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Description 

This  invention  relates  to  sintered  articles  and  in  particular  to  sintered  iron  articles  and  precursors 
thereto.  Sintered  iron  articles,  eg  pellets,  are  employed  in  the  steel  industry  as  a  conveniently  handleable 

5  form  of  iron  and  have  been  proposed  as  catalysts  for  hydrogenation  reactions,  eg  ammonia  synthesis  and 
nitrile  hydrogenation,  see  for  example  GB-A-1  484864. 

The  shaped  iron  articles  are  normally  made  by  the  reduction  of  precursors  in  the  form  of  sintered  iron 
oxide-containing  articles  formed  from  a  finely  divided  iron  oxide  composition.  In  order  to  assist  densification 
of  the  sintered  precursor  and/or,  where  the  sintered  iron  article  is  to  be  used  as  a  catalyst,  to  promote 

70  catalytic  activity,  minor  proportions  of  oxidic  materials  that  are  not  readily  reducible,  or  compounds  that 
decompose  to  such  oxidic  materials  on  heating,  are  often  incorporated  into  the  composition.  Among  such 
common  additives  are  alumina,  magnesia,  calcium  oxide,  and  alkali  metal  oxides,  or  compounds  decom- 
posable  to  such  oxidic  materials.  For  example,  for  use  as  an  ammonia  synthesis  catalyst  precursor,  the 
sintered  iron  oxide  composition  will  typically  contain  1  to  5%  w/w  alumina,  0.3  to  2%  w/w  alkali  metal, 

75  particularly  potassium,  oxide,  up  to  5%  w/w  calcium  oxide  and/or  up  to  2%  w/w  magnesia.  The  iron  oxide 
composition  may  also  contain  reducible  oxides,  eg  oxides  of  metals  such  as  cobalt,  typically  in  proportions 
of  up  to  40%  w/w.  For  nitrile  hydrogenation  catalyst  precursors,  the  iron  oxide  composition  will  typically 
contain  0.5  to  5%  w/w  of  alumina,  magnesia,  and/or  calcium  oxide,  but  will  generally  not  contain  an  alkali 
metal  oxide.  For  non-catalytic  applications  calcium  oxide  is  often  incorporated  as  a  flux. 

20  Like  fused  products,  sintered  iron  oxide  articles  have  a  low  surface  area  and  a  high  density.  However 
sintered  products  can  readily  be  distinguished  from  fused  products  by  optical  and/or  scanning  electron 
microscopy  since  sintered  products  have  a  morphology  that  is  quite  different  from  that  of  fused  products.  In 
particular  the  sintered  products  show  a  significant  proportion  of  vestiges  of  the  finely  divided  particles  used 
in  the  manufacture  of  the  sintered  product,  although  many  of  the  fine  particles  will  have  agglomerated. 

25  Sintered  iron  oxide  articles  can  also  be  distinguished  from  fused  products  by  measurement  of  the  pore 
volume  distribution.  Thus  the  sintered  products  generally  exhibit  a  porosity  of  at  least  0.01,  particularly  at 
least  0.02,  cm3  per  g  of  sintered  product  in  the  form  of  pores  of  radius  below  10  um.  In  contrast,  fused 
products  show  negligible  pore  volume,  generally  totalling  less  than  0.005  cm3.g_1  in  the  form  of  pores  of 
radius  below  10  um.  The  pore  volume  distribution  may  be  determined  by  mercury  porosimetry  at  varying 

30  pressures. 
The  sintered  products  also  exhibit  a  distinctly  different  pore  volume  distribution  from  that  of  fused 

materials  when  the  pore  volume  is  determined  after  reduction  of  the  iron  oxide  to  iron.  In  this  case  both  the 
sintered  and  fused  products,  after  reduction,  have  an  appreciable  porosity  in  the  form  of  pores  of  radius  in 
the  range  100  to  1000  A  (0.01  to  0.1  um)  as  a  result  of  the  pores  formed  by  reduction  of  the  iron  oxide  to 

35  iron.  However,  whereas  the  reduced  fused  articles  exhibit  only  a  small  amount  of  porosity,  less  than  about 
0.015  cm3.g_1,  in  the  form  of  pores  of  radius  between  0.1  and  10  um,  the  sintered  products,  after  reduction, 
generally  exhibit  a  porosity  of  at  least  0.02  cm3.g-1  in  the  form  of  pores  of  radius  between  0.1  and  10  um. 

