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'PETROLEUM RESIDUALS IN PREBAKED CARBON ANODE BINDERS
By -
M. B Dell

Alcoa Research laboratories
New Kensington, Pa.

INTRODUCTION

. In the Hall-Heroult Process for produc1ng aluminum, alumina dissolved in
molten cryollte at 950-1000°C is electrolyzed u51ng a carbon’ lined cell as cathode
and baked carbon as anode. Anodes are made by mixing about 18 per cent binder with
82 per cent carefully sized calc1ned petroleun’ coke and molding a green block, which
is subsequently baked at 1100 in an inert atmosphere to coke the binder.,

During electrolysis the anode in slowly consumed. Carbon consumption is
caused by: (1) combination of carbon with the oxygen released at the anode, (2) further
combination of carbon with COz initially formed,  (3) air-burning of the exposed top
of the anode, and (4) disintegration caused by particles of petroleum coke falling
into the bath if the binder coke is more reactive than the petroleum coke. All but
the first are atrongly affected by the reactivity of the carbon anode, and this in
turn is dependent on the quality of the coke formed by the binder.,

Numerous tests have been proposed for characterizing binders. They have
been reviewed comprehensively by Thomas3 and ‘somewhat more critically by Weilerk.
It is generally agreed that the binder should meet a softening point requirement for
ease of processing, must have a low ash content to prevent contamination of the bath
and also to avoid catalyzing carbon reactivity, and should be low in sulfur because
of corrosion problems. In addition, high aromaticityl is desirable to form a less
reactive anode with good electrical conductivity. Coke-oven pitch derived from coal
is very aromatic and meets all these requirements. It is the binder used almost
exclusively in the United States.. We have now found that certain less-aramatic
materials, such as those derived from petrolesum, can be blended with coke-oven pitch
to produce anodes equivalent in all significant properties to conventional anodes.

© ANALYTICAL PROCEDURES

Softening Point

" Cube-in-air method. Barrett Test No. D-7, Allied Chemical and Dye
Corporation, New York, New York. :

Reactivity

Sodium sulfate reactivity is the loss in weight on immersing a l-in,
cylinder of carbon 0.5~in. long for 30 minutes in sodium sulphate at 980°C. Carbon
is oxidized by molten sodium sulphate?, A reference carbon containing a standard
binder is always run with this test for comparison. Both results are reported here
since for some of the earlier tests the procedure was modified slightly.

Infrared Index of Aromaticity

This is taken as the ratio of the aliphatic transmittance at 3.4 microns
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Infrared Index of Aromaticity

divided br the arcmatic transmittance at 3.3 microns as previously describedl,

Liscibility Test

.. This test measures the compatibility of a binder with coke-oven tar. 4
1:1 mixture of the binder under test and coke-oven tar is heated about 30 degrees above

the softening pointe A small droplet is transferred to a warnm glass microscope slide
on a hot plate and covered with a cover glass, While still warm, slight pressure is
applied to the cover glass to reduce tire film thickness so that it will transmit light.
When viewed under the microscope at 200X, absence of flocculation of the C-I particles
noriially present in coke~oven pitch indicates compatibility of the binder.

RESULTS AMD DISCUSSIOH

A typical analysis of coke~oven pitch binder for prebaked electrodes is
given in Table I. The softening point corresponds to about 215-233°F ring-and-oall.
TABLE I

TYPICAL PROPERTIEZS OF COKE~OVEHR
PITCH BINDiSRS FOR PREDAKED ANODES

Softening point, cube-in air  105-115
Sulfur, ¢ ‘ . G.5
Asn, % . . : C.l
Infrared index 1.3

For carbon anodes made with unblended binders, the reactivity increased
with decreasing arcuaticity of the binder as measured by infrared index (Figure I). On
the vasis of infrared index binders may be divided somewhat arbitrarily into three
arcmaticity classes: high (01.2), internediate (0.4 to 1.2) and low (0.6).

Zizh Aromaticity Binders

Coke-oven pitch is about the only member of this class. In prebaked anodes
almest any high-tenperature, coke-oven pitch can produce a good anode.

Interrediate Aromaticity Pinders

Pitches derived from vertical retort tars or oil-gas tar, and petroleum
residuals frcm high temperature cracking processes fall in this class.

low Aromaticitv Binders

Aniong these are pitches derived from low-temperature coal tar, solvent
extracts of petroleum and most petroleum residuals.

In geﬁeral low and intermediate aromati¢ity binders do not produce good
anodes and are not used alone in carbon anodes. In the United States a very minor
arount of cil-gas pitch is used in 50:50 blends with coke-oven pitch.
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Low Aromaticity Binders

In a search for low cost binders derived from petroleum, several residuals
were found which unexpectedly produced good anodes in blends. T;pical laboratory re-
sults are presented in Table II, and similar good results have been obtained in plant
operation for several of these blnders.

All intermediate aromaticity binders tested produced good anodes when blend—
ed with coke-oven pitch. ~These results were not unexpected since blends of oil-gas pitch
have been used for some time in anodes. Recently residuals produced in petroleum pro-
cessing by hlgh—temperature cracking have become available, .. Those having intermediate

aromat1c1ty (A and B in Table 11) should Tind application blended in anode binders, . lione.

of the petroleum residuals tested had aromaticities as high as coke-oven pitches.

Certain low aromaticity binders when blended with coke-oven pitch produced
good binders. These included a petroleum residual (C - Table II) produced by propane
deasphalting of an Ordovician crude and a pitch (D) derived from low-temperature
lignite tar. Other low aromaticity binders, such as air-blown asphalt (E in Table II),
produced poor binders, The only laboratory test which differentiated among these binders
was the niscibility test. Those blends in which the C-I particles were flocculated
produced poor binders (E and F in Figure 2). If the G-I particles remained uniformly
dispersed (A and C in Figure 2) the blend produced good ancdes.

While some of these binders did produce good anodes, their true coking
values were lower than that of mwke-—oven pitch (Table II). -This did not seem to affect
their utility, but their economic value was lowered since less carbon would be available
for reaction with oxygen produced at the anode in smelting cells.

CONCLUSION
High aromaticity binders can be used alone to prodhce good anodes, Inter~

mediate aromaticity binders blended with coke-oven pitch produced good anodes. In

blends low aromaticity binders which were miscible with coke-oven pitch produced good
anodes.
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Aspects of the Rea;tivity of Porous Carbons with Carbon Diéxide
J. H. Blake (a), G. R. Bopp (b), J. F..Jones (c), M. G. Miller (c), W. Tambo (d)
(a) Chemical Engineering Department, University of Colorado
(b) Present address, Cﬁemicai Engineering Department, Stanford University
(c) FMC corp., Chemical Research and Development Center

(d) Present address, Cabot Corp., Boston, Massachusetts

I. Introduction

This work was undertaken in order to develop a simple and effective test that
would compare the reactivities of granular carbons. The carbons studied were samples
of formed metallurgical coke and of calcined coal char made from subbituminous coal
in the process developed by FMC Corp., and demonstrated in a -semi works plant at
Kemmerer, Wyoming (1). This coke is permeated by a system of very fine pores, it has
a highly amorphous solid structure, and it is very reactive compared to byproduct or
beehive cokes. The reactivity is believed to be an important property of cokes used
as reducing agents.

As a second objective, some knowledge of the influence of rather mild thermal
treatment on the reactivity of these cokes was sought,

Carbon dioxide was selected as the oxidizing agent for the reactivity tests,
since its reaction with carbon is not complicated by secondary effects such as the
water gas shift. The reaction was followed by measuring the weight of carbon as a
function of time, and this procedure proved to be both simple and precise,

While the variables affecting the results of the test were studied in a semi-

“empirical manner, certain interesting information regarding the kinetic behavior of

these carbons as they underwent reaction did result, and this work is presented with
the hope of providing a lead toward a better picture of what happens on the surface
of carbon during reaction.

Il. Experimental Details

A. Reactivity Measurements

The apparatus shown in Figure | consisted of an impervious silica tube 2.54 cm,
| D mounted vertically in a tube furnace, Carbon dioxide flowed upward through the
tube at controlled rates which ranged from 2870 cc per minute (STP) to 4730 cc per.
minute. The samples of granular carbon to be evaluated were suspended in a sample
holder from an analytical balance mounted above the reaction tube, The sample holder
was a No, 2 Gooch crucible cut off where the outside diameter was 23 millimeters so
that clearance between the crucible and the reaction tube averaged 1.2 mm, The perfo-
rations in the bottom of the crucible were each .7 mm Diam. Holes were cut in the
sides of the crucible with a diamond saw so that a bale of quartz fiber which hooked
on to another long quartz fiber attached the sample holder to the balance.
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Nearly all of the reactivity measurements were made at 900°C and the tempera-
ture was controlled automatically by the thermocouple mounted about 1 cm below the
sample. At 900°C, the rates of reaction of most of these samples were in a range that
was convenient to follow.

A Iooséinffiﬁg covet on top of the Feaction tube with~a'small hole. for the
quartz fiber prevented air from diffusing down to the sample yet permitted the o0, to
escape. o : - R St o N

The dynamfé force or upward drag on the sample basket was:about 50 milligrams
at the highest gas velocity used, and it was steady as long as gas velocity and tem-
perature were kept constant, ST . Y .

To make a reactivity measuremént the carbon-particles were scréened, usually
to -16 +20 USS mesh, dried overnight in a desicator and a sample of either 200 or 500
milligrams was weighed into the sample holder. With the apparatus at reaction tempera-
ture and thoroughly purged with nitrogen, the sample holder was quickly lowered into
place, hung from the balance, and the cover placed on top of the reaction tube.

The sample was then allowed to heat in a stream of nitrogen until it came to
a constant weight, which usually happened within ten minutes, but for most runs a 20
minute devolatilization period was used. At the end of this time the weight was
observed, the carbon dioxide was turned on and its flow adjusted to give a superficial
velocity of either 15.6 or 9.45 centimeters per second (STP) in the reaction tube. The
weight was again measured as soon as possible ‘after turning on the C0, and thereafter
at frequent intervals during the course of the reaction, At the end of the run the
system was purged with nitrogen, and the sample was removed and alliowed to -cool to room
temperature, The empty sample holder was then placed back in the furnace and weighed
in a stream of nitrogen at reaction temperature., Reactivities are reported as percent
of the sample reacting per hour, based on the total weight (including ash) of carbon
at the end of the devolatilization period.

