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ABSTRACT:  

High-spin organic tetraradicals with significant intramolecular exchange interactions have high 

potential for advanced technological applications and basic research, but those synthesized to date 

possess limited stability and processability. In this work, we designed a tetraradical based on the 

Blatter’s radical and nitronyl nitroxide radical moieties and successfully synthesized it using the 

palladium-catalyzed cross-coupling reaction of triiodotriazine with gold(I) nitronyl nitroxide-2-

ide complex in the presence of a newly developed efficient catalytic system. The molecular and 

crystal structure of the tetraradical was confirmed by X-ray diffraction. The tetraradical possesses 

good thermal stability with decomposition onset at ∼150 °C in an inert atmosphere. The 

tetraradical exhibits reversible redox waves (at −0.54 and 0.45 V vs Fc/Fc+), unprecedented for 

high-spin tetraradicals. The magnetic properties of the tetraradical were characterized by SQUID 

magnetometry of polycrystalline powders and EPR spectroscopy in various matrices. The 

collected data, analyzed using high-level quantum chemical calculations, confirmed that the 

tetraradical has a triplet ground state and a nearby excited quintet state. The unique high stability 

of the prepared triazinyl-nitronylnitroxide tetraradical is a new milestone in the field of creating 

high-spin systems. 
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INTRODUCTION 

Multispin organic systems, i.e., di-, tri-, and polyradicals, are intriguing molecules whose ground-

state multiplicity can be manipulated by controlling intramolecular exchange interactions.1–2,3,4 

Among such multispin systems, molecules with high-spin ground states are of special interest due 

to their applicability to the design of fascinating functional materials.5 For instance, such high-spin 

molecules have been proposed and investigated as building blocks for applications in organic 

batteries,6,7 organic magnets,8,9 spintronics,10–11,12 spin filters,13–14,15 memory devices,16,17 and for 

the exploration of quantum interference with molecular conductivity.18,19 However, their potential 

use for device fabrication depends not only on the intrinsic electronic properties, but also on 

stability and processability.20 A number of kinetically stable radicals, including nitroxide, 

phenoxide, nitronyl nitroxide (NN), iminonitroxide, and oxoverdazyl radicals, have been known 

for many years.21 Another exceptionally stable radical is the 1,2,4-benzotriazinyl radical 

synthesized by Blatter et al.22 This type of radicals is currently gaining increasing importance due 

to the proposed efficient synthetic strategies,23–24,25,26,27 which have paved the way to 

multifunctional paramagnetic agents with interesting magnetic properties.28,29 Stable radical units 

have the distinct advantage that they can be attached to any organic moiety and can even be 

purified and crystallized under ambient conditions. When properly bridged (via ferromagnetic 

coupling units), all of these stable radicals have often been used as spin sources in the synthesis of 

high-spin ground-state organic molecules suitable for subsequent use as materials.30–31,32 It is 

noteworthy that the simultaneous use of different types of radical units has proven to be 

particularly fruitful for the design of high-spin molecules, including those with a 1,2,4-

benzotriazinyl core. Recently, Rajca et al. created the diradicals tBu-Blt-NN and Blt-NN by 

appropriate coupling of the Blatter’s radical with the nitronyl nitroxide radical via 

trimethylenemethane (TMM) topology.33,34 The latter causes strong intramolecular ferromagnetic 

interactions between unpaired electrons. In addition, the diradicals tBu-Blt-NN and Blt-NN have 

high thermal stability. Thus, according to thermogravimetric analysis, the diradicals tBu-Blt-NN 

and Blt-NN begin decomposition at 175 and 160 °C, respectively. It should be noted that the Blt-

NN diradical, the thermal occupancy of the triplet state of which is 95% at room temperature, can 

be evaporated in ultrahigh vacuum to form thin films on silicon. Then, Rajca et al. succeeded in 

synthesizing the triradical Blt-(NN)2 with a quartet ground state, possessing two doublet−quartet 

energy gaps: ∆𝐸𝐷𝑄
1  ≈ 0.2−0.3 kcalmol−1 and ∆𝐸𝐷𝑄

2  ≈ 1.2−1.8 kcalmol−1.35 The Blt-(NN)2 triradical 

has 70% occupancy of the quartet ground state at room temperature and good thermal stability 

with onset of decomposition at >160 °C in an inert atmosphere.  
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The next challenge is the high-spin tetraradical, possessing both good thermal stability under 

ambient conditions and a significant energy gap between the high-spin ground state and low-spin 

excited state. Tetraradicals with four unpaired electrons form a quintet as the ground state when 

all four spins are ferromagnetically coupled. If two unpaired electrons are coupled 

antiferromagnetically, then this situation leads to the formation of triplet ground state. Rajca et al. 

