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A systematic account is given of data on the structures and spectroscopic properties of transition metal complexes with
synthetic tetradentate macrocyclic ligands. The principal types of the structures of such complexes are specified. On the
basis of the analysis of electronic absorption spectra, a conclusion is reached concerning the mutual influence of the
ligands, which is expressed by a consistent variation of the spectrochemical parameters.
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I. INTRODUCTION

Macroheterocyclic compounds represent the structural ele-
ments of many important natural metal complexes such as
haem, vitamin B,,, chlorophyll, and others. The chemistry
of these compounds has now been thoroughly investigated!
and many complexes of porphyrins and corrins have been
synthesised in vitro?® Only high-intensity bands, associ-
ated with intraligand transitions and (or) charge-transfer
bands, which mask the d—d transition bands, have been
observed in the electronic spectra of compounds of this type.
The problems of the spectroscopy of porphyrin complexes
have been described in detail in a monograph®.

The chemistry of synthetic ligands, i.e. ligands which are
not encountered in living nature and which constitute models
of natural macrocycles, has developed vigorously during the
last decade. There have been a number of reviews devoted
to various aspects of the chemistry of metal complexes with
ligands of this type®~8, but the problems of the spectroscopy
of these compounds have been considered only briefly in
Busch's review® published in 1967.

This review deals with the crystal structures and electronic
absorption spectra of complexes formed by metal ions having
unfilled d shells with synthetic tetradentate macrocyclic
ligands containing either donor atoms of one kind (nitrogen
or sulphur) or donor atoms of different kinds (nitrogen,
sulphur, and oxygen). The compounds under consideration
include also complexes with ligands having a large number
of donor atoms, among which only four are involved in coor-
dination. Attention is concentrated on the absorption spec-
tra associated with the excitation of the d electrons of the
metal ions, which precludes the inclusion of porphyrin and
corrin complexes in this review. The review covers the lit-
erature up to 1977 inclusive.

The ligands are designated using the namenclature pro-
posed by Busch and coworkers®!°, which we believe to be
most suitable, despite some ambiguity.

Macrocyclic ligands, whose complexes are considered in this
review, and their names are given in Fig.1. Other most
frequently encountered names of individual ligands are given
in brackets.
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Il. THE STRUCTURE OF COMPLEXES WITH MACROCYCLIC
LIGANDS

In the majority of the complexes dealt with in this review
the donor atoms of the macroeyclic ligand occupy the equator-
ial plane in the coordination sphere of the metal. This type
of coordination enables the ligand to assume the most con-
venient conformation to which corresponds the minimum strain
in the macroring. However, in such coordination another
source of strain in the macroring is generated. The maxi-
mum overlap of the metal orbitals with the occupied donor
orbitals of the ligand is observed when the latter are directed
along the diagonals of the tetragon formed by the donor
atoms. In the ligands considered below the size of the mac-
roring prevents the ligands from assuming such a conforma-
tion and the incorporation of the metal ion in the plane of the
donor atoms therefore leads to the occurrence of strain in the
donor atom—carbon atom bonds.

The "ideal" metal—donor atom distances have been calcu-
lated as a function of the size of the macroring!?! by the lig-
and strain minimisation method. It follows from the resuits
that a 14-membered macrocyclic ligand will experience the
minimum strain on coordination to the cobalt(III) ion and that
in the case of nickel(II), high-spin complexes a 15-membered
macrocycle is most suitable. However, this does not rule out
the possibility of the formation of planar complexes of these
ions with ligands having larger or smaller macrorings. It
has been suggested'? that nickel can form such complexes
even with 12-membered macrorings, but these complexes are
in all probability of the low-spin type.

The picture becomes somewhat more complex when the mac-
rocyclic ligand has different donor atoms or donor atoms of
the same kind but of different chemical nature (for example
amino- and imino-nitrogen atoms). In this case the metal—
donor atom bond length will depend on the type of donor
atom. In complexes of ligands of this type the metal ion
may not be located in the centre of the plane of the donor
atoms.

The types of the fundamental structures discovered in
transition metal complexes with macrocyclic ligands (hence-
forth these complexes will be referred to, for brevity, as
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The macrocyclic ligands (the numerical indication of the positions of the substituents or double bonds is used only in
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macrocyclic complexes), are presented in Fig.2. StructureA
is characteristic of the majority of nickel(II) complexes.
Apart from nickel, complexes of this kind have been found
only for copper(II)** and cobalt(11).'® Structure B is
obtained when the diameter of the plane of the macroring is
too small for the given metal ion and the rigidity of the ligand
prevents it from assuming another conformation more suitable
for coordination. For complexes with a coordination number
(C.N.) of 5 there is a possibility of structures of types C, D,
and E. The structure of the complex in each specific case

is determined by the characteristics of the structure of the
macrocyclic ligand. Complexes having structure F are
probably most common, but their X-ray diffraction analysis
has been carried out in only a limited number of instances.
Structure G is obtained when additional bidentate and mono-
dentate ligands are involved in coordination apart from the
macrocyclic ligands. In the last case’® the structure is
determined by the small size of the macroring, as a result of
which the metal ion cannot be accommodated in the centre of
the plane of the donor atoms.
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Figure 2. The types of structures of transition metal com-
plexes with macrocyclic ligands (X =donor atoms of macro-
cyclic ligands; Y =donor atoms of additional ligands).

1. Nickei(ll) Complexes

The majority of nickel(1I) complexes investigated by X-ray
diffraction have a square planar structure, although com-
pounds have been found with another structure. Table 1
presents the results of X-ray diffraction studies on the
square-planar nickel(II) complexes. The donor atoms in
macrocyclic ligands can be oxygen and sulphur atoms, the
nitrogen atom Ny, in a secondary amino-group, the nitrogen
atom Njy, in an imino-group (~CH=N-), and the nitrogen
atom Njor. coordinated to the metal ion with elimination of a
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proton. However, the difference between the last two
types of donor atoms is in many cases abolished owing to the
conjugation in the six-membered chelate ring. If the com-
plex formation reaction takes place with substitution of a
proton at the nitrogen atom, then the imino- and ionic nitro-
gen atoms become equivalent. Subsequently they will be
designated by Ngoy- The equivalence of these two types
of donor atoms in complexes of the above type has been
confirmed by X-ray diffraction data (Table 1) and X-ray
electronic spectroscopic data®’. An analogous phenomenon
has been observed also in porphyrin and phthalocyanine
complexes3®3%, In all probability the structures of such
complexes are represented more correctly by formula I

rather than II [in relation to compound No.18 (Table 1)].
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Table 1. The nickel-donor atom distances (in 2) in square
planar complexes.

£ £ z
5 £ g )
No. Compound “ 4 Z Ni—otrer &
iz i Z atoms o
1 | Ni(Mep[13]dieneNg)ClOgq _ _
5 | Ni(Me[13]aneNg)(CIO4)2 };3? — 48 - bt
3 | Ni(5,12Me [ 14JaneN4)(C104)2 103 — _ __ 18
4 | Ni(MepEt)[141aneNg)(ClO4)2 1980 — 1 — — ™
5 Ni(Meg[14]aneNg ) CiO4)2 1.93 _ - _ 20
6 1 Ni(Meqpy [14]aneNg)(C104)2 1.88| — | — | 1.80 (N | =
7 | Ni(5,7,12,14Me4 (14 ]dieneN4)(ClO4)2 1.9311.88] — — 22,23
8 | Ni(3,5,10,12Me4[14]dieneNg)(ClO4)2 1.941.91] — — 24
9 | Ni(Meg[14]4,14dieneNg)(Cl04)2 1.97(1.89{ — — 25
10 | Ni(Meg[14]dieneNg)(ClO4)2 1.90 | 1.86 | — — %
11} Ni(Meg[14]dieneNg)(NCS)) 1921 — | — — o7
121 Ni(Meg[14]dieneNg)(ClO4)2 1.93/1.89 | — - 28
13 | Ni(Bz)[14]dieneNg) — | 2 |1.86 — 15
}é Ni(BzPyr[14]diencNg) — | — |18 — b
21 Ni(Bz2[14]dieneN4S$7)Cl04 — | — [ 1.84] 2484S) |
|
16 | Ni(OprBz)[14]dieneN4S2)Cl04 — — (1.8 2.16(S) 30
17 Ni(Meg[14]4,8,10,14tetraeneN4)(ClO4)2 —_— 1.89 — — 31
18 | Ni(Bzp[14]tetraeneNyg) — — | 1.87 — 32
19| Ni(Me)Bzy[14]tetraeneNg) — — 1.8 — 33
20| Ni(Meg[14]hexaeneNg) — | 1.82| — |1.78 (Nion) | 34
21 | Ni([14]aneS4)(BF4)) — | = = 2170 | 3
22 | Ni(Bz4[16]tetraeneNg)(BF 4)2 — |188| — _ 36

*Here Npy is the nitrogen atom of pyridine.

As was to be expected, the length of the nickel—nitrogen
bond depends on the size of the macrocyclic ligand and is
shortest in a 13-membered macrocycle (square-planar com-
plexes with twelve-membered macrocycles have not been
synthesised). In all cases the Ni—Nyp bond length is
greater than the Ni—Njy bond length for the same macro-
cyclic ligand. This is probably because the imino-group can
be involved in the formation of m~bonds as well as a simple
donor—acceptor bond, which should enhance the nickel—
nitrogen interaction and should lead to the shortening of the
distance between these atoms (see also Section IV).
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The metal—donor atom bond length is greatly influenced
by the structure of the macrocyclic ligand. Thus the
Ni—Ngm and Ni—Njp bond lengths in complex No.10 are
shorter than in the complex No.9 (Table 1), although the
ligands differ only by the relative positions of the imino-
bonds and the methyl substituents. The presence of sub-
stituents in the ethylenediamine bridge between the donor
atoms lengthens the metal—nitrogen bond (cf., for example,
complexes No.7 and 8 or complexes No.10 and 12 in Table 1),
although the introduction of substituents in the propylene-
diamine bridge hardly influences the distance (cf. compounds
No.3 and 5). The flexibility of the macrocyclic ligand also
determines the nickel—nitrogen bond length. Thus the
Ni—~Ngm distance in complex No.6 is shorter than the analo-

Only two iodide ions, out of the four present, are coor-
dinated in complex No.23 [Table 2 (V)] and the nickel atom
has been raised 0.30 A above the plane of the four nitrogen
atoms in the direction of the iodide ion“’. A similar devia-
tion of the nickel atom from the plane of the donor atoms in
the direction of the axial ligand (by 0.33 &) has been

observed also in complex No.27.*

Table 2. The metal-donor atom distances (in &) in high-
spin macrocyclic nickel(II) complexes.