For most of the work the lower gas velocity, 9.45 cm/sec, was used because

it gave somewhat more reproducible results., At this velocity; the Reynolds Number in
the annular-space past the sample is 900, so that flow is laminar,

B. Fluidized Reactor

The apparatus to react carbon with steam in a fluidized bed consisted of an
impervious silica tube 2.54 cm | D mounted vertically in a furnace. The heated sec-
tion of the tube was 45 cm long, and it contained refractory packing to a depth of
25 cm to preheat the steam. A perforated porcelain plate pinched into a constricted
section of the tube lay on top of the packing and served as a grid. A thermocoupie
in a fine quartz well was immersed in the bed from the top, and it operated a con-
troller which acted to maintain a constant temperature in the bed.

The rate of steam flow was controlled by manual adjustment of the current to
a heating mantle enclosing a two Titer flask. The flask was filled to a level well
above the windings in the mantle,

To begin a run, the empty reaction tube was weighed, then mounted in the
furnace, brought up to temperature, and the steam flow was adjusted to the proper'
rate, The weighed carbon sample (20 grams) was then poured into the tube, and a plug
of glass wool was inserted into the top. By proper manipulation of the heater, the
bed temperature reached the desired value (usually 750°C) within 5 minutes.

Coarse carbons, -6 +10 USS mesh, were used for this work. At a superficial
steam velocity of 25 cm/sec under reaction conditions, particles in the bed moved
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about continuously. Thus each pafticle should have been exposed to the same conditions.
The beds were about 5 cm deep.

C. Surface Area Measurements

A Perkin-Elmer-Shell Sorptometef (Model 212) was used to measure pore surfaces.

" Samples were degassed in the apparatus at 600°C under .1 mm Hg for 30 minutes.

Isotherms for adsorption of nitrogen at 78°K were obtained by a flow technique
which is rapid, but which may not aliow sufficient time for equilibrium to be attained
in very fine pores. Thus the surface areas reported here may be somewhat low.

D. Particle Density and Pore Volumes

Particle densities or volumes were measured by displacement of Hg ét 10 psig
in an American Instrument Co., Porosimeter, Pressures to 5000 psi enabled pore volume
distributions to be determined down to pore diameters of 350A.

E. Helium Densities

Helium density was measured in a- Beckman purgeable gas pycnometer, after de-
gassing in the apparatus at room temperature and .1 mm Hg twice for about 10 minutes
each time, and breaking the vacuum with He in each case.

F. Heat Treatment of the Samples

To study the effect of heat treatment on reactivity the carbons were soaked
for various periods of time in a muffle furnace kept at either 1000°C or 1100°C. During
this soaking, whole briquets were contained in glazed porcelain crucibles with calcined
coal packed around them and with covers on the crucibles.

111, Samples

Two samples of FMC Coke briquets and one sample of calcined coal char were studied
in this work. '

The coke briquets were made in pilot scale equipment by first calcining the ground
coal in a series of fluidized retorts, then briquetting the devolatilized coal or cal-
cinate with a binder made by air blowing the tar distilled from the coal, The green
briquets were then cured in the presence of air to polymerize the binder, and were
finally coked or baked at about 900°C.

One sample of coke was made from Elkol Coal,'a sub=bituminous coal mined near
Kemmerer, Wyoming, The other coke was from another sub=-bituminous coal mined near
Helper, .Utah. :

For the samples used here, coke briquets were crushed and screened to the desired
size,

The sample of calcinate was made from Elkol Coal and was produced by FMC Corp's
demonstration plant at Kemmerer, Wyoming. The pulverized coal was first dried at 150°C,
then carbonized at 450°C, and finally calcined at 800°C in a series of fluidized retorts,

Properties of these carbons are given in Table I.



TABLE |

Properties of Samples e ’ e

Elkol Coke  Helper Coke. - Elkol-Calcinate™ 4
Ultimdte Analysis . o ' o ‘
wee % T Cc ' ‘ - 89.8 86.6 - -89.6
Ho .. 1.0 1.0 1.3 y
N T 0 1.2 1.2 4
s o ' N R Tl ’
0 (by diff.) : ’ 1.7 2.6 1.7
Ash 5.9 8.3 5.8
Volatile matter % 2.0% 2,0% - b.5% 1
Surface area (m2/gm) . — ok : . ‘
BET-Nitrogen ’ : 240, - 170 Lo 190 J
Apparent density by . o ) ’
Hg displacement .94 .96 .94
(gm/cc) S B
Helium density (gm/cc) _ 1.98
Crushing strength of 34004 34004 '

cylinders 1-1/4"D x 3/4v

*190 m2/gm is a typical surface area for the coke produced by the Jarge-scale plant at
Kemmerer,

**The Elkol Coke used here was not made from this sample of calcinate.

IV. Results

A, Effects of Procedure

Several of the possible variables of this apparatus were studied to determine

their effects ¢on the reactivity mcasurcments and to establish & standard proceduie.

The Elkol coke was used for this aspect of the work. i
The numerical rates or reactivities reported in this section are based on the .

overall slope of the weight versus time curve between the times of 30 and 160 minutes
where the slope was fairly constant, In the first few minutes of reaction, rates were
somewhat higher than the slope in this interval, and the possible significance of this i
higher initial rate is discussed in a later section. .

Table Il shows the effects of sample size, devolatilization time, gas velocity,
and particle size on the measured values of reactivity. In brief, increasing the sample
size from 200 to 500 milligrams decreased the reactivity about 20%; longer devolatili- IS

zation times (40 compared to 20 minutes) decreased the reactivity roughly 10%; and

decreasing the gas velocity from 15.6 to 9.45 centimeters per second lowered the re-

activity about 20%. Particle size between -6+10 and -28+32 mesh had no appreciablie '
effect. (These screen sizes-cover a five fold range of average particle size, from :
2.5 down to .5 millimeters.) :
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TABLE |1
Variables Affecting Reaction Rate*

Particle " Heating - Sample Gas Reaction Comparison of

Size - time Wt. - Velocity Rate Variables
min, mg. cm/sec %/ hr
-16+20 20 200  15.6 25.6
- 25.1
L 26.4 »
=
500" ) ‘ 20.1 -2 L
l‘ 21k g [ A
. 20,2 o o
. — c
Lo - 200 c2h1 2 g >
¥ 24y 10 3
. = o
500 ) 18.3 -
. 18.4 >
i 0
20 9.45 17.6 i
oo . 9.15 17.2 o
- 6+10 9.45 17.8 o
. . 17.7 XN
18.2 w
-16+20 ' 17.6 <
-28+32 A 17.8 v
v ' 4 g . 17.9 g
*(Elkol Coke)

. The procedure adopted as standard used the -16+20 mesh size range, a heating
time of 20 minutes, 500 mg. of sample and a gas velocity of 9.45 cm/sec. Reproducibility
under these conditions was good, as can be seen from Table II.

The reactivity was reproduced with several different sample baskets made as

‘described above, but having siightly different wall clearances. Thus the dimensions of

the sample holder are not critical.

B. Effects of Carbon Monoxide

It is well known that CO and Hy retard the reaction between €0y and carbon (2,3).

" With the sample sizes and flows of €O that were used here, the average concentration of

CO generated in the reactivity apparatus was usually between .1 and .2% (i.e. moles CO
produced/unit time divided by moles of €0y fed/unit time). For'the most reactive sample,
the composition of CO in the effluent gas was about hs% :

Several runs with CO added to the COp fed to the reactor (total flow kept con-

'stant) showed the rate to be lowered about 20% with 3.7% CO in the gas. This is about

what Ergun's data (4) would predict and it shows that the CO generated by reaction should.
have a very minor influence on the measured values of reactivity. -
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C. Heat Treatment B T A

Figures 2, 3, 4, and 5 show how’ the weights of carbon samples changed with time
during reactivity determinations. Note that zero time has been shifted for most of the
data on_Figures 3,. 4, and -5 so-that several .runs can convenlently be: .compared on a sungle
p]ot. .. .. . 4

From these plots, two results are apparent, Flrst, as would be expected a more
severe heat treatment causes. a’ glven carbén: to react more slowly. ‘o

Secondly, the heat treatment causes the rate of reaction to become more nearly
constant, during a particular run, In Figure 2, for example, a sample of Helper coke
which had been soaked at-1000°C for 16 hours reacted at very nearly a constant rate until
more than 56% of the carbon had been consumed, The least=squares slope of this line to
56% burn of f gives a reactivity of 38.1%/hr with 95% confidence limits of ¥.51%/hr. The
other sample in Figure 2 was.soaked for 27 hours at 1000°C and it reacted to 57% burnoff
at a constant rate of 24,7 ¥,28%/hr. The 95% confidence limits give . a quantltatlve idea
of how nearly constant these reaction rates were,

D. Effect of Temperature

Except for two runs at 850°C all of the reactivities reported here were measured
at 900°C The two runs at 850° with Elkol coke gave reactivities of 6.5 and 7.1% per
hour and when compared with  17.8% per hour.at 900°C the apparent overall activation
energies were 58.3 and 56.0 K cal per mole, respectively,

E. Variation of Pore Surface with Burnoff

Pore surface areas and particle densities were determined for 500 mg samples of
Elkol calcinate which had reacted with €0, for various lengths of time in the reactivity
apparatus., The first part of Table |il shows these data. This carbon had been heated
only to 800°C before undergoing reaction, so that the rate of reaction decreased contin-
uously with burnoff, as was the case for the 'un-heat-treated'' carbon in Figure 5.

The specific surface of the carbon increased more or less continuously with
burnoff, hut when the surface area was based on ! gram of criginz! samplc, before ve-
action (Column 6), it went through - a maximum at about 35% burnoff. The data, plotted
in Figure 6, show that the surface of a sample rises rapidly to a maximum and then falls
off as carbon is consumed, Probably, during the initial stages of reaction, additional
pore surface is very quickly made available by erosion of constrictions, and perhaps by
enlargement of very fine pores. However, during the later part of the reaction, beyond

735 to L0% burnoff, pore surface is destroyed more rapldly than it is created, most likely
by consumption of walls separating fine pores,

It is conceivable that the actual surface accessible to the carbon dioxide or
steam at reaction conditions differs greatly from that measured by adsorption of nitrogen
at 78°K. However, it is hard to imagine that the pore surface available to the reactant
gas can do anything but increase during the first 10 to 20% of burnoff. During this-
part of the reaction, the rate either remains essentially constant, or decreases gradu-
ally.