reported the synthesis of 1,3-linked poly(arylmethyl) quintet tetraradicals with a branched and 

cyclic structure by oxidation of the corresponding carbanions. Combined EPR/SQUID analysis 

revealed that all three tetraradicals possess a quintet ground state (S = 2); tetraradicals in the quintet 

state persist in the crystal state at ambient temperature for several days; in solution, decomposition 

is detected after a short period of time.36 Recently, Rajca et al. succeeded in the synthesis of aminyl 

tetraradicals, also having a quintet ground state, as evidenced by SQUID magnetization and 

magnetic susceptibility measurements; the energy gap between the quintet and the nearest excited 

triplet state, ΔETQ/kB, is ≥150 K. Tetraradicals react with oxygen in solution at temperatures above 

195 K and tend to form π-dimer-like structures in concentrated solutions.37,38 Thus, up to date, 

neutral tetraradicals that are stable under ambient conditions and possess a significant energy gap 

between the high-spin ground state and low-spin excited state were unknown.  
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To solve the problem of the synthesis of high-spin tetraradicals, we turned to cross-coupling 

reactions involving organometallic derivatives of nitronyl nitroxide. The use of these reactions, 

discovered by Okada et al.,39,40 opened up a completely new era for the creation of high-spin 

systems and for determination of their inherent magnetostructural correlations.41 At the same time, 

the main limitation of this reaction, which prevents the realization of its full potential, is that it 

proceeds smoothly only with aryl iodides. In the case of di- and triiodoarenes, the cross-coupling 

reaction gives low yields of the target products. The reason is that the Okada’s reagent (NN–Au–

PPh3), used in the first-generation catalytic system, has limited thermal stability and begins to 

decompose at temperatures of ~60–65 C, at which cross-coupling reactions occur. Our systematic 

search42,43 led to the creation of a second generation of organogold nitronyl nitroxide derivatives 

NN–Au–XPhos, NN–Au–MeCgPPh and NN–Au–TTMPP, which have exceptionally high thermal 

stability and high reactivity in cross-coupling reactions even with diamagnetic aryl bromides.44  

 

 

 

The Blatter moiety is significantly more electron-rich compared to typical diamagnetic π-

systems. This is why cross-coupling reactions of the NN–Au–PPh3 reagent with iodo derivatives 

of Blatter radicals were not efficient and resulted in low yields of the desired high-spin molecules.35 

Rajca investigated various reagents and catalytic systems and discovered that the cross-coupling 

of the Blatter diiodine radical with NN–Au–PPh3 using a highly reactive Pd(0) catalyst (Pd[(t-

Bu)3P]2) at a loading of 30 mol% allows the synthesis of the Blt-(NN)2 triradical. Although the 

latter was obtained in acceptable isolated yields (19–42%), the applied catalytic system was not 

powerful enough for the triiodo-Blatter radical cross-coupling. In the present work, we propose an 

improved catalytic system that operates at room temperature and allows the preparation of cross-

coupling products in high yields. Using this catalytic system, we successfully prepared and fully 

characterized the first tetraradical Blt-(NN)3, which has both good thermal stability and a moderate 

energy gap between spin states of different multiplicity.  

 

RESULTS AND DISCUSSION 
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Synthesis of Blt-(NN)3. Cross-coupling of tri-iodo-Blatter radical (Blt-I3) with 3.5 equiv. of 

NN–Au–PPh3 with the help of the widely used Pd(PPh3)4 or the rarely applied Pd[(t-Bu)3P]2 (up 

to 30 mol%) forms a complex mixture of products with a small amount (<5%) of the isolated 

tetraradical Blt-(NN)3. We also examined the recently proposed thermally stable reagent NN–Au–

TTMPP44 in the presence of Pd(PPh3)4. Using this reagent, the Blt-(NN)3 tetraradical was obtained 

in acceptable yield (~60%). Careful selection of reaction conditions allowed us to find a simple 

and much more efficient method, which involves a cross-coupling reaction of Blt-I3 with 3.5 equiv. 

of readily available NN–Au–PPh3 in the presence of Pd2(dba)3 (40 mol%) and MeCgPPh (160 

mol%) in toluene at room temperature. Remarkably, this methodology enabled the synthesis of the 

Blt-(NN)3 tetraradical in a single step in high isolated yields (Scheme 1).  