gous distance in complexes of other 14-membered ligands. <3| 2| Elox _
+ 3 . . 3 > )
The presence of the pyridine ring apparently increases the No. Compound gg Z % z i R
rigidity of the ligand, which leads to a decrease of the gR| 2| % Z | 2|~
nickel—nitrogen bond length. ) ) ) 23 | ([Ni(Mep[13]dieneNg)] 121l D |1.02]1.87] — | — |2.08]
The shortest bond between the nickel ion and the nitrogen 22§ [Ni([14]aneN4)Cl3] F |2.06]| — | — | — |2.49 «
3 3 5 (Ni(Meg[14]dieneNg)acac|ClO4 G (2.11| — [ — t2.06| — 42
.donor atom among the com.pounds hsFed m.Table 1 is observed % [Ni(Meg[14]aneN4)CH3COO]CIO4 ¢ laa2| Z | Z s = &
in complex No.20. The ligand forming this complex can be %Z; [Ni(N-Me4 [14]aneN4)N3] CIO D [2.10 s 1.95 ol o7 44
coordinated in two ways [(III) or (IV)]. In the nickel com- 39 | (N(CH30CqH)o[14]dieneN202]1) <O Bl a4 B A o B
N . . [Ni(Brp [14]dieneN207)I2] G . - . 46
plex version (IV) obtains, so that two types of Ni—N bond g(il [(Ni(N-Me[14]aneNg)] 2N3XN3)211 F %ﬁ 70 2.13 32|22 47
are observed. The presence of six double bonds in the 32 {g;g{:f[lllg]];‘;::::&%H}%;)(])]Cl' g H200] Z [220]2.90 a0
1acrocyclic ligand molecule decreases the size of its plane,

vhich is reflected in a decrease of the nickel—nitrogen bond
length.

It follows from the data in Table 1 that the nickel—nitrogen
distance varies consistently as a function of the nature of the

bNax =donor nitrogen atom of the
acac = acetylacetone.

Remarks: asee Fig.2;
axial ligand;

donor atom. It increases in the sequence Ni—Ngoy < Ni—Njp<
Ni—Nam.

The nickel-sulphur distance is virtually constant regard-
less of which donor atoms, apart from those of sulphur, are

The presence of the Ni—Ni bond has been demonstrated
by X-ray diffraction in complexes with Me,[1414,6,11,13-
tetraeneN, and Me,[14]hexaeneN, ligands*®. These diamag-
netic coordination compounds have very similar structures

coordinated to the nickel ion.

All the compounds in Table 1 are diamagnetic. Certain
paramagnetic nickel(II) compounds having C.N. >4, have now
been ivestigated (Table 2). It follows from the data in
Tables 1 and 2 that the nickel—nitrogen distance in high-spin
complexes is greater than in diamagnetic complexes. The
length of this bond increases with the size of the macrocyclic
ligand. The Ni—O bond length depends on the charge on
the oxygen atom. If it is negative (acac™, CH,CO07), the
nickel-oxygen distance is shorter than in complexes with
neutral oxygen-containing ligands (H,0), the Ni_o(HZO) dis-

tance being almost independent of the nature of the macro-
cyclic ligand.

and are dimeric both in the solid state and in solution with

a nickel—nickel distance of approximately 3 R. Nickel atoms
are raised above the plane of the donor atoms towards one
another.

2. Cobalt Complexes

The number of studies on the X-ray diffraction analysis of
cobalt complexes of macrocyclic ligands is much smaller than
for the nickel complexes. The results obtained are listed in
Table 3. The general characteristics observed in the dis-
cussion of the stereochemistry of nickel complexes apply also
to the cobalt complexes.

Table 3. The metal—-donor atom distances (in &) in certain macrocyclic cobalt complexes.
No. Compound m{g:{:f Co-Ngm | Co-Nim [{Co-Negy | Co-Ngx Co-other atoms Refs.
33 | [Co([12]aneNg)(NO2)7]Cl G 1.97 - - 1.93 (NO;) — 16
34 | [Co([12]aneNg)CO3]CI04-H0 G 1.97 — - - 1.92 (O¢o) %
35 [Co([14]aneNg4)en]Cl3.3H20 G 1.99 —_ — 1.98 (en) 51
36 [Co([14])aneN4O2)ser] ZnClg-H0 G 1.97 _ —_ 1.97 (ser) 1.90 (O,,,) 52
37 [Co([14]aneN4)CH3, H20](C104)2 ¥ 1.97 — — — 2.01 (Cgyy,) 2,15 (O 0) )
38 [Co(Me7[14], 4,11dieneNg)(NCS)7] SCN-H,0 F 1.98 2.00 — 1.89 (NCS) 54
99 | [Co(Meg[14]dieneNg)(NH3)2](ClO4)3 F 1.99 1.95 - 1.95 (NHy) 55
40 [Co(Meg[14]4,14dieneN4)(CN)2])C104 F 1.97 1.94 —-— — 1.92 (Ccp) 56
41 | [Co(Mey[14]5,7dieneNy)H0](PFg), c 1.99 — 1.92 — 2.28 (Oy,0) 57
42 [Co(Me4{14]tetraeneNyg ) (NH3)2]Br3 F — 1.90 — 1.97 (NHy) 8
43 | [Co(MeqBzy[14]tetraeneNg)IICHCl3 D — — 1.90 - 2.56 (1) 59
44 | [Co([14]aneNg4)] (C104)2 A ) 1.98 — —_ — - 60
45 | [Co(Meg[14]dieneNg)(H20)2] (BF4)2 F 1.97 1.94 — — 2.48 (Oy,0) 55
46 | [Co(Meg[14]tetraeneNy)(H20)2](Cl04)2 F - 1.90 - - 2.29 (Oy,0) 58
47 | [Co(Me4[14]hexaeneNg)CO] 'D - — 1.87 —_ 1.77 (Cco) 6l

a : s .
Remarks: ~“see Fig.2; en =ethylenediamine; ser =serine.
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Table 4. The metal-donor atom distances (in &) in the macrocyclic complexes of certain transition metals.
No. Compound ;I‘&’Eztﬁfea M-—N M-other atoms g’:;ntN Refs.

48 [Fe(MegBz7[14]tetraeneNy)] B 1.92 (cov) — 011 62
49 [Fe(MegBz)[ 14]tetraeneNg)CO(NHoNH )} F 1.94 (cov) 1.75 (Cco)s 2,12 (N, nm,) 0.11 3
50 (Fe(Megqpy [ 14]tetraeneNg(CH3CN)21(C104)2 F 1.89 (im); 190 (c) 1.94 (N(;H‘CN) — 6t
5 {Fe(OctAntry[14]hexacneNg)} A 1.83 (im); 1.85 (ion) — - 65
52 [Fe(Meg[ 14} dieneNg)CHj1 E 2.17 (am); 2.13 (im) 2.31 (Ch) - 66
53 [Fe(Me4Bz){ 14]tetracneNg)CgHs ] D 1.91 (cov) 1.93(Cc,) 0.23 67
54 [Fe(Me4Bzy[14]tetraeneNg)CI]CH3CN D 2.00 (cov) 2.95 (CI) 0.60 59
35 [Cu[14]aneN4)] (ClO4) A 1.95 (am) — - 14
56 [Cu([14]aneS4)] (Cl04)2 A - 230 (S) - 13,35
57 {[Cu(Meg[ 14 |dieneN4) | 2CN }(CIO4)3 E 2.06 (am); 2.03 (im) 2.13 (Nen) - 68
58 {[Cu(Meg| 14]dieneN4)] 2C1)(C104)3 E 2.06 (am)b; 2.00 (im)¢  [2.50 (CI) — bt
59 Mn(MegqBz2[14]tetraeneNg)NEt3] D 2.12 (cov) 2.25 (NNEts) 0.73 5
60 [Cr(Meg [ 14]dieneN4)NO2, NO] F 2.04 (am); 2.02 (im) 2.20 (Nno,); 1,70 (Nyo) - 70
a . b.. . : c.. . . R
Remarks: “see Fig.2; ~distance in trigonal plane; ~distance to the vertex of the trigonal bipyramid.

Table 3 shows that the Co—Ny, distance is almost indepen-
dent of the degree of oxidation of the cobalt ion and remains
virtually constant regardless of the mode of coordination of
the macrocyclic ligands. Evidently the ability of ligands to
form structures with a bent conformation of the macroring
(i.e. structures where the donor atoms of the ligand do not
occupy the equatorial plane in the coordination sphere of
the metal) enables the nitrogen atoms to occupy the most con-
venient position in relation to the cobalt ion and to avoid
strain in the macroring.

As a rule, the Co—Ny, bond length is greater than the
Co—Njpy bond length. The only exception is complex No.138
(Table 3), which may be accounted for by steric interactions,
since in the ligand involved the imino-nitrogen is linked to
a carbon atom which is itself joined to a methyl group, while
the amino-nitrogen is linked to a carbon atom without alkyl
substituents. The cobalt—oxygen distance is determined
both by the nature of the macroring and by the character-
istics of the axial ligands. The shortest distances are
observed when a Co—O ionic bond is formed.

As for the nickel complexes, the equalisation of the Co—Nijp
and Co—Njon bond lengths is observed in the presence of
conjugation in the propylene bridge of the macrocyclic ligand.
The shortest cobalt—nitrogen distance has been found in
complex No.47. The type of coordination of the macrocyclic
ligand in the cobalt complexes differs from that in the nickel
complex [the cobalt ion is coordinated to the nitrogen atoms
of the a-di-imino-groups, as shown in stucture (III)].

3. Other Transition Metal Complexes

A number of iron(II) and iron(IIl) complexes have been
investigated by X-ray diffraction. Some of the results of
these investigations are presented in Table 4. The Fe—N
distances are various and depend mainly on the type of coor-
dination of the macrocylic ligand and the donor nature of the
nitrogen atom. In trigonal-bipyramidal complexes the dis-
tance is somewhat greater than in tetragonal compounds.

Comparison of the carbonyl and alkyl derivatives of
cobalt and iron shows that, whereas the M—C(CO) distances
vary insignificantly [1.77 & for Co(II) and 1.75 & for
Fe(II)], the M—C(R) distances differ to a greater extent.

In complex No.51 (Table 4) the distances between the nitro-
gen atoms and the iron atom are various, which indicates the
absence of the delocalisation of the m-electrons in the pro-
pylene bridge (as in complex No.20, Table 1).

The amount of X-ray diffraction data on other macrocyclic
complexes is slight (Table 4). Only square-planar®®?**35
and trigonal-bipyramidal®®®° structures have been observed
for the copper compounds. The structures of the macro-
cyclic manganese(II) 5° and chromium(I) 7° complexes have
also been determined.

