L 00S'v €e¢lLe 029'T €V6°0 144°RY l6]ld
T1C'€E €81°0¢ 188°¢CT 299°L YAZ D4 0¢8'¢ LEQ'T €€6°0 6TS0 98¢0 [sld
19T [40? ve'1 11°¢ G9'¢ 0c'e 09'S 144 ¢l L1°¢ «d/dV
009'TE ¥82'61 €69'¢CT T1G°L oTvr'vy €18'¢ 99T 6¢6°0 ¥1S°0 ¥8¢°0 Im
¢6S'TE 87061 124841 06€°L 8EEY 0T6°¢ ovo'T €36°0 9050 0620 oy
L86°'T€ 08T'6T €29°¢T ¥§9°L 6ESYV 086°¢ 00L°T ¥S6°0 6TG0 L1120 g€
L68'TE 196'8T 0T8'¢T [AZAA 605'Y 188°¢ 90S9'T G¥6°0 9TS°0 €6¢2°0 (U]
€0T'¢ce 097'6T evaert 68€°L T9¢'Y 8G.°¢ 089'T Ev6'0 6050 G8¢°0 4
000°'TE T.€6T ¢/8¢CT 0EY'L vEEY 9/.9°¢C S6L°T 0T6°0 81590 1620 0¢
ovs'1e 0GC'6T €66°CT ¢69°L veT'v ovL¢ IZ4° " 6760 ¥2s'0 0820 ST
06S°0€ ¥.S°61 evaet ¥9S°L ¥0S'v 0€8'¢ 99T €680 805°0 G20 0T
0s0'¢ce 0cv'6T 189°¢CT €8¢'L LTSV c9l'¢ 98’1 €160 91S°0 8.¢2°0 S0
0v9'Te 062°6T €9/.°¢CT e€av’L LYy €8.L°¢ €291 €060 G050 9820 ¢0
ed/dsinssald U wp/a
SY'vS€ G8'8%¢ S6°EVE Gy'8€E CE'EEE G€'8¢¢ oT'€ce G8'LTE G9°¢CTE Gg'.0€ AL

pioe 210zua(q 10} Moj} Seb Jo A1oojaA Jualaip 1o} (1)i=dione|al ayl T a|qeL

J. Therm. Anal. Cal., 57, 1999



231

ENTHALPY OF SUBLIMATION

ZIELENKIEWICZ et al.:

[eT] ‘e 19 |a1seyD G1'862 9'02°68 G1°862 Anawuored
[9] Z)anelo GT°862 Z2'0%°68 G1°86¢ Anawuiored
[oT1] ‘le 12 euldsere £8€-8€¢€ ¥'08'68 £8€-8€¢€ Anawuored
[oT1] ‘lejo euldseleN  1/€ 6EF'SIE0T)-ET 0E6'2E)=dUl £8£—8€E ¥'08°68 £8€-8€¢€ uoisny3
[TT]  ‘le 18 uuewapalm 1(5'98T®"2EY0T)-T2 €€=dU| €0€ L1998 GTE-062 uoisny3
[sT] ‘e 19 euIWo|0D ¥'€0€ €1°0%£°06 €TE-€62 uoisny3
[sT] ‘lejo eulwolo)  1/6'9T# 6980T)-60'0%2 ¥E)=dul €TE-€62 2°09°06 €1€-€62 uoisny3
4 ‘[e 19 eulWo|0D 80€-€62 €°08°06 80£-€62 uoisny3
[21] JauunigsiiH ST'862 206 68€-L.€ adoosiuajos|
(6] ‘e 18 Aysoy [6°€STOT-82V'2€=dUl ST'86C 1.8 v6e—€2¢ adoosius1os|
[s] [e 18 saineq 18°'9660T-€S¥€=dUl  §'G9E v’ 0F 16 18E—€VE poyawW Mo|
Yiom siyL 1/6¥B880T)-¢T 0BT ¥E)=dul v6E—€CZE €'0%°06 ¥6€—€2€ Mo|4
e ow
1od slouiny uonenba Q:Mw\ma Inodep \vh H\_E :mnqv_ wmwﬁ POtHON

sylom snoinsid pue Juasald ay) Ul paulwa1ap pIoe 210Zuad Jo uoirewigns Jo Adreyiua pue ainssald inodepz ajgel

