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Eugene E. Sensel, Beacon, N. Y., assignor to The
Texas Company, New York, N. Y., & corporation

of Delaware :

Application January 6, 1942, Serial No, 425,735
' 4 Claims, (Cl. 260—683.5) '

This invention relates to the. conversion of
hydrocarbons and has to do’with the catalytic

conversion of hydrocarbons to produce gasoline

hydrocarbons of improved octane rating. It is
applicable to the isomerization of hydrocarbons
and particularly low boiling hydrocarbons to
form highly branched hydrocarbons, i
The invention broadly contemplates g method
of and apparatus for effecting conversion of hy-
drocarbons by contact with a solid "conversion
catalyst majntained under conversion conditions
such that substantial hydrocarbon conversion
is secured, and provision is made for continuous-
ly removing heavy liquid reaction products from
the solid catalyst substantially as rapidly as
formed and thereby materially reduce catalyst
deterioration, T
More specifically the invention contemplates a
method of and apparatus for effecting isomeriza-

“tion of paraffin and naphthene " hydrocarbons
. wherein the hydrocarbons are subjected to con-

tact with a solid isomerization catalyst and pro-

vision is made for continuously removing from .

the catalyst mass liquid products of reaction sub-
stantially as rapidly as formed. T

According to one modification, the invention in- .

volves passing a-stream of feed hydrocarbon in

the vapor phase through a series of relatively

shallow beds of solid catalyst in succession, the

catalyst being maintained under isomerizing con-.

ditions such that substantial conversion to iso-
paraffin is secured. Provision is made for con-
tinuously withdrawing liquid material which ac-
cumulates in each bed, :

In accordance with the invention s metallic .,35

halide catalyst such as aluminum chloride in
lump or other.fragmentary form is disposed in a
plurality of shallow beds supported one above the
other within a reaction tower. Each bed is spaced
substantially apart and traps are.provided in
the spaces between succeeding beds, the traps be-
ing adapted to collect and continuously (or in-
termittently) discharge liquid drip from each
catalyst bed. The feed hydrocarbon at the re-

action temperature is passed in a continuous -

stream of -vapor through the reaction tower flow-
ing through the succeeding beds in series. The

_stream of hydrocarbons including isomerized hy-

drocarbons is withdrawn from the reaction
tower after passage through the final catalyst
bed in the series. The withdrawn hydrocarbon
mixture is advantageously subjected to fractiona-
tion to separate low boiling and high boiling con-

tions comprising . the isomerized hydrocarbon

.

40 Zone. A further advantage resides in thus ef-
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product. Unreacted hydrocarbons and gaseous’
material separated from the'reaction mixture
may be recycled to the reaction tower while high
boiling - material is advantageously discharged
from the system. .

Another modification of the invention contem- .
plates a liquid phase operation in which the re-
acting - hydrocarbons are maintained in liquid
bhase or substantially so, provision being made
for segregating liquid complex -and heavy hydro-
carbon material at successive points within the
reaction zonhe and for discharging the segregated
material therefrom. .

"The- invention is of particular advantage with
respect to the isomerization of a low boiling hy-
drocarbon such as normal butane .wherein the
hydrocarbon is isomerized by contact in the va-
por phase with a solid metallic halide catalyst
such as aluminum chloride in the presence of a
promoter such as hydrogen chloride. The cata-
lyst tends to enter into reaction with hydrocar-~
bons during the conversion with the formation of
hydrocarbon-metailic halide complex liquid.com-
pounds.' The presence of the complex material
as well as other heavy hydrocarbon reaction prod-
ucts in the catalyst mass is undesirable since it

Interferes with the realizing of efiicient contact

between the solid metallic halide and the hydro-
carbons undergoing conversion. ' :
Furthermore, the complex liquid exerts a soft-
ening effect upon the solid metallic halide so that
individual lumps or particles of tne cataiyst dis-

-ntegrate, tending to convert the catalyst into a,.

single solid mass comparatively free from voids,
and therefore resistant to tile passage oI hydro-
carbon vapors througn it.