Thus during the course of reaction of a particutar sample of carbon there seems to
be no correlatlon between reactron rate and pore surface area.

The percent internal reaction from the last column in Table 111 gives the weight
loss calculated from the particle densities, which assumes that all reaction takes place
on the internal pore surface., The difference between this figure and the actual weight
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TAB

Variation of Pore Surface with Burnoff

Particle 0
Wt. Loss Density
% gm/cc

Calcined Elkol Coal -20+30 Mesh Reacted with Co,

LE 111

verall
Rate
%/ hr

Specific
Surface
mz/gm

in Reactivity Apparatus at 900°C

o
FNNNONMNMOLONWENNON

190
453
592
642
760
790
930
975
982
1165
1180
1229
1158
1108
1501
1581
1426

Surface®

Per Gm.

Starting

Material
mZ /gm

190
430
534
552
622
616
689
707

668
770
700
721
646
615
616
625
526

Calcined Elkol Coal -6+10 Mesh Reacted with Steam

in Fluid Bed at 750°C

0 .935
5.7 .934
10.0 -
13.9 .815
18.2 .765
21.8 . 721
25.9 .737
27.4 .681
32.0 .686
34.8 .655
L4o.7 .639
L4y.2 .605
Ly .625
L4y 5 .618
- 58,9 .530
60.2 510
63.1 .549 .
0 .965
8.0 .908
13.0 .873
20.0 817
23,5 .835
21.5 767
26.5 .702
28.5 .760
34.5 .649
32.5 701
33.5 .731
35.0 .693
37.5 .678
43.5 .579
43,0 645
48.0 .586
45.0 .588°
51.2 .615
49.9 ok
55.5 .527
'52.0 .567
. 56.6 .589
51.5 .552

(Spectflc Surface) (100 - % wt. lo

- (part.

densnty)/(nnltlal part

ss) /100
density)

139
560
559
743
801

798

792
784

. 942

899
830
911
712
893
933
911
-968
907
1100
964
1064
9ks5
942

139
515
Lgs5
.59
612
628
583
561
619
608
552
592

5ok
532
475 -
532
Li
551
b29
511 -
409
457

15.
13,
20.
27.
21,
32,
26.
.24,
28.
29,

33.
39.
39,

38.
35.

Ly

39.
42,
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254 .
loss represents carbon consumed on the outsides of the particlies. Although the data
are somewhat erratic, roughly 85% of the reaction took place on the interal surface up
to 40% burnoff.

The second set of data in Table [l refers to -6+10 mesh Elkol calcinate re-
acted with steam at 750°C in the fiuidized bed, Here, at a lower temperature, the rate
of reaction of ''un-heat-treated carbon' is very nearly constant at 18,2%/hr with 95%
confidence limits of 1,0%/hr. (These measurements are less precise.) '~ In this case
also, the pore surface increases to a maximum at about 30% weight loss, and then de-
creases. Since there is some attrition in the fluid bed, particuiariy at high burnoff,
the amount of internal reaction is quite a bit less than that indicated by the actual

weight loss,

V. Discussion

A, Variables affecting reactivity

Several observations indicate that mass transfer is not a major factor limiting
the rate of reaction in this work. First, the fact that a five fold range of particle
sizes. had no apparent influence argues that diffusion within the pores of the particles ~
and diffusion from the voids in the sample bed to the surface of the particles did not
cause a significant concentration gradient, and that therefore, the concentrations of
carbon dioxide and carbon monoxide in the voids between particles must be essentially
the same as at the pore surfaces where reaction takes place.

Second, the overal} activation energy of 56 to 58 K cal is too large for diffu~
sion to the particles to control the rate, even though this activation energy was deter-
mined between only two temperatures, and most of ‘the data pertain to the higher tempera-
ture

Another factor which sugdests that external or film diffusion does_not govern
the rate is that the observed rates of reaction varied from 70% per hour to 4% per hour
depending only upon the characteristics of the carbon. " Thus, over this range of reacti-
vities any effects on the diffusion rate to and from the particles by the geometry of
the apparatus or the pattern of gas flow should have been unchanged.

Although diffusion of gas either to the particles or within their pores does
not appear to strongly affect the rate of reaction here, its ettect may not be negiigibie,
particularly at the higher rates., |If film diffusion, pore diffusion, and chemical reaction
at the pore surface are regarded as three resistances to reaction arranged in series,
lowering one resistance, as when the pore surface becomes more reactive, increases the
- relative significance of the others. ' :

The importance of pore diffusion is undoubtedly affected by the pore structure.
If a carbon is very dense, and has only very fine pores, its permeability to the reactant
gas may very well be so low that reaction only takes place near the external surface of’
the particles. Thus the pore structure (permeability as well as pore surface area)
might very well influence measured values of reactivity in this apparatus.

: A further, and most'likely the predominant, physical factor influencing the
values of these reaction rates is that the samples were probably not isothermal. At a-
rate of 20% per hour, the endothermic reaction of carbon dioxide requires about 360
calories per hour for a 1/2 gram of carbon. Assuming that this heat is transferred
principally by radiation, the surface of the sample was probably 2° to 4°C less than
the measured temperature inside the reaction tube. With an activation energy of 58 K
cal such a difference in temperature would lower the rate by a factor of 4-to 8%. This
cooling effect would be more pronounced with the larger sampies and at the lower gas
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velocities. Therefore, the actual sample temperature and thus the measured reaction
rate would be somewhat lower for larger samples and lower gas flows, as was observed.

The net result of all of these factors is that while this procedure does indi-
cate significant differences in reactivity among various samples of carbon, the measured
values are somewhat compressed. At the higher rates of reaction the combined retarding
effects of diffusion, carbon monoxide, and a somewhat lowered sample temperature give
a measured value of the reactivity which is less than would be the case if the sample were
reacting under the same actual conditions as one with a lower reactivity. At the lower
rates of reaction these inhibiting influences are not. so large since concentration
differences between the sample and the main stream of the gas are less, as are tempera-
ture differences. Thus these differing values of reactivity must be interpreted as
occurring under conditions of reaction which are not exactly similar and where the
higher rates have taken place under ''slower'' conditions so that the true differences in
reactivity are actually somewhat greater than those reported here.

B. Concentration Gradient Inside Particles

Since, with the Elkol Coke, variation of particle size from about 2.5 to .5
mm did not influence.the measured reactivity, one might conclude that reaction occurred
entirely within Zone 1 (5) - that is uniformly throughout the particles, with a negligi-
ble radial gradient in the concentration of C0,.

However, the particle densities reported in Table 111 for Elkol calcinate show
the percent of internal reaction to be consistently less than the overall weight loss,
which suggests that reaction is not uniform throughout the particle,

"In the case of Elkol calcinate, macro~pore volume measurements by displacement
of Hg up to 5000 psi show a porosity of 28% in pores larger than 350A in diam. About
two-thirds of this porosity is in pore sizes between 3000 and 30,000A. |If these large
pores are regarded as arteries which conduct gas to cells where the pores are much
finer (the mean diameter of the pores less than 350A diam. is 25 to 30A), it should be
possible to estimate whether a significant radial concentration gradlent occurs in these
pores, :

) From density profiles of carbon rods exposed to CO; for various times at several
temperatures, Walker and co=workers (6,7) concluded that the dimensionless group

(Ei;—%EFE) %%) is a measure of whether reaction occurs uniformly throughout the particle

in Zone |, or Zone il where the C02 is all consumed before it can diffuse to the center
of a particle. Here R is the particle radius; CR the reactant concentration in the main
stream; dn/dt the overall reaction rate per unit particle external surface; and Deff the
effectlve diffusion coefficient of C0, within the particle, all these terms belng in con-
sistent units. Deff equals DE/J , where D is the diffusion coefficient in a'single
cylindrical pore; ¥, the tortuosity factor (estimated at 20); and € the fraction of the
external particle surface covered with pore openings - estimated to be 1/3 the volume
porosity for pores 3000 to 30,000 A in diam. '

Assuming spherical particles, a first order reaction, and no inhibition by pro-
ducts, if (R/CR Deff) (dn/dt) is less than .03, reactlon should be in Zoné |; if greater
than 6.0, the conditions of Zone Il apply. .

Using data from Table ill and 3000 A for ‘'large' pore diameters, estimates of
this dimensionless group vary from .8 to 2.4, which indicates that while reaction occurs
throughout a particle, it does so to a greater extent close to the ‘external surface -
that is, the condition is between Zones | and I,

A question remains concerning the “ce]ls” of flne pores surrounded by the net-
work of Iarge arterlal channels. If the dimensionless group ( R ( dn > is set equal -
. Cp Deff
R
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to .03, which is its maximum value if the conditions of Zone | (uniform reaction) apply,

the equality can be solved for R, the maximum particle or ''cell'radius for uniform reaction.
Estimating values for CR, Deff (Knudsen diffusion occurs in pores 25A dismeter) and

dn/dt (a function of R), and solving for R gives a value of .014 cm for the calcinate

used in the first part of Table I1!. This gives a ''cell' diameter which is about half

a particle diameter, Since a '"cell' of this size must surely be. permeated by the large
pores, it is the concentration gradients in the large arterial pores which must. be
responsible for non-uniform reaction.

C. The Constant Rate of Reaction

Figures 2, 3, 4, and 5 show that for heat treated carbons, the weight-time plot
during a considerable portion of reaction is very close to a straight line. -

The fact that the kinetic order of carbon can be zero after | or 2% burnoff has
of ten been observed before (8,9). The carbons discussed here were all exposed to some
€02 or steam at 800°-900°C in their preparation, so this initial burnoff undoubtedly
occurred prior to these reactivity measurements,

It is of particular interest to note that while the reaction rate is either con-
stant or slowly decreasing, the pore surface first rises rapidly, and then decreases.
The data for Elkol Calcinate of Table Il are plotted in Figure 6.

Forty years ago, Chaney and co-workers established that the pore.surface as
manifested by adsorptive capacity for vapors first rises to a maximum and then falls
of f as a given sample of carbon undergoes activation (10).