J. Therm. Anal. Cal., 57, 1999



232 ZIELENKIEWICZ et al.: ENTHALPY OF SUBLIMATION

Table 3 The relationP=f(T) for 1-methyl-4N-methoxycytosine determined by Knudsen-effusion
and inert gas flow method

Effusion method Flow method
TIK P/Pa T/IK P/Pa
315.68 0.0636 320.31 0.273
317.27 0.0779 325.73 0.527
319.36 0.1014 330.25 0.913
321.68 0.1361 335.46 1.72
323.42 0.1686 340.72 3.06
325.15 0.2097 345.18 4.95
350.14 8.41
357.40 17.37

The saturated vapour pressures were measured at different temperatures (Ta-
ble 3) using two methods: Knudsen-effusion method, described in previous investi-
gations [}4] and the method of an inert gas flow with the use of the new constructed
apparatus. The calculated dependenciBsf{T) andAg H,, are as follows:

Effusion method:
A H,, = 107.6:0.3 kdmol ™, AY,S,, = 222.15 I mbL K™

12943t35

InP = (38.24:0.11) - =

0=2.7610% R=0.999.n=6
Flow method:
03, H,, = 106.9:0.4kI mol™; A9,S,, = 227.12I mal 7K™t

1285#48

InP = (38.84£0.14) - =——

0=1.3910% R=0.999.n=8

It can be noticed a good agreement betws®H,, data obtained by two men-
tioned methods. The=f(T) data determined by means of the inert gas flow method
are slightly higher than those determined by use of the effusion method.

Probably it results from the different preparation procedures applied to the sam-
ples of substance, used in each experiment. In the inert gas flow method, the sub-
stance was preliminary dissolved in water and then evenly deposited by a slow
evaporation of water on the surfaces of the glass spheres. In the next step, the sub-
stance was carefully dried in the stream of an inert gas. It is possible, that in the
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course of this procedure the certain modification change of 1-methyl-4N-methoxy-
cytosine or also a certain content of the amorphous form might be produced in the
flow method. Such differences in the crystal form could be an explanation for the ob-
served differences. It could affect the value of free energy of sublimation, but would
not have any influence on the value of standard enthalpy of sublimation. It should be
pointed out, that in the effusion-studies the coefficients of absorption of the sub-
stance, were determined before and after each measurement, as well as for the sub-
stance remaining on the base. The comparison of those two quantities revealed, that
in the sublimation process no decomposition of substance investigated occurred.

The presented device was used for the determination of the enthalpy of sublima-
tion of some methyl-, methoxy- and hydrocytosines published previously [18] as
well as for 2,4-diamino-6-hydroxypyrimidine and 2,4,6-trihydroxypyrimidine for
which the experimental results were presented in Table 4.

Table 4 The vapour pressure and the molar enthalpy of sublimation data for 2,4-diamino-6-hy-
droxypyrimidine and 2,4,6-trihydroxypyrimidine

2,4-diamino-6-hydroxypyrimidine 2,4,6-trihydroxypyrimidine
T/IK P/Pa T/IK P/Pa
422.61 0.0249 393.70 0.2438
437.32 0.0385 398.57 0.4531
447.32 0.0968 403.39 0.5873
456.43 0.2126 413.05 1.3391
461.34 0.3032 418.06 1.9913
466.36 0.5157 428.08 3.8301
470.97 0.6861 437.64 8.2268
InP=(37.330.49-(1774%22)/T INP=(32.690.79—(13392:33)/T
AdH, = 147.60.2kImol™ AYH,=111.30.3kImol™
0=1.2510"% R=0.9996;n=7 0=2.3710% R=0.9985,n=7

The results of calibration as well as of the determination of the vapour pressure
and the enthalpy of sublimation of cytosine derivatives shown on the good repro-
ducibility and accuracy obtained in the described device.

* * *

This work was supported by Polish State Committee for Scientific Research under Project
KBN 3 TO9A 05611.
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