The  sintered  iron  oxide  composition  preferably  contains  at  least  50%  by  weight  of  iron  oxide  (expressed 
as  Fe2C>3)  and  the  combined  weights  of  iron  oxide  (expressed  as  Fe2  0a)  and  any  cobalt  oxide  (expressed 

40  as  CoO)  present,  is  preferably  at  least  70%,  particularly  at  least  85%,  by  weight  of  the  composition. 
The  iron  oxide  used  to  make  the  sintered  article  may  be  magnetite  or  haematite.  However,  if  the 

sintering  is  conducted  in  an  oxidising  atmosphere,  eg  air,  as  is  usual,  the  iron  oxide  in  the  sintered  article 
will  be  in  the  form  of  haematite  unless  very  high  sintering  temperatures,  above  1370°C,  are  employed. 
Sintered  iron  oxide  articles  wherein  the  iron  oxide  is  in  the  form  of  magnetite  can  only  be  obtained  if  the 

45  sintering  is  effected  under  a  carefully  controlled  non-oxidising  atmosphere  at  sintering  temperatures  below 
about  1300'C,  or  if  the  sintering  is  conducted  at  a  temperature  above  the  temperature,  1370*C,  at  which 
haematite  is  converted  to  magnetite. 

As  mentioned  above,  the  compositions  often  desirably  contain  calcium  oxide.  One  disadvantage  of  the 
incorporation  of  calcium  oxide  into  the  composition  where  the  iron  oxide  of  the  sintered  article  is  haematite 

50  is  that,  on  reduction  of  the  haematite  to  metallic  iron,  there  is  a  tendency,  possibly  as  a  result  of  reduction 
of  calcium  ferrite  formed  during  the  sintering  step,  of  the  sintered  article  to  crack  and  weaken  and  in  some 
cases  disintegrate.  This  cracking  problem  does  not  appear  to  arise  where  the  iron  oxide  in  the  sintered 
article  is  in  the  form  of  magnetite,  unless  the  calcium  oxide  levels  are  very  high.  This  is  believed  to  be 
because  the  calcium  oxide  dissolves  into  the  magnetite  crystal  lattice  and,  only  at  high  levels  of  calcium 

55  oxide,  is  a  separate  calcium  ferrite  phase  formed. 
We  have  found  that  the  incorporation  of  small  amounts  of  magnesium  aluminate  spinel  into  the  iron 

oxide  composition  gives  a  marked  decrease  in  this  tendency  to  cracking. 
Accordingly  the  present  invention  provides  a  sintered  iron  oxide-containing  article  containing  a  minor 
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proportion  of  calcium  oxide,  characterised  in  that  the  composition  also  contains  a  minor  proportion  of 
magnesium  aluminate  spinel. 

The  present  invention  also  provides  sintered  iron  articles  obtained  by  the  reduction  of  such  a  sintered 
iron  oxide-containing  article. 

5  It  has  been  found  that  it  is  necessary  that  the  magnesium  aluminate  spinel  is  added  as  such  to  the 
composition  from  which  the  sintered  iron  oxide-containing  article  is  made.  Thus  the  addition  of  magnesia 
and  alumina  as  separate  components  does  not  have  the  desired  effect.  Of  course  the  composition  can  also 
contain  alumina  and/or  magnesia  in  addition  to  the  spinel. 

The  amount  of  magnesium  aluminate  spinel  that  is  required  is  relatively  small:  generally  0.1  to  1  mole 
w  of  the  spinel  per  mole  of  calcium  oxide  is  sufficient. 

The  sintered  iron  oxide-containing  articles  may  be  made  by  forming  a  finely  divided  particulate 
composition  containing  iron  oxide,  eg  haematite  or  magnetite,  particles,  together  with  the  other  ingredients, 
including  the  magnesium  aluminate  spinel  and  calcium  oxide,  or  a  calcium  compound  decomposable 
thereto  upon  heating,  forming  the  finely  divided  composition  into  the  desired  shape  and  then  heating  the 

75  composition  to  convert,  if  necessary,  metal  compounds  to  the  oxide  form  and  to  cause  the  particles  to 
sinter  together. 