Thus there is apparently no relation between a carbon's pore surface area and
its rate of reaction with C0; or steam as a particular sample undergoes reaction. Even
though pores may be available to the reacting gas at 750°=-900°C which are not coated by
nitrogen at low temperature in the surfacé area determinations, the extent of pore sur-
face and its accessibility must certainly increase during the first 10 to 20% of reaction,

With the available surface changing as it does, the constancy of the reaction
rate of these stabilized carbons is particularly striking, The explanation of a con-
stant 'porosity profile’, which might well apply under conditions of Zone Il (6) does
not seem to apply here, where reaction is occurring throughout the particles,

In the reaction mechanism set forth by Ergun (11) an oxygen atom adsorbed on
the carbon surface goes off as carbon monoxide and leaves behind either one, two or no
active sites on the carbon, In the present case a single active site must be Jeft be-
hind on the stabilized carbon to give a rate of reaction so nearly constant. This
constant rate is strong evidence that for a carbon stabilized by heat treatment, reaction
of a molecule of CO2 or H20 with an active site on the solid to give an adsorbed atom of
oxygen, and the subsequent evaporation of CO from this site must preserve or replace the
active site somehow, Thus when one active site reacts, another is regenerated in its
place, so that the number of active sites remains virtually the same as reaction proceeds.

_ This picture is a reasonable one, A reactive site probably involves an atom on
an edge or a corner having one or more high energy bonds (12); when this atom is removed
one of its neighbors would very likely be left similarly situated.

Studies of electron spin resonance have shown that carbons which have been
heated to over 800°C have very few unpaired electrons (at room temperature) so that the
active site is probably not a surface free radical. Harker and co-workers (13) believe
that in impure carbons, surface sites involving hydrogen or metallic impurities contri-
bute more to the reactivity than do unpaired electrons., Perhaps the hydrogen and metal
contents are syfflcnent]y stable in carbon at 900°C after treatment at 1000° or 1100° so
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that the number of atoms of each remains constant during a large part of the reaction.
It seems unlikely, however, that the hydrogen content would remain so precisely constant
during oxidation by C02, so a constant level of catalytic metallic impurities during the
reaction appears to be a possibility for explaining the constant rates. This explana-
tion would demand that a ''stable' active site be associated or coupled with such an
impurity, and it is certainly reasonable that a carbon atom on the edge of a graphitic
crystallite might exchange electrons with a metallic atom contacting the same crystal-

lite,

D. Effect of Thermal Treatment

Amorphous carbons usually (but not always) become less reactive upon heat treat-
ment, The loss in reactivity with heat treatment shown in Figure 7 is therefore to be
expected, The fact that reactivity plotted vs, time of heat treatment gives very
roughly a straight line on log log coordinates as in Figure 7, shows that heat treat-
ment decreases the reactivity quite rapidly at first and very much more slowly as the
time of treatment is extended. The thermal soaking would be expected to permit local
rearrangements or recrystalization of the carbon to anneal points of strain or perhaps
to allow edge carbon atoms to orient themselves into a graphitic structure., Less re-
active sites or perhaps isolated dislocations could be expected to stabilize themselves
more slowly. At 1000° or 1100°C graphitization of an amorphous carbon hardly proceeds
at all, and x-ray diffraction patterns of some of these heat treated carbons did not
differ significantly from those of the ''unsoaked'' coke, Thus, while no gross recrystali-
zation occurred in these heat treatments, it is logical to expect that very local re-
arrangements may have stabilized the carbon.

‘Figure 5 shows that the rate of reaction of the untreated or unheated Elkol
coke falls off within 2}, hours to about the same rate as coke which had been heat
treated at 1000° for seven hours. This decrease in rate of the untreated sample is too
much to expiain by the effect of the thermal treatment alone. Neither will reaction of
binder carbon in the briquetted coke at a faster rate than carbon from the particles
explain this decrease, since the calcined coal particles follow practically the same
reaction paths as the coke. (See Table I11}.)

If active sites are regenerated during reaction they must migrate around the
surface of the carbon so that occasionally an adjacent carbon atom might already be
active and therefore both active sites might not be regenerated on reaction, However,
while this factor could very well be appreciable in the later stages of reaction it
apparently is not of importance in the heat treated samples and therefor it is hard to
see why it might be significant in the untreated cases.

One possible explanation for the decrease in rate with unstabilized carbon
could be that there are several types of reactive sites, some of which are much less
stable and more reactive than others. This concept actually is highly likely and has
often been cited. These more reactive sites would be those more readily annealed by
the heat treating process and if they are not always regenerated on reaction but in-
stead are replaced by less active sites, the rapid loss in reactivity of the untreated
sample couid be explained. Thus the heat treated samples would probably contain not
only fewer reactive sites but also sites which are of a lower and more uniform order
of reactivity and which are apparently regenerated in kind by gasification,

As another possibility, stable sites might be those associated with metallic
impurities, while less stable, non-regenerated sites might be those solid defects that
are readily healed by annealing. '

Vi. Summary

_The principal finding of this work is that a carbon stabilized by suitable thermal
treatment reacts with carbon dioxide at very nearly a constant rate during the consump-
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tion of a major portion of the sample. This occurs under conditions where the oversli|
rate of reaction is ]arge]y governed by. the chemical step.

This constant reactlon rate strongly suggests ‘that evéry time a reactive atom of
carbon leaves- the solid state as carbon monoxide, another carbon atom is made reactive.

Thus, during the course of oxidation the chemical state ‘of the carbon surface remains-
constant even though the physical state (shape and surface area) changes. :

With the unstable carbons the reaction rate falls off fastér during reaction than
during heat treatment alone, Therefore the chemical state of these carbons must change
during the course of reaction. A possible hypothesis suggests that when a highly re-
active site is removed from the solid matrix, it leaves behind a less reactlve site so
that the carbon stablllzes as reaction proceeds -

It is a pleasure to acknowledge that this work was supported by FMC Cbrporation,
and to. thank J,.Work, R, T. Joseph, J. A. Robertson, and C, H. Hopkins of FMC for many
helpful suggestions. : . :
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EFFECT OF INHIBITORS ON FLAMMABI.LITY
OF HEPTANE AR MIXTURES

H. Landesman and J. E, Basinski

National Engineering Science Company, Pasadena, Calif.

A large scale inveéstigation of the effect of -inhibitors on flammabilities of
heptane-air mixtures has been reported by workers at Purdue University (2)(3).
The technique involves measurmg upward flame propagatlon at various n-heptane
inhibitor-air percentages in a standard 4 ft, long, 2 in. diameter tube and plot-
ting the percentages of extinguishant versus heptane percentages where mixtures
are nornflammable, A curve such as shown in Fig. 1 is obtained.

With better inhibitors than that shown in Fig. 1, a peak in the flammability
curve will be obtained at a lower percentage of inhibitor than the 6 mol. percent
of Fig, 1. This peak percentage may be translated to weight percentages of
inhibitor producing nonflammability of heptane-air mixtures and comparisons
on a weight basis also can be obtained. These data have been found to follow
fairly closely the extinguishment capability of the materials on actual test hep-
tane or gasoline fires (3), though there is controver sy over the extrapolation of
data to potential fire ext1ngu1shmg performa.nce (4).

It was necessary to obtain a pre- -fire test screemng of extinguishants for
hydrocarbon fires which would be stable at 550°F and have low vapor pressures

- at that temperature, This screening was accomplisheéd by means of the combus-

" flange assembly and lower end of the tube is submerged in the 200 C silicone oil

-

tion tube apparatus mentioned before. Since high concentrations of low vapor
pressure inhibitors could not be maintained in the vapor phase with heptane-air
mixtures in a conventional ambient temperature flammability limit combustion.
tube (5), it was necessary to design a heated combustion tubé in which the flame
propagation could still be observed. Visibility was necessary for evaluation of

the inhibitory effects of theé candidate extinguishant.

Experiments were carried out at sub-atmospheric pressures to prevent
explosions or excessive pressures in the tube. Relative inhibitory effects have
been found to be essentially independent of pressures down to about 200 mm (2).

The system is diagrammed in Fig. 2 and photographs are shownoin Figs, 3
and 4. The gas containing sections of the apparatus are heated to 200 C to pre-~
vent condensation of the inhibitor. The glass combustion tube is heated by a

baked on transparent conductive coating, while the metal inlet system and the

pressure gauge are heated by electrical tapes.’

The lower end of the combustion tube is closed by a metal flange; which is
joined to the tube by a kovar-glass seal. The removable half of the flange has
a glass feed-through insulator for the tungsten ignition wire (Fig. 4). This entire

bath to 1nsure the gases reachmg a uniform temperature.

Partial pressures of the inhibitor and the heptane are measured directly
with a Kern-Springham glass spiral manometer with attached mirror. Rotation
of the spiral deflects the mirror and the deflection is measured on the scale.

'
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The spiral deflection was calibrated to read pressures up to 50 mm against an
external mercury manometer which was read with a cathetometer. Total pressure
of the combined inhibitor-heptane-air mixtures was 300 mm.

For the larger air pressures, the manometer is used as a null indicator.
The desired air pressure is introduced to the outside of the glass spiral, then
balanced with pre-heated air on the system side. The gases are mixed by a
sliding perforated disc, which ts driven by an external magnet, After twenty
minutes of mixing, the disc was brought to the top of the tube and the mixture
sparked, If ignition, as evidenced by flame propagation to the top of the tube,
did not occur, mixing was continued another five minutes and the mixture
sparked again, It was found that the rich limit for heptane-air increased to 8.75
percent heptane at 203°C and 300 mm total pressure compared to 6.9 percent at
approximately ambient temperature-and 300 mm pressure (2). The lean limit
did not change. A few. comparison points were made in this work at 203 C with
the same inhibitors used in the Purdue work at ambient temperatures., It was
found that peak percentages for sym-dibromotetrafluoroethane and for trifluoro-
bromomethane increased about 10 - 12 percent with the temperature increase.
However, since experimental conditions, including mixing times and methods of
mixing, are considerably different, the comparison has little meaning. It was
found during this work that changes in these variables led to large differences in
observed flammability, .