Inspection of the data in Tables 1—4 reveals a consistent
variation of the metal-nitrogen donor atom distance in com-
plexes of different metals with macrocyclic ligands. In
terms of the decrease of the length of the bond, the metals
can be arranged in the following sequencet:

Fed+>>Fe2+=Ni?+ (S=1)>Cu2t>>Co?* = Co**>Ni?* (§=0) |

This series holds for any donor nitrogen atom (Ngm, Njp,
and Nggy). In the nickel complexes the metal—donor atom
distance is greatly influenced by the spin state of the metal
ion.

I1l. ABSORPTION SPECTRA OF IRON COMPLEXES

There are literature data on the absorption spectra of
different macrocyeclic iron(II) and iron(III) complexes which
include both high-spin and low-spin compounds. The
results of these studies will be considered below.

1. lron(lll) Complexes

In high-spin iron(III) complexes the ground state is S
and is not split in a crystal field of any symmetry. Com-
plexes of this type are characterised by a low intensity of
the d—d transitions, because they all spin-prohibited. In
the spectra of the compounds investigated charge-transfer
L—Felll bands have been observed at ~30000 cm "~ for halide
complexes’*72 and at ~19000 cm™ for thiocyanate’? complexes.

The magnetic moments of all these compounds are in the
range 5.7—-6.1 ug. The lower magnetic moments of some of
the complexes’? have been explained by the admixture of
the excited *Eg and ’B,g states to the °A,g ground state.

Very few low-spin iron(III) complexes are known and their
d—d spectra have in general been poorly characterised’®~75.
Their magnetic moments are in the range 2.1-2.3 pg. With
increase of the number of double bonds in the macrocyclic
ligand, a steady decrease of the magnetic moment has been

t+Here S is the overall spin of the ion.
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observed for isotypical complexes: peff=2.30, 2.13, and
2.06 uB respectively for trans-[FeLCl,]*, where L =Meg-
[14]dieneN,, Meg[14]trieneN, and Me,[14]tetraeneN,.

It follows from the study of Chan and Poon’? that the spin
state of the iron ion is greatly influenced by the relative
positions of the ligands: the complexes [Fe([14]anN,)X,]*,
where X =NCS~, Cl™, or Br~, are high-spin for the cis-dis-
position of the monodentate ligand and low-spin in the case
of the trans-coordination.

2. High-Spin lron(ll) Complexes

Among the high-spin complexes of bivalent ions, compounds
with coordination numbers of 5 (Cy, Symmetry) and 6 (Duj
symmetry) have been observed. The data on the magnetic
moments and the electronic absorption spectra of these com-
pounds are presented in Table 5. In the spectra of com-
plexes of this type one may expect the presence of three
bands of the spin-allowed transitions 5B, + °B,, A, 5B,,
and °E « °B,. In practice usually two of these are observed
(those with higher energies) as broad bands with a low
intensity. The ground state in these complexes is °B,, as
shown by Mdssbauer spectroscopy’l. The square-pyramidal
complexes of the type under consideration are probably sub-
ject to some trigonal distortion®®.

The °B, « °B, transition is determined in the first place by
the very strong field of the macrocyclic ligand, since the
energy of the 5A, « °B, transition is determined by the nature
of the axial ligand. In square-pyramidal macrocyclic iron(II)
complex a very marked splitting of the "octahedral" sEg state
(~7000 cm™) is observed, which has been explained by the
presence of only one axial ligand and by the unusually strong
field of the donor atoms of the macrocycle.

The energy of the 5B, « °B, transition in the complexes
[Fe(Me,py[14]laneN,)X1*, where X" =Cl", Br, or I,
increases with decrease of the strength of the field of the
axial ligand”, which may reflect the mutual influence of the
ligands in the macrocyclic complexes (see Section VII). In
terms of increasing strength of the equatorial field, the

macrocyclic ligands can be arranged in the following sequence:

Me)py[14]aneNg < Meg{14]tetraeneNy < Meg[14]dieneNg.

Somewhat unexpectedly the di-imine ligand has a stronger
field than the tetraimine ligand (see Section IV). Evidently
the introduction of additional imine bonds decreases the size
of the macroring and leads to the expulsion of the metal ion
from the plane of the donor atoms, which weakens the metal—
nitrogen interaction and decreases the strength of the field
of the macrocyclic ligand.

The magnetic moments of compounds of this type are in the
range 4.95—5.20 yg, which is somewhat less than in the hexa-
coordinate complexes (see below). In all probability the
marked splitting of the 5Eg(oh) state reduces Ueff as a
result of the orbital contribution.

The magnetic and spectroscopic data on the iron(II) com-
plexes with C.N. =6 are listed in Table 5. The majority of
these compounds have the trans-coordination of the axial
ligands; the cis-coordination has been postulated for the
complexes [Fe(Me,py[14]aneN,)CH;COO]PF; and [Fe(Meg[14].
.tetraeneN,)phen](C10,), due to the bidentate coordination
of the additional ligands. The symmetry of the chromophore
should be pseudo-octahedral in this case and the presence
of a single broadened spin-allowed band due to the *Eg+ °*T,g
transition may be expected in the electronic spectrum. In
the spectrum of [Fe(Me,py[14]laneN,)(N;),], which the
authors’! believe to have a trans-structure, no splitting was
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observed, because the azide ligand gives rise to a field
whose strength is similar to that of the macrocyclic ligand.
This hypothesis is supported also by the magnetic moment
of the above compound.

Table 5. The magnetic moments and absorption bands of
high-spin iron(Il) complexes .

Compound Hdeff.uB]  Solvent A48, 5B, « 5B, | Refs.
Fe(Mepy[14]aneN4)Cl]PF g 4.95 |CHsNO, 4.9 10.8(4) | =t
Fe(Mepy{14]aneN4)Br]PFg 5.41 [CH;NO, 4.5553 11.0(5) | =t
Fe(MeszP“,laneN% PF 5.20 |CHSNQ, 4.2 (5) 1.405) [ 7
Fe(Meg | 14]dieneN4)C1]C104 5.05 |CHsNO, 4.7(7) 12.2(5) | 9,76.77
Fe(Meg[14]dieneN4)Br] ClO4 5.11 |CH;NO, ~5(~5) | 12.5() | 9.76.77
Fe(Meg[14]dieneNs)I]ClO4 5.15 |CH;NO, ~5(~4) | 12.2(4) | 976,77
Fe(Meg[14]tetraeneN4)C1]ClO4 5.00 {CH;NO, 4.7 (3) 11.6(3) | 73
Fe(Meg[14]tetraeneN4)Br]ClO4 5.14 |CH3NO, 4.8 (3) 11.7(33) |
Fe(Meg[14]tetraeneNg )11 ClO4 45.10 {CH3NQ, ~5 11.7 (3) 73
Fe(Meg[14]aneNg)Clp] 5.58 |CHCl, 55(1) |14.0(2| 10
Fe(Meg[14]aneN4)Bro} 5.47 |CHCl3 5.0 (1) 14.1 (5) 10
Fe(Meg[14]aneNg)I5] 5.37 |CHCly 5.0 14.2(0) | 10
Fe(Meg|[14]aneN4)(CH3C00)7] 5.70 |CHCl, 10.7 (1) 14.0(2) | 10
Fe(Meopy[14]aneN4)(N3)2] 5.50 |CH;NO, 11.7 (55) b 7
{Fe(Me7py [14]aneN4)CH3COO]PFg 5.41 |CH;OH 11.6 (10y b 7
[Fe(Meg[14]tetraeneN4)phen](C104)2 5.00 | solid® 11.16) 73
Fe(13]aneN4)(N 5.42 | solid® 8.8 11.5 78
[Fe(13]ancNg)(NCS)o] 552 |CH,CN 964 |41
[Fe([15]aneN4)(CH3CN); ] (PF )2 5.32 |CHCI 10416) 12'655)) 4
Fe([15]aneN4)(NCS)3] : 2 : :

( 2 5.55 [CH,CN 9.33) |12.3(4) | 78
[Fe([16]aneN4)}(CH3CN)3]1(PF6)2 5.52 {CHCIa 9.1 (1) 11.1(5) | 18

{Fe([16]aneN4)(NCS)3]

Remarks: Chere and henceforth the positions of the absorp-
tion bands are given in units of 102 em™, the values of ¢,
expressed in litre cm™ mol™, being given in brackets;

bsEgestg transition for octahedral symmetry; cspectra of
compounds in the solid state; phen =phenanthroline.

The positions of the absorption bands in the spectra of
these complexes depend, as for the compounds with C.N.=5,
on the strength of the field of the equatorial axial ligands.
In the complexes [Fe(Meg[14]aneN,)X,] there is a correlation
between the energy of the d—d transitions and the magnetic
moments. With increase of the strength of the field due to
the axial ligand, i.e. with increase of the energy of the
SArg* 5A2g transition, the °B,g <« 5329 band shifts to the
low-energy region, which indicates a decrease of the macro-
cyclic ligand field strength. If the axial ligands are
arranged in terms of the increasing splitting of the 5Eg(oh)
state (the CH,COO™ < Cl” <Br<I~ sequence), then it follows
from the data in Table 5 that the magnetic moments of the
complexes formed by them decrease in the same direction.
This confirms the above hypothesis concerning the contribu-
tion of the orbital moment of the peff of these compounds.

It follows from the spectra of the complexes [Fe(IX]aneN,)Y,],
where X =15, or 16 and Y =NCS~ or CH,CN, that’® the
strength of the field of the macrocyeclic ligand is greater in
the acetonitrile complexes than in the thiocyanate complexes.
Evidently the greater the axial ligand field strength the lower
the macrocyclic ligand field strength and conversely. On
passing from complexes of a 15-membered ligand to those of a
16-membered ligand the strength of the field due to the mac-
rocycle diminishes by 180 cm™ for the acetonitrile complexes
and by 150 cm™ for the thiocyanate complexes.

A series of square planar iron(II) complexes, having the
triplet ground state 3B2g, have been obtained recently’®.
Their effective magnetic moments are 3.2—4.3 pg and their
electronic absorption spectra are characterised by the pres-
ence of two absorption bands in the ranges 4000-7000 and
12000-15000 em™™.
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3. Low-Spin Iron(li) Complexes

The spin state of iron(II) is determined by both macrocyeclic
and axial ligands involved in coordination. For example,
the complexes [Fe([14]aneN,)X,] are low-spin for X =CH,CN,
NCS~, or CN-, while among the complexes of the [15]aneN,
ligand only the cyanide compounds are low-spin’®, In
many instances the absorption spectra of these complexes
contain intense charge-transfer of intraligand transition
bands, which mask the d—d bands. Such cases will not be
considered. A diagram of the states of the low-spin hexa-
coordinate iron(Il) complexes is presented in Fig.3a. Evi-
dently at least four bands due to spin-allowed transitions
can be expected in the absorption spectra of the tetragonal
complexes of bivalent iron. However, if the splitting of the
"octahedral" T, and 1ng states is not observed, then the
absorption spectra of such compounds are interpreted from
the standpoint of pseudo-octahedral symmetry. The spec-
troscopic data for the hexacoordinate low-spin iron(II) com-
plexes are presented in Table 6.