Accoraingly, an important advantage of the
inveniion resides in Piroviang means Iur-toe-con-
tinuous removal of liquid compiex substantially -
as rapidly as it accumulates witain tue reaction

fecting removal of otuer ueavy Lguig hyurocar-

_ bons which may be preauced as a resuit ol the
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‘stituents and thereby produce a fraction or frac-
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conveision tieatment. ‘Lue preselice of  such
liquid hydrocarbons in the cataiyst mass is also
undesiraple smce they may unuergo cracking
during continued contact with tne catalyst with
the formation of secondary products, toereby
increasing the extent ot-catalyst deterioration.
In order to describe tue invention. more. tuily
reference will new be made to the accompanying -
drawings. . : . .,
Referring to Fig. 1 of the drawings a feed. hy- .
drocarbon such as ‘normal butane is conducted.
from a source not shown through a pipe-{ and™

[ R



passed through a heater 2 wherein it is heated

to a temperature in the range about 180 to 240°
and preferably about 200 to 220° F..
The heated hydrocarbon is conducted from the
heater 2 through a pipe
Cal ge manifold & providing means for intro-
heated feed hydrocarbon- to & reac-

" ducing the
o a plurality of successive points as

tion tower 5 at
indicated. - AS
‘for downward flow of hydrocarbon
sired all.of the feed may be
of the tower -and . caused
therethrough, all ‘ ha
being forced to flow through each successive cata-
1yst bed. ) : —

The numeral 6 designates & plurah}'.y of catalyst
beds, comprising gluminum chloride in lump form
and these beds are of relatively
being supported on trays’1. Thus each bed may
be about 5 to 6 feet in-depth or in the range from
about 1 to 10 feet. B T

The trays:1 are provided with a large number
of perforations
fiow. Trays of the bubble cap .type may be

_employed.

vapor. If de-

3 communicating with

{llustrated the tower is arranged: :

introduced to the top .
to flow downwardly

of the hydrocarbon charge thus-

““in’ this instance isobutane,

15
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the vertical wall of the tower 5 both below and
above each baffle 8, and conduits provided exterior
the tower connecting the ports above and below
each baffle so as to pass the vapors around each
or any baffte. .

Returning to Fig. 1, the hydrocarbon vapors
after passage through the final - catalyst bed,
namely, the lowermost bed, shown in the tower
of the drawings, are
i3 leading to a fractionator {4. The hydrocar-
bons passing to the fractionator 14 will comprise
normal butane and a
small amount of hydrocarbon material boiling

“both below and above butane. In addition it wiil

comprise & small amount of promoter, namely,

~ hydrogen chloride.

shallow depth o

20

or ports, through which fluid may

25

Funnel shaped baffles 8 are placed in the spaces.

between each bed, each pafle having & port at

its vertex, and adapted to collect liquid drip from .

the bed immediately above it. S
Positioned a short distance below each baflle

g is a drip pan 9 adapted to receive - the. liquid
flowing through the port in the veriex of the
baffle immediately above it.” A conduit 10 extends
from the bottom.of each pan through the w.gn
of the tower and-terminates.in & discharge pipé
11 exterior of the tower.

Thus, 2
and complex liquid compounds -accumulating on

the catalyst lumps drip-from the bottom of each

bed into the funnel baffies

from there into the pans g from

uid ‘material is :

the -conduits into the discharge pipe if. Tpls

- . lquid may be conducted from the discharge pip€
{1 to a receiving tank 2. The liquid and com-
plex material collecting in ‘the tank’ 12 may_be

‘disposed of in any Suitable manner wherein the
hydsocarbons and catalyst may-be recovered for
further disposition. SRS S R g

Although not shiown, liquid seals or other means

may be provided in the conduits 10° for the:pur-
pose of preventing the €scapeé of hydrocarbon

" yapors through the conduits. :

which the lig-

Sufficient spaceis provided. between the fun-.