In Figs. 5, 6, 7 and 8 are shown flammability plots for the inhibitors evalu-
ated. The curves exhibit a. variety of shapes and peaks occurring at various heptane-
air-inhibitor ratios. The significance of this is not known. 'The peaks of the curves
are of interest since these represent a comparison of the individual molecules'
effectiveness as flame inhibitors. In Table [are presented data obtained on peak
inhibition percentages and the weight this volume percentage represents in 100
liters of a heptane-inhibitor-air mixture. These data are taken from peaks of
the curves previously shown.

The Purdue University work previously referenced contained a study of the
effectiveness of 56 compounds as flame inhibitors, in a combustion tube at room
temperature. This study includes many halogenated hydrocarbons, however,
since their tube was not heated, they were unable to test the less volatile mater-
ials. Two major correlations emerge from their work, the firat is a confirmation
of work of earlier investigators who found that hydrocarbons containing iodine are
better extinguishants than those containing bromine, which in turn, are better
than the aliphatic chlorides. The Purdue group also found that hydrocarbon com-
pounds containing only fluorine were very poor extinguishants. The second major
correlation was the observation that as the molecular weight increases the extin-
guishing ability also increases, i.e., the peak percentage decreases. This rela-
tion, however, is not invariable and it ia not possible to determine the extinguish-
ing ability of a molecule from its molecular weight alone,

-This study was carried out at a temperature of 203°C, thus, it was possible
to ‘determine. the peak percentages of some higher molecular weight halogenated
hydrocarbons. Figure No. 9 is a plot of the peak percentages from all the Purdue
data plus those determined in this work as a function of molecular weight. The
situation is quite complex, however, the chiorine cuniainisg Compounds ap
form a rough geries, :

The general curvature of this line suggests that a straight line might occur
if peak percentage were plotted against the inverse molecular weight., As can be
seen from Figs. 10 - 14, this is the case. For a given series of halogenated
hydrocarbons, the general trend is quite well marked, despite the wide variation
in structures. There are two possible explanations that might clarify this rela-

tionship between pedk percentage and inverse molecuiar weight. The first would
be a purely physical process in which the extinguishant molecule acts as a "third
body" to promote free radical recombinations, The alternate possibility would be
to reason that the inverse molecular weight was related to some chemical property,
such as bond energy, which was the actual cause of the effectiveness of the extin-
guishant, At the moment, we are investigating various parameters in an attempt
to discover a rational correlation and explanation o the relation of extinguishant
abil‘:ty to the physical properties and chemical structures of the halogenated hydro-
carbons, .
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FLLANGE DETAIL

FIGURE 4

COMBUSTION TUBE

FIGURE 3
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Ignition Characteristics of Colorado 0il Shale

‘ : i V. Dean Allred and L. S. Merrill, Jr.

Marathon 0il Company, Littleton, Colorado

Introduction

Spontaneous ignitiéon is usually characterized by an abrupt (exponential) increase
in temperature and results when the rate of heat production in exothermic reaction
exceeds the rate of heat dissipation to the surrounding media. Ordinarily the
term spontaneous ignition temperature is applied to those systems being oxidized
by air. However, in this paper the term applies to systems using oxygen enriched

v or partially depleted gas streams.

In a practical application it is important to know the ignition characteristids
of o0il shale in developing-an understanding of processes for recovering oil from
oil shales. This is particularly true when using the countercurrent or reverse
combustion in situ recovery or the parallel flow retorting process (1, 2).

The countercurrent combustion process is one in which the combustion or oxidation
zone moves against the flow of the injected gas stream.‘ Figure 1 shows a schematic
representation of such a process., .To be practical, the combustion. zone must pro-
gressively move toward the source of the oxidant. injection at such a rate that only
a minimum amount of fuel is consumed and the useful products produced in an oxygen
free atmosphere.  The process is somewhat unconventional but has been demonstrated
y - in the laboratory as a means of producing oil from oil shale.

oz —-/\»-\// -

-

One way of explaining why the process works is as follows: As ignition of a
given particle takes place, it is accompanied by an exponential temperature rise
which in turn causes a rapid increase in combustion (oxidation) rate.. This effect-
ively removes the oxygen from the Surroundlng gas stream, SO no further oxidation
takes place at this point.- However, heat has been transferred to the surrounding

‘ particles as well as the gas stream. One effect is that particles immediately up--
. stream are continuously. being heated to their ignition temperature and the process
repeats itself with the combustion zone effectively progressing against the gis |

flow, Another effect is that the oxygen has been efficiently removed from. the
gas downstream from the. combustion zone. This provides an inert hot gas 1n whlch
! the hydrocarbon components are effectively distilled from the solids.

Experlmental

o

In this 1nvest1gatlon the 1gn1tlon temperatures were determined in.a flow-type
system so that conditions would be somewhat comparable to the retortlng process.
The experimental arrangement is given in Figure 2,

The basic unit of equipment was a small Inconel block furnace containing two
one-half inch sample holes. One hole contained the sample and the other was filled
\ . with an inert reference material. Alternate junctions of twelve chromel-alumel
thermocouples were located in the two holes to form a sensitive thermopile detector,

Since ignition is characterized by'a'rapid temperature rise, the differential
thermopile was used in most experiments to detect the temperature at which combustion

O ) ) - . S . ‘ . .
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occurred. However, advantage was also taken of the fact that ignition is also ac-
companied by the simultaneous release of carbon dioxide. In the latter case, the
gas stream was continually monitored as a function of temperature with a differ-
ential thermal conductivity cell, Both techniques proved equally effective.

Determinations were made  in air and. in gas mixtures of oxygen and nitrogen
over a pressure range from atmospheric to 1000 psig. The gas mixtures contained
six, thirteen, twenty-one,-and fifty-five percent by volume of oxygen.

In a typical experiment, about two grams of -40 to. 60 mesh oil shale was
placed in the sample hole. A similar sized sample of previously pyrolyzed oil
shale was placed in the reference cell, The oxidant containing gas passed at the
same rate through the shale and the reference material at the pressure of the
experiment. The block was heated at a uniform rate of about 40°F/minute, Temper-
ature and differential temperature were recorded by use of .either a two-pen .Or an
x-y recorder, In the alternate detection system the off-gas was taken from the
cells, passed through drying tubes to. remove water vapor, and then to .the reference
and sample sides, respectively, of -a thermal conductivity detector. This signal
was then continuously recorded as a function of the sample temperature. .

Experimental Results

Ignition temperatures as a function of oxygen partial pressure for data cover-
ing several oxygen concentrations in the gas stream are tabulated in Table I and
shown in Figure 3. (Note: These data are plotted with the square root of the
oxygen partial pressure as a coordinate so that the scale could be expanded on
the low pressure end and still extrapolated to zero., Plotting the square root
has no other significance). From the curve shown in Figure 3 it is readily observed
that the ignition temperature is relatively independent of total pressure, but
strongly dependent on the oxygen concentration.

Other data have shown that lower rates of supplying the oxygen has little or.
no effect on the ignition temperature as long as excess oxygen is present for the
combustion reaction,

One interesting. set of data are shown in Figure 4, Of particular interest K
are the characteristi¢s of the ignition temperatures at pressures below 100 psig

..... - alem ~
where two Lcmyc;quusc peaks were noted, The first pezk chowed a +nmpnw=+nwn rise

but did not result in ignition,

These same data are plotted as a function of oxygen partial pressure in
Figure 5, which shows the nature of the transition region clearly. It is thought
that this transition region is associated with the well known "cool flame" oxidation
phenomena observed for ignition of many hydrocarbons as a function of pressure,
For example, Figure 6 shows these oil shale data, together with ignition curves,
for n-octane, i-octane, and propane (3, 4). Naturally one would not expect the
data to coincide with these particular hydrocarbons, but the similarity of the
shape of the curves and the temperature range is strlklng. One possible inter-
pretation of this behavior is that the shale ignition is associated with gas phase
combustion of hydrocarbons being dlStllled out of the oil shale.

Discussion
The question arises why oil shales ignite at such low temperatures when de-
structive distillation of the shale oil.does not occur until temperatures in excess

of" 700°F are reached.

This question can possibly be answered by considering the fact that. Colorado
- 0il shale has from one to three percent by weight (about ten percent of total

N
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Gas Composition

Total Pressure

TABLE I

#Oxygen Partial

27"

Ignition

Volume % (Esi) Pressure (Esi) Temperature (°F)
(Air ) 125 24 450
(21% 0p) 162 34 435

212 I 435

587 123 385,

954 203 365

22.2 u,7 545

32.2 6.8 540

32.2 6.8 535

52.2 11.0 500

72.2 15,1 . 475

26.2 5.5 530"

92,2 19,4 u65

112.0 23.6 us5

212.0 uy .5 425

(55% 0;) 22,2 12,2 455
(45% Np) S 112 61.7 400
o210 116 375

512 281 354
812 LL6 340 .

©(13% 0,) 22.2 2.9 580
(87% N2) . Ly, 2 5.7. 560
' '60.2° C 7.8 500

110 14,4 495

167 21.8 453

1594 “77.3 395 ..

(6% 05 ) 22.2 1.3 586
(94% N,) . 39.2 2.4 565
62.2 3.7 535

112 6.7 506

277 16.6 435

860 51.6 u05

#Data taken at gas flow rate of 1350 standard cubic feet per square foot of
cross sectional area per hour.
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orgaééc matter) of benzene soluble components in it, As shown in Figure 7, about
the same weight fraction of oil shale is volatile between 360°F and 700°F when
analyzed by thermogravimetric (TGA) techniques. These data indicate that volatiles
start being evolved in an appreciable amount at about 360°F, which was about the
same as the lowest self ignition temperature observed. lturther, this preliminary
evolution reaches a maximum at about.600°F, which is about the normal ignition
temperature in air at atmospheric pressure. ’

Based on these data, it seems very likely that ignition is associated with
the evolution of hydrocarbon vapors from the oil shale in the temperature range
360°-700°F,

Summary

The self ignition temperature of Colorado oil shale has been determined to
vary with oxygen concentration from about 630°F at atmospheric conditions to 360°F
at high (about 500 psi) oxygen partial pressure.