The energy of the 'Tyg« *A,g transition is 10 Dg-C. *°
A method has been developed® for the calculation of the
crystal field parameters for tetragonal low-spin complexes
of ions with the d® configuration. According to the results
of this study, the energies of the transitions are described
by the following equations:

E(*A;«A.5) = 10Dg™ — C=w,,
E(*E*A,,) =10 Dg*—35/4Dt—C=v,,
Dt=4/7 (Dg=*—Dg*).

Hence we have

Dgv=wv,+C,
Dg*=Dg—7/4 Dt,
Dt=4/35 (vo—v,),

where Dq*Y (or DqE) is the strength of the field due to the
equatorial macrocyclic ligand, Dg? (or DqA) is the strength
of the field due to the axial ligands, Dt is the tetragonal dis-
tortion parameter, and C is the Racah coefficient. If Dg¥¥ >
DqZ?, then Dt >0 and the sequence of levels corresponds to
that illustrated in Fig.3a. If Dg*Y <DqZ?, then Dt <0 and
the lE, level lies above the A, level. This case obtains
in the macrocyclic iron(II) complexes with cyanide axial lig-
ands. Having adopted the Racah coefficient C = 3300 cm™?,
it is possible to calculate from the absorption bands Dq*V¥,
DqZ?, and Dt (Table 6).
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Examination of the results shows that DgXY is influenced
by the structure of the macrocyclic ligand. With increase
of the number of imino-nitrogen atoms, the parameter
increases. The number of methyl substituents in the macro-
ring has a much weaker influence, although as a rule the
greater the number of such substituents the smaller Dg*Y
{cf., for example, the values of DgXY for [14]aneN, and
Meg[14]aneN, in the cyanide complexes}.

The strength of the field due to this macrocyclic ligand
also diminishes with increase of Dg? of the axial ligand and
conversely. As will be shown subsequently, this phenome-
non is characteristic also of the tetragonal cobalt(III) and
nickel(II) complexes®®.

With increase of the size of the macrocyclic ligand, the
strength of the field generated by it diminishes, which can
be seen in relation to the complexes [Fe([X]aneN,)(CN),],
where X =13, 14, and 15. On passing from a 13-membered
to a 14-membered ligand, Dq*Y decreases by 180 cm™;
on further increase of the number of members in the ring by
unity, DgXY decreases by 190 cm™. These values are close
to those for the high-spin iron(iI) complexes (see above).
Hence it follows that the change in the parameters DqXY with
increase of the number of members in the macroring does
not depend on the spin state of the iron(1I) ion.

The magnetic moments of the tetragonal iron(Il) complexes
are in the range 0.4-0.8 ug, but, one should note that there
is a tendency towards an increase of peff with decrease of
Dq?.

1V. ABSORPTION SPECTRA OF COBALT COMPLEXES

Among the macrocyclic cobalt(Il) complexes, compounds
with C.N. =4, 5, and 6 have been observed.. The tetra-
coordinate complexes are of the low-spin type, while those
with C.N. =6 are of the high-spintype. The vast majority
of cobalt(IIl) complexes are diamagnetic and have C.N. =6.

1. High-Spin Cobalt(ll) Complexes

The spectra of high-spin cobalt complexes show that the
metal ion has a pseudo-octahedral environment®® 8%, The
spectra are characterised by the presence of three absorp-
tion bands in the visible region at 8000, 16000, and 19000
em™, which corresponds to the spin-allowed transitions

Table 6. Absorption bands and spectroscopic parameters of low-spin iron(II) complexes with C.N. =86.
em-1

Compound Solvent TEg—tAyg | MAgpTArg |'Byg Ege-idyg quyPallame::zs, c,ml o Refs.
[Fe(Meg[14]aneN4)(CN)2] CHCl3 20.2(38) 16.1 (5) 26.4 (65) sh 1940 2760 —469 1o
[Fe(Me2py [14]aneN4)(NCS))] solid 15.6 20.4 - 2370 1410 549 7
[Fe(Meg[14]aneN4)Cl3) DMF 16.6 (77) 18.9 (88) - 2220 1760 263 ”
[Fe([13]aneN4)(CN)3] CH;OH 23.0(78) 18.8 (65) 27.9(7) 2210 3050 —480 78
|Fe({14]aneN4)(CN)p) CH;OH 21.1 (49) 17.0 (51) 27.3 (110) | 2030 2850 —469 8
[Fe([15]aneN4)(CN)7] CH;OH 19.6(27) 15.1 (62) 24.7 (64) 1840 2740 —514 7
[Fe(Meg[14]tetraeneN4)}(NCS)7] solid 16.8 21.7 25.0 2500 1526 560 73,74
[Fe(Meg[14]tetraeneNg)(CH3CN) 2] (PFg)2 CH,CN 15.4 (93) 21.3sh 26.3(400) | 2460 1280 674 7
{Fe(Me4[14]4,7,11,14tetraeneN4)(py)2]1(PFg)2 CH3NO; 12.1(528) | 19.3 (560) - 2260 830 817 79
[Fe(Me2[16]tetraeneN4)(py)21(PFg)2 CH3NO; 13.5(20) 19.0 (133) - 2230 1130 €29 79
[Fe(Me[15]tetraeneN4)(py)2] (PFg)2 CH3NO, 13.2(23) 19.6 (320) — 2290 1110 731 79
[Fe(Mey[14]tetracneN4)(py)2] (PFg)2 CH3NO: 12.4(580) | 20.2 (493) —_ 2350 780 903 82
[Fe(Me2[14]tetraeneNg)(NCS; | THF 15.9 (235) 20.2sh — 2350 1490 491 82
[Fe(Me3[14]tetraeneN4)(CH3CN)21)PFg)2 CH;CN 13.7 (48) 21.3 (105) — 2460 940 868 82

Remarks:

here and henceforth sh =shoulder.
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"Tog= ‘Tig, "Arg < "Trg, and *Tyg(P) « *T\q respectively.
The majority of complexes of this type are formed by macro-
cyclic ligands having nitrogen and oxygen donor atoms.

In these complexes the macrocycles have a distorted confor-
mation and the monodentate ligands occupy the cis-positions
in the octahedron.

The cobalt compounds with the N-(CH,C¢Hg),[12]aneN,
ligand are high-spin complexes with a trigonal-bipyramidal
coordination®. This structure of the complexes is deter-
mined by the structure of the macrocyclic ligand, which
consists of a 12-membered ring and contains four tertiary
nitrogen atoms with bulky substituents. A number of bands
have been observed in the absorption spectra of these
compounds, but these have not been assigned.

The magnetic moments of both pseudo-octahedral and
trigonal-bipyramidal cobalt(Il) complexes have values of the
order of 4.5-5.0 ug, which corresponds to the presence of
three unpaired electrons.

2. Low-Spin Cobalt(Il) Complexes

Among the low-spin complexes of bivalent cobalt, square-
planar, square-pyramidal, and trigonal-bipyramidal com-
pounds have been found.

The square-planar structure of cobalt(II) complexes is
formed by virtue of the characteristics of the structures of
the macrocyclic ligands. A series of bands due to spin-
allowed transitions are observed in the spectra of these com-
pounds. The bands are presented in Table 7.

Since the energy of the °A 2~ ‘”A](q transition depends on
Dg*Y, the relative strength of the field due to the macrs-
cyclic ligands can be inferred from it. It follows from
Table 7 that DqXY increases in the sequence ke, {24laneN, <
Me,[14}4.7dieneN, < Me,[14]dieneN, <Me.{14]dieneN, <
Me,[14]tetraene N,.

Iri square-pyramidal complexes the energy of the “k« 24,
transition is related to Dg?. In terms of the decrease of
the energy cf this band, the axial ligands can be arranged
in the sequence H,0 = CH,CN >Cl” >Br~ >I~, which corre-
sponds to the spectrochemical sequence.

Table 7. Magnetic moments and absorption bands of low-
spin cobiall({'l) complexes.

T A, & o
Compound 2.3“ Solveat | i e ey | ap, Fia, boj,‘,‘é’ 3

[Co(Meg] 14 janeNg) | (CI04)2 DMF 5861 120.7 (70) — 77,5
[Co(Ment 1414, Tdiene Ny (LI 512 2.05( sclid 7.0 21.7 — 57
[Co(Megl 14]dieneNg)|(C104)3 ZTDMF | 6.2120) [21.8(100) | 28.7 (2500) | 77
[Co(Meg {14 ]dieneN4)|(C104) 2 — | DMF 6.3 (44) 122.4 (130) | 29.8(2500) | 77
1ColMeq] 14]tetrueneNg ) HCI04), 2A21CHNO, | 7.1 (39) 2'5? (257) | 28.2 (1840) | &7
[Co(Me] 14]5,7diencNg)i] b 224 solid gg ﬁég igg 57
(Co(Mey|14]4,7aieneNgI{L ! solid - e 0. 5Z
[CoMeg | 14ietraene Ng HO | (ClDg) ‘309 H0 7.9(37) |23.8/205) 5.542800; | 87

[Co(Meg[ 14! -

euacneNg ) HION] (CI0g)y  [1.97 gtts T80 12 41258) | 20,6 2820) | o
MO 2A3(CILCN 1 7.1 (30) 122.2(1265)|  28.5sh | 87
[Co(Meg[14]tetraeneNg)CICIO4 50 3 5.8 (11) 9.6 31 3eh o

[Co(Meg| 141 eraen2 Ng) B ] Q104

Comparison of two cobalt complexes with ligands of identical
structure (neutral and monoanionic) showed that the charged
ligand has a higher value of Dq*Y (by 190 cm™) than the
neutral ligand.

An absorption band at 30000 cm™* is observed in almost all
the spectra. It is associated with charge transfer from the
metal to the w-antibonding orbital of the imino-group®.

1
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According to the results of long and Busch®®, the cobalt(II)
complexes of Me,py[14]dieneN, are low-spin and have a tri-
gonal-bipyramidal coordination, but detailed studied on their
absorption spectra have not been carried out.

3. Pseudo-Octahedral Cobalt(Ill) Complexes

According to their spectroscopic properties, all the
cobalt(IIT) complexes can be divided into two large groups:
pseudo-octahedral and tetragonal. The pseudo-octahedral
complexes can be divided in their turn into compounds con-
taining additional ligands, occupying two cis-positions in the
octahedron (the macrocyclic ligand then assumes a bent con-
formation), and tetragonal compounds (with axial ligands
in the trans-positions), in which the splitting of the "octa-
hedral" absorption band is not observed.