nel bafles 8 and the adjacent pans 9 and the
d:ameter of the ports in the baflesis sufficiently
large so as to permit hydrocarbon vapor-to'pass

from: a preceding to-a succeeding catalyst bed -

without- substantial interference. with- the flow
of liquid- downwardly through the ‘bafiles.
1f desired separate ports or conduits may be
provided for the passage of vapors through-or
around the funnel bafies 8. Thus, as shown in
" Fig. 2 the ports in the vertices of the paffies 8 may
be made integral with the corresponding conduits
10. Rusers 30 are provided-in each baffle, each
riser being surmounted by a suitable cap 31 to
prevent liquid dropping downwardly through the
riser while permitting: flow of vapor either up-
wardly or downwardly through the riser depend-
ing. upon the direction of vapor-flow through the
- reaction tower. - | R '
-~ Instead of providing risers 30 through the bafiles
8 as shown in Fig. 2 ports may be provided in

B ]

8 below each pbed and- =

30
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guring operation -liquid. hydrocarbons

40

continuously drained off through.

45

“to permit separation

{4 is advantageously such as
of the reacted hydrocarbon
mixture into a plurality of fractions. Thus, &
fraction consisting essentially of  gaseous con-
stituents including hydrogen chloride promoter
may be removed through a pipe 15 and recycled .
all or in part through a pipe 16 to the reaction

The fractionator

- tower. .

An intermediate fraction éonsisting essentially

-of isobutane may be removed as a side stream
- through a pipe

{1 while & fraction consisting es-
sentially of unreacted ‘hydrocarbon, for example,’
normal butane may be drawn off through pipe 18
and.recycled to the reaction zone. Higher mo-
lecular weight material may be removed from the
fractionafor through a pipe i9. )

The fraction removed as & side’stream through
the pipe 11 may comprise isobutane as well as
some unreacted normal butane. However, any
suitable provision may be made for effecting sep-
aration between isomerized hydrocarbons and
unreacted hydrocarbons. so that the unreacted
hydrocarbons such as normal butane may be
recycled to the reaction tower.

“The catalytic reaction in the reaction tower §
is promoted with a hydrogen halide such as hy-
drogen chloride, hydrogen bromide, or with any
other suitable promoting or activating substance
such as carbon tetrachloride and low molecular
weight alkyl chlorides capable of providing hy-
drogen halide in the reaction. A small amount
of promoter substance is advantageously added

. continuously from a source not shown through

50
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a pipe 20. It may be injected into the heated
feed hydrocarbon passing- through the pipe-3.
If desired the promoter-may be introduced direct-
ly to the reaction tower at a plurality of succes-
sive points as indicated. SRRt
Reference has already been made to the pro-
vision for injection of the feed hydrocarbon at &

- plurality- of - siiccessive points. This is ad-
“ vantageous particularly where it is- desired to
- regulate the temperature of the succeeding cat-

60

65

70 -

alyst beds. ~In such case a suitable proportion

_of the cold hydrocarbon feed vapor may be by~
- passed around'the

heater 2 and injected directly
to the reaction-tower at a plurality of intermedi-
ate points. .

Other means for controlling the temperature

.of the catalyst bed may be employed as, for ex-

ample, -cooling coils imbedded within the catalyst .
mass and through which coils a heat exchange
medium may be circulated. .
Since the catalyst undergoes some deteriora-
tion due to complex formation and a resulting
complex liquid is continuously removed the quan-
tity of solid catalyst will ‘progressively diminish.

" Therefore, provision may: be made for the con-

7%

tinuous introduction of solid catalyst to the re-

discharged through a pipe - '
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action tower, such provision may :include stiit-

able screw conveyors not shown, and adapted
to force the solid catalyst into each bed through
manholes or ports 2f. Similar conveyors may be
employed for contmuous withdrawal of partly
used catalysta

While a specific type of trapping means has
been described above with which to collect and
remove the liquid drip from each catalyst bed;
nevertheless it is contemplated that other:forms
of trapping means may be employed for the
purpose of collecting and discharging the: liquid
substantially as rapidly as it accumulates in the
successive -stages within the reaction tower. -

Fig. 3 of the drawings illustrates a reaction
tower provided with a different arrangement for
collecting and -discharging liquid complex ma-
terial therefrom.

As in the case of the tower illustrated in Fig. 1

8 plurality of beds 6 of isomerization catalyst is
provided. In the space between each bed is
placed -a funnel-shaped bafile 40 having a port
at its vertex and adapted to collect liquid drip
from the bed immediately above it. The periph-
eral edge of each bafile makes direct contact with
the adjacent inner surface of the wall of the
tower so as to provide a fluid-tight contact.