The ignition temperature is shown to correspond closely to temperature range
during which organic vapors evolve prior to the onset of destructive distillation
of the kerogen in the shale,
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Production of Alcohols from Olefins in Low Temperature Coal Tars

Bernard D. Blaustein, Sol J. Metlin, and Irving Wender

Pittsburgh Coal Research Center, Bureau of Mines
" U, S. Department of the Interior
. 4800 Forbes Avenue, Pittsburgh 13, Pennsylvania

ABSTRACT

Olefins constitute as much as one-half the neutral oil obtained by low-
temperature carbonization of low-rank coals. It 1s difficult to separate
these olefins from other materials in the tar fractions. However, with-
out a prior separation, a large fraction of these olefins can be con-
verted to mixtures of primary alcohols by hydroformylation with Hy + CO
in the presence of dicobalt octacarbonyl as a catalyst (oxo reaction).
Several neutral olls were so treated and the alcohols separated via

their borate esters. .The highest yields of alcohols (25 percent by
- welght of starting ma.teria.l) were obtained from the neutral oil of a.

lignite tar. The carbon number distribution of the alcohols. was de-
termined by mass-spectrametric analysis of the trimethylsilyl ethers.
Cg- to Ca7-alcohols were produced; an unusually high concentration of
Cog-alcohols appeared in the products. from lower rank coals. Nuclear

, magnetic resonance spectra of the alcohol mixtures showed that an "av-

erage" molecule contains from 1 to 3 branched methyl groups. By using
140, and assuming that each olefin wil_l react with one CO, the percent-
age of olefins originally in the tar can be determined from the radio-
activity of the product. An advantage of this enalytical method 1is
that no separation of the olefins, or their oxo product, need be made.
By this procedure, the neutrasl oil from the lignite tar was shown to
contain about 50 percent olefins.

INTRODUCTION

The high olefinic content of tars derived from low temperature carboni-
zation of lower rank coals 18 of interest as a source of commercially

valuable chemicals. However, there 1is no good way of separating these"
olefins from the other materials present in the tar fractions. The oxo

. {or hydroformylation) reaction offers a promising way to convert the

olefins in the tar, without prior separation, to alecohols that are of
potential commercial value as detergent and plasticizer intermediates.
The oxo synthesis (1) is the reaction of an olefin with + CO (syn-
thesis gas) in the presence of dicobalt octacarbonyl, Cop(CO)8, as the
catalyst to yleld a mixture of primary alcohols.



RCH,CE=CH, + CO + 2, RCHpCHpCH,CHyOH

o Cop(CO)g .
RC‘H:CHCH3_ + CO . +. 2H2 - RQHacHC'HaOH L
| :CH3

The reactlion takes place pred.ozﬁinantly at the terminal double bond.

The advantages of using this reaction to convert olefins to useful
products are (a) the olefins need not be separated fram the tar frac-
tions to undergo reaction, (b) the reaction 1s not .poisoned by sulfur

-campounds .or any of the other substances in low-temperasture tar, (c)

conversion of the olefins is high, (d4) during the oxo reaction, any
interndl olefinic bonds migrate to the terminal position so that all-

" olefins react as 1f they were alpha olefins; ail the olefins in the

tar, terminal and internal, are thus utilized to make alcohols, and
{e) the oxo reaction is quite versatile and can be successfully car-

ried out under a wide range of conditions: gas pressures of 50-400 atm,

and reaction temperatures of 50-200°C.; Coo(CO)g can be used either in

the preformed state, or can be formed during the reaction from a variety

of cobalt salts.
EXPERI!ENTAL

Samples of Rockdale lignite tar were obtained from the 'I‘exas Power
and Light Company. They had separated the whole lignite tar into
"methanol solubles" and "“hexane solubles.™ The hexane solubles were

furthar sanarated h \w digt41latisn ints two fra v.n.uua, the lexan 501~

ubles foreruns (I-ISF) and the hexane solubleg distillate (HSD). The
total hexane solubles constitute 66 percent of the primary tar; the

HSF 7 percent, the HSD 46 percent, and the residue from the distilla~

tion of the hexane solubles 13 percent. About 98 percent of the HSF

‘bolls below 235°C., and.B89 percent of the HSD boils up to 355°C. The

camposition of these fractions 18 given in table 1.

Both fractions contain approxlimately 50 percent olefins, of which
about half are alpha olefins (2-4). Phenolic campounds and other con-
stituents are also present in both fractions. Since these phenols .
would interfere with our analytical procedure for determining alcohol

‘yleld, they were removed by chramatographing the fractions on alumina

with petroleum ether as the eluting solvent. About 20 percent by
welght of the starting material was removed in this way during the
preparation of & "phenol-free" lignite tar fraction.

:
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o e
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E‘\ ) TABLE 1.-Approximaté composition of low-temperature tar fractions,
' ] volume percent . :
: : ) Hexane ‘Bexane ~ Kentucky
’ solubles solubles Nugget high-splint
: foreruns distillate tar tar .

S Type of constituent Rockdale lignite tar distillate distillate
‘ Caustic solubles S 6-8 - 10-15 - -~ Wy 31
N Acid solubles 2. ©1-3 -3 o T

" Reutral oil 88-92 80-90 53 ) 62
X ' Paraffins . 13-15 ©15-20 - - o34
L. , Olefins . 40-55 40-50 20 21
| Alpha-olefins 17-20 - 17-20 ‘
C Arcmatics . 30-47 35-45 3T - 45

~ . Oxygenates

Nugget tar, formed by the low-temperature carbonization of a hvcb-suba
Wyoming coal, was also investigated. A sample of this tar was. distilled
under vacuum to 170°C/3mn (est. bp 320°C/760mm). . The distillate, includ-
ing & small amount of water phase, amounted to 42.1 percent of the whole
tar.. Repeated chromstography finally yielded a phenol-free neutrel.oil

: - amounting to 37.9 percent of the distillate. A neutral oil derived from

! " the low-temperature carbonization of & Kentucky hveb (high splint) coal
was chrometographed on alumina to eliminate the phenols shown to be pres-
ent by infrared spectral analysis. Recovery of phenol-free neutral oil
was 86.8 percent. _ . . '

n, The alcohols were .separated from the oxo products by conversion to their
) . borate esters (5-8). The borate esters formed from the alcohols are suf-
L . - ficiently high-boiling that the non-esterified materisl can be distilled
avay from the esters. The esters are hydrolyzed to regenerate the alecohols,
_which are then separated and vacuum distilled, resulting in an slecohol frac-
| tion of high purity. .

3ROH + HyBO3 = (R0)3B + 3 EQ

N ) 3 ROH + (C4Hg0)5B = (RO)3B + 3 CLEGOH - (1)

| (RO)3B + 3 Ex0 = 3 ROE + H3BOg (g)

'} . In & typical run, 50 grams of chramatographed (phenol-free) HSF, L4 grams
{ ... ‘of Cop(CO)g and 3500 psi 1:1 synthesis gss were charged into a rocking

- Aminco autoclsye, heated to 180-190°C. and kept there for five hours.
. . The product was treated with tri-n-butylborate (equation 1), the non-
\ esterified material was distilled off, the borste esters were hydrolyzed



(equation 2), and the alcohols were vacuum distilled. The product
was an slmost water-white aleohol fractlon in 25 percent yleld,
based on the weight of starting material. The alcohol content was
confirmed by infrared spectral ahalysis s the only lmpurity detected
being a small amount of & carbonyl compound. To determiné thé car-
bon number distribution of the alcohols formed,.the trimethylsilyl
ethers of.the alcohols were a.nalyzed by mass apectrometry (9). The
results are shcwn in figuxe l. ‘

The chromatographed (phenol-free) HSD was subjected to ‘the -same  re-
actions and subsequent procedures for alcohol recovery. The alcohol
yield was also 25 percent by weight of the starting matei-ia.l’;,,the‘” o
carbon mumber distribution data 1s given in figure 2. The phenol-
free neutral oil from the Nugget tar distillate wds subjected to the
oxo reaction and the same alcohol recovery procedures as those pre-
viously described for the Rockdale tar. An alcohol yield of 13 per-
cent was realized. The alcohols were converted to their trimethyl-
811yl ethers and analyzed by mess spectrometric analysis. The re-
sults are shown in figure 3. The phenol-free neutral oill from the
Kentucky hvab coal was reacted under oxo conditions. The subsequent
recovery of alcohol was 7.5 percent. .The product, water-white in .
color, was converted to trimethylsilyl ethers and submitted for mass .
spectrometric analysis. The results are shown in figure 4.

NMR spectra were obtained on all the alcohol mi.xtures predueed from
the tar fractions. These results will be considered in the Discus-
slon Bection of this paper. .

Under oxo conditions, it can be assumed that each molecule of olefin
will react with one molecule of CO. Further reactlon under oxo con-
ditions will pm&uce alcohols, aldehydes, esters, and other oxygensated
products. If o 1s incorporated into the synthesis gas, the product
will be radiocactive. A determination of the amount of radioactivity
“in the product can then be used to calculste the concentration of ole-
fing present origineally in the tar fraction. Several runs of thils type
were made, both on known mixtures, and on the low-temperatu.re tar frac-
tions. The results obtained are discussed below. o

RESULTS AND DISCUSSION

Carbon Number Distribution of Alcohols Produced

Figure 1 shows the distribution of the.alcohols produced from the HSF
. fraction of the lignite tar. The carbon mmber range shown is ClO"ClS’
* the maximum concentration is at Cip, &@nd the average carbon number is
12,2. Not showrn ‘on the graph are minor concentrations of C9 and C16-Cop
a.lcohols. This mixture is composed of alcohols of the carbon number

|
|
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range now used for plasticizer and detergent production. A higher boil-
ing fraction of these alcohols ranged from Cqg to Cpy, with an average
carbon number of 16.2. Figure 2 shows the distribution of the alcohols
produced from the HSD fraction of the lignite tar. The carbon number
range shown is 013—022, the largest percentage is at Cpq, and the aver-
age carbon number is 17.8. There are also traces of C;;-C;» &nd Co3-Co7
alcohols. - )

Figure 3 shows the distribution of alcohols produced from the neutral
0il from the Negget tar distillate. The carbon numbers range from
C11-C23, the largest concentration is at Ci5, and the average carbon-
number is 16,3, Trace amounts, not shown, are also present at C y, and
Cos. Fig'ure 4 shows the distribution of the higher boiling alcohols
produced from the neutral oil from the Kentucky hvab coal. The carbon
numbers range from C13-Cp3, the greatest concentrations are at Cj¢ and
C17, and the average carbon number is 17.2. Trace amounts, not shown,
were also present at Cpl. A lower boiling fraction of these alcohols
ranged fram C1p to C22, with ‘an average carbon number of 14.1. '

In the alcohol mixtures produced from- the lowe_r- rank’ iigﬁiﬁe and hveb-

. suba coals, there are anamalously high concentrations of Cpg alcohols.