Since the iron(II) and cobalt(II) ions have the same elec-
tronic configuration (d®), the diagrams of their energy levels
in octahedral and tetragonal fields are similar (Fig.3a). The
transition energies are as follows in the case of the pseudo-
octahedral coordination®®:

Va=E(lTu¢<—1Au) =10Dg—C,
vy=E (*Taog<4,;) =10Dg—C+16 B,

where C and B are Racah coefficients. Having adopted
C =4B, it is possible tc calculate the parameters of the ligand

field:
Dg=(3v;+~:) /40 B= (v;—v,)/16 .
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Figure 3. Diagrams and energies of the levels for the low-
spin d® configuration (a) and the high-spin d® configuration
(b) in octahedral (Op) and tetragonal (D,p) fields (the
superscript a, b, and c are used to denote levels of identical
symmetry and Ds and Dt are parameters of the tetragonal
distortion).
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The spectroscopic parameters of certain pseudo-octahedral
complexes are listed in Table 8. They show that all the
macrocyclic ligands can be arranged in the following sequence
in terms of the decrease of Dq for a fixed bidentate ligand:
Meg[14]dieneN, >6,7,12,13Me,[14]dieneN, >Me,py[14]aneN, >
[12]aneN, >Meg[ 14]aneN, >5,7,7,12,12,14Me,[ 14]aneN,.

Comparison of the values of Dq for the oxalate and carbon-
ate complexes shows that Dq[CoLC,0,1* >Dq[CoLCO,]*. The
difference between them increases in the sequence of ligands
Me,py[14]aneN, < Meg[14]aneN, < [12]aneN,. The flexibility
of the macroring increases in the same sequence: the pyri-
dine ring in Me,py[14]laneN, fixes the two ethylene bridges
more rigidly than the six methyl groups in Me4[14]aneN, and
-[12]aneN,, which have no substituents in the macroring.

The spectra of cobalt(III) complexes with monodentate
ligands in the cis-positions®}:?*:%® are very similar to the
spectra of the compounds discussed above.

From the spectroscopic standpoint, the cobalt(III) ammines
behave as octahedral compounds (Table 8). According to
McClure®®, the splitting of the lTlg and 1ng levels in a
field of D,p, symmetry arises owing to the difference between
the o- and m-antibonding properties of the equatorial and
axial donor atoms. In the amine complexes this difference
is too small to cause the splitting of the degenerate levels.

The value of Dq for the pseudo-octahedral complexes is
determined by the rigidity of the ligand as well as the donor
properties of all six atoms coordinated to cobalt. The more
flexible the macrocyclic ligand, the much smaller the strain
arising when it is coordinated to a cobalt ion, and the greater
the overlap of the d orbitals of the latter with the orbitals of
the donor ligand atoms.

Dq is also influenced by various other parameters: the
number of substituents in the macroring and the number of
double bonds and their relative positions. The influence of
the latter factor is seen particularly clearly when the
nephelauxetic coefficients B are compared. In terms of the
increase of this parameter, the nitrogen donor atoms have
been arranged in the sequence 4N(o-diim) < 2N(a-diim) +
2N(am) < 2N(im) +2N(am) < 4N(am). This sequence reflects
the decrease of the degree of covalence of the metal—nitro-
gen bond.

Table 8. Absorption bands and spectroscopic parameters of
certain pseudo-octahedral cobalt(III) complexes.

Parameters, “
Compound Solvent 'Txg“"“lg xyag,_, Axg cm” E

Dq |B I B
[Co(Meg{14]aneN4)C204]ClO4 . P 80
[ColMe{ 14]aneNg)CO31C104 Sha | 183 | 33 [2000| 420|040
Co(Meg[14] aneNg)acac](ClO4)2 | solid i8.5 26.9 2080|525 10.49| 8o
Co(Meg[14]aneNg)NO31(NO3)2 solid 171 26.3 1940|575 [0.54| 8o
Co(Meg[14]aneNg)en] Cl3 solid 18.0 25.8  [1995| 488 |0.46] s9
Coggﬂfcijlélll‘«msl141aneN4)x solid 17.9 26.6 2008|544 [0.51] 90

204]Cl04
Co(Me)py[14]aneNg)C204]ClO4 CH,OH |19.5 (271)|26.7 (329){2130| 450 |0.42| 9!
Co(Me3py [ 14]aneN4)CO3]ClO4 H,0 19.3 (292)[27.0 (339)|2423) 481 0.45| o1
Co(Me)py{141aneNg)acac](C104)2 H,O ‘19.7 (3{31) ?6.4 (280)|2138| 41910.39 91
commlimasis S BiEIRLcRe e g
o(Meg ieneN4)CO3 4 . .6 (12 . -
Co(6,7,13,14Me4[14]dieneNg)XC031CI04  |CILCN  [19.8 (126)[26.0 (176)(2135| 388 036 53
4)CO3

G0 MO 126 Ban)ar.2 oio)ove0| 525 0 do| o4

Co([12]aneNg)C0O3]Cl04 2 . - .
Co(6,7,13,14Me4 [14] dieneNg)(NH3)2]Cl3  |H:O 22.4 (75) {30.0 (118)|2430] 475 10.45| 93
e aalC2 0 0.6 (75 (351 n [2oas] 406 |0 4a| se

Co(Meg[14]aneNq)(NH3)21(ClO4)3 2 . e '
Co(Me3[14]1,3dieneN4)(NH3)21(ClOg)3  |H:0 22.0 (80) 129.0 (700))2375| 438 |0.41| 96
Co(Meg[14}dieneNg)(NH3)7] (Cl04)3 H,O 22.0 (66) |29.6(80) |2390| 475 (0.45] 96
Co(Me4[14] tetracneNg)NH3)2] (ClO)3  |H20 23.1 (120)[28.6sh ~ |2448| 344 (0.32| 96
H;0 21.8 (74) [29.4 (92) (2370475 (0.45) o7

[Co(5,7,12,14Me4 [ 14] dieneNg) x
(NH3)2]1C12Cl04

Note: B =nephelauxetic coefficient.
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4. Tetragonal Cobalt(1ll) Complexes

From the point of view of composition, complexes of this
type can be divided into three large groups. The first
group includes compounds formed by a macrocyclic ligand
and two identical axial ligands. The composition of com-
plexes of the second group includes two different axial lig-
ands, while the complexes of the third group are character-
ised by the presence of an axial cobalt—carbon o-bond and
the second axial ligand can be both an anion (Cl", Br™, I",
NCS™, or CN7) and a neutral molecule (PPh,, py, CH,CN,
or H,0).

The splitting of the band due to the Ty« lAlg transition
is observed in the spectra of all these compounds. In cer-
tain cases the higher-energy "octahedral” band is also split.
This makes it possible to calculate the parameters DqXV,
Dqg?, and Dt by the method described in the discussion of
iron(I1) complexes®’. The Racah coefficient C for the
cobalt(III) ion was assumed to be 3800 cm™*.

Table 9 presents data on the absorption spectra of com-
plexes of the first group and their spectroscopic parameters
are given below in Tables 13 and 14. The tetragonal cobalt
complexes of this type are ideal objects for the investigation
of the influence of various factors, particularly the structure
of macrocyclic ligands, on the spectroscopic parameters.
Busch and coworkers'®® investigated the dependence of Dg*y
on the degree of unsaturation of the macrocyeclic ligand in
relation to the bis(acetonitrile) complexes with 14-membered

ligands. Their data show that Dgq*Y increases with the
Table 9. Absorption bands of certain tetragonal cobalt(III)
complexes of the type [CoLX,1™".

L X Solvent EgetAyg HMog—tArg Tog"Ag Refs.
Meg[14]dieneNg
Meg[14]dieneN4 H,0 [HO 17.3(24) | 24.2 sh — 100
Meg{14]dieneNg cr- CH,OH 16.0 (46) | 22.4 sh _ 100
Meg[14]dieneNy Br- CH,;OH 15.0 (65) 23.0 sh 31.6 sh 100
Meg[14]tetraeneNg 8H3CN ?:238:11 %gg (27) 24.0(72) 27.2(31) '02 .

1= 3 . 2. — — 73,87

Meg[L4}tetracneliy Br- HION | 15846 | .6410)|  — 7347
Meg[14]tetraeneNy HO solid 17,4 5.0 102,103
Mea[14]tetracncliy c [CHON | 1746y | 2313 (144) -z 104
Meg[14]tetracneNy CHCN |CHCN | 20'8(82) | 25.5(137) | 30.4 (204) | 10t
Me4[14]tetm.eneN4 Br‘a solid 16.7 995 - 102
Me2[14]1‘3d§eneN4 H.O H,0 18.2 (35) 93.6 sh — 102
Me7[14]1,3dieneNg CI" solid 16.2 235 — 104
Mep[14]1,3dieneNy NCS-  |Hy 19.2(435) | 21.9 (155) — 105
Me)[14]1,3diencNy Br- solid 16.4 23.0 — 102
Me[14]1,3dieneNg CH,CN |CHy 20.6 (106) | 24.1(94) | 28.1(80) |11
[14]aneNy 0o  |HO 17567 | 23.3(8) o 95,106
[14]aneNg OH- |HO 18.9(97) 21.3 (105) — 95,106
[14]aneNg cr- H,0 15.7(32) | 22.7(142) — 1o
2,3Mep[14]aneNg cr- CH,OH | 16.0 (112) | 22.0(112) | 26.2(135) | 104
2,3Me[14]aneNg CH,CN [CHCN 21.1(129) | 23.3(41) 26.7 (102) | 101
Megpy[14]aneNg HO 1.0 17.9(29) | 22.1(245) _ ol
Mespy[14]aneNg CN-  [HO 25.0 (84) 20.5(151) | 32.7(315) | 9
Meopy[14]aneNg Cl-  |CHOH | 16.2(44) | 21.2(181) | 25.9(148) | 9
Meapy[14]aneNg NCS~  |H:O 19.3(393) | 21.0(364) — ol
Me2py [14]aneNg Br- CH,OH | 15.2(60) | 20.8(183) — 9t
Me2py[14]aneNg OH-  |H,0 17.0 (29) 20.1 (152) — sl
Me2py[14]aneNg CH,CN |CH,CN 21.8(331) — 27.3 (266) | 10!
Bz4[16]tetraeneNg Cl= solid 15.8 20.2 26.3;28,2 | 108
Bz4[16]tetraeneNg NCS™  |solid 16.6 19.7 29.0 108
Bz4{16]tetraeneNy Br- solid 14.4 20.0 27.0 {108
Bz4[16]tetraeneNg N, solid 15.6 18.5 26.3 108
Meg[14]aneNg H,0 solid 16.6 21.6 27.5 107
Meg[14]aneNyg CN- solid 23.2 20.9 28.7 107
Meg[14]aneNg cl- H,0 15.6 (31) | 20.7(35) | 24.6(50) |10
Meg[14}aneNy NCS~  |solid 18.7 20.0 24.0:28,7 | 107
Meg[14]aneNg Br- H,O 14.7 (45) 20.0 sh 25.1;28,0 | 107
Meg[14]aneNg OH~  |[solid .6 8.9 24.9;26,6 [ 109
Meg[14]aneNg CH,CN [CH,CN 20.3(64) | 22.2(74) | 25.8(66) |10
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number of double bonds in the macroring, which confirms
the hypothesis that the amino-nitrogen is a more effective
donor than the imino-nitrogen. This can be explained by
the strong m-electronic interaction between the metal ion and
the nitrogen donor atom: the rehybridisation of the unshared
electron pair of the nitrogen, accompanying the conversion
of the amine into the imine, should have a significant influ-
ence on Dq*XY. The fact that this parameter is virtually the
same for the conjugated and non-conjugated tetraimines