The port in the vertex of each baffle communi-
cates with a discharge pipe 4t extending through
the wall of the tower.

The discharge pipes 41 communicate with a
common pipe 42 throtgh which the liquid mate-
rial drawn off from each pan is conducted from
the system.

As in the case of the tower in Fig. 1 the charge
and promoter may be introduced from a pipe 3
through a charge manifold 4 providing means
for introducing the heated feed hydrocarbon to
the tower at a plurality of successive points. In
each case the point of feed introduction to the
tower may be just below each succeeding cat-
alyst bed so as to provide upward flow of feed
hydrocarbon through the catalyst masses.

According to one method of operation, parallel
flow of feed hydrocarbons through the several
catalyst beds may be employed. In such opera-
tion the treated hydrocarbons are removed from
a point above each catalyst bed. Discharge pipes
43 are provided for this purpose and these pipes
communicate with a common pipe 44 through
which the treated hydrocarbons are conducted
to the fractionator.

When the successive beds are operated with
series flow the stream: of hydrocarbons issuing
from above each bed is conducted through the
pipes 43 as before into the pipe 44 but returned
through branch pipes 45 providing inlets to the
tower at points just below each catalyst bed. In
this manner the pipes 43 and 45 provide means
for conducting the upflowing hydrocarbons
around each bafile 40.

Suitable valves as indicated may be provided
in the pipe 44 and the pipes 43 and 45 for the
purpose of controlling'the flow of fluid. there-
through.

With the valve means thus provided it is also
possible to bypass one or more of the catalyst
beds.

The reactlon tower illustrated in Fig. 3 also
lends itself to the possibility of operating in the
liquid phase.
as to permit sufficient settling space within which
to effect stratification between liquid reacting
hydrocarbons and liquid complex. material.

Floats or other indicating means may be pro-

The pans 40 may be positioned so )

10
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vided in each settling space with which to con-
trol the interface level within each settling space.
Also. with liquid. phase operation, either upward
or downward flow. of feed hydrocarbons may be
employed. -

While a single roactxon tower has been de-
scribed it is also contemplated that a plurality of
reaction towers may be employed. Moreover, it is
also contemplated that a system may be used in-
volving a plurality of individual reaction- vessels

.each containing an individual and relatively shal-

low bed of catalyst, provision being made for
trapping out liquid accumulating in the bottom
of each stage or vessel, the vapors substantially -
free from liquid passing into a succceding stage.

Mention has. been made of employing the in-
vention in the isomerization of normal butanc.
However, it is contemplated that the invention
may be employed for effecting isomerization of
other hydrocarbons such as gasoline and naphtha,
hydrocarbons or fractions thereof.

It is also contemplated that the isomerization
reaction may be carried out in the presence of
an agent adapted to inhibit or substantially re-
duce cracking or other side reactions-“which
otherwise tend to occur when subjecting feed
hydrocarbons to contact with. an isomerization-
catalyst. - Such agents may include gaseous
agents such as carbon monoxide, hydrosen and -
hydrogen-containing gases such as methane,
ethane, etc. Normally liquid agents may be em-~
ployed such as naphthene hydrocarbons, = Also
mixtures of gaseous and liquid agents may be
employed with provision for separating such
agents from the products removed from the re-
action zone and recycling them thereto. )

In carrying out the isomerization reaction pro-
vision may be made for removing olefinic and
aromatic hydrocarbons, sulfur compounds and’
other impurities which' tend to poison a metallic
halide isomerization catalyst.

While aluminum chloride has been specifically
mentioned as an isomerization catalyst it is in-
tepded that other metallic halide catalysts may
be employed such as ferric chloride, zirconium ;
chloride and metallic mixed hahdes such as
AICLF, AlF.Cl, ete.

The apparatus disclosed is advantageous from

- the standpoint of faciltating washing of the solid

50
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catalyst in situ with a suitable wash solvent
adapted.to remove complex and heavy liquid ma-
terial adhering to the catalyst. For example, the
catalyst mass may be washed periodically with
solvent such as tetrachloroethane, chlorobenzene,
orthodichlorobenzene and methylene dichloride.