 

Scheme 1. Synthesis of tetraradical Blt-(NN)3 

 

 

X-ray Crystallography. Single crystal X-ray diffraction analysis clarified the molecular 

structure and crystal packing in the solid state. Single crystals of the Blt-(NN)3 tetraradical, suitable 

for X-ray diffraction analysis, were obtained by slow evaporation of solutions in CH2Cl2/heptane 

mixture at 5 °C. It was revealed that Blt-(NN)3 crystallizes in the monoclinic space group P21/c 

and contains one molecule of dichloromethane. Figure 1a shows the structure of the Blt-(NN)3 

molecule in a projection onto the plane of the 1,2,4-benzotriazinyl moiety. The N–O bond lengths 

in nitronyl nitroxide groups are in the range of 1.263(4)–1.284(5) Å; in the triazole ring, the lengths 

of all bonds are intermediate between double and single. Intramolecular O…O distances exceed 6 

Å. The nitronyl nitroxide radical moieties A and B, as well as benzene ring B, are almost coplanar 

with the π-system of the 1,2,4-benzotriazinyl (Blatter) radical (Figure 2b). In the tetraradical, the 

torsion angles N(2A)C(11A)C(12A)C(13A), N(1)C(2)C(15B)C(14B), and 
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N(9B)C(11B)C(12B)C(13B) do not exceed 15° (Table 1). At the same time, the nitronyl nitroxide 

moiety C forms an angle of ~60° with the plane of the 1,2,4-benzotriazinyl moiety.  

 

  a 

  b 

Figure 1. (a and b) Single-crystal X-ray structure of the Blt-(NN)3 tetraradical in the projection 

on the Blatter moiety’s plane, as well as the atom numbering scheme and a side view of Blt-(NN)3. 

Parameters of atomic displacement are given with 50% probability; H atoms and CH3 groups are 

omitted. 

 

Table 1. Selected bond lengths, contacts (Å), and torsion angles (deg.) in Blt-(NN)3. 

Bond d Bond d 

O(1A)–N(2A) 1.263(4) N(1)–C(15A) 1.356(4) 

N(9A)–O(10A) 1.281(4) N(1)–C(2) 1.347(4) 

O(1B)–N(2B) 1.276(4) C(2)–N(3) 1.336(4) 

N(9B)–O(10B) 1.283(4) N(3)–N(4) 1.363(4) 

O(1C)–N(2C) 1.284(5) N(4)–C(16A) 1.398(4) 

N(9C)–O(10C) 1.278(5) C(15A)–C(16A)  1.412(5) 

https://doi.org/10.26434/chemrxiv-2023-p4f9l ORCID: https://orcid.org/0000-0003-1540-7033 Content not peer-reviewed by ChemRxiv. License: CC BY-NC-ND 4.0

https://doi.org/10.26434/chemrxiv-2023-p4f9l
https://orcid.org/0000-0003-1540-7033
https://creativecommons.org/licenses/by-nc-nd/4.0/


  C(2)–C(15B) 1.482(5) 

  N(4)–C(15C) 1.429(4) 

Torsion angle  ω Contacts d 

N(9B)C(11B)C(12B)C(13B) 6.4(3) O(1A)…O(1B)# 3.698(5) 

N(2A)C(11A)C(12A)C(13A) –7.0(7) O(1B)…N(1A)# 3.751(5) 

N(1)C(2)C(15B)C(14B) –15.0(6) N(2B)…O(1A)# 3.522(5) 

N(2C)C(11C)C(12C)C(13C) –40.8(6) N(4)…O(10C)# 3.630(5) 

N(3)N(4)C(15C)C(14C) –61.5(5)   

N(2B)C(11B)C(12B)C(13B) –176.4(4)   

# –x, ½ – y, or –½ + z  

 

The intermolecular distances between the paramagnetic centers, namely, the N, C and O atoms 

of the nitronyl nitroxide moieties and the N atoms of the Blatter π-system, exceed 3.5 Å (Figure 

2b). The shortest of them, shown in Figure 2, are the intermolecular distances N(4)…O(10C') and 

O(1A)…N(2B'), equal to 3.630(5) and 3.522(5) Å, respectively. Moreover, O(1A)…N(2B') is the 

shortest distance between atoms of neighboring groups O(1A)-N(2A) and O(1B)-N(2B), located 

in parallel planes, but at an angle ~ 40° to each other. 

 

 

Figure 2. The shortest intermolecular distances N…O in Blt-(NN)3.  

 

EPR Spectroscopy. The continuous wave (CW) EPR spectrum of the Blt-(NN)3 tetraradical 

in toluene solution at room temperature consists of a single line without a resolved structure (Fig. 

3). For comparison, Figure 3 also presents the EPR spectrum of the oxoverdazyl-nitronyl nitroxide 

triradical, previously recorded under similar conditions.4  
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Figure 3. CW EPR spectra recorded at room temperature in toluene solution for Blt-(NN)3 (blue) 

and the reference triradical.4 

 

It is noteworthy that the EPR spectrum of the Blt-(NN)3 tetraradical is narrower compared to 

that of the reference triradical, as would be expected for polyradicals composed of similar 

monoradical units. Indeed, the effective hyperfine interaction constants decrease in proportion to 

the number of electron spins due to exchange interaction, as illustrated, in particular, in our 

previous papers for the series monoradical – diradical – triradical.3,4 Thus, the continuation of this 

trend for the Blt-(NN)3 tetraradical in the present work does confirm the presence of four 

exchange-coupled electron spins in the molecule. 

Pulsed EPR spectra of Blt-(NN)3 were also recorded in toluene glass in the temperature range 

6–80 K. Obtaining CW EPR spectra in this temperature range was problematic due to long 

electronic spin relaxation, leading to microwave saturation and distortion of the lineshape; 

however, EPR spectra detected by free-induction decay (FID) could be easily obtained (Figure 4).  

 

 

Figure 4. FID-detected EPR spectrum of Blt-(NN)3 in toluene glass at 40 K (blue) and 

corresponding simulation in a model assuming the triplet state (S = 1) of the tetraradical (dashed 

red curve; see text for parameters). 
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There are no dramatic changes in the spectrum in the range T = 6–80 K (Figure S2, SI); only 

minor alterations in relative intensities were observed between the global maximum and the 

shoulders. Therefore, most likely, in this temperature we see the same spin state. The spectrum can 

be modeled by a triplet state (S = 1) with a zero-field splitting parameter D = 5 mT (E/D = 0.33) 

and an axial g-tensor (g|| = 2.003, g⊥ = 2.009). The slight discrepancy in side arm intensity with 

experiment is likely due to orientation-dependent transverse relaxation, which is also in line with 

similar spectral changes with temperature shown in Figure S2. The observed triplet state was 

assigned to the ground state of the Blt-(NN)3 tetraradical in accordance with quantum chemical 

calculations. However, the nearby excited quintet state did not manifest itself in the FID-detected 

EPR, although this state should also be largely populated in the temperature range discussed. Most 

likely, the quintet state is invisible in FID-detected EPR spectra due to the much faster electron 

spin relaxation compared to the triplet state. Note that this shortening of spin relaxation time with 

the increasing number of electron spins is a well-known and generally anticipated trend.45 

Thus, the combination of CW EPR in solution and pulsed EPR in the glassy-state made it 

possible to confirm the presence of four electron spins per molecule and to observe the ground 

triplet state of the Blt-(NN)3 tetraradical. 

 

SQUID Magnetometry and Quantum Chemical Analysis. The bulk magnetic properties of 

the Blt-(NN)3 tetraradical were experimentally investigated by SQUID magnetometry of 

polycrystalline samples. At 300 K, χT was found to be 1.64 cm3·K·mol−1, which is between the 

theoretical values of 1.5 cm3·K·mol−1 for four noninteracting spins S = 1/2 and 1.75 cm3·K·mol−1 

for two noninteracting spins S = 1/2 and one paramagnetic center with spin S = 1. This indicates 

one fairly strong ferromagnetic exchange interaction and two much weaker interactions. With 

decreasing temperature, χT decreases monotonically reaching 1.50 cm3·K·mol−1 at 70 K, and then 

declines more rapidly to 0.42 cm3·K·mol−1 at 2 K (Figure 5). The latter value may indicate the 

close proximity of the triplet (χT =1.0) and singlet states of the Blt-(NN)3 tetraradical, although 

intermolecular antiferromagnetic interactions can also affect the χT values at cryogenic 

temperatures. To shed light on the nature of the observed magnetic behavior of the Blt-(NN)3 

tetraradical, intra- and intermolecular exchange interactions were calculated by quantum chemical 

methods using the XRD crystal structure. 
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Figure 5. Experimental temperature dependence of χT (blue circles) for polycrystalline samples 

of tetraradical Blt-(NN)3 in a field of 5 kOe. Black line corresponds to the best fit with four fitting 

parameters.  

 

The Blt-(NN)3 tetraradical has 6 low-lying spin multiplets (1 quintet, 3 triplet and 2 singlet 

states), resulting from exchange interactions of four radical centers. The energies of these 

multiplets were calculated at the SA-CASSCF(12,12)/NEVPT2/def2-TZVP level. Figure S3.1 (SI) 

represents the molecular orbitals (MOs) of the active space, four of which are almost degenerate 

(MO197 – MO200) and localized on the NN and Blt radical moieties. According to calculations, the 

Blt-(NN)3 tetraradical has a ground triplet state, with the first excited state predicted to be a quintet 

state, followed by a singlet state (Table 2, for details see Supporting Information, Section S3). 

 

Table 2. Relative energies and multiplicities of low-energy spin states of the Blt-(NN)3 tetraradical 

calculated at the CASSCF(12,12)/NEVPT2/ def2-TZVP level and estimated using the PHI 

program and J values calculated at the CASSCF(10,10)/NEVPT2/ def2-TZVP level, as well as 

using the best-fit J parameters. 

2S + 1 

CASSCF(12,12)/ 

NEVPT2 

calculations 

2S + 1 

Evaluated using 

calculated J values 2S = 1 
Evaluated using 

the best-fit J1 – J3 
J1 – J3 J1 – J6 

3 0 3 0 0 3 0 

5 7.0 1 12.2 12.0 1 5.1 

1 23.2 5 24.9 27.3 5 21.3 

3 30.6 3 37.8 39.1 3 26.6 

3 540.2 1 517.0 518.3 3 506.4 

1 540.7 3 517.7 518.5 1 506.6 
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However, to better understand the nature of magnetic properties, we also calculated 

parameters of the pair exchange interactions (𝐻̂𝑖𝑗 = −2𝐽𝑖𝑗𝑆̂𝑖𝑆̂𝑗) for model diradicals obtained by 

adding hydrogen atoms to the remaining radical fragments (Figure 6 and Figure S3.3). The J 

parameters were calculated at the CASSCF and CASSCF/NEVPT2 levels, as well as using the 

spin-unrestricted broken-symmetry (BS) approach (for details see discussion in SI, Section S.3). 

Results of these calculations are presented in Table 3 and Table S3.2.  

Table 3 shows that all types of calculations predict the same signs of the parameters Ji, 

however, calculations at the BS-DFT level give significantly overestimated absolute J values. It is 

also clear that the parameters of exchange interactions between NN fragments (J4 – J6) are very 

small and they can be neglected in the analysis of magnetic properties. In turn, the absolute values 

of J1 – J3 differ significantly, and J1 is really large (2J1/kB = 713 K), which explains why the T 

value at 300 K noticeably exceeds the theoretical value for four non-interacting spins 1/2 (Figure 

5). The large positive value of J1 is explained by the McConnel I mechanism46 (Figure S3.1, SI), 

since the radical fragments are connected by a C–C bond, in which the C atom of the NN fragment 

has a large negative spin population (–0.19), and the C atom of the Blatter radical fragment (Blt) 

has a large positive spin population (0.11). The difference in the sign of J2 and J3 could be explained 

by the difference in the mutual arrangement of the NN and Blt fragments (SI, Section 3). 

 

 

Figure 6. Spin density isosurface (|𝜌| = 0.0078 a. u.) calculated at the UB3LYP/def2-TZVP level 

for the quintet state and graphical representation of intramolecular exchange interactions for the 

Blt-(NN)3 tetraradical.  

 

Table 3. Parameters of intramolecular exchange interactions (numbering corresponds to Figure 6), 

calculated at different levels of theory using model diradicals (Figure S3.3, SI). 

Ji, cm-1 
BS-

DFT 
CASSCF(10,10) 

CASSCF(10,10)/ 

NEVPT2 

Best-fitting 

parameters 
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J1 562.3 251.9 247.8 245 ± 8 

J2 −65.9 −24.1 −17.1 −14.4 ± 0.5 

J3 46.3 7.5 9.3 3.9 ± 1.1 

J4 −22.6 −1.0 −1.4 − 

J5 −0.56 −0.1 −0.4 − 

J6 0.04 0.0 −0.4 − 

 

Using the most accurate J values, calculated at CASPT2 level (Table 3), we evaluated the 

energies of the low-lying multiplets (Table 2). It is seen that these calculations also lead to the 

ground triplet state of the tetraradical, and neglecting J4 – J6 does not have a noticeable impact on 

the energies. Moreover, the complete splitting of the multiplets under consideration is similar for 

the two types of calculations, however, the latter calculations lead to a permutation of the lowest 

quintet and singlet states. 

The temperature dependence of magnetic susceptibility is determined not only by 

intramolecular, but also by intermolecular exchange interactions, especially at cryogenic 

temperatures. Thus, we estimated also parameters of intermolecular interactions (𝐽𝑖
′)  using the BS-

DFT approach, which works well in such cases.3 Model radical pairs were used in these 

calculations (Figure S3.4 and discussion in Section S3, SI). Most of the J parameters are very low 

(<1 cm–1 in absolute value), but two of them (–15.5 and 6.9 cm–1) are predicted to be comparable 

in absolute magnitude to J2 and J3. Nevertheless, we had to use the mean-field approximation with 

parameter zJ to account for intermolecular exchange interactions.  

Thus, the temperature dependence of the magnetic susceptibility in the form of the T vs T 

dependence (Figure 5) was approximated using the PHI software and the parameters J1, J2, and J3 

of the intramolecular exchange interaction and the mean-field parameter zJ. The g-factor values 

were fixed and varied around g = 2.0. The best agreement with experiment was achieved for the 

following parameters: J1 = 245 ± 8, J2  = -14.4 ± 0.5, J3 = 3.9 ± 1.1 cm–1 and zJ = –0.76 ± 0.03 

cm–1 at g = 1.98. The best-fitting parameters J1 and J2 are in perfect agreement with the 

calculations, while the best-fitting parameter J3 has the same sign, but much greater uncertainty 

and about half the magnitude predicted by calculations (Table 3). Note that the negative value of 

zJ is also consistent with the predicted predominance of antiferromagnetic intermolecular 

interactions.  

We also recalculated the energies of the multiplets using the above J1 – J3 best-fit parameters 

and PHI software (Table 2). It can be seen that these calculations also lead to a ground triplet state 

with the same complete splitting as in previous calculations, but the splitting between the four 

lower multiplets is noticeably smaller than the previous one. 
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Electrochemistry and UV−Vis−Near-Infrared (NIR) Spectroscopy. Electrochemical 

parameters of the processes of oxidation and reduction of Blt-(NN)3 tetraradical were determined 

by cyclic voltammetry (CV) on a glassy carbon disk electrode in a solution of an acetonitrile-based 

background electrolyte. On the oxidation curve for this compound, there is a peak at a potential of 

0.45 V (I) and a cluster of two close peaks (II–III) in the potential range 0.70–1.20 V. On the 

reduction curve, there are three peaks at potentials –0.54 (IV), –1.10 (V), and –2.61 V (VI) (Figure 

7). 

For oxidation I peak and reduction IV peak, which have response peaks, a series of CV curves 

were recorded and analyzed at potential scan rates in the range of 0.05–1.00 V/s (Figures 8 and 9). 

According to the results, peak I matches chemically reversible oxidation of Blt-(NN)3 tetraradical. 

It was found that the ratio of the reverse and forward peaks does not depend on the potential sweep 

rate and is close to 1.0 (Ip
red/Ip

ox = 0.98). The half-wave potential determined for this process is 

0.41 V. The reduction of Blt-(NN)3 tetraradical (peak IV) is chemically reversible too: the ratio of 

the reverse and forward peaks does not depend on the potential sweep rate and is 0.79. The 

noticeable difference between this value and 1.0 is due to a difficulty with determining the correct 

value of the background current for the response peak. Half-wave potential for this process is –

0.51 V. 

The oxidation II-III peaks and reduction V peak also have response waves (Figure 7). 

Nevertheless, in the case of peaks II-III, the degree of reversibility could not be determined due to 

a difficulty with determining the currents in each peak owing to an overlap with the signal of the 

“neighboring” process. For peak V, both the forward wave and backward wave have a complex 

shape, which is probably due to the course of at least two processes at close potentials, which 

cannot be separated either. The VI reduction peak is chemically irreversible (Figure 7). 
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Figure 7. Cyclic voltammograms for Blt-(NN)3 tetraradical (0.3  10–3 M) in 0.1 M 

Bu4NBF4/MeCN on a glassy carbon disk electrode at a potential sweep rate of 0.1 V/s. The orange 

and green curves show reversible/quasi-reversible behavior of peaks I, IV, and V. 

 

    

Figure 8. (left) CV curves for oxidation process I at potential scan rates of 0.05, 0.1, 0.2, 0.5, and 

1.0 V/s. (right) Dependences of potentials of oxidation peaks and response reduction peaks on the 

current. 
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Figure 9. (left) CV curves for reduction process IV at potential scan rates of 0.05, 0.1, 0.2, 0.5, 

and 1.0 V/s. (right) Dependences of potentials of reduction peaks and response oxidation peaks on 

the current. 

 

 

Figure 10. UV–Vis spectra of Blt-(NN)3 tetraradical in MeCN, max/nm (max/L mol−1 cm−1): 322 

(9.32  103), 368 (5.39  103), 386 (4.04  103), 472 (1.16  103), 509 (0.99  103), and 552 (0.98 

 103). For phenyl-substituted nitronyl nitroxide in ethanol, the following spectral data have been 

reported, max/nm (max/L mol−1 cm−1): 238 (9400), 263 (12200), 360 (13300), and 588 (685).47 For 

triradical Blt-(NN)2 in dichloromethane, the following spectra data have been reported, max/nm 

(max/L mol−1 cm−1): 303 (3.49  104), 371 (2.26  104), 510 (5.26  103), and 545 (5.24  103).35 
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Thermal Stability. The Blt-(NN)3 tetraradical possesses excellent stability under ambient 

conditions. It can be purified by chromatography on a normal-phase silica gel and stored under 

ambient conditions. Notably, solid Blt-(NN)3 shows no signs of decomposition after storage in 

ambient air at −15 °C for more than 1 year. Our thermogravimetric analysis data suggested that 

after the loss of solvate molecules (7% mass loss), the thermal decomposition of Blt-(NN)3 starts 

at ~150 °C (Figures S5.1 and S5.2), which is slightly lower than the onset temperature for triradical 

Blt-(NN)2 (166 °C)35 and that for diradical Blt-NN (160 °C).34 The maximum rate of mass loss for 

Blt-(NN)3 was registered at ~200 °C. 

 

CONCLUSION 

This paper reports the development of an efficient catalytic system for the cross-coupling of the 

tri-iodo-Blatter radical with a gold(I)−nitronyl nitroxide complex. We believe that this method will 

pave the way to the production of a variety of high-spin molecules. The proposed methodology 

made it possible to obtain the Blt-(NN)3 tetraradical with a high-spin triplet ground state. Our 

tetraradical has three channels of efficient intramolecular exchange interaction: one channel with 

strong ferromagnetic interaction, the other two with moderate interactions of both types – ferro- 

and antiferromagnetic. The Blt-(NN)3 tetraradical is stable in air and possesses high thermal 

stability in an inert atmosphere. It exhibits reversible redox waves (at −0.54 and 0.45 V vs Fc/Fc+) 

unprecedented for high-spin tetraradicals. Magnetic properties of new tetraradical were 

characterized by SQUID magnetometry of polycrystalline powders and EPR spectroscopy in 

various matrices and analyzed with reference to X-ray diffraction (XRD) data and high-level 

quantum chemical calculations. The findings indicate that the Blt-(NN)3 tetraradical has a triplet 

ground state and a nearby excited quintet state. Our tetraradical, due to its unprecedented 

combination of the high-spin ground state, thermal and electrochemical properties, can stimulate 

further development of purely organic magnetic and electronic materials. 

 

EXPERIMENTAL SECTION 

Reagents and General Methods 

(Nitronyl nitroxide-2-ide)(triphenylphosphine)gold (NN-Au-PPh3),
48 Pd2(dba)3·CHCl3,

49 and 

1,3,5,7-tetramethyl-6-phenyl-2,4,8-trioxa-6-phosphaadamantane (MeCgPPh)50 were prepared 

according to procedures in the literature just cited. All other reagents were purchased from 

commercial suppliers and were used as received. Toluene was distilled under an argon stream and 

kept in an argon atmosphere. Other solvents were of reagent quality and used without additional 

purification. Reactions were monitored by thin-layer chromatography (TLC) on silica gel 60 F254 

aluminum sheets from Merck. The chromatography was carried out on silica gel (0.050–0.160 
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mm) for column chromatography. Yields are given for pure substances obtained after 

recrystallization.  

IR spectra were recorded with a Bruker Tensor 27 FTIR spectrometer in a KBr pellet. UV–

Vis spectra were acquired in a MeCN solution on a Bruker Vector-22 spectrometer. CV 

measurements were performed in a glove box with an argon atmosphere and humidity and oxygen 

levels not exceeding 0.1 ppm using a standard three-electrode glass cell at potential scan rates of 

0.05–1.00 Vs−1; the working electrode was a glassy carbon disk electrode with a disk diameter of 

1.7 mm; the auxiliary electrode was a Pt wire calcined in the flame of a gas burner; the reference 

electrode was an Ag wire coated with a layer of AgCl; the reference electrode was calibrated 

relative to the ferrocene/ferrocenium pair (E0 = 0.640 V rel. SHE); the background electrolyte was 

a 0.1 M solution of Bu4NBF4 in acetonitrile with a water content not exceeding 20 ppm. 

All EPR data were collected using X/Q-band pulsed/CW EPR spectrometer Bruker Elexsys 

E580 equipped with an Oxford Instruments temperature control system. CW EPR spectra were 

obtained under conditions preventing modulation broadening and microwave saturation. FID-

detected EPR spectra were obtained by integration of FID after a 1 s microwave pulse. For all 

spectral simulations, the EasySpin toolbox for Matlab was utilized.51 

Thermal analysis was performed on a TG/DTA Simultaneous Measuring Instrument, DTG-

60 (Shimadzu). Experiment was carried out under argon flow at a heating rate of 10 °C/min in 25–

500 oC temperature interval. 

Magnetic susceptibility of polycrystalline samples was measured with a Quantum Design 

MPMSXL SQUID magnetometer in the temperature range 2−300 K in a magnetic field of up to 5 

kOe. Diamagnetic corrections were made using Pascal constants.52 The spin Hamiltonian in the 

general form of 𝐻 = −2𝐽𝑆̂1𝑆̂2 was employed for an analysis of the experimental χ(T)T 

dependencies. 

 

Synthesis of Triradical Blt-(NN)3. A 10-mL vial purged with argon was charged with a 

magnetic stir bar, Blt-I3 (0.050 g, 0.076 mmol, 1.0 equiv.), NN-Au-PPh3 (0.164 g, 0.266 mmol, 3.5 

equiv.), Pd2(dba)3·CHCl3 (0.031 g, 0.030 mmol, 0.4 equiv.), and MeCgPPh (0.035 g, 0.122 mmol, 

1.6 equiv.). Then, toluene (5 mL) was added into the vial. After stirring for 20 h at room 

temperature (~19 °C), the reaction mixture almost did not contain the initial NN-Au-PPh3 (as 

evidenced by TLC). Then, the reaction solution (in toluene) was loaded onto a silica gel column 

wetted with hexane. Elution with CHCl3, followed by hexane-EtOAc (1:1), followed by EtOAc 

gave the target tetraradical Blt-(NN)3 as a dark brown solid. Yield: 0.047 g (82%). TLC Rf = 0.50 

(EtOAc). Crystals suitable for XRD were obtained by slow evaporation of a CH2Cl2/heptane 

solution at 5 °C for 1 day in an open vial. IR (KBr, cm−1): 3486, 3056, 2987, 2933, 2870, 2586, 
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1734, 1636, 1596, 1517, 1482, 1451, 1436, 1422, 1390, 1364, 1309, 1273, 1217, 1182, 1166, 1134, 

1071, 1018, 994, 921, 867, 843, 756, 722, 695, 638, 618, 595, 542, 453, 413. High-resolution mass 

spectrometry (m/z): calcd for C40H47N9O6 [M]+: 749.3649. Found: 749.3637. 

 

X-ray Crystallography. Intensity data from a single crystal of Blt-(NN)3 were collected on a 

Bruker AXS diffractometer: Apex Duo (Cu Kα, λ = 1.54178 Å, room temperature). Absorption 

correction was applied by means of Bruker SADABS (version 2.10).53 The structure was solved 

by direct methods and refined by the full-matrix least-squares method in an anisotropic 

approximation for all nonhydrogen atoms. Positions of the H atoms were computed geometrically 

and included in the refinement in a riding model. All calculations for structure solution and 

refinement were performed in the SHELXL-2018/3 software.54,55 Crystallographic data were 

deposited with the Cambridge Crystallographic Data Centre and can be obtained free of charge via 

http://www.ccdc.cam.ac.uk/conts/retrieving.html (or from the CCDC, 12 Union Road, Cambridge 

CB2 1EZ, UK; Fax: +44 1223 336033; E-mail: deposit@ccdc.cam.ac.uk).  

Crystallographic data for Blt-(NN)3: C41H49Cl2N9O6, M = 834.79, T = 296 K, monoclinic 

space group P21/c, a = 25.273(6), b = 12.106(3), c = 13.814(4) Å, β = 93.554(16)°, V = 4218.6(18) 

Å3; Z = 4, calc = 1.314 g·cm–3, μ(Cu Kα) = 1.856 mm–1, θ range 3.504–68.309°, Ihkl 

collected/unique 52041/7667, Rint = 0.1627, 3654 Ihkl with I > 2σ(I), 524 refined parameters, GooF 

= 0.933, R1 = 0.0747, wR2 = 0.2044, CCDC 2252621.  

 

Computational Details. The spin density distribution for the Blt-(NN)3 tetraradical in the 

high-spin quintet state was calculated at the UB3LYP/def2-TZVP level.56–57,58 The energies of the 

lowest energy multiplets, arising from the exchange interactions of the radical fragments, were 

calculated at the CASSCF59 and CASSCF/NEVPT260 levels of theory using XRD geometry with 

the def2-TZVP basis set. The parameters Jij of exchange interactions between radical fragments 

(𝐻̂𝑖𝑗 = −2𝐽𝑖𝑗𝑆̂𝑖𝑆̂𝑗) were calculated for the model diradicals, which were obtained from a 

tetraradical structure by adding two hydrogen atoms to the rest two radical centers. These 

parameters were calculated at the CASSCF and NEVPT2 levels, as well as using the spin-

unrestricted broken-symmetry (BS) approach61 at the BS-B3LYP/def2-TZVP level of theory using 

the Yamaguchi formula62 𝐽 =  −
𝐸𝐻𝑆−𝐸𝐵𝑆

𝐿𝑆

〈𝑆2〉𝐻𝑆−〈𝑆2〉𝐵𝑆
𝐿𝑆 . Using the PHI program63 and the calculated 

parameters, the energies of the lower states of Blt-(NN)3 were also recalculated. 
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