{cf., for example, the complexes with Me,[14]tetraeneN, and
Me,y{14]tetraeneN, or the di-imines Me,[14]1,3dieneN, and
Me,{14]dieneN,} shows that the reverse m-bond is not the
main cause of the increase of DqXY when an amine is replaced
by an imine. In all probability, the increase is caused by
changes in the nature of the metal-nitrogen o-bond. The
decrease in ring size owing to the larger number of double
bonds also makes a definite contribution to the increase of
Dq*Y for imine ligands compared with amine ligands. Evi-
dently the strengthening of the metal—nitrogen bond due to
the m-electronic interaction and the decrease of the size of
the macroring make the Co—Njp distance shorter than the
Co—Nyp, distance (see Section II).

Regardless of the nature of the axial ligands, Dq™¥ for
macrocyclic ligands diminishes in the following sequence as
a function of the nature of the nitrogen donor atoms:
4N (o-diimine) 2 4N (isolated imine) > 2N(a-diimine) + 2N (amine) =
trans-2N(imine, 6-membered ring) + 2N(amine)>trans-2N-
(imine, five-membered ring)+ 2N(amine) = ¢is-2N(imine, six-
membered ring) + 2N (amine) = N(imine) + 3N (amine) >4N(amine).
In all probability this sequence of donor atoms is character-
istic of all transition metals. The increase of Dg*Y in the
sequence an <diene < tetraene for tetragonal iron(Il) com-
plexes had been noted previously and the same sequence is
characteristic of nickel(II) complexes (see below).

Me,py[14]dieneN, and Me,py[14]aneN, are somewhat iso-
lated in this series of macrocyclic ligands. DgXVY for
[Co(Me,pyl[14]dieneN,)(CH,CN},](ClO,), is greater than for
the analogous complex with Me,[14]}tetraeneN,. This effect
cannot be explained exclusively by the donor properties of
the pyridine nitrogen atom, because the values of Dg*¥ for
the cobalt(IIl) complexes of Me,py[14]aneN, are close to
those of the 2,3Me,[14]aneN, complexes, while in the case of
the nickel(I1) complexes they resemble those for the com-
plexes of saturated 14-membered ligands. In this instance
a considerable increase of Dg™Y for the complexes of the
Me,py[14]dieneN, ligand can be explained by the conjugation
between the pyridine ring and the o -di-imine groups of the
macroring, which probably greatiy increases the strength
of the field due to this ligand.

The study of the influence of the size of the macroring on
the spectroscopic properties of cobalt(IIl) complexes of the
type [Co([X]aneN,)Cl],]Cl10,, where X =13, 14, 15, and 16,
showed'!® that Dg*Y increases with decrease of the size of the
macroring. The authors of this study calculated the strain
energy arising on coordination of the metal ion to the macro-
cyclic ligand. It is of interest to note that the DgXY are not
correlated with the strain energy: DgYY increases in the
sequence [16] <[15] < [14] <[13], while the sequence based
on the decrease of the strain energy is [16] >[15] >[14] >
[13]. Two important conclusions follow from this: (a) DgX¥Y
is related to the ratio of the sizes of the metal ion and the
cavity within the macrocycle to a greater extent than to the
overall strain energy of the ligand caused by coordination;
(b) a 14-membered macrocycle is most suitable as regards
size for the cobalt(IIl) ion.

The absorption spectra of cobalt complexes with two differ-
ent axial ligandg?®?-°1,%5,105,107,106,111 nesemble the spectra of
the compounds discussed above.
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Complexes with an axial cobalt—carbon o-bond represent
an interesting class of coordination compounds. They model
vitamin B,, and their spectra are typical for tetragonal cobalt
complexes and are presented in Table 10 together with cer-
tain calculated parameters. The large extinction coefficients
of the absorption bands of these compounds can be explained
by the high degree of covalence of their bonds. The param-
eters Dg?(R) were calculated from the spectra in accordance
with the additive rule DgZ(X +R) = }[Dq%(X) +DqZ(R)] sub-
ject to the condition that the values of Dg? for CH,CN, NCS~,
H,0, CI”, Br™, and I” are 2180, 2000, 1720, 1460, 1300, and
1000 em™ respectively.

Table 10. Absorption bands and spectroscopic parameters
of cobalt complexes of the type [CoLRX]™*.

Parameters, cm-1
&
R X Solvent E gty 1Agg—14yg i‘ & Refs.
= % X
Sla | %%
L = Megq[14]tetraeneNg
CHy CH,CN | CH,OH | 20.5(2000) | 23.8 (1450) | 2760 | 377 | 2100 | 2020 | 12
CH,” HLO H,0 20.6(2200) | 23.8(1400) | 2760 | 366 | 2120 | 2780 | 103
CHy NCS- | H,0 20.6 (1570) | 23.8 (1620) | 2760 | 366 | 2120 | 2240 | 103
CHy cr- {CHy)CO 26.0 (2300) | 24.2 (4600) | 2800 | 480 | 1960 | 2570 | 12
CHy Br- (CH,),CO| 20.3(2900) | 24.8ma 2860 | 514 | 1960 | 2740 | 112
CH;” 1~ (CH,),CO| 20.0(4300) | 25.0 (8500) | 2880 | 571 | 1880 | 2860 | 112
CH,aCeH™ | CI™ (CH,)4CO| 15.9 (1700) | 24.4 (4500) | 2790 | 480 | 1950 | 2550 | 112
CH,CH;~ | Br~ (CH3),CO| 19.6 (1600) | 24.4 (4500) | 2820 | 549 | 1860 | 2540 | 112
CH,GH; | I” (CH,),CO| 20.2(2400) | 23.8 (6000) | 2760 | 411 | 2040 | 3180 112
CH,CeH; | CH.CN | CH;OH | 19.3 (2600) | 23.7 (6000) | 2750 | 503 | 1870 | 1560 | nz
L = Megpy[14]dieneNg
CHy — CHOH | 16.1(525) | 20.6 (1200) | 2440 | 5%4 | 1540 | 3080 | u3
CHy Br- CHOH | 20.4 (1050) | 21.4 sh 2520 | 114 | 2350 | 3400 | 13
CHy” H,O CH;OH | 20.6(980) | 21.8 sh 2560 | 137 | 2330 | 2940 | 113
CoH — { CHOH | 15.7 20.5 2430 | 549 | 1470 | 2940 | u3

Compared with truly tetragonal complexes (i.e. complexes
with identical axial ligands), in these compounds there is an
additional factor which determines the value of DgZ?(R).
Together with the influence of the macrocyeclic ligand on
DqZ(R), the natureof the trans-axial ligand has also an effect.
The maximum values of Dg? have been obtained for com-
pounds in which a second axial ligand is absent. In the
presence of any trans-axial ligand DgZ(R) is less than the
maximum value. The values of this parameter can therefore
be used as characteristics of the trans-influence of the lig-
ands in macrocyclic complexes.

In compounds of the same macrocyclic ligand the trans-
influence series of axial ligands in relation to the alkyl group
is as follows {for example, for Me,[14]tetraeneN, complexes}:

CH,CN>NCS™>Cl=>Br—>H,0>I",

Some complexes do not show a splitting of the low-energy
band and they can therefore be regarded as pseudo-octa-
hedral. The values of g for these compounds are in the

range 0.31-0.39, which confirms the high degree of covalence
of their bonds.
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V. SPECTRA OF NICKEL(!l) COMPLEXES 00~ em?
g 5 cm
Among nickel complexes with macrocyeclic ligands, both 2800
high-spin and low-spin compounds have been found. All the a
low-spin complexes have a square-planar structure. The .
coordination number in the high-spin complexes is 5 or 6. - °
From the standpoint of the symmetry of the chromophore, the
pentacoordinate compounds can be classified as square-pyra- N
midal (Cyy) or trigonal-bipyramidal (Dj;) complexes, while 2600
complexes with C.N. =6 are pseudo-octahedral (Op) or .
tetragonal-bipyramidal (D.p).

1. Low-Spin Complexes

2400

Depending on the relative strength of the field due to the
axial and equatorial ligands, the ground state in the nickel(II)
complexes (configuration d°) can be both °B,g (tetragonal const + 81 =8z, ™!
high-spin complexes) and !A,, (square-planar low-spin com- . ! ] 1 ] ] ]
plexes). In the classical phtgalocyanine and porphyrin 2400 2600 2800
compounds*!* the axial ligands are unable to compete with
the strong field generated by the macroring and the triplet ﬂgfcm" .
ground state of the nickel(II) ion does not occur. Synthetic .1
macrocyclic ligands have DgXY smaller than for porphyrins Joos - . a2
but sufficiently large to form mainly low-spin complexes. b

In nickel complexes of this type there is a possibility, in
principle, of three spin-allowed transitions®’. All the low-
spin complexes which have been discovered have an absorp-
tion band in the range 18500—24000 cm™* with an intensity of
20—500 litre cm™ mol™!, which the majority of investigators o
assign to the YA,g« 'A15(b1g+byg) transition®?,2%57,115-1%3, 2000
In a number of instances a band due to a second d—d trans-
ition has been observed in the range 25000—28000 cm™. 1518
However, one should note that, if the assignment of the first e
band is correct, then its energy should correspond to —
10Dq™Y, but it has been found that the position of this band
depends greatly on many factors—the non-coordinated
anion, the ligand conformation, the solvent, the conditions
used in the recording of the spectra, ete.

1000 -

PP -1
lcunst o; |("" cm

]
1000 2000 J000

2. High-Spin Complexes qu;ycm_

As already mentioned, square-pyramidal and trigonal- 1600 |~
bipyramidal high-spin nickel(II) complexes with C.N.=5
have been found. The absorption spectra of compounds of
this type are characterised by the presence of four (rarely
five) low-intensity absorption bands*!%15*155 que to transi-
tions between split "octahedral" levels in a field of C,, sym-
metry®®. The magnetic moments of these complexes are in
the range 2.80—3.20 pup.