Obviougly many modifications and variations
of the invention as above set forth may be made
without departing  from the spirit and scope
thereof, and therefore, only such limitations
should be imposed as are indicated by the ap-
pended claims.

I claim: :
1. A method of momerleng hydrocarbons by
contact with a solid metallic halide isomeriza-
tion catalyst which -comprises disposing ‘a plu-
rality of shallow porous beds./of solid metallic
halide within a reaction tower, each bed being
spaced vertically apart, with a partition between
beds to provide substantial settling space below.
each bed, maintaining said catalyst beds under
conditions:such that-isomerization constitutes the
principal reaction, continuously passing feed hy-

--drocarpon in liquid phase through the beds in

8-

-series flow such that feed hydrocarbons are isom-

erized, the conversion being accompanied by for-




4 .

mation of 11qu1d comprising metalhc halide—hy- o

drocarbon complex, maintaining a body of hydro-~

carbons and said complex in each settling space, -

effecting stratification of liquid therein to form -

a hydrocarbon phase and a complex phase, with- -

drawing the separated complex from the reaction

(3

tower, the hydrocarbon phase remaining for fur-
' ther ‘contact with the catalyst, passing reacted. -

“and unreacted hydrocarbons from a- preceding -
stage to  a succeeding 'stage, and‘continuously

10

- removing 1somer1zed hydrocarbons after passa.ge

from the final bed.

2. A method of ‘isomerizing hydrocarbons by

contact with solid-metallic halide isomerization
- catalyst which comprises disposing a plurality of
shallow porous beds of solid aluminum chloride
within a reaction tower, each bed being spaced
vertically apart, with a partition -between - beds
to provide substantial settling space below each

bed, maintaining said catalyst beds under condi- -

15
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isomerized hydrocarbons aft;er passage from the
final bed.

3. The method accordino' to. claim 2 in which
the feed hydrocarbon consists-essentially of nor- .
mal butane and the isomerization reaction is
effected at a temperature in the range about 200
to 220° F. -

4. A method of isomerrzmg hydracarbons by
contact with-a - solid- metallic halide -isomeriza-
tion catalyst which comprises - disposing a plu-
rality of shallow porous Leds ‘of solia metallic
halide rwithin .a -reaction tower, each bed being
spaced vertically apart, with a partition between
péds to provide substantial settling space below ..
each bed, maintaining said catalyst beds under
conditions such “that -isomerization constitutes

_-the principal reaction,. continuously introducing

20

tions such* that isomerization constrtuteb the

pnncrpal ‘reaction, contlnuously passing feed hy-

drocarbon in hquld phase through the beds in -

series flowin ‘the presence of.hydrogen halide
such that feed hydrocarbons are isomerized, the
conversion ‘being accompanied by formation. of

. lquid' comprising -metallic halide-hydrocarbon

feed hydrocarbons in liquid phase to said tower,
maintaining a body of liquid:hydrocarbons un-

.dergoing treatment moving upwardly through.

each catalyst bed in series, said hydrocarbons
undergoing isomerization during contact with the

“catalyst,:said conversion being accompanied : by

formation of liquid comprising metallic halide-
hydrocarbon cemplex, effecting stratification of

- liquid in -the- settling space below each bed to

complex, maintaining -4 body - of -hydrocarbons

and said complex in each settling space, effecting
startification-of liquid ‘therein to form ‘s hydro-

carbon. phase and g complex phase, withdrawing
the separated complex from the reaction tower,
. the hydrocarbon phase remaining ‘for further )

contact with' the catalyst, passing’reacted and
“unreacted hydrocarbons from a. preceding stage

to a succeeding stage, and continuously removing’ -

30

form a hydrocarbon phase and a complex phase,
withdrawing said complex phase from the reac-
tion tower, the hydrocarbon phase remaining as

a component of said body of hydrocarbons rising

through the catalyst beds, .conducting hydrocar-
bon liquid after passage through a preceding bed

. to the space below the succeeding bed, and re-

moving isomerized hydrocarbons aﬂ:er passage

36 from the ﬁnal bed
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