(See figures 2 and 3.) This did not appear in the alcohols from the
hvab coal (figure 4). Gas-chromatographic methods, and other separa-
tion techniques, will be used to obtain highly concentrated samples of
either the Cpg alcohols and/or their precursors, the -Ci9 olefins fram.
the 1lignite tar. If i1dentification of either the alcohols or olefins
can be made, it may point out interesting differences between the low-
temperature carbonization tars produced from low and medium rank coals.
It is concelvable that the’-Clg olefin present in such high con_centra.-
tion in the tars from the lower rank coals 18 some. isomer of pristene

' (2,6,10,14-tetramethylpentadecene), since the saturated paraffin, pris-

tane, recently has been i1solated from a low-temperature brown coal tar
(10), and was shown to be present in abnormally high concentrations in
two petroleums (11). .

NMR Spectra of Alcohol Mixtures

The MR spectra of these alcohol mixtures were run.on a Varian HR-60
instrument. Data were obtained for the number of H atoms on the C atom
bonded to the OH group (that is, if the alcohol 1s & primary alcohol),
and the number of H atoms present in methyl groups. This latter quan-
tity gives a measure of the branching of the carbon chain. )

For the HSF alcohols, there were 1.8 H atoms on C bonded to OH, and 1.8
methyl groups/molecule; HSD, 1.9 H, 3.4 methyl; Nugget, 2.3 H, 3.0 methyl;
and Kentucky, 1.9 H, 2.6 methyl. Within the accuracy of the method, all




of the alcohols appear to be primary, as-expected from the nature of
the oxo reaction. In general, the number of branched methyl groups in- .
creases with the average carbon number of the alcohol mixture. As a
comparison with some other, more highly branched, commercially-produced
oxo alcohols, Cj3-dlcohols made from triiscbutylene would have at least
6 methyl groups/molecule; those made from tetrapropylene would have at
least L4 methyl groups/molecule; and Cj--alcchols made from tetraisobuty-
lene would have at least 8 methyl groups/molecule; )
Determination of Olefin Content of Mixtures by Using cl“o“

If & mixture containing olefins is reacted with H, + C1%0, to a good
approximation, each molecule of olefin will react with one molecule of
C0O, and therefore each olefin will be "tagged" with radioactivity. This
will be true whether the olefin ends up as an alcohol, aldehyde, ester,
ether, etc. The only exception is when the olefin hydrogenates to form
the paraffin, and this is an important reaction under oxo conditions
only for highly branched olefins, or campounds such as indene.

By measuring the radloactivity of the total oxo product obtained from
each olefin-containing fraction relative to the radioactivity of the re-
sidual CO in equilibrium with the bomb contents at the end of the run,
the initial olefin content of the mixture can be determined. In each
100 molecules of the olefin~containing mixture, where x molecules are
olefinic, and Y is the average carbon number of the mixture;

x .
100 Y + % (radicactivity of gas in bomb at end of run) = (radioactivity
: . of ‘product).

Table 2 gives the results obtained by this procedure. Agreement between
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Assumed average Olefin Content, mole percent

Mixture carbon number Known Found
Decene-1 + ) 10.0 Lkt 52
l-methylnaphthalene) ¢ ‘ 50 56

Decene-1 + dodecene-1 )
+ limonene +
h-methylcyclohexene-1) 9.5 55 53
+ l-methylnaphthalene)

HSF 12.4 1/14o-55 55, b8
HSD ‘ ' 16.8 yhO-SO ’ - 53,42

I/ See table 1.
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known and found values 1s satiéfaétoi'y Further work 1s being done on
the other tar fractions, and on improving the accuracy of this- analyti-
cal procedure.
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Isolation of-Porphyrins From Shale Oil and 0il Shale
. J. R. Morandivand H. B. Jensen

Bureau of Mines, U.S. Department of the Interlor
Laramie, Wyo.

INTRODUCTION

0il shale is a laminated rock of sedimentary origin that ranges from gray to
dark brown to almost black. It owes its color to carbonaceous matter called "kerogen"
which is derived from plant and animal remains (1). Kerogen is largely insoluble in
common organic solvents, but wheh heated to about 900°F it yields shale oil. This
shale oil resembles petroleum in ‘that it is composed of hydrocarbons and sulfur-,

'nltrogen-, and oxygen-derivatives of hydrocarbons.

"The discovery of porphyrins in petroleum and oil shale by Tre1bs (__, 13) in
1934 gave direct evidence for the organic origin of petroleum and oil shales. 1In
1953 Groennings (5) published a method for extracting and spectrophotometrically
determining porphyrins in petroleums. Groennings' procedure stimulated the work
on the analysis of porphyrins in natural products. In 1954 Moore and Dunning (8)
extracted Green River oil shale with various solvents and obtained a number of.

extfacts that contained porphyrln-metal complexes. They concluded that the ma jor-

ity of ‘the porphyrin exists in the shale as an iron- porphyrin complex. Although
these researchers have reported the occurrence of porphyrins in oil shale, no one
has’ reported their presence in shale oil. Theé present work was undertaken to deter-
mine if porphyrins ‘weie ‘able to survive the retorting step and if so, what changes
were brought about by retorting.

It was found in this‘inVestigatiOn that:
(1) Porphyrins are present in shale oil so they survive the retorting step.
(2) Retorting changes the porphyrins from phyllo to etio type, and their

average molecular weight is lowered. This lowering of the molecular
weight is partially accounted for by decarboxylation.

(3) Porphyrins present in shale oil are shown to be a complex mixture of pre-
dominantly etio type with an average of nine methylene substituents on
the porphine ring. ' The absorption spectrum of the purest porphyrin pre-

"pared was nearly identical to the spectrum of a synthesized etio-type
porphyrln. .

EXPERIMENTAL WORK

Method of Extracting Porphyrins

Groennings' method (5) for the extraction of porphyrins was used with two modi-
fications: (1) To reduce loss of porphyrins to the organic phase, a 20 percent
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hydrochloric acid solution was used instead of the recommended 7 percent solution,
and (2) to minimize decomposition of the porphyrin by contact with halogenated
solvents (2) the final transfer of the porphyrins was made iato benzene instead of
into chloroform.

Source of Materials Studied

The oil shale studied was from the Mahogany Ledge of the Green River formation
near Rifle, Colo. The shale contained 35 weight percent organic matter and assayed
64.3 gallons of oil per ton by the Modified Fischer assay method (10). Because the
shale contained approximately 10 percent by weight of COp as mineral carbonates, it
was pretreated with 4 percent hydrochloric acid and air-dried prior to the porphyrin
extraction step.

The crude shale oil was produced in an internally fired retort. The feed shale
for this retort was also from the Mahogany Ledge of the Green River formation and
averaged about 30 gallons of oil per ton. Selected properties of the oil, using the
Bureau of Mines shale-oil assay method (11), were specific gravity, 0.950; weight
percent nitrogen, 2.11; weight percent sulfur, 0.88; and a distillation analysis of
4.6 volume percent naphtha, 14,3 volume percent light distillate, 26.7 volume per-
cent heavy distillate, and 54.3 volume percent residuum.

Spectral Procedures

The absorption spectra from 450 to 650 mu of all porphyrin extracts, concen-
trates, and reference compounds were obtained in' benzene solution. The method of
Dunning (2) was used for correcting for background absorption in determining the
type and quantity of porphyrins. The. spectral reference compounds used in thls
research were mesoporphyrin IX dimethylester and etioporphyrin I.

Low-ionizing-voltage and high-ionizing-voltage mass spectra were obtained on
selected extracts and concentrates. When a nickel complex of a porphyrin sample was
introduced into the mass spectrometer, the spectrum obtained was of the nickel com-
plex. The introduction of uncomplexed porEhyrlns resulted in the spectrum of the
indium chloride complex of the porphyrlns._ In both cases the mass spectra w111 be
discussed as the spectra of the uncomplexed porphyrins.

Extraction and Concentration of Porphyrins From Shale Qil

Small-Scale Extraction

A 100-gram sample of the crude shale oil was extracted using the modified Groen-
nings' method. This extract was purified by chromatographing it on a column contain-
ing 100 grams of activated alumina. Benzene was used to prewet the alumina and as
the initial eluent. Benzene elution was continued until the solvent was almost
colorless. Spectral examination of the benzene showed that no prophyrins were

1/ The indium chloride in the instrument resulted from the reaction of indium used
for the valves in the sample introduction system and chlorine from chlorinated
solvents used in other mass spectral projects.
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removed. The porphyrin band was removed from the column using 1,2-dichloroethane,
and elution with this solvent was continued until no porphyrins were discernible in
the eluent. Visible absorption spectra were obtained on the extract before and
after the chromatographic step. Low- and high-voltage mass spectra were obtained
on the chromatographically purified extract.

Large-Scale Extraction

To obtain enough porphyrin extract for a characterization study, 2,300 grams of
crude shale oil was extracted by the modified Groennings' method. The extract was
chromatographed on 1,000 grams of activated alumina. Benzene was used to prewet the
column and to elute the colored impurities, as was done on the small-scale experi-
ment. The porphyrins were slowly eluted, using first recycled benzene and then
mixtures of benzene and 1,2-dichloroethane, Twenty fractions were collected using
benzene and 11 using benzene containing increasing quantities of 1,2-dichloroethane.
Visible absorption spectra were obtained .on all fractions, and mass spectra were

obtained on selected fractions.

Countercurrent extraction was used as an additional.separation on several.of
the fractions from the large-scale chromatographic separation, In each case, cyclo-
hexane and 0.25 N hydrochloric acid were used as the immiscible solvents and 100
transfers were made. Absorption data were used to determine the distribution of -
porphyrins 'in the 100 tubes. Each time the separation was into four areas with con-
centration maxima occurring near tubes 33, 55, 75, and 95. The porphyrins in the

" tubes in each of the concentration areas were- combined, and mass and absorption
spectra were obtained on the recovered porphyrins. :

‘Extraction of Porphyfiﬂs From 0il Shale

A-sample of the hydrochloric acid leached shale, containing 105 grams of organic
matter, was placed in a glass bomb, and 300 ml of benzene was added as a dispersant.
The modified Groennings' extraction procedure was used to extract the porphyrins,
except that the bomb was shaken continuously during the extraction. Visible absorp-
tion and mass spectra were obtained on the resulting extract.