The trigonal-bipyramidal nickel complexes have been
obtained only with the alkylated macrocyclic ligands .
N-(CH,C¢Hs),[12]aneN, %¢ and N-Me,[14]aneN,. }2%157 The
spectra of these complexes have at least five bands due to
d-—d transitions in the range 6000—25000 cm™2, but the bands
have not been assigned.

Nickel(II) complexes with C.N. =6 can be divided, like the .
cobalt(III) complexes, into two large groups: pseudo-octa- .
hedral and tetragonal. The energy level diagrams for com- const + Ap, Az, cm™!
plexes of these types are presented in Fig.3b. In terms of 1 ] ] | | |
the one-electron approximation, the transition energies in the 1000 1200 1400 1600
field of octahedral symmetry are as follows:

1400

1200 [~

Figure 4. Correlation between Dqcg)c and quxp: a) for

the values of Dq*Y in cobalt(1II) complexes; b) for the
vi=FE (°T,y<°4,,) =10 Dy, values of Dg? in cobalt(III) complexes [1) experimental
vo=E (*T,«*4,s) =18 Dgq, points; 2) points obtained with the aid of Dq(":gic]; ¢) for

vy=FE (°T,(P)<-*A,) =12 Dg+ 15 B. the values of Dq*Y in nickel(II) complexes.
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Numerous pseudo-octahedral nickel(II) complexes with
macrocyclic ligands have been obtained and characterised*?!~
126,156-16%  Two or three bands due to d—d transitions have
been observed in the spectra of these compounds in the
ranges 10000—12000 (v;), 17000-19000 (v,), and 27000
29000 em ™! (v3) with low extinction coefficients (10—40 litre
em™ mol™). The values of Dq for compounds of this type
are in the range 1000—1200 cm™ and are independent of the
macrocyclic ligand; they are typical for the amine complexes
of nickel(IT) and this also applies to the parameters B.

Among the complexes of the same macrocyclic ligand with
different bidentate ligands, the highest value of Dq and the
lowest of ueff have been found for the oxalate complexes!??,
which are dinuclear compounds. Their magnetic moment is
reduced owing to the Ni—Ni interaction via the C,02” bridge
group.

A series of hexacoordinate complexes containing cis- and
trans-monodentate ligands have also been isolated!??12%157
161-163 [t is noteworthy that macrocyclic ligands containing
nitrogen and sulphur donor atoms apparently have a low
value of DqXY, since their complexes with Br™ and I” ligands
in the trans-positions do not show a splitting of the low~
energy band?61,162,

Tetragonal distortion of the complexes entails the splitting
»f the degenerate levels (Fig.3b), which permits the calcula-
tion of the parameters of the tetragonal field from the follow-
ing formulae:

Dq= 1/10E ®*Bag ~ *Big),
Dt = 4/:;5, [E (3824 e sBlg) —L (QE;‘*'TBlg)]v

Dy? = g [2E CEG < *Bag) ~- E (*Byg - *Bug)}.

Table 11. Absorption bands of certain tetragonal nicke!{(11)
complexes of the type [NiLX,] (in the solid state).
} « b
L X =1:§ R T o PR P 3:““' fzg- Refs.
Shg e 'Byg Ly "By
MeyPhip[i4]dicneNy | NOT 9.4 156 _
MesPha[14]dicneNy Ci 9.3 15.4 -
MerPhioi14 eNg CH,007 10§ 15.1 —
MesPh5[14 ey NC&™ 105 1457
Meg 14 Janehg CHCO0 9.8 14.2
Meg)14]aneNg Br 74 1o 26 .3
Meg | 14 laneNg Cl= 8.4 14.7 26. 8.7
Meg [14]aneNyg Ny 9.4 141 2.8
Meg {14 ]ancNg NCS 1.0 140 . l 25.8; 3u.5
Bzg|l6itetraeneNy N 100 14.7 |1 W . I
Bzg!16])tetraeneNyg NCS™ 10.G 14.7 [t
| Br 7.9 14.9 | 1 9.21271: 203 wr
i Cl- 8.6 14.8 11 9.4 | 278, 29.2| it
; S 0.4 145 | 153 19.8 i
{14 aneNy | Nes- 111 14.2 117.8 2.0 167
2.3Meo| 14 {aneNg Uoar 78 | 149 | 1370193 ] 27.0. 0.2 | 167
2 3Me 2 14 aneNy cr- 8.4 14,7 ol R, 2.0 e
23Men| 14 )me vy Lo 104 1 143 116,60 196 167
13Mea| i4]anc iy ' NCS 11.2 144 | 18.0: 20.2 - 167
{155aneNy Br- 8.1 2.8 | ©2.9; 17.5 | 25.5; 27.1 | 167
[i5taneNg ci- 8.7 124 5178 ) 2641 27.3 | 17
18 ianeNg N, 9.7 12.3 55; 17.8 27.5 167
(i TaneNg NCS— 10.3 1 12.0 5.8; 18.4 28.5 167
1o qaneNg Br~ 7.3 ! 1.3 3.1; 15.6 25.6 167
[1S aneNy Ci~ 7.8 11.2 3.5; 15.8 25.6 167
116 am vy N; 9.0 10.9 | 14.7; 16.5 26.8 167
[16}anNg I NCS- 9.6 10.7 | 15.4; 16.8 274 167
12,41 16 |aneN [ NGs- 194 1.2 [ 438 174, 280 167
Bz4116]aneNy | Br 9.4 Hh 1 164 = 168
Bz4{i6]aneNg | < 9.8 1.3 | 15.8 — 168

Remarks:
Fig.3b.

for the designation of the energv levels, see
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The absorption bands of tetragonal complexes of this type
are presented in Table 11 (the parameters obtained from
these spectra are compiled in Table 15). A series of tetrag-
onal complexes, not listed in Table 11, have been obtained
also for other macrocyclic ligands*!®»122,123,127-130,161,165,166

As for cobalt(IIl) complexes, the Me,py[14]dieneN, ligand

gives rise to the highest value of Dg™Y (1866 cm™) 7 among
all the ligands investigated.
DqXY depends on the size of the macroring: [14laneN,

(1460 em™) >[15]aneN, (1240 cm™) >[16]aneN, (1100 cm™ )
(the average values of DgXY were used, see Table 15).
According to the data of Busch and coworkers'®?, Dg*V for
the "ideal" Ni-N distance is 1213 cm™. The [15]aneN, lig-
and has a value of Dg*¥ closest to the above (Table 15),
which confirms the earlier hypothesis'! that a 15-membered
macroring is optimal for the high-spin nickel(II) ion.

As already mentioned, the introduction of electron-donating
imino-groups instead of the amino-groups increases Dq*Y.
increments have been proposed’®’ for the calculation of the
values of DgXY from a specific value of this parameter—in
the given instance from Dq*Y{[15]aneN,}, as the most suitable
for the high-spin nickel(IT) ion. These increments are
1219 em™ when a 15-membered ring is replaced by a 14-mem-
bered ring and ~130 em™ when a 15-membered ring is
replaced by a 16-membered ring; the replacement of the
amino-greup by an imino-greup increases Dg*Y by 75 cm -
for the first and second amino-groups, while the replacement
of the third and fourth amino-nitrogen atoms by imino-nitro-
gen atoms increuses DG™Y by 155 em ', The latter is due to
the murw maried decrease of the size of the macroring after
the introduction of the third and fourth imino-groups com-
pared with the introduction of the first and (or) the second.

The influence of the axial ligands on the DqXY parameters
is examined below (see Section VII).

T EA R OTHER TRANSITION METAL COMPLEXES

: ~omplexes of other transition metals, those of
coppert!i. ave been most fully investigated. Unfortunately,
the specira of these compounds are characterised by a small
numhber of broad absorption bands, which greatly diminishes
the possibility of deriving information about them.

The absorption spectra of the majority of compounds inves-
tigated contain one broad band in the range 16000—20000 cm™*
with extinction coefficients of 50—200 litre cm™ mol™%, %2,93,%7
125,130-133,169-176  There is apparently no direct correlation
between the strength of the field due to the macrocyeclic lig-
and and the position of this band, although an interesting
relation has been observed’’ between the position of the
above absorption band and the heat of formation of amine
complexes of copper.

In a number of instances two?%13%:135178 o ayen three!"?
absorption bands have been observed in the spectra, but
the amount of data is too small to make a correct assignment
of these bands.

A square-pyramidal’’*17°718 or trigonal-bipyramidalls®
structure hasA been proposed for certain pentacoordinate cop-
per compounds, the latter structure having been confirmed
by.X-ray diffraction®®; however, the absorption bands were
not assigned in the above studies.

Data on the absorption spectra of compounds of other
transition metals are presented in Table 12. It is note-
worthy that the energies of the L'Bzg<- l'Blg (for the d® con-
figuration) and °B,g + °B,, (for the d* configuration) transi-
tions correspond to values of 10DgqXY, which makes i. pos-
sible to follow the variation of this parameter along the series
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of transition metals. For compounds of the type [M(Meg[14]-
aneN,)Cl1,]™*, the values of Dg*Y are as follows: 1700 cm™
(V2*), 1460 cm™ (Cr®*), 1940 ecm™ (Cr?*), ~2410 em™ (Mn3%),
2220 em™! (Fe?*), 2450 ecm™ (Co®*), and 1470 em™ (Ni?*).

It follows from this series that the values of Dq*VY for triply
charged cations are greater than for doubly charged cations
and are constant (~2450 em™) within the limits of experimen-
tal error, while the values for M2* increase markedly in the
sequence Ni< V—-Cr < Fe.

Table 12. Absorption bands and magnetic moments of
tetragonal transition metal complexes.