It  is  preferred  that  essentially  all  of  the  particles  in  the  composition  have  a  size  below  50  um, 
particularly  below  20  um.  In  particular,  it  is  preferred  that  at  least  50%,  preferably  at  least  90%,  by  weight 
of  the  particles  have  a  size  below  10  um. 

20  The  shaping  process  may  be  conducted  wet  or  dry.  Where  a  complex  shape  is  required  it  may  be 
formed  by  techniques  such  as  isostatic  moulding.  Where  the  desired  shape  is  of  a  pellet  nature,  the 
particulate  composition  may  be  compacted  to  a  sheet  or  ribbon  by  passage  through  contra-rotating  rolls: 
the  compacted  sheet  or  ribbon  can  then  be  broken  into  the  form  of  pellets  characterised  by  two  mutually 
opposed  faces  formed  by  compression  in  contact  with  a  surface  and  having  other  faces  formed  by  fracture. 

25  Instead  of  forming  a  sheet  or  ribbon  by  compaction,  individual  pellets,  which  may  be  elongated,  for  example 
cigar  shaped,  may  be  formed  by  roll  compaction  using  suitably  profiled  rolls.  For  roll  compaction  a  binder 
such  as  a  starch  or  stearates  of  a  metal  such  as  aluminium  or  magnesium,  typically  in  quantities  in  the 
range  0.5  to  3%  by  weight  of  the  particulate  composition,  may  be  added  to  assist  formation  of  coherent 
compacts.  Particularly  where  the  binder  is  a  starch,  some  water  may  be  included. 

30  Alternatively,  and  preferably  where  a  pellet  form  is  desired,  the  particulate  composition  is  shaped  by  a 
wet  extrusion  process  wherein  one  or  more  organic  polymeric  binders  and  a  liquid  such  as  water  or  an 
alcohol  is  added  to  the  particulate  composition  prior  to  extrusion.  Where  the  liquid  is  water,  the  binder  is 
preferably  a  hydrophilic  polymer  that  is  self  adhesive,  eg  a  solubilised  starch,  particularly  in  admixture  with 
a  shear  thinning  hydrophilic  polymer,  eg  corn  starch  or  a  polyvinyl  alcohol.  The  use  of  such  binders  for  wet 

35  extrusion  of  oxidic  materials  is  described  in  EP-A-134138.  The  extrusion  is  conveniently  conducted  at 
ambient  temperature  by  forcing  the  composition  through  a  suitable  die.  One  advantage  of  the  use  of  an 
extrusion  process  is  that,  by  the  use  of  an  extrusion  die  having  appropriate  cores,  it  is  possible  to  produce 
shaped  articles  of  uniform  cross  section  having  longitudinal  passages  extending  therethrough.  Articles 
having  a  plurality  of  through  passages  are  advantageous  when  it  is  desired  to  produce  products  having  a 

40  high  geometric  surface  area  per  unit  volume  of  a  bed  of  the  articles.  The  invention  is  of  particular  merit  in 
producing  articles  with  a  large  number  of  small  cross  section  through  passages  per  cm2  of  the  article  cross 
section.  The  production  of  such  articles  is  described  in  EP-A-222541  ,  EP-A-222542,  and  EP-A-223439. 

After  extrusion  the  extruded  product  is  cut  into  the  desired  lengths  after,  or  preferably  before,  sintering. 
The  cutting  technique  employed  should  of  course  be  such  that  any  through  passages  do  not  become 

45  blocked  in  the  cutting  process.  A  suitable  cutting  technique  is  described  in  EP-A-223445.  Alternatively  the 
articles  may  be  made  by  tabletting  techniques.  In  this  case  the  walls  of  the  tabletting  die  and/or  any  cores 
may  have  a  slight  taper,  for  example  up  to  3  °  ,  to  assist  in  release  of  the  units  from  the  die.  Alternatively  a 
granulating  technique,  for  example  as  widely  used  in  the  steel  industry,  may  be  employed. 

After  shaping,  and,  where  the  shaping  process  is  by  extrusion,  preferably  after  cutting  the  extrudate  to 
so  the  desired  length,  the  article  is  dried,  if  necessary,  and  then,  where  a  binder  having  an  organic  component 

is  employed  in  the  shaping  step,  the  organic  component  is  burnt  out  in  a  calcination  step,  preferably  at  250 
to  500  "C,  in  an  oxygen  containing  gas,  eg  air.  Such  a  calcination  step  may  also  be  advantageous  even 
where  no  organic  binder  is  employed.  The  article  is  then  sintered  at  a  temperature  preferably  above 
1100*C,  in  particular  above  1200'C.  Preferably  the  sintering  temperature  is  below  1350'C.  The  sintering  is 

55  preferably  conducted  at  such  a  temperature  that  no  significant  conversion  of  haematite  to  magnetite  occurs. 
Where  the  sintered  iron  oxide-containing  article  also  contains  an  alkali  metal  compound,  such  com- 

pounds,  or  compounds  decomposable  thereto  during  the  calcination  or  sintering  steps,  may  be  incorporated 
as  a  powder  or  by  impregnating  the  particulate  iron  oxide-containing  composition  before  or  after  shaping, 
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but  preferably  before  calcining  and  sintering,  with  an  aqueous  solution  containing  the  desired  alkali  metal 
compound,  or  a  compound  decomposable  thereto. 

Reduction  of  the  sintered  iron  oxide  article  to  an  iron  article  is  conveniently  conducted  by  passing  a 
current  of  a  reducing  gas  such  a  hydrogen  and/or  carbon  monoxide  over  the  sintered  iron  oxide  articles  at  a 

5  temperature  in  the  range  300  to  1200°C.  If  the  iron  article  is  to  be  used  as  a  catalyst,  the  temperature  for 
the  reduction  is  preferably  below  500  °C  and  the  reducing  gas  is  preferably  hydrogen,  or  may  in  some 
cases  be  the  process  gas,  eg  ammonia  synthesis  gas,  employed  in  the  catalytic  reaction  and  the  reduction 
may  be  effected  in  the  reactor  in  which  the  catalytic  reaction  is  to  take  place.  Precautions  should  be  taken 
to  avoid  back  diffusion  of  water  vapour  into  contact  with  the  iron  formed  by  the  reduction  and  to  prevent 

70  overheating  once  the  iron  oxide  has  been  reduced.  Alternatively  the  precursor  can  be  reduced  outside  the 
reactor  in  which  it  is  to  be  used  and  passivated  by  cool  oxygen,  diluted  with  an  inert  gas,  eg  nitrogen,  which 
can  then  be  fully  reduced  after  charging  to  the  reaction  vessel.  The  reduction  of  the  iron  oxide  to  iron  is 
preferably  effected  at  a  pressure  in  the  range  1  to  300,  particularly  20  to  120,  bar  abs. 

The  sintered  iron  articles  are  of  particular  utility  as  ammonia  synthesis  catalysts,  particularly  when 
75  operating  the  ammonia  synthesis  under  the  following  conditions:  temperature  300  to  500  *  C,  preferably  350 

to  430°  C,  pressure  20  to  250,  preferably  40  to  120,  bar  abs.,  using  a  hydrogen/nitrogen  mixture  containing 
up  to  3.1,  especially  2.5  to  3.0,  or,  as  described  in  US-A-4383982,  1.5  to  2.3,  moles  of  hydrogen  per  mole 
of  nitrogen. 

The  invention  is  illustrated  by  the  following  examples. 
20 

Example  1 

Haematite  was  milled  to  a  fine  powder,  having  a  median  particle  size  of  3  um,  all  the  particles  having  a 
size  below  10  u.m. 

25  958  parts  by  weight  of  the  milled  haematite  powder  was  then  mixed  with  31  parts  by  weight  of  alumina 
trihydrate,  and  1  1  parts  by  weight  of  calcium  carbonate,  both  of  which  had  been  previously  ground  to  a 
similar  degree  of  fineness  as  the  haematite. 

To  this  mixture  was  then  added  10  parts  by  weight  of  a  high  molecular  weight  polysaccharide, 
("Zusoplast  PS  1  ",  available  from  Zschimmer  and  Schwarz,  Lahnstein  am  Rhein,  FRG),  40  parts  by  weight 

30  of  corn  starch  ("Kordek",  grade  G08010  available  from  CPC  UK  Ltd,  Industrial  Division,  Trafford  Park, 
Manchester,  UK)  and  about  130  parts  by  weight  of  an  aqueous  solution  containing  96  g.l-1  of  potassium 
carbonate,  and  mixed  into  the  form  of  a  homogeneous  paste. 

The  mixture  was  then  extruded  at  room  temperature  through  a  circular  die  having  13  wires  of  0.7  mm 
diameter  suspended  as  cores.  The  cylindrical  extrudates,  having  13  holes  extending  longitudinally  through, 

35  was  cut  into  lengths,  dried  at  30  "C  for  12  hours  under  a  humidity  controlled  atmosphere,  and  then  heated 
to  400  '  C  at  a  rate  of  200  °  C  per  hour,  and  held  at  400  *  C  until  the  organic  components  were  fully  burnt  out. 
The  shaped  articles  were  then  sintered  at  1300°C  in  an  air  atmosphere  for  4  hours,  and  then  cooled  to 
ambient  over  6  hours. 

The  sintered  shaped  articles,  which  were  cylinders  of  length  6.5  mm  and  diameter  6.5  mm  with  13 
40  holes  of  diameter  0.6  mm  extending  therethrough,  had  a  particle  density,  as  determined  by  reference  to 

their  volume  in  mercury  at  atmospheric  pressure,  of  4.2  g.cm-3,  and  a  porosity  of  0.043  cm3.g_1. 
Chemical  analysis  showed  that  the  sintered  units  had  the  following  composition,  expressed  as 

percentage  by  weight: 

Fe203  96.9% 
CaO  0.6% 
Al203  2.0% 
K20  0.5% 

The  above  procedure  was  repeated  using  iron  oxide  compositions  to  which  varying  proportions  of 
magnesium  aluminate  spinel,  that  had  been  ground  to  a  similar  degree  of  fineness  as  the  haematite,  had 
been  added  prior  to  formation  of  the  paste. 

In  order  to  assess  the  reduction  characteristics  of  the  sintered  iron  oxide  articles,  a  number  thereof 
55  were  charged  to  a  cylindrical  reactor  of  27.5  mm  diameter  and  70  mm  length  to  form  a  randomly  packed 

bed  of  volume  about  40  ml. 
In  a  first  set  of  experiments,  A,  while  passing  a  mixture  of  hydrogen  and  nitrogen  containing  75%  v/v  of 

hydrogen  through  the  bed  at  a  rate  of  250  litres.h-1,  the  temperature  was  raised  to  350  "C  over  a  period  of 

4 
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3  hours  and  then  further  increased  to  475°  C  over  a  period  of  8  hours. 
In  a  second  set  of  experiments,  B,  the  bed  was  heated  to  475  °C  while  passing  nitrogen  through  the 

bed  at  a  rate  of  250  litres.h-1  and  then  the  nitrogen  stream  was  replaced  by  the  hydrogen/nitrogen  mixture 
containing  75%  v/v  hydrogen  and  maintained  at  that  temperature  until  the  iron  oxide  was  fully  reduced  to 

5  iron. 
In  both  sets  of  experiments,  after  cooling  to  room  temperature  under  the  hydrogen/nitrogen  mixture,  the 

hydrogen/nitrogen  mixture  was  replaced  with  nitrogen  flowing  at  a  rate  of  200  litres.h-1  and  then,  over  a 
period  of  30  minutes,  the  nitrogen  was  gradually  replaced  by  air.  The  shaped  articles  were  then  examined. 
The  results  are  shown  in  the  following  table. 

10  By  way  of  comparison,  compositions  were  also  made  in  which  the  magnesium  aluminate  spinel  was 
replaced  by  magnesia. 

Composit ion  |  I 

1  Reduct ion  I  Comments 

Addi t ive   I  Zw/w*  I  p rocedure   I 

none  I  -  I  A  I  Fragmented,   p a r t i a l l y   p u l v e r i s e d  

sp ine l   I  0.25  I  A  I  I n t a c t ,   s l i g h t l y   d u s t y  

sp ine l   |  0.5  |  A  I  I n t a c t ,   s l i g h t l y   d u s t y  

sp ine l   |  0.75  |  A  I  I n t a c t ,   s l i g h t l y   d u s t y  

sp ine l   I  1.0  I  A  1  I n t a c t ,   s l i g h t l y   d u s t y  

sp ine l   1  1.0  |  B  I  L i t t l e   f r a g m e n t a t i o n   and  d u s t  

magnesia  1  1.0  I  B  I  Fragmented,   l i t t l e   d u s t  

*  
per  cent  by  weight  of  the  h a e m a t i t e / a l u m i n a / l i m e   m i x t u r e .  

When  the  reduction  procedure  A  was  performed  on  units  made  from  a  composition  from  which  the  lime 
had  been  omitted,  the  shaped  articles  were  intact.  However  the  disadvantage  of  the  omission  of  lime  is  that 
the  catalytic  properties  of  the  catalysts  were  adversely  affected  and  also  that  the  sintering  temperature 
required  to  achieve  a  desired  density  of  the  sintered  article  is  increased. 

Example  2 

Extrudates  were  made  by  the  procedure  of  Example  1  using  a  composition  containing  1%  w/w 
magnesium  aluminate  spinel  and  using  an  extrusion  die  having  50  wire  cores  arranged  in  concentric  rings 

45  of  29,  14,  and  6  cores,  around  a  central  core.  The  die  and  cores  were  dimensioned  such  that,  after 
sintering,  the  extruded  articles  had  a  length  and  diameter  of  8.5  mm  and  through  passages  of  diameter 
about  0.48  mm.  The  particle  density  was  4.0  g.cm-3. 

The  chemical  composition,  by  weight,  of  the  articles  was  as  follows: 

Fe203  96.4% 
AI2O3  2.3% 
CaO  0.6% 
MgO  0.3% 
K20  0.4% 

An  adiabatic  reactor  was  used  to  assess  the  activity  of  catalysts  made  by  reduction  of  the  shaped 
articles.  The  shaped  articles  were  charged  to  a  catalyst  bed  of  23.7  litres  volume  filling  an  annular  space  of 
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outer  diameter  203  mm  and  inner  diameter  8  mm  and  length  1015  mm.  The  shaped  articles  were  reduced 
at  80  bar  abs  pressure  with  a  gas  mixturecontaining  hydrogen  and  nitrogen  in  the  molar  ratio  2.35  at  a  flow 
rate  of  300  m3.h~1  (at  STP).  The  gas  inlet  temperature  was  initially  350  'C  and  was  gradually  increased  until 
the  reduction  was  complete  as  evidenced  by  cessation  of  the  formation  of  water  vapour.  The  rate  of 

5  increase  of  the  temperature  was  controlled  to  maintain  the  water  concentration  below  2000  ppm  by  volume. 
When  reduction  was  complete,  the  inlet  temperature  was  reduced  to  350  °C  and,  after  steady  state 
conditions  had  been  established,  the  ammonia  concentration  of  the  gas  leaving  the  bed  was  8.3%  v/v  and 
the  increase  in  temperature  across  the  bed  was  95  *  C. 

After  passivation  as  described  previously,  the  discharged  catalyst  pellets  were  intact. 
70 

Claims 

1.  A  sintered  iron  oxide-containing  article  containing  a  minor  proportion  of  calcium  oxide,  characterised  in 
that  it  also  contains  a  minor  proportion  of  magnesium  aluminate  spinel. 

75 
2.  A  sintered  article  according  to  claim  1  which  contains  0.1  to  1  mole  of  magnesium  aluminate  spinel  per 

mole  of  calcium  oxide. 

3.  A  sintered  article  according  to  claim  1  or  claim  2  which  contains  up  to  5%  by  weight  of  calcium  oxide. 
20 

4.  A  sintered  article  according  to  claim  3  which  contains  0.5  to  5%  by  weight  of  calcium  oxide. 

5.  A  sintered  article  according  to  any  one  of  claims  1  to  4  which  contains  alumina  and/or  magnesia  in 
addition  to  the  magnesium  aluminate  spinel. 

25 
6.  A  method  of  making  a  sintered  iron  oxide-containing  article  comprising  forming  a  finely  divided 

particulate  composition  containing  iron  oxide  and  a  minor  proportion  of  calcium  oxide,  or  a  calcium 
compound  decomposable  thereto  upon  heating,  and  magnesium  aluminate  into  a  shaped  article,  and 
sintering  the  composition. 

30 
7.  A  method  of  making  a  sintered  iron  article  comprising  forming  a  finely  divided  particulate  composition 

containing  iron  oxide  and  a  minor  proportion  of  calcium  oxide,  or  a  calcium  compound  decomposable 
thereto  upon  heating,  and  magnesium  aluminate  into  a  shaped  article,  sintering  the  composition  to  form 
a  sintered  iron  oxide-containing  article  and  then  reducing  the  iron  oxide  in  said  sintered  iron  oxide- 

35  containing  article  to  metallic  iron. 

8.  A  method  according  to  claim  7  wherein  the  reduction  is  effected  by  passing  a  current  of  a  reducing  gas 
over  the  sintered  iron  oxide-containing  article  at  a  temperature  in  the  range  300  to  1200°C. 

40  9.  A  sintered  iron  article  containing  calcium  oxide  and  magnesium  aluminate  spinel  produced  by  a  method 
according  to  claim  7  or  claim  8. 

10.  A  sintered  iron  article  comprising  the  product  of  reducing  the  iron  oxide  in  a  sintered  iron  oxide- 
containing  article  according  to  any  one  of  claims  1  to  5  to  metallic  iron. 

45 
Revendications 

1.  Article  fritte  contenant  de  I'oxyde  de  fer  renfermant  une  proportion  mineure  d'oxyde  de  calcium, 
caracterise  en  ce  qu'il  contient  aussi  une  p  portion  mineure  de  spinelles  d'aluminate  de  magnesium. 

50 
2.  Article  fritte  suivant  la  revendication  1,  qui  contient  0,1  a  1  mole  de  spinelles  d'aluminate  de 

magnesium  par  mole  d'oxyde  de  calcium. 

3.  Article  fritte  suivant  la  revendication  1  ou  la  revendication  2,  qui  contient  jusqu'a  5  %  en  poids  d'oxyde 
55  de  calcium. 

4.  Article  fritte  suivant  la  revendication  3,  qui  contient  0,5  %  a  5  %  en  poids  d'oxyde  de  calcium. 
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5.  Article  fritte  suivant  I'une  quelconque  des  revendications  1  a  4,  qui  contient  de  I'alumine  et/ou  de  la 
magnesie  en  plus  du  spinelle  d'aluminate  de  magnesium. 

6.  Procede  de  fabrication  d'un  article  fritte  contenant  de  I'oxyde  de  fer  comprenant  la  formation  d'une 
5  composition  particulate  finement  divisee  contenant  de  I'oxyde  de  fer  et  une  proportion  mineure 

d'oxyde  de  calcium,  ou  d'un  compose  de  calcium  decomposable  en  c  ui-ci  lors  d'un  chauffage,  et  de 
I'aluminate  de  magnesium  en  un  article  fagonne,  et  le  frittage  de  la  composition. 

7.  Procede  de  fabrication  d'un  article  fritte  a  base  de  fer  comprenant  la  formation  d'une  composition 
w  particulaire  finement  divisee  contenant  de  I'oxyde  de  fer  et  une  proportion  mineure  d'oxyde  de  calcium, 

ou  un  compose  de  calcium  decomposable  en  celui-ci  sous  I'effet  d'un  chauffage,  et  un  aluminate  de 
magnesium  en  un  article  fagonne,  le  frittage  de  la  composition  pour  former  un  article  fagonne 
contenant  de  I'oxyde  de  fer  et  ensuite  la  reduction  de  I'oxyde  de  fer  dans  cet  article  fritte  contenant  de 
I'oxyde  de  fer  en  fer  metallique. 

15 
8.  Procede  suivant  la  revendication  7,  dans  lequel  la  reduction  est  effectuee  par  passage  d'un  courant 

d'un  gaz  reducteur  sur  Particle  fritte  contenant  de  I'oxyde  de  fer  a  une  temperature  de  I'ordre  de  300  a 
1200'C. 

20  9.  Article  fritte  a  base  de  fer  contenant  de  I'oxyde  de  calcium  et  un  spinelle  d'aluminate  de  magnesium 
produit  par  un  procede  suivant  la  revendication  7  ou  la  revendication  8. 

10.  Article  fritte  a  base  de  fer  comprenant  le  produit  de  reduction  de  I'oxyde  de  fer  dans  un  article  fritte 
contenant  de  I'oxyde  de  fer  suivant  I'une  quelconque  des  revendications  1  a  5,  en  fer  metallique. 

25 
Patentanspruche 

1.  Gesinterter  Eisenoxid-enthaltender  Gegenstand,  der  einen  geringen  Anteil  an  Calciumoxid  enthalt, 
dadurch  gekennzeichnet,  da/3  er  auch  einen  geringen  Anteil  an  Magnesiumaluminatspinell  enthalt. 

30 
2.  Gesinterter  Gegenstand  nach  Anspruch  1,  dadurch  gekennzeichnet,  da/3  er  0,1  bis  1  Mol  an 

Magnesiumaluminatspinell  pro  Mol  Calciumoxid  enthalt. 

3.  Gesinterter  Gegenstand  nach  Anspruch  1  Oder  2,  dadurch  gekennzeichnet,  da/3  er  bis  zu  5  Gew.-% 
35  Calciumoxid  enthalt. 

4.  Gesinterter  Gegenstand  nach  Anspruch  3,  dadurch  gekennzeichnet,  da/3  er  0,5  bis  5  Gew.-% 
Calciumoxid  enthalt. 

40  5.  Gesinterter  Gegenstand  nach  einem  der  Anspruche  1  bis  4,  dadurch  gekennzeichnet,  da/3  er 
Aluminium  und/oder  Magnesium  zusatzlich  zum  Magnesiumaluminatspinell  enthalt. 

6.  Verfahren  zur  Herstellung  eines  gesinterten  Eisenoxid-enthaltenden  Gegenstandes,  dadurch  gekenn- 
zeichnet,  da/3  man  eine  Zusammensetzung  mit  fein  verteilten  Teilchen,  die  Eisenoxid  und  einen 

45  geringen  Anteil  an  Calciumoxid  Oder  einer  Calciumverbindung,  die  durch  Erhitzen  darauf  ablagerbar  ist 
und  Magnesiumaluminat  enthalt,  zu  einem  geformten  Gegenstand  formt  und  die  Zusammensetzung 
sintert. 

7.  Verfahren  zur  Herstellung  eines  gesinterten  Eisengegenstands,  dadurch  gekennzeichnet,  da/3  man 
so  eine  Zusammensetzung  mit  fein  verteilten  Teilchen,  die  Eisenoxid  und  einen  geringen  Anteil  an 

Calciumoxid  oder  einer  Calciumverbindung,  die  durch  Erhitzen  darauf  ablagerbar  ist  und  Magnesiuma- 
luminat  enthalt,  zu  einem  geformten  Gegenstand  die  Zusammensetzung  unter  Bildung  eines  gesinter- 
ten  Eisenoxid-enthaltenden  Gegenstands  sintert  und  danach  das  Eisenoxid  in  dem  gesinterten 
Eisenoxid-enthaltenden  Gegenstand  zu  metallischem  Eisen  reduziert. 

55 
8.  Verfahren  nach  Anspruch  7,  dadurch  gekennzeichnet,  da/3  die  Reduktion  durch  Uberleiten  eines 

Stroms  eines  reduzierenden  Gases  uber  den  gesinterten  Eisenoxid-enthaltenden  Gegenstand  bei  einer 
Temperatur  im  Bereich  von  300  bis  1  .200  °  C  bewirkt  wird. 
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Gesinterter  Eisengegenstand,  dadurch  gekennzeichnet,  da/3  er  Calciumoxid  und  Magnesiumaluminat- 
spinell,  hergestellt  durch  einem  Verfahren  nach  Anspruch  7  oder  8,  enthalt. 

Gesinterter  Eisengegenstand,  dadurch  gekennzeichnet,  da/3  er  das  Produkt  der  Reduzierung  des 
Eisenoxids  in  einem  gesinterten  Eisenoxid-enthaltenden  Gegenstand  nach  einem  der  Anspruche  1  bis  5 
zu  metallischem  Eisen  umfafit. 
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