RESULTS AND DISCUSSION

Porphyrin is the term applied to a class of compounds in which four pyrrole
rings are united by bridge carbons to form a conjugated, macrocyclic structure, known
as porphine. Figure 1 shows the numbering system that will be used in this paper for
the porphine ring (9). This conjugated ring system is heat stable and can be halo-
genated, nitrated, or sublimed without destroying-the macrocyclic structure @ .

Porphyrins, dissolved in organic solvents, have a typical, four-banded absorp-
tion spectrum in the visible region between 450 and 650 mu. They have been classi-
fied into etio, phyllo, and rhodo types according to the height of the individual
peaks relative to one another (3). Representative spectra of each of these three
types are shown in figure 2. The four bands or peaks are numbered I, II, III, and
IV starting from the long-wavelength end of the spectrum. In general, the height of
the peaks increases toward the shorter wavelengths.

Porphyrins that have methyl, ethyl, vinyl, propionic acid, or hydrogen in
positions 2, 3, 7, 8, 12, 13, 17, and 18 (see figure 1) around the porphine ring
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give the etio-type spectrum. This etio-type spectrum, which is characteristic of
blood-pigment porphyrins, has four peaks, which become progressively higher proceed-
ing from the longer to the shorter wavelengths. The shale-oil extracts and concen-
trates gave etio-type spectra.

The phyllo-type spectrum, which is typical of the chlorophyll porphyrins, has
peak II larger than III. This type of spectrum has been attributed either to the /
presence of an isocyclic ring between one of the pyrrole rings and the adjacent bridge -
carbon atom or to an alkyl group on one of the bridge carbon atoms. The oil-shale
extracts gave phyllo-type spectra.

The rhodo-type spectrum has been observed in compounds having a carbonyl group
attached to one of the pyrrole rings and has the number III peak as the strongest of
the four main peaks. The rhodo-type spectrum was not observed for any of the oil-
shale or shale-oil extracts.

The porphyrins in the extract from oil shale were characterized by the use of
absorption and mass spectra. The absorption spectrum of this oil-shale extract is
shown in figure 3. This spectrum is characteristic of phyllo-type porphyrin, which
has peak II higher than peak III." :

A e

The low-voltage mass spectrum showed porphyrins with molecular weights from 462

to 536. The ions in this spectrum were in the three following homologous series:

(1) The alkyl-substituted porphine series, (2) the series two mass units greater

than the porphine series, and (3) the series two mass units less than the porphine
series. Figure &4 shows the distribution of intensities of the ions for the series
occurring at two mass units greater than the porphine series. The average molecular -
weight of the porphyrins in this series (as calculated from this distribution) is

508. More than half of the total ions in the low-voltage spectrum were in this series,
and the data presented in figure 4 represent the three series. i

-

i

In the high-voltage spectrum of the oil-shale extract there was a series of ions
44 mass units less than the parent ions. This series of ions was shown to be a frag-
ment ion series corresponding to the loss of CO; from the porphyrins. ‘

{

These characterization data show the following facts about the oil-shale por-
phyrins: . S

(1) o0il-shale porphyrins are composed of at least three homologous series of
compounds with no fewer than six different compounds in each series.

(2) The majority of these compounds have a phyllo-type spectrum.
(3) Some of these porphyrins have carboxyl substituents.

(4) The average molecular weight of 508 for the oil-shale porphyrins can be
accounted for by 1 carboxyl and 11 methylene substituents on the porphine
ring.

Before the porphyrins from the small-scale extraction of shale oil could be
characterized, it was necessary to remove some of the impurities carried along by
Groennings' extraction. This was done by chromatographing on alumina, and the
absorption spectra of the porphyrin extract before and after chromatography are shown
in figure 5. Improvement in the purity of the porphyrins by the chromato-

graphic step is shown by the smaller background absorption in the chromatographed s

concentrate. The shale-oil extract both before and after chromatographing gave an

etio-type spectrum, whereas the oil-shale extract showed a phyllo-type spectrum. J
A
’
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In the low-voltage mass spectrum of the shale-oil extract, more than 90 percent
of the parent ions were in the alkyl-substituted porphine series. Figure 6 shows
the distribution of the ions in this series with molecular weight range from 366 to
492. The abscissa scale shows both m/e of the ions (molecular weights) and the
number of methylene substituents necessary on the porphine ring to have this molec-
ular weight. The average molecular weight of the porphyrins in shale oil (as
calculated from this distribution) is 436, or the equivalent of nine methylene sub-
stituents on the porphine ring.

In the high-voltage spectrum of the shale-oil extract, there was no evidence of
a fragment ion series 44 mass units less than the parent ions. This indicates that
there are no carboxyl groups present in shale-oil porphyrins.

These characterization data show that shale-oil porphyrins are predominantly
alkyl-substituted porphines with 4 to 13 methylene groups per molecule. Because the
absorption spectrum of this extract is of the etio type, these alkyl substituents
are on the eight pyrrole carbons in the porphine ring.

Comparison of the character of the porphyrins from oil shale with the character
of the porphyrins from shale oil indicates the changes that porphyrins undergo during
retorting. These changes are as follows:

(1). The molecular weight is lowered an average of 72 mass units. In part, this
is explained by decarboxylation. The decrease in average molecular weight
is equivalent to the loss of one carboxyl and two methylene groups per

. molecule. ‘ .

(2) The phyllo-type character is changed to an etio-type character. The reac-
tion necessary to bring about this change in spectral type is the removal
of substituents from the bridge carbons on the porphine ring. This could
also contribute to the lowering of the molecular weight of the porphyrins.

Further characterization of the porphyrins in shale oil was accomplished by
examining the fractions from the chromatographic separation of the large-scale shale-
oil extraction. The absorption spectra of the first 25 fractions from this chro-
matographic separation were of the etio type, and these fractions contained 70 percent
of the total porphyrins recovered. Beginning with the 26th fraction, the height of
peak II relative to peak III became increasingly greater. This indicated that some

* phyllo-type porphyrins were being eluted with the 1,2-dichloroethane. This presence

of a phyllo-type porphyrin in the shale-oil extract is an indication that a part of
the porphyrins is relatively unchanged during retorting.

A benzene-eluted fraction was used to demonstrate further the character of the
etio-type porphyrins in shale oil. A nickel complex of the 15th fraction was pre-
pared, and low- and high-voltage mass spectra of this complex were obtained. The
peak heights in these spectra were corrected for isotope contribution. Figure 7a is
the resulting low-voltage spectrum, and figure 7b is the resulting high-voltage spec-
trum. Each of the figures shows the corrected peaks only in the molecular weight
region of the porphyrins.

The low-voltage mass spectrum has only ions in the porphine series. The number
of substituents on the porphine ring is from 3 to 12 methylene groups with an average
of 7 methylene substituents per molecule. The greater abundance of odd-numbered
substituents over even-numbered is unexplained; this distribution is not evident in
the low-voltage spectrum of the total shale-oil concentrate (see figure 5).
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Hood (6) and Mead (7) have reported the mass spectral cracking pattern for metal
complexes of etioporphyrin, and they concluded that the main fragmentation process is
the loss of methyl groups. The peaks shown in figure 7b at one mass unit less than
the porphine series could be due to the loss of methyl groups and indicate the
presence of methyl or ethyl substituents on the porphine ring of shale-oil porphyrins.

The high-voltage spectrum of this fraction shows the presence of singly charged
ions at everz m/e from the molecular weight of the porphyrins to the doubly charged
parent ions.2/ Both Hood and Mead have shown that in the mass spectrum of etio-
porphyrin I the porphyrin skeleton remains intact because no singly charged ions occur
between the molecular weight of the porphyrin skeleton and the doubly charged parent
ions. The conclusion, therefore, is that the fraction shows the presence of impuri-
ties. Because the low-voltage spectrum of this fraction showed no molecular ions
other than porphyrins, the impurity is probably nonaromatic.

Countercurrent extraction was used to further purify the porphyrin concentrates.
Fraction 14 from the large-scale chromatographic separation was countercurrent extrac-
ted and separated into four concentrates. Judging by the comparison of specific
extinction coefficients, one of these concentrates was the purest porphyrin concen-
trate prepared in this work. That the impurity was still present can be seen by
comparing the molar extinction coefficient (2) for this fraction which was 1.8 x 103
in benzene, with that for etioporphyrin I, which was 6.2 x 103 in benzene. This
impurity, however, has low absorption in the visible region. This is illustrated by
the good agreement of the visible spectrum of this concentrate with the spectrum of
a synthesized etio-type porphyrin as shown in figure 8.

The low-voltage mass spectrum of the porphyrin concentrates from countercurrent
extraction showed a series of molecular ions in the porphine series. One of the
concentrates had parent ions occurring at molecular weights corresponding to four
to eight methylene substituents on the porphine ring. Of the total parent ions
present in the mass spectrum of this concentrate, 25 percent showed the presence of
four methylene substituents, and 65 percent showed the presence of five methylene

" substituents.

CONCLUSION

This work has demonstrated that the skeleton of the porphyrin molecules in oil
shale is capable of surviving retorting temperatures. However, the substituent
groups on the skeleton are changed. As expected, reduction in average molecular
weight is the most obvious change. Partial explanation of this reduction was demon-
strated to be decarboxylation. Another change that can be inferred to take place
is the removal of substituents responsible for the phyllo character of the oil-shale
porphyrins. This could result either from the destruction of an isocyclic ring or
from the removal of substituents from a bridge-carbon atom.

The porphyrins present in shale oil were shown to be a complex mixture of pre-
dominantly etio type. The absorption spectrum of the purest porphyrin prepared was
nearly identical to the spectrum of a synthesized etio-type porphyrin. The porphyrins
in shale oil have an average molecular weight equivalent to the porphine ring with
nine carbon atoms of methylene substituents. The total number of carbon substituents
ranged from 4 to 13.

2/ This was true for all extracts and concentrates prepared in this work.
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