Compound u:]f;f ’ | Solvent Vi Vi vs Ve Refs
V(Meg[14]aneNg)Ci) 3.71 | solid | 12.5 17.0sh 22.0 24.5 182
V(Meg[14]aneNg)Bra] 3.86 | solid | 10.3 16.0 21.0 23.8 182
V(Meg[14]aneNg)I2] 3.74 | solid 8.5 15.5sh | 20.0 24.4 182
V(5,12Me[14]aneNg)Cly] 3.73 | solid | 12.9 — 19.2sh | 23.8sh | 182
Cr([14]aneNg)Clp] CI — |HO [17.5(20)| 24.6 (35) 27.4 (41) 183
Cr([14]aneNg)(H30)21(CI0g)3| — |H:O | 19.6 (24)| 24.7 (39)| 25.6 (38)[28.6 (38)| 183
Cr(Meg[14]aneN4)Cla] 4.80 solid 14.7sh 19.4 — — 184
Cr(Meg[14]aneNg)Br2] 4.82 | solid lS.Qsh 20.4 —_ — 184
Cr(5,12Me [ 14]aneNg)Clp] 4.87 solid 14.3 19.7 — — 184
Cr(5,12Me(14]aneNg)Bry] | 4-90 | solig | 15.4 9.6 | — — 184
Mn(Meg[ 14]aneN4)Cly] PFg 4.90 | CH,CN 10? 9) | 24.1sh 26.5 sh — 135, 185
Mn(Meg|14]aneNg)Brz| PFg | 4-90 | CHsCN| 11.7 (17)| 23.2sh 27.0sh | — i35, 185

Remarks: the assignments for the d® configuration (V?* and
Cr®") are as follows: v;—'Eg< *Byg transition; v,—'B,g+
l’Blg transition; v, and v,—transitions to the components
of the split "Tlg level (A,g and "Eg); the assignments for
the d* configuration (Cr?* and Mn®*) are as follows:
vi—*A1g « °B,4 transition; v,;—*B,g « °B,g transition;
vy—°Eg « °B,g transition.

It is of interest to note that, in contrast to the cobalt(III)
complexes, in the macrocyclic rhodium(IIl) complexes no
splitting of the octahedral band is observed even for com-
pounds in which the trans-disposition of the axial ligands
has been demonstrated?3? 186-168,

Apsrt from the tetragonal complexes, trigonal-bipyramidal
vanadium(II) complexes'®? and pseudo-octahedral chro-
mium(ILI) 8% and ruthenium(III) *°° complexes have also
been obtained.

Vil. THE MUTUAL INFLUENCE OF THE LIGANDS IN MACRO-
CYCLIC COMPLEXES

In the studies of the tetragonal complexes of iron(II),
cobalt(II1), and nickel(II) it has been shown that DqX¥ for
macrocyclic ligands varies as a function of the nature of the
axial ligands and conversely that Dq? for a specific axial
ligand depends greatly on the nature of the coordinated
macrocyclic compound. Similar findings were also made for
natural macrocyclic complexes!®®. This phenomenon reflects
the mutual influence of the ligands and, since the axial lig-
and is in the cis-position with respect to the macrocyclic
ligand, reflects the cis-influence in complexes of this type.

It has been shown for cobalt(III) ®3 and nickel(II) ¢7 com-
plexes that the dependence of the quantities Dq*Y and Dq?
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on the nature of the ligands and their mutual influence can
be represented by the following simple equations:

(for Dg*” in the cobalt complexes), (1)
(for Dg” in the cobalt complexes), 2)
(for Dg*? in the nickel complexes)t, 3)

where §1,, 0z, and Aj, are increments taking into account the
nature of the ligand, for which the value of Dq is determined
by the equation, and 87, of,, and Az are increments taking
into account the nature of the ligand in the cis-position

with respect to the ligand whose parameter is calculated by
the equation.

The spectroscopic parameters of the macrocyclic complexes,
calculated from the data in Tables 9 and 11, as well as the
increments in Eqns.(1), (2), and (3) are listed in Tables 13,
14, and 15. The constants in these equations were selected
on the basis of the most reliable data and are as follows:
Dg*Y = 2450 cm™ for [Co(Meg[14]aneN,)(H,0),1*" in Eqn.(1);
DgZ = 1500 em™! for [Co(Me,py[14]aneN,)Cl,]* in Eqn.(2),
and DgXy = 1399 cm™* for [Ni(Meg14]aneN,)(NCS),] in
Eqn.(3). The graphical relations between Dgexp and
Dqecale are presented in Fig.4. All the straight lines have
a slope of unity and the correlation coefficients are 0.975,
0.994, and 0.997 for Eqns.(1), (2), and (3) respectively.

The increments o, and Ay, are determined by the structure
of the macrocyclic ligands and the donor properties of the
nitrogen atom, the nature of which has already been dis-
cussed in connection with the consideration of the tetragonal
cobalt(III) and nickel(II) complexes. The values of o7
reflect the spectroscopic properties of the axial ligands and
increase in parallel with the spectrochemical series for these
ligands Br~ < Cl~ <H,0 <OH™ <N7<NCS™ <CH,CN <CN" in the
case of the cobalt(IlI) ion. The cis-influence of the axial
ligands is expressed by the parameters §z and Az and in the
case of cobalt the ligands can be arranged in the following
sequence in terms of the parameter §z: CH;CN <H,0<CN™ <
Cl”" <NCS™ <Br<N3<OH".

The influence of the axial ligands on Dg*Y can be explained
as follows. The part of the electron density orbital dz2

associated mainly with the axial ligands is located in the
equatorial plane XY and the mutual influence of the ligands
can be transmitted via this orbital, because the maximum
overlap of the atomic orbitals of the metal with the orbitals
of the donor nitrogen atoms occurs in the XY plane. The
influence of the macrocyclic ligand on DgZ, expressed by the
parameter oy,, can be explained by the steric interactions
between the alkyl or benzyl substituents in the macroring
and the axial ligands, apart from the cause indicated above.
This interaction has been observed in the 'H NMR spectra
of a series of macrocyclic complexes'® and has also been
characterised as the cis-influence.

The available data are as yet insufficient to construct a
relation similar to Eqn.(2) for the Dg? of the nickel com-
plexes, although it has been shown for a limited number of
ligands (C1”, Br~, N3, and NCS™) '*7 that there is a definite
relation between the parameters Dg*Y and DqZ, and that the
susceptibility of the axial ligands to changes in DgqX¥y
increases in the sequence Br™ (-0.54) =Cl (-0.54) <N3(-0.39) <
NCS(-0.33) (the slopes of the linear relations between Dq?
and DqXY are given in brackets).

It follows from the foregoing that DqXY and Dqg? are not
constants and vary as a function of the properties of the lig-
ands in the cis-positions. In the presence of various axial

#This equation is not quoted by Martin et al., **7 but follows
from the results obtained.
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ligands in the macrocyclic complex the situation is complicated
still further, because in calculations of the parameters Dq*¥Y
and DqgZ it is necessary to take into account the mutual influ-
ence of the trans-ligands as well as the influence of two dif-
ferent axial ligands on the macrocyclic ligand.

Table 13. The parameters DgXY and the increments in
Eqn.(1) for cobalt(III) complexes of the type [CoLX,j*
(in em™).

X
L - 5
CH,CN H;O CN- Ccl~ NCS— Br— N:i Oi—
Meg|14]dieneNg 2780 12800sh} — 2620sh | — 2680sh | — — 1270
Meg4|14]tetraeneNg | 2930 (2780 — 2710 — 2600 — — ]240
Meo[14]1,3dieneNg | 2790 |2740sh| — | 2730 2570 | 2510 — — {210
[14]aneNg — l2710 | — | 2650 2600 | 25{0 — | 2490sh [180
2,3Me[14]aneNg 210 [ — — 2580 — —~ — — 120
Meopy [ 14]aneNg — 12590 | 2530 | 2500 2480 | 2460 — | 2300 |70
Bz4(16]tetraeneNy — — — | 2460 2350 | 2380 | 2230 — 0
Meg [ 14]aneN4 2600 2540 | 2470 | 2450 2380 | 2380sh | — | 2270 0
b7 —80| 0 80 90 140 | 170 28 270 | —
Remark: sh =calculated from the shoulder.
Table 14. The parameters Dq? and the increments in
Eqn.(2) for cobalt(I1l) complexes of the type [CoLX,In*
(in em™).
L
X e By e L14] e Meo [t tetra o ydienen M2 LS 72
CN- 3230 2930 — — 2910* — 1680
CH,CN — 2220 2270 1990 2100 2090 780
NCS~ 2140 2120 — — 1990% 2030 550
N, 2060* — - - 1840* — 520
OH~ 1770 1750 — — — — 300
HO0 1630 1540 — 1460 15000 1580 130
cr- 1590 1430 1380 1350 1340na 1270 0
Br- 1340 1320 1270 1180 1120* 1460 [—130
a. 0 50 100 160 160 220 —
Remark: sh =calculated from the shoulder; *calculated
from the value of Dg¥XY by Eqgn.(1).
Table 15. The parameters Dg*Y and the increments in
Eqn.(3) for nickel complexes of the type [NiLX,] (in em™).
X
L
Br- c- CH,C00- Ny NeS= b
MeaPhj[14]dieneNg — 1540 1510 — 1470 A
Bz4[16]tetraeneNg — —_ - 1473 1465 63
{14 faneNg 1487 1480 — 1445 1418 24
2,3Mep[14}aneNg 1487 1471 — 1426 1414 16
Meg| 14]aneNg 1492 1469 1430 1413 1399 0
[15]aneNy 1283 1242 — 1227 1202 —205
Bz4[16]aneNg 1140 1130 —_— — 1115 —325
{16]aneNg 1128 1116 — 1087 1074 —342
az 86 —59 —36 —17 0

It follows from Table 12 that the position of the absorption
band associated with Dg*Y depends on the nature of the axial
ligands in the case of vanadium(II), chromium(Il), chro-
mium(I1I), and manganese(III) complexes. In all probability
this phenomenon is general for all transition metals.
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As shown in the present review, macrocyclic ligands
constitute an interesting class of compounds forming com-
plexes with metal ions. The wide variety of the structures
of these complexes is determined both by the structure of
the macrocyclic ligands and the properties of their donor
atoms, on the one hand, and by the characteristics of the
electronic structure of the metal ions, on the other.

Apparently, as for alkali and alkali earth metal complexc«
with macrocyclic polyethers®, the relative dimensions of {h«
cavity within the macrocyclic ligand and of the transition
metal ion play an important role in determining various i
erties (kinetic, thermodynamic, spectrochemical, electre-
chemical, etc.) of their complexes. If the size of the macro
cyclic ligand is insufficient for it to be coordinated to the
metal in a planar conformation, then complexes of a ditfe
structure with a bent macrocyclic ligand are formed. Com
plexes of this type are formed also when a macrocyclic i wnd
of sufficient size contains bulky substituents in its ring
(particularly at the nitrogen atoms) or when an addition:’
bidentate ligand is involved in the coordination.

Complexes with macroeyclic ligands occupying the oo
ial plane in the coordination sphere of the metal are subc. .
to marked tetragonal distortion, which gives rise to o v
possibility for the investigation of the influence of varini:
factors on the spectrochemical parameters of the conif
It has been shown that the parameters obtained oo .
mutual influence of the ligands in these complexes .

From the spectrochemical point of view, macrocy:hic oan
pounds are as a rule some of the most powerful ligands o
which the values of Dq have been determined and are inics-
ior, as regards field strength, only to ligands of ihe typc
of cyanide ions or nitro-